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PEEFACE 


During  the  twenty-two  years  that  have  elapsed  since  the  first  volume  of  this 
work  made  its  appearance,  chemistry  has  advanced  at  a  rate  and  to  an  extent 
altogether  unprecedented  in  its  history,  or,  indeed,  in  the  history  of  any  other 
science.  This  extraordinary  growth  has  been  accompanied  by  a  no  less  re- 
markable increase  in  the  variety  and  comprehensiveness  of  its  applications  to 
the  arts  and  manufactures.  Accordingly,  in  the  attempt  to  make  this  re- 
issue reasonably  adequate  as  a  presentation  of  contemporary  knowledge,  both  as 
regards  the  science  and  its  applications,  it  has  been  found  absolutely  necessary 
to  enlarge  greatly  the  original  scope  of  the  book.  All  the  articles  in  the  former 
issue  have  been  carefully  revised  and  many  have  been  wholly  rewritten.  In 
addition,  of  course,  a  large  number  of  new  and  important  subjects  have  had 
to  be  dealt  with.  The  result  is  that  this  edition  of  the  Dictionary  of  Applied 
Chemistry  is  practically  a  new  work. 

In  preparing  it  the  Editor  has  again  been  fortunate  in  securing  the  co- 
operation of  eminent  authorities,  not  only  in  the  United  Kingdom,  but  also  in 
America,  Germany,  Switzerland,  etc.,  as  writers  on  subjects  with  which  they 
are  specially  qualified  to  treat.  A  list  of  these,  with  the  titles  of  their  contribu- 
tions, is  prefixed  to  the  several  volumes  in  which  these  contributions  appear. 
Their  names  and  standing  are  a  sufficient  guarantee  that  no  pains  have  been 
Mpared  to  make  the  work  a  faithful  record  of  the  present  relations  of  chemistry  to 
the  arts  and  manufactures. 

The  Editor  desires  to  express  his  acknowledgments  to  the  following  Demon- 
strators, Assistant-Demonstrators,  and  Assistants  in  the  Chemical  Department 
of  the  Imperial  College  of  Science  and  Technology  for  help  in  the  revision 
and  compilation  of  the  subject-matter  of  many  of  the  articles  :  Dr.  W.  N. 
Haworth ;  Dr.  H.  F.  Harwood,  M.Sc. ;  Dr.  P.  W.  Robertson,  M.A.,  M.Sc. 
Dr.  Arthur  Qayton ;  Mr.  A.  T.  King,  B.Sc.  ;  Mr.  H.  V.  A.  Briscoe,  B.Sc. 
Mr.  E.  G.  Couzens,  B.Sc.  ;  Mr.  F.  P.  Dunn,  B.Sc. ;  Mr.  fl.  F.  V.  Little,  B.Sc. 
and  Mr.  J.  A.  Pickard,  B.Sc.  Also  to  Mr.  Arthur  G.  Francis,  B.Sc,  of  the 
Government  Laboratory  ;  Mr.  Lionel  M.  Jones,  B.Sc,  of  the  Birmingham 
Technical  School ;  Miss  Zelda  Kahan,  B.Sc,  and  Miss  Gertrude  Walsh,  M.Sc. 

Lastly,  he  is  under  great  obligations  to  Dr.  M.  A.  Whiteley,  A.R.C.S.,  and 
Mr.  F.  P.  Dunn,  B.Sc,  A.R.C.S.,  of  the  Imperial  College,  for  the  care  and 
attention  they  have  bestowed  on  the  revision  of  the  proof-sheets,  and  for  the 
assistance  they  have  rendered  generally  in  the  production  of  the  work. 
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AAL,  A'L,  ACH,  AI'CH.  Native  names  for 
the  roots  of  Morinda  tinctoria  and  M.  citrifolia, 
employed  in  various  parts  of  India,  under  the 
general  trade  name  of  Suranji«  as  a  dyestuff, 
more  especially  for  dyeing  reds,  purples,  and 
chocolates. 

ABACA.  A  species  of  fibre  derived  from 
Muaa  texHUs  (N6e),  obtained  mainly  from  the 
Philippine  Islands,  and  used  in  the  manu- 
facture of  mats,  cordage,  &o.  It  is  also  known 
under  other  names,  including  ^  Manilla  hemp,' 
'  Menado  hemp,'  '  Cebu  hemp,'  *  Siam  hemp,' 
and  *  White  rope.'  Less  valuable  fibres  are 
obtained  from  other  species  of  Musa,  such  as 
Jf.  sapienlum  (Linn.),  tne  banana  and  plantain, 
which  yield  banana  fibre  and  plantain  fibre. 

ABI^.  The  generic  name  of  the  Silver  Firs. 
A.  alba  (Mill.)  {A.  pectinata  (DC.)]  furnishes 
timber  very  similar  to  the  white  deal  of  Picsa 
exeeUa^  the  common  spruce.  It  is  the  source 
of  *Strasbnrg  turpentine,'  containing  free  abienic, 
abietriCf  and  a-  and  fi-abietinolic  acids^  and  an 
amorphous  substance  abieioreserif  an  ethereal  oil 
of  agreeable  aromatic  odour,  a  bitter  principle 
and  colouring  matter  (Tschirch  und  Weigel,  Arch. 
Pharm.  1900,  238,  411). 

A.  Canadensis  is  the  source  of  Canada  balsam, 
which  contains  canadiCy  canadolic,  and  a-  and  /3- 
eayiadinolie  acids,  an  ethereal  oil,  canadoresen ; 
and  small  quantities  of  succinic  acid  and  a  bitter 
substance.  The  acids  contain  no  methoxyl 
groups  and  give  ihe  cholesterol  reactions,  in- 
clnding  that  of  Tschusaeflf  {Ic.  1900,  238,  487). 

AsIETEHE.  A  hydrocarbon  obtained  by 
distilling  ihe  terebinthinate  emidation  of  Pinus 
sabiniana  (Doug.),  a  coniferous  tree  indigenous  to 
Oaliifornia,  and  growing  on  the  dry  slopes  of  the 
foothills  of  the  Sierra  I^evada  and  on  the  hills 
alonff  the  coast, and  known  locally  as  the  Nut  pine 
or  Digger  pine.  To  procure  the  exudation,  the  tree 
during  winter  is  notched  and  suttered  at  a  con- 
venient height  from  the  ground,  and  the  resin  on 
distillation  yields  the  liquid  hydrocarbon.  The 
crude  oil  was  met  with  in  San  Francisco  as  an 
article  of  commerce  under  the  names  of  *  Abie- 
tene,'  *  Erasine,'  *  Aurantine,'  and  *  Thioline,' 
Vol.  I.— r. 


and  was  used  for  removing  grease-spots,  paint- 
stains,  &c.,  from  clothing.  It  is  a  nearly  colour- 
less mobile  liquid  of  powerful  aromatic  smell, 
recalling  that  of  oil  of  oranges. 

Abietene  has  been  shoAvn  by  Thorpe  to  consist 
almost  entirely  of  normal  heptane,  C^H^^,  mixed 
with  a  small  quantity  of  a  resin  to  which  its 
characteristio  smell  of  orange  oil  is  due  (Thorpe, 
Chem.  Soc.  Trans.  35,  296 ;  Schorlemmer  and 
Thorpe,  Phil.  Trans.  174,  269  ;  v.  also  Blasdale, 
J.  Amer.  Chem.  Soc.  1901,  162). 

Abietene  is  also  the  name  given  to  the  hydro- 
carbon which  is  obtained  as  an  oil  by  the  reduc- 
tion of  abietic  acid  (q.v,)  (Easterfield  and  Bagley, 
Chem.  Soc.  Trans.  1904,  1238 ;  Kraemer  and 
Spilker,  Ber.  1899,  2953,  3614).  Ito  formula  is 
C,gH,3,  and  it  is  probably  decahydroretene,  as, 
when  carefully  purified,  and  reduced  with 
phosphorus  and  hydriodic  acid,  it  yields  a 
fluorescent  hydrocarbon  identical  with  the  do- 
decahydroretene  of  Liebermann  and  Spiegel 
(Ber.  1889,  780). 

ABIETIC  ACID.  An  acid  obtained  by  digesting 
colophony  Mrith  dilute  alcohol  and  recrystallising 
the  product  from  methvl  alcohol  (Maly,  Annalen, 
129,  54;  132,  249);  or  by  saturating  an  alcoholic 
solution  of  colophony  with  hydrogen  chloride 
and  subsequently  recrystallising  the  product 
(Fliickiffer,  J.  1867,  727).  It  can  also  be 
obtained  by  distilling  colophony  under  reduced 
pressure  or  with  superheated  steam  (Easterfield 
and  Bagley,  Chem.  Soc.  Trans.  1904,  1238). 
It  occurs  in  resin  spirit,  from  which  it  may  be 
obtained  by  extraction  with  ether,  shaking  with 
sodium  carbonate  solution  and  then  acicmying 
with  acid.  It  is  obtained  in  a  purer  condition  by 
recrystallising  from  acetic  acid  ;  m.p.  166^-167^ 
(Tsohireh  and  Wollf,  Areh.  Pharm.  1907,  1) ; 
163«-154*»  (Mach,  Monatsh.  1893, 186).  Accord- 
ing to  Easterfield  and  Bagley  and  Mokch,  it 
is  a  derivative  of  phenanthrene,  and  has  the 
formula  C„H„0„  whilst  Levy  (Ber.  1906, 3043), 
Koritschoner  (J.  Soc.  Chem.  Ind.  1907,  641), 
Fahrion  (J.  Soc.  Chem.  Ind.  1907,  264),  and 
Vesterberg  (Ber.  1907,  120)  represent  its  com- 
position as  CjoHjqO,.     According  to  Strecker 
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(Annalcn»  150,  131),  Duvernoy  (Annalen,  148, 
143),  and  Easterfidd  and  Bagley  (Z.c.)t  abietio 
acid  is  identical  with  sylvio  acid ;  it  is 
not  identical  with  pimaric  acid,  which  yields 
abietio  acid  on  distillation  under  reduced 
pressure.  By  distilling  abietic  acid  under  ordi- 
nary pressure,  or,  better,  by  treatment  with 
hydriodio  acid,  carbon  dioxide  is  evolved,  the 
hydrocarbon  abietene  CigH^g  being  formed 
(£.  and  B.  l.c. ;  Levy,  /.c. ;  Kracmer  and 
Spilker,  Ber.  1899,  3614).  Distillation  with 
sulphur  converts  abietic  acid  into  rctene, 
C,gHi8  (E.  and  B,,  l,c, ;  Vesterberg,  Ber. 
1903,  4200).  Oxidation  with  potassium  per- 
manganate yields  an  acid  CjoHjgO,,  m.p.  123® 
(Mach,  Monatsh.  1894,  627) ;  and  a  method  has 
been  devised  by  Enderoann  (D.  R.  P.  183328 ; 
Chem.  Zentr.  1907,  i.  1607)  to  oxidise  resinous 
materials,  containing  abietic  acid,  to  resin  acids 
and  malonic  acid. 

Detection  and  EstinuUion. — The  following 
colour  reactions  may  be  used  for  detecting 
abietic  acid : — (1)  3  vols,  of  oono.  hydro- 
chloric acid  and  1  vol.  of  ferric  chloride  sol. 
cive  a  violet  red  colouration ;  (2)  sulphuric  acid 
dissolves  abietic  acid  to  a  red  solution;  (3)  when 
heated  with  dry  chloroform,  acetic  anhydride 
and  sulphuric  acid,  a  purple  red  colour  is  -pto- 
duced  changing  through  violet  and  blue  to  a 
greenish  black  (Mach.  Z.c).  In  order  to  estimate 
abietic  acid  in  resins,  &c.,  10  grms.  of  the  sub- 
stance are  refluxed  with  20-25  c.c.  of  10  p.c. 
alcoholic  potash  for  ^  hour  on  a  water-bath  ;  the 
resulting  soap  is  decomposed  with  dilute  hydro- 
chloric acid,  and  the  separated  resin  filtered  off, 
washed  Avith  cold  water  and  dried.  It  is  then 
powdered  and  extracted  with  50  c.c.  of  hot 
petroleum  ether.  From  this  solution  abietic  acid 
is  precipitated  by  ammonia,  filtered  off,  dried  on 
the  water- bath,  and  the  ammonia  expelled  by 
gentle  heating.  The  residue  represents  the 
amount  of  crude  abietic  acid  in  the  sample  (Rebs, 
Chem.  Zentr.  1907,  i.  997). 

Abietic  acid  (or  colophony)  is  used  in  assisting 
the  growth  of  lactic  or  butyric  ferments,  as  it 
favours  the  production  of  that  which  is  present 
in  the  greater  quantity  and  suppresses  the 
other.  It  promises  to  be  of  great  use  in  the 
fermentation  industry  in  preventing  infection 
(Effroit,  Compt.  rend.  136,  1556),  (v,  Colo- 
phony). 

ABRASIVES.  The  various  hard  substances, 
chiefly  of  mineral  origin,  used  for  abrasive  pur- 
poses fall  naturally  into  the  following  groups,  in 
which  the  hardness  is  roughly  inversely  propor- 
tional to  the  complexity  of  chemical  composition. 
Elements. — Diamond  {q.v.)  is  the  hardest  of 
all  substances  (hardness  «  10  on  Mohs's  scale). 
Inferior  material  of  no  use  for  gems  is  known  as 
bo  art  (or  bort),  and  is  crushed  to  powder  and 
much  used  by  lapidaries.  Diamond  powder  is 
the  only  material  with  which  diamond  itself  can 
be  ground  and  polished.  Embedded  in  the  edge 
of  a  thin  disc  of  soft  iron,  diamond  powder 
is  largely  used  for  cutting  gem-stones  and  thin 
sections  of  rock  specimens,  and  also  for  slicing 
larger  blocks  of  the  harder  ornamental  stones. 
A  black,  compact  variety  of  diamond  known  as 
carbonado  (*  carbonate  *  or  *  carbon ')  is  em- 
bedded in  the  steel  crowns  of  rock-drills. 

Amongst  artificial  products,  steel  and  some 
other  hard  liletals  are  used  for  abrasive  purposes. 


The  so-called  crushed  steel,  made  by  quenching 
white-hot  crucible  steel,  is  used  in  the  stone- 
cutting  trade.  Tantalum  is  an  extremely  hard 
metal  and  may  in  future  find  some  application 
depending  on  hardness. 

Carbiaes. — Carborundum*  (Q-v*)  or  silicon 
ciiy2)i)ide,  CSi  (H.  —  9J),  is  prepared  artificially  in 
the  electric  furnace  from  petroleum-coke  and  the 
purest  quartz-sand,  and  is  produced  in  largo 
quantities  (over  30()0  tons  in  1907)  at  Niagara 
Falls.  It  is  largely  made  into  sharpening  ston^ 
and  grinding  wheels.  In  lapidaries'  wonc  it  has 
to  a  certain  extent  taken  the  place  of  corundum  ; 
but  although  harder  than  corundum,  it  has  the 
disadvantage  of  being  more  brittle,  and  it  soon 
rubs  to  flour.  Carbide  of  boron,  CBg,  and  silicide 
of  boron,  SiB„  are  also  remarkable  on  account 
of  their  intense  hardness  (H.  Moissan,  Compt. 
rend.  118,566). 

Oxides. — Corundum  (^.v.)  AlgO,  is,  next 
to  diamond,  the  hardest  of  minerals  (H.  =  9). 
The  impure  variety,  emery  {q.v.),  is  not  quite  so 
hard.  The  crushed  and  graded  material  is  made 
into  corundum  wheels  and  emery  paper,  and  is 
much  used  in  lapidaries'  work.  Artificial 
corundum,  known  by  the  trade-name  of  *  alun- 
dum,*  is  now  manufactured  in  considerable 
amounts  (about  3000  tons  in  1907)  at  Niagara 
Falls,  by  fusing  bauxite  in  an  electric  furnace. 
*  Corubin  '  is  auo  an  artificial  corundum,  formed 
as  a  by-product  in  the  6oldschmi<lt  thermite 
process. 

Quartz  (q.v.)  SiOg  (H.  =  7),  and  its  several 
varieties  find  extensive  applications.  Millstones 
and  grindstones  are  made  of  quartz-rock, 
quartzite,  burrstone  (or  buhrstone),  grit,  or 
sandstone  (q.v.);  while  scythe-stones,  oilstones 
(^.v.),  and  whetstones  {q.v.)  consist  of  homstone, 
lydian-stone  and  other  compact  varieties  of 
quartz.  In  the  form  of  sand,  quartz  is  used  as  a 
sand-blast,  in  scouring-soap,  for  cutting  and 
grinding  marble,  making  sand-paper,  &c.  Tri- 
poli or  infusorial  earth  is  a  powdery  variety  of 
opal  (hydrated  silica),  and  is  used  for  polishing. 
Silicates. — Garnet  {q.v.)  (H.  =  6J-7i)  is 
used  for  making  *  emery'  paper  and  cloth  ;  and 
felspar  {q.v.)  (H.=s6)  is  also  used  to  a  small 
degree.  Silicate  rocks  are  employed  to  a  small 
extent ;  e.g.  pumice  for  polishing,  and  the  mill- 
stone lava  (leucite-nepheline-tephrite)  of  Nieder- 
mendig  on  the  Rhine,  for  millstones.  L.  J.  S. 

ABRASTOL  or  Asaprol  -  Etrasol.  Trade 
names  for  the  calcium  salt  of  iS-naphthol- 
sulphonic  acid,  Ca(CioH70SO,)|,3HgO,  used  in 
the  clarification  and  preservation  of  wines.  The 
maximum  quantity  needed  for  this  purpose  is 
10  grms.  per  hectolitre.  According  to  Noelting 
and  Dujardin-Beaumetz  and  Stackler,  the  sub- 
stance is  harmless  from  a  hygienic  point  of  view 
(see  Mon.  Sci.  1894,  8.  257*;  J.  Soo.  C^em.  Ind. 
1894,  177,  534).  To  detect  its  presence, 
SangM-Ferriere  proceeds  as  follows  (Compt. 
ron£  1893,  117,  796):  200  c.c.  of  the  wine  is 
boiled  for  an  hour  in  a  reflux  apparatus  with 
8  c.c.  of  hydrochloric  acid,  when  the  abrast^l 
is  hydrolysed  to  /3-naphthol,  which  may  be 
extracted  with  benzene,  and  the  residue  left 
after  distilling  the  benzene  sol.  taken  up  with 
chloroform.     A  fragment  of  potash  is  dropped 

<  So  named  by  E.  G.  Acheson.  in  l.<'93,  flrom  carbon  and 
corandum,  because  before  It  had  been  analysed,  ft  was 
thought  to  be  a  compound  of  carbon  and  alumina. 


ABSTNTHIN   OR  ABSINTHIIN. 


into  the  chloroform  solution,  which  is  boiled 
for  2  mins.,  when  a  blue  colouration  is  pro- 
duced changing  to  green  and  finally  becoming 
yellow.    0*1  grm.  per  litre  may  thus  be  detected. 
The  presence  of  abrastol  in  no  way  vitiates  the 
determination  of  potassium  sulphate  (J.  Soc 
Chem.  Ind.  18&4,  177).     Sinibaldi  (Mon.  Sci.*^, 
842)  has  given  the  following  method  :  25  c.c.  of 
the  wine  are  neutralised  by  ammonia  and  shaken 
Hith  25  c.c.  of  amyl  alcohol.     After  separation, 
the  amyl  alcohol  is  boiled  to  expel  ammonia,  and 
when  cold  is  shaken  with  0*25  c.c.  ferric  chloride 
sol.     A  grey-blue  colouration  denotes  abrastoL 
Gabutti  (Chem.  Zentr.   1904,  2,  370)  proceeds 
in  a  similar  way,  but  instead  of  ferric  chloride, 
employs   phosphoric    acid    and    formaldehyde 
solntion,    when,    in    presence    of  abrastol,    a 
green    fluorescence    is    produced.     (For    other 
metiiods,  v.  Sanna  Pintus,  J.  Soc.  Chem.  Ind. 
1900,  933;    Briand,  Ck>mpt.   rend.   1894,  118, 
925 ;  Qtrietti,  Chem.  Zentr.  1909,  2,  72.     For 
colour  reactions,  v.  Barral,  J.  Pharm.  Chim.  1903, 
18,  [5]  206;  Salomone,  Chem.  Zentr.  1907,  i.  306.) 

(For  a  review  of  the  various  methods  of  detec- 
tion, V.  ViUli,  Apoth.  Zeit.  1908,  23,  507 ;  J.  Soc. 
Cliem.  Ind.  1908,  830.) 

ABRAUM  SALTS.  (Ger.  Ahraumsalze  :  *  salts 
to  be  removed.')  The  mixed  salts  found  over- 
laying the  rock-salt  deposit  at  Stassfurt,  in 
Prussia.  These  consist  mainly  of  rock-salt ; 
CtsmaUiU,  a  double  chloride  of  potassium  and 
magnesium  ;  Sylvine,  or  potassium  chloride  ;  and 
KieseriU,  or  magnesium  sulphate,  v.  Potassium. 

ABRIN,  A  brov^nish  yellow  soluble  substance 
obtained  from  the  seeds  of  Abrus  precatarius 
{Indian  liquorice  or  Jequirity).  Contains  a 
poisonous  proteid,  resembling,  if  not  identical 
with,  ricin.  Lethal  dose,  according  to  Kobert,  is 
only  0*00001  grm.  jier  J^ilo  body- weight :  i.e.  1 
to  100,000,000. 

ABSINTH.  (Ahainihe,  Fr.  ;  Wermulhex- 
tract,  Ger.)  One  of  the  best-known  liqueurs  or 
cordials  {g.v.),  is  made  chiefly  at  Lyons,  Mont- 
pellier  and  Pontarlier  in  France,  and  until  quite 
recently  {vide  infra)  at  Neufch&tel  in  Switzerland. 
It  is  a  highly  intoxicating  spirituous  liquor 
flavoured  with  oil  of  wormwood  (Artemisia 
aMnlhiufn,  nat.  ord.  Compositor)  and  other 
eaeential  oils  as  angelica,  anise,  cinnamon, 
doves,  fennel,  hyssop,  peppermint,  kol  {v.  Oils, 
Esssittial). 

There  are  three  distinct  processes  in  the 
manufacture  of  absinth,  viz. :  maceration,  dis- 
tillation, and  colouration.  The  leaves  and  flower- 
tops  of  Artemisia  absinthium,  together  with  the 
other  flavouring  ingredients  (which  vary  in  kind 
and  quality  according  to  the  requirements  of  the 
different  manufacturers)  are  digested  with  spirit 
for  periods  varying  from  12  hours  to  10  days, 
according  to  the  temperature  of  the  infusion  and 
the  strength  of  the  spirit  used.  The  French 
manufacturers,  as  a  rule,  digest  for  short  periods 
at  the  temperature  of  an  ordinary  water  bath, 
and  with  spirit  containing  about  85*^  alcohol, 
whilst  the  Swiss  maceration  process  was  con- 
ducted at  air  temperature  with  spirit  somewhat 
below  British  '  proof '  strength,  or  about  60® 
alcohoL 

The  infusion  is  distilled  and  the  distillate  trans- 
ferred to  the  colouring  vessel  containing  small 
absinth  leaves,  balm  and  hyssop,  dried  and  finely 
divided.    This  vessel  19  hermetically  sealed  and 


is  gently  heated  by  steam  to  a  temperature  of 
60®  in  order  to  extract  chlorophyll.  After 
cooling,  the  green  liquor  is  drawn  off,  and 
strained,  if  necessaiy,  through  a  hair  sieve.  The 
colouring  is  sometimes  separately  prepared  and 
added  as  required  to  the  colourless  distillate. 
Occasionally  the  latter  is  sweetened  by  the  addi- 
tion of  about  5  p.c.  by  weight  of  crushed 
white  sugar.  Chlorophyll  for  imparting  the 
green  colour  to  absinth  (and  other  liqueurs)  is 
frequently  obtained  from  nettles,  parsley,  and 
spinach,  and  is  free  from  objection  provided  the 
vegetable  matter  is  sound. 

On  keeping,  genuine  absinth  assumes  the 
yellowish  tint  appreciated  by  connoiBseurs,  and 
its  qualities  generally  are  improved  by  age. 
Many  objectionable  varieties  of  absinth  are, 
however,  on  the  market,  made  from  inferior 
spirit,  to  which  essences  and  resins  are  added,  the 
former  to  give  a  fictitious  flavour  and  the  latter 
to  produce  the  opalescence  which  occurs  in 
genuine  absinth  on  the  addition  of  water,  owing 
to  the  liberation  of  the  essential  oils,  resinous 
bodies,  and  colouring  matters  derived  from  the 
plants  and  seeds  used  in  its  manufacture.  Other 
colouring  matters  than  chlorophyll  are  also 
employed,  as  indigo,  sulphate  of  copper,  picric 
acid  and  turmeric  or  other  vegetable  colour. 
Gum  benzoin,  guiacum  and  rosin  are  also  used 
to  produce  *  milkiness  '  on  dilution,  and  even 
chloride  of  antimony  is  said  to  have  been  em- 
ployed for  this  purpose. 

To  detect  adulteration  it  is  usually  sufii- 
cient  to  determine  the  essential  oils,  resins, 
and  colouring  matters  {vide  Hubert,  Ann. 
Clhim.  anal.  6,  409,  and  Nivi^re  and  Hubert, 
Mon.  Sci.  1895,  566).  According  to  Hubert, 
absinth  has  a  specific  gravity  of  0*8966  to 
0-9982,  and  alcoholic  strength  of  47  to  72 
p.c.  by  volume  of  absolute  alcohol.  The 
average  results  of  twelve  samples  expressed  as 
grams  per  litre  were  as  follows  :  essential  oils, 
1-5  to  5-0;  extractive,  0'36  to  1-72;  acids, 
0-024  to  0-288;  aldehydes,  0005  to  0-155;  fur- 
furol,  0-0002  to  0-007 ;  ethers,  0-005  to  0-123.  The 
strength  of  absinth  as  imported  into  the  United 
Kingdom  varies  from  *  proof  '  to  about  20  over 
proof,  and  rather  more  than  3(K)0  gallons  are 
imported  annually. 

Although  genuine  absinth,  taken  in  modera- 
tion, has  valuable  qualities  as  a  cordial,  sto- 
machic, and  febrifuge,  its  characteristic  bitter 
principle,  absinthiin  {q.v.),  is  an  active  poison, 
having  a  very  injurious  effect  upon  the  nervous 
system  of  those  addicted  to  the  habitual  and 
immoderate  consumption  of  absinth.  Legal 
measures  have  therefore  been  taken  in  variou-s 
European  countries  to  control,  restrict,  or  ^even 
prohibit  its  sale.  In  France,  liqueurs  may  not 
contain  more  than  1  gram  per  litre  of  oil  of 
wormwood  or  other  ou  of  similar  toxic  nature, 
whilst  in  Belgium  the  manufacture  and  sale  of 
absinth  have  been  entirely  prohibited.  A 
similar  prohibition  was  enforced  in  1910  by  the 
Swiss  Government.  J.  C. 

ABSINTHIN  or  ABSINTHIIN  C.^fl^oPv  '^^ 
bitter  principle  extracted  from  the  dried  leaves 
of  large  absinth  or  wormwood  {Artemisia 
absinthium)  is  an  active  poison,  and  it  is  to 
its  presence  in  oil  of  wormwood  that  the  toxic 
effect  of  absinth  {q.v,)  appears  to  be  due. 

Various  formulsB  have  been  assigned  to  this 
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4  ABSINTHIN  OR  AB8INTHIIN. 

substance,  the  differences  being  due  to  the  i  ABUTILON  INDICUM  (Sweet),  PETAREE 
difficulty  of  obtaining  it  in  a  pure  state  (Mein,  or  TUBOCUTY.  The  bark  of  this  malvaceous 
Annalen,8,61;Luck,Annalen,78,87;Kromayer,  tree  consists  of  long,  thin,  tough  fibrous  strips 
Arch.  Pharm.  [2]  108,  129).  j  (bast  fibres),  and,  according  to  Dymock  (Pharm. 

Pure  crystallised  absinthiin  was  first  isolated  J.  [3]  8,  383)  and  others,  is  worthy  of  attention 
by  Duquesnel  (Bui.  de  Therapeutique,  107,  438).  j  as  a  source  of  fibre. 

Senger  obtained  absinthiin  as  a  pale  yellow!  ABYSSINIAN  GOLD.  A  yellow  alloy  of  90-7 
amorphous  substance  melting  at  65**  and  having  parts  of  copper  and  8*3  of  zinc.  The  ingot  is 
the  empirical  formula  C|,H,o04.  This  formula  .  plated  on  one  side  with  ^old,  and  is  then  rolled 
was  confirmed  later  by  Bourcct,  who  found  that  out  into  sheets,  from  which  articles  of  jewellery 
the  pure  substance  crystallises  in  fine  white  |  are  formed  in  the  usual  way,  the  amount  of 
prismatic  needles  melting  at  fi8*^,  the  amorphous  :  gold  on  the  finished  article  varying  from  0*03  to 
form  and  lower  melting-point  found  by  Senger  1*03  p. c.  Known  also  as  TalmigM,  The  term 
being  probably  due  to  traces  of  a  resinous  is  sometimes  applied  in  trade  to  Aluminium 
impurity.  Bronze. 

According  to  Senger  and  Bourcet,  absinthiin  ACACIA  CATECHU  (Willd)  or  KHAIR  is  a 
is  a  glucoside,  free  from  nitrogen,  and  is  decom-  i  tree  growing  in  various  parts  of  India.  Its  un- 
posed  by  the  action  of  dilute  acids,  or  even  by  '  ripe  pods  and  wood,  oy  decoction,  yield  a 
boiling  with  water,  into  dextrose,  a  volatile  oil,  {  catechu  (Agricult.  Ledger,  1896,  No.  1,  and 
and  a  solid  resinous  body  of  the  aromatic  series.  '  1896,  No.  35)  known  by  the  name  of  Cutch  or 
It  is  soluble  in  alcohol,  ether,  chloroform,  or  Kutch,  which  must  not  be  confounded  with  the 
benzene ;  difficultly  soluble  in  light  petroleum,  |  officinal  catechu  {Catechu  pallidum).  It  is  used 
water,  though  more  soluble  in  cold  than  in  ;  in  the  preparation  of  some  leathers  and  by  dyers, 
boiling  water.     It  gives  a  precipitate  with  tannic    The  timber  is  also  used  for  constructional  and 


acid  and  with  gold  chloride,  which  is  reduced  on 
warming  ;  yields  volatile  fatty  acids  on  oxidation 


other  purposes. 

ACACIA  GUM  b.  Guhs. 


with  nitric  acid,  and  oxalic  and  picric  acids  with         ACANTHITB.  A  form  of  silver  sulphide  found 

potassium  chromate  and  sulphuric  acid.     With  |  at  the  Enterprise  mine,  near  Rico,  in  black 

Frohde^B  reagent  it  gives  a  brown  colour,  chang-  :  crystals  of  orthorhombic  habit  (Chester,  Zeitsch. 

ing  to  violet,  then  blue ;  and  with  sulphuric  acid  ,  Kryst.  Min.  1896,  26,  626). 

brown,  passing  through  green  to  blue  (Senser,  |       ACAROID  RESIN  or  BOTANY  BAY  RESIN 

Arch.  Pharm.  230,  103 ;  and  Bourcet,  Bull.  Soc.  ;  v.  Xanihorrhcea  Balsams,  art.  Balsams. 

chim.  [3]  19,  637).  J.  C.  ACCIPENSERINE.  A  protamine  belonging  to 


ABSINTHOL  C^oH^.O.  The  essential  prin> 
ciple  of  oU  of  wormwood  derived  from  Artemisia 
absifUhium  (nat.  ord.  CompositcB),  a  plant 
indigenous  to  most  European  countries  and  com- 
paratively recently  introduced  into  the  United 
Btates  of  America,  whence  increasing  supplies  of 


the  sturine  group  found  in  the  testis  of  Acci- 
penser  stelUUus.  Composition  of  the  sulphate  : 
C,,H720,N,„  4H,S04  (Kura^^ff,  Zeitsch.  physiol. 
Chem.  1901,  32, 197). 

ACENAPHTHENE  C^^B^^  i.e,  CioH.iCjH^. 
A  crvstalline  substance  found  in  coal-tar  oil 


the  cheaper  qualities  of  wormwood  oil  are  now    (Bertlielot,  Bull.  Soc.  Chim.  [2]  8, 226).   Obtained 

by  cooling  the  fraction  of  heavy  coal-tar  oil 


obtained. 

Although  the  oil  obtained  by  the  distillation 
of  wormwood  has  been  known  for  at  least  four 
centuries,   its  chemical  composition  was   first 


boilinff  between  260°  and  270®.  On  recrystallising 
the  solid  product  from  alcohol,  acenaphthene  is 
obtained  in  long   needles,  m.p.  96**  (Behr  and 


systematically  investigated  in  1846,  when  Leblanc  Dorp,  Annalen,  172,  266),  103®  (Schiff,  Annalen, 
(Compt.  rend.  21,  739)  showed  that  its  principal  |  223,  263) ;  b.p.  278®;  229-6*  (Perkin,  Cliem.  Soc. 
constituent,  boiling  at  203®,  has  the  formula    Trans.  69,  1196). 

C,oHj.O.    This  was  confirmed  later  by  Gladstone  For  its  Absorption  Spectrum,  v.  Baly  and 

and  other  investigators  (Cliem.  Soc.  Trans.  17, 1),  '  Tuck  (Chem.  Soc.  Trans.  1908,  1902) ;  Heats  of 


and  by  Beilstein  and  Kupffer  (Annalen,  170, 290), 
who  gave  to  the  product  the  name  'absinthol,^ 
and  identified  its  dehydration  product  with 
cymem 


Solution  (Speyers,  Amer.  Chem.  J.  18,  146) ; 
Magnetic  Rotation  (Perkin,  Chem.  Soc.  Trans. 
1896, 1088) ;  Refraction  and  Dispersion  (Pellini, 
Gazz.  chim.  itaL  31,  L  1) ;  Similarity  in  form  to 


Semmler  (Ber.  26,  3360)  proved  absinthol  to  |  acenaphthylcne  (Billows,  Chem.  Zentr.  1903,  ii. 
be  a  ketone  identical  with  thujone  or  tanacetone,  i  44). 

which  occurs  largely  in  other  essential  oils,  as  oil  i  Is  reduced  by  hydrogen  in  presence  of  nickel 
of  tansy,  sajze,  and  Artemisia  harelieri.  It  is  a  '  to  tetrahydroacenaphthene  (Sabatier  and  Sen- 
colourless  oSy  liquid  of  pleasant  odour,  strongly  derens,  dompt.  rend.  132,  210,  and  666) ;  with 
dextrorotatory    (about    +68®),   boils   at   203®,  ,  NiOstotetrahydro-anddekahydroacenaphthene 


density   0*9126   at   20®,  and   refractive   index 
1-4496. 

Though  isomeric  with  camphor,  it  differs  from 


(Ipatjew,  Ber.  41,  997). 

With  potassium  dichromate  and  acetic  acid 

yields  naphthalic  acid  and  acenaphthenequinone 
that  body  in  combining  with  sodium  bisulphite  (Graebe  and  Gfeller,  Ber.  26,  662 ;  Jaubert, 
and  in  not  being  converted  into  camphoric  acid  i  Gazz.  chim.  ital.  26,  i.  246). 
by  means  of  nitric  acid,  nor  into  campho-  Derivatives, — Oxygenated  (Graebe and  Gfeller, 
carboxylic  acid  by  treatment  with  carbon  Annalen,  276,  1  ;  Hodgkinson,  Chem.  Soc.  Proc. 
dioxide  and  sodium.     With   melted  potash  it    1896,  110);  with  sulphur  (Dziewonski,  Ber.  36, 

fives  a  resin,  but  no  acid.     Wlien  heated  with    962;  Rehlander,  Ber.  36,1683);  st^'phnate  (Gib- 
*iSg  and  ZnClj  it  yields  oymeno  (Beilstein  and    son,  Chem.  Soc.  Trans.  1908,  2098). 
Kupffer,    Ber.    6,   1183;   Annalen,    170,    290;         ACETAL  C.Hj^O,,  or CH,CH(0C,H5),  (Do- 
Wright,   Chem.   Soc.   Trans.   27,    1   and   319 ;    bereiner,  Gm.  4,  806  :  Liebig,  Annalen,  6,  25 ; 
Semmler,  Ber.  26,  3343  and  27,  896).      J.  C.      '  14,  166 ;  Stas,  Ann.  Chim.  Phvs.  [3]  19,  146  ; 
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Wurte,  Ann.  Caiim.  Phya.  [3]  48,  70 ;  Geuther, 
Annalen,  126,  63). 

To  prepare  acetal  by  Wurtz's  method,  2  parts 
aloohol  are  added  to  a  mixture  of  3  parts  man- 
ganese dioxide,  3  parts  sulphuric  acid  and  2  parts 
water,  and,  after  the  effervescence  first  produced 
has  su^ided,  the  whole  is  heated  at  100°  until 
3  parts  have  distilled  over.  The  product  is 
then  fractionally  distilled,  and  two  portions,  one 
boiling  below  80®  and  the  second  boiling  at 
80®-96%  are  collected.  *  Each  fraction  is  treated 
with  solution  of  calcium  chloride  and  the  ethereal 
layer  which  separates  is  distilled.  The  product 
contains  aldehyde  and  ethyl  acetate  in  addition 
to  acetal;  to  remove  these  it  is  shaken  with  con- 
centrated aqueous  potash,  the  brown  liquid 
separated  from  the  aqueous  layer  is  distilled, 
and  the  distillate  shaken  with  calcium  chloride. 
It  is  then  heated  with  t^uice  its  volume  of  con- 
centrated aqueous  soda  in  sealed  tubes  at  100® 
for  24  hours,  separated  from  the  soda,  distilled, 
the  distillate  again  rectified :  the  fraction  100®- 
106®,  which  constitutes  the  greater  portion,  is 
acetaL 

In  addition  to  its  formation  as  a  by-product 
in  the  oxidation  of  alcohol,  acetal  can  also  be 
obtained  from  a  mixture  of  acetaldehyde  (1  vol.) 
and  absolute  alcohol  (2  vols.)  (1)  by  heating  with 
acetic  acid  H  vol.)  for  12  hours  at  100®  (Geuther, 
Annalen,  126,  63);  (2)  by  cooling  in  a  freezing 
mixture,  passing  dry  hydrogen  omoride  to  satu- 
ration, and  decomposing  the  resulting  mono- 
chlorether  with  sodium  ethoxide  (Wurtz  and 
FrapoUi,  Compt.  rend.  67,  418 ;  Annalen,  108, 
223);  or  (3)  by  cooling  a  mixture  of  equal 
volumes  to  —21®,  and  passing  a  current  of  pure 
hydroffen  phosphide  for  24  hours  (£ngel  and 
Giranf,  Compt.  lend.  92,  692  ;  J.  1880,  694). 

Aoetal  is  a  colourless  liquid  with  agreeable 
odour:  b.p.  104®,  and  sp.  gr.  0-821  at  22-4® 
(Stas,  Annalen.  64,  322) ;  b.p.  103-7®-104-3^  at 
744-4  mm.,  and  sp.  gr.  0-8314  at  20®/4®  (Briihl, 
Annalen,  203,  25).  It  is  soluble  in  18  vols,  of 
water  at  25®,  and  the  solubility  increases  as  the 
temperature  rises.  Acetal  is  miscible  in  all 
proportions  with  alcohol  and  ether,  does  not 
reduce  ammoniacal  silver  solution,  and  is  un- 
altered on  exposure  to  air ;  platinum  black, 
however,  oxidises  it  first  to  acetaldehyde  and 
subsequently  to  acetic  acid. 

Acetal  aoes  not  give  the  iodoform  reaction  ' 
until  shaken  with  a  few  drops  of  hydrochloric  ' 
acid,  whereby  the  acetal  is  hydrolysed  to  alcohol  ' 
and  aldehyde.  ! 

Derivatives. — Mono-,  di-,  and    trichloracetal 
are  obtained  as  intermediate  products  in  the 
preparation  of  chloral  by  passing  chlorine  through 
80  p.c.  alcohol  (Lieben,  Ann.  Cliim.  Phys.  [3]  '• 
62,    313;    Patemb,    Compt.    rend.    67,    766). 
Accordine  to  Krey  (J.  1876,  476),  a  better  yield 
of  these  derivatives  is  obtained  if  a  mixture  of  ; 
2   parts  absolute  alcohol,  3  parts  manganese 
dioxide,   3  parts  sulphuric  acid,  and   2  parts 
water  is  heated  until  f  of  the  liquid  has  distill^ 
over  and  chlorine  is  passed  through  the  well-  i 
cooled  distillate  until  it  shows  signs  of  turbidity.  | 
In   either  case    the   product   is    washed   with  j 
water,  dried  over  calcium  chloride,  and  submitted  | 
to  fractional  distillation.    The  fraction  f  0®-120®  | 

'  Tbe  b.p.  is  given  as  in  the  orifrinal  paper,  but,  inaii- 
moch  as  b:p.  of  aoetal  la  1^4*^,  it  seema  probable  that  05°  is 
a  nisprini  for  aome  bigber  temperature— say  105°. 


contains  chiefly  aldehyde  and  compound  ethers, 

120®-170®  chieflv  monochloracetal,  170®-185®  di- 

chloracetal  (Lieben,  l.c),  and  the  fraction  boiling 

above  185®  contains  trichloracetal  (Patemb,  Lc. ). 

These  compounds  may  then  be  obtained  in  the 

pure  state  oy  repeated  fractionation. 

I        A  better  method  of  obtaining  monochloracetal 

is  by  passing  chlorine  through  well-cooled  94-99 

p.c.   alcohol  until  the  chlorinated  product  has 

a  sp.gr.    1-02-1-03  at  26®.     Half   the   original 

volume  of  aloohol  is  added  and  the  mixture 

j  heated  a  few  hours  at  60°-60®.     The  free  acid 

I  is   removed    by    calcium    carbonate;    the    oil 

:  washed    with    water,    dried   and   fractionated. 

j  The  proportion  of  di-  and  tri-  chloro-derivatives 

'  formed  depends  on  the  amount  of  chlorine  added 

(Fritsch,  Annalen,  279,  288). 

Monochloraeelal  CHjCLCHCOCaHg),  (Lieben, 
'  Annalen,  146,   193 ;  Patemd,  MazzaTa,  Ber.  6, 
,  1202 ;  Klien,  J.  1876,  336 ;  Natterer,  Monatsh. 
3,  444  ;  6,  497 ;  Wislicenus,  Annalen,  192,  106  ; 
'  fVank,  Annalen,  206,  341)  is  a  colourless  liquid, 
having  an  aromatic  ethereal  odour ;  b.p.  155® ; 
'  8p.gr.  1-0418  at  0®.  1-026  at  15°  (Klien) :  156®- 
168®  (Autenrieth,  Ber.  24,  159).     When  heated 
I  with  bleaching  powder  it  yields  di-  and   tri- 
chloracetal, omoroform,  and  chlorinated  acetal- 
dehyde (Goldberg,  J.  pr.  Chem.  [21  24,  107). 

DicMoracetal  CHa,-CH(OC,H5)2  (Jacobsen, 
Ber.  4,  217  ;  Pinner,  Ber.  5,  148 ;  Annalen,  179, 
34 ;  Krey,  I.e. ;  Patemb,  Annalen,  149,  372  ; 
160,  134);  b.p.  183®-184® ;  sp.gr.  11383  at  14®. 
I  When  treated  with  hydrocarbons  it  forms  com- 
pounds of  the  type  C'HXj-CClj  (Fritsch,  Annalen, 
279,219;  Wiechell,  Annalen,  279,  337;  Butten- 
berg,  Annalen,  279,  324). 

Trichloracetal  CCl,'CH(OCjH5)2  (Byasson, 
Bull.  Soc.  chim.  32,  304;  Wurtz,  Frapolli,  J. 
1872,  438);  b.p.  197®;  204-8®  at  768-7  mm. 
Patemb,  Pisati  J.  1872,  303);  sp.  gr.  1-2813. 
When  heated  with  concentrated  sulphuric  acid 
it  yields  chloral. 

Trichloracetal  C^Ky^Clfir  Obtained  by  the 
action  of  chlorine  on  alcohol  (Lieben,  Patemo, 
Krey,  l.c.);  crystallises  in  monoclinic  needles 
resembling  caffeine  ;  m.p.  89®. 

Monobromacetal  (Pinner,  Ber.  6,  149 ;  Wis- 
licenus, Annalen,  192,  112;  Fischer  a.  Lund- 
steiner,  Ber.  25,  2551  ;  Freundler  a.  Ledru, 
Compt.  rend.  1905,  140,  794);  b.p.  81®-82®  at 
27-28  mm.  (Freundler).  According  to  F.  a.  L.  a 
cheap  method  of  making  monobromacetal  is  by 
brominating  paraldehyde  at  0®  with  constant 
shaking  ;  mixing  with  absolute  alcohol,  and  after 
standing  12  hours  pouring  into  an  ice-cold  sol. 
of  potassium  carbonate.  The  separated  oil  is 
dried  and  fractionated  in  vacud. 

Monoiodoacetaly  b.p.  100®  at  10  mm. ;  sp.  * 
1-4944  at  15®  (Hesse,  Ber.  1897,  30,  1438). 

ACETALS  (Wurtz,  Ann.  Chim.  Phys.  [3]  48, 
370).  The  acetals  are  a  group  of  compounds 
formed  by  the  combination  of  1  mol.  of  an  alde- 
hyde with  2  mols.  of  an  alcohol,  and  the  elimina- 
tion of  the  elements  of  1  mol.  of  water.  They  are 
generally  obtained  as  bj'-product*  in  the  pre- 
paration of  aldehydes  by  the  oxidation  of  the 
corresponding  alcohols,  the  al(leh\'de  at  the  mo- 
ment of  formation  uniting  with  the  alcohol, 
and  this  tendency  to  combine  is  much  increased 
if  acetic  acid  is  present  (Geuther,  Annalen,  126, 
65),  or  if  pure  hydrogen  phosphide  is  passed 
through  the  cooled  mixture  oi   aldehyde  and 


6 


ACETALS. 


alcohol  (Girard,  Compt.  lend.  91,  629  ;  J.  1880, 
695). 

Thev  are  formed  readily  by  the  interaction  of 
aldehydes  with  very  dilute  alcoholic  hydrochloric 
acid  (Fischer  and  Giebe,  Ber.  30,  3053 ;  31,  545). 
Ketonic  and  aldehydic  acetals,  both  aliphatic  and 
aromatic,  are  formed  by  the  interaction  of 
nascent  orthoformio  ester  and  the  necessary 
ketone  or  aldehyde  in  the  presence  of  hydro- 
chloric acid  (Claisen,  Ber.  31,  1010;  Annalen, 
237,  269). 

The  acetals  are  liquids  having  aromatic 
odours,  and  are  sparingly  soluble  in  water, 
from  which  they  can  again  be  separated  on 
addition  of  concentrated  calcium  chloride  solu- 
tion. They  are  readily  soluble  in  alcohol  and 
ether ;  their  vapours  or  their  solutions  in  alcohol 
benzene  or  acetones  slowly  harden  dry  gelatin 
films  (Beckmann  and  Scharfenberger,  Chcm. 
Zentr.  1896,  ii.  930).  When  heated  in  a  cbsed 
tube  with  glacial  acetic  acid,  the  corresponding 
aldehyde  is  obtained  (Beilstein,  Annalen,  112, 
239).  According  to  Bachmann  (Annalen,  218, 
45)  the  series  oi  acetals  can  be  descended  by 
heatinff  any  member  of  the  group  with  an 
alcohol  containing  a  smaller  number  of  carbon 
atoms  than  is  present  in  its  alcohol  residue  ;  for 
example,  diethylaoetal  and  methyl  alcohol  yield 
dimetnylacetal  and  ethyl  alcohol ;  but  the 
reverse  change,  if  it  occurs  at  all,  results  in  the 
production  of  very  small  quantities  of  the  higher 
acetal.  Del^pine  (Compt.  rend.  1901,  132,  331, 
968)  finds,  however,  that  when  some  acetals  are 
boiled  with  any  alcohol  in  the  presence  of  a  few 
drops  of  hydrochloric  acid,  a  balanced  reaction 
takes  place.  Thus  whether  methylal  is  heated 
with  amyl  alcohol  or  diamyl  formal  with  methyl 
alcohol,  the  result  is  the  same,  the  products  con- 
sisting of  a  mixture  of  methylal,  diamyl  formal, 
methyl  and  amyl  alcohols  and  the  mixed  acetal 
MeO'(  •H2'OC5Hij,  the  products  of  higher  mole- 
cular weight  predominating.  Mixed  acetals — 
that  is,  acetals  containing  two  different  alcohol 
residues — described  by  Bachmann  (^c),  con- 
sist of  mixtures  of  molecular  proportions  of 
two  distinct  acetals  (Riibencamp,  Annalen,  225, 
271 ;  Fritsch  and  Schumacher,  Annalen,  279, 
308),  but  Del^pine  {I.e.)  seems  to  have  obtained 
such  acetals  and  also  their  chloro-  derivatives, 
llie  latter  have  also  been  obtained  by  Magnamini 
(Gazz.  chim.  ital.  16,  330). 

The  following  acetals  have  been  prepared : 
methylal,  which  is  an  excellent  solvent  for  many 
organic  compounds  (Kane,  Annalen,  19,  176 ; 
Brtihl,  Annalen,  203,  12) ;  ethylidene-dimethyl 
(Arlsberg  J.  1864,  485),  -dipropyl,  and  -diiso- 
butyl  (Girard,  J.  1880,  695),  and  -diisoamyl 
ether  (Arlsberg,  J.  1864,  486) ;  propyl idenedi- 
propyl  ether  (Schudel,  Monatsh.  5,  247);  iso- 
butylidenediethyl  ether  (Oeoonomides,  BuU. 
Soo.  chim.  35,  500);  and  amylidene-dimethyl, 
-diethyl,  and  -dii^oamyl  ether  (Arlsberg,  I.e.). 
Glycolacetal,  a  derivative  of  glycolaldehydo,  has 
also  been  prepared  (Pinner,  Ber.  5,  150  ;  Varley, 
Chem.  Zentr.  1899,  ii.  919). 

A  large  number  of  halogen  alkyl  and  other 
acetal  compounds  have  been  prepared  (Fischer, 
Ber.  26,  464;  41,  2860;  42,  1070;  Fritsch  (^f.) ; 
WolflF.  Ber.  21.  1481 ;  Wohl,  Ber.  21,  616 ;  22, 
568,  1353;  Wohl  and  Lange,  Ber.  40.  4727; 
Holler,  Liib,  Alexander,  Ber.  27,  3097,  3093, 
8102  ;    Fosse    nd  Etlingcr,  Compt.  rend.  130, 


1194  ;  Del^pine,  l.c,  and  Compt.  rend.  131, 745; 
Stolid,  Ber.  35,  1590  ;  Oddo  and  Mameli,  Gazz. 
chim.  ital.  33,  iL  373;  Atto,  R.  Acad.  Lincei, 
1905,  [v]  14,  ii.  687 ;  Freundler,  Compt.  rend. 
138,  289;  BulL  Soc.  chim.  1907,  [iv]  1,  66; 
Tschitschibabin,  J.  pr.  Chem.  1906,  [ii.]  73, 
326 ;  Paal  and  Gember,  Aieh.  Pharm.  246,  306 ; 
Arbusoff,  J.  Russ.  Phys.  Chem.  Soc.  40,  637; 
Smiles,  Chem.  Soc.  Trans.  1909,  1000).  The 
mono-  and  di-acetal  derivatives  of  catechol  (pyro- 
catechin)  are  obtained  by  heating  the  mono- 
sodium  derivative  of  catechol  with  monochlor- 
acetal  (Moreu,  Compt.  rend.  126,  1656). 

ACETALDEHYDE  v.  Aldshydbs. 

ACETAMIDE  CjHgNO,  or  CH,.CONH,. 

(Hofmann,  Ber.  15, 980;  Schulze,  J.  pr.  Chem. 
[2]  27,  512 ;  Keller,  J.  pr.  Chem.  [2]  31,  364 ; 
Aachan,  Ber.  31,  2344 ;  Kundig,  Annalen,  105, 
277;  Abel,  J.  Soc.  Chem.  Ind.  1899,  515.) 
Aoetamide  is  usually  prepared  bv  the  dry 
distillation  of  ammonium  acetate ;  a  better  yield 
(91*7  p.c.)  and  a  purer  product  is  obtained  by 
distillmg  ammonium  diacetate  in  the  special 
apparatus  described  by  Francois  (J.  Pharm. 
Cliim.  23,  230).  Between  135''  and  195''  acetic 
acid  and  water  are  evolved,  and  at  196°- 
222°  some  acetamide  passes  over.  When  the 
temperature  remains  constant  at  222°  the  dis- 
tillation is  stopped,  the  residue  being  pure 
acetamide.  A  nearly  theoretical  yield  is  obtained 
by  saturating  a  mixture  of  ethyl  acetate  and 
ammonia  wiui  dry  ammonia  gas  at  —10°,  and 
after  standing,  fractionating  in  vacu6  (Phelps, 
Amer.  J.  Sci.  24,  429). 

Acetamide  forms  white  hexagonal  crystals 
which  are  odourless  when  pure,  and  melt  at 
81°-82°  (Hofmann,  Ber.  14,  2729 ;  Mawn,  Chem. 
Soc.  Trans.  1889,  107  ;  Meyer,  Ber.  22,  24 ; 
Forster,  Cliem.  Soc.  Trans.  1898,  791;  Nicol, 
Zeitsch.  anorg.  Chem.  1.5,  397),  boils  at  222° 
(cor.)  [Kiindig],  is  readily  soluble  in  water, 
and  when  heated  with  acids  or  alkalis  is  con- 
verted into  acetic  acid  and  ammonia  (Coninck, 
Compt.  rend.  121,  893  ;  126,  907  ;  127.  1028  ; 
Dunstan  a.  Dymond,  Chem.  Soc.  Trans.  1894, 
220;  Guebet,  Compt.  rend.  129,  61).  Chlorine, 
led  into  fused  acetamide,  yields  acetchloramide 
CHj-CONHCl ;  and  bromine,  in  the  presence  of 
dilute  aqueous  potash  or  soda  yields  acetbrom- 
amide,  which  on  distillation  with  concentrated 
aqueous  soda  is  converted  into  methylamine 
(Hofmann,  Ber.  15,  408) ;  Buchner  and  Papen- 
dieck,  Eer.  25,  1160;  Selivanoff,  Ber.  26,  423; 
Pran9oi8,  Compt.  rend.  147,  680;  148,  173; 
Behrend  a.  Schreiber,  Annalen,  318,  371). 
Acetamide  acts  both  as  a  base  and  an  acid 
(Pinner  and  Klien,  Ber.  10, 1896). combining  with 
hydrogen  chloride  or  nitric  acid,  and  forming 
compounds  in  which  a  metal  takes  the  place  of 
one  atom  of  hvdrogen,  as  C,H,0*NHAg  (Strecker, 
Annalen,  103,  321  ;  Tafel  and  Enock,  Ber.  23, 
1550;  Blacher,  Ber.  28,  432;  Hofmann  and 
Bagge,  Ber.  41,  312;  Titherley,  Chem.  Soc. 
Trans.  1897,  467).  According  to  Forster  (C!hem. 
Soc.  Trans.  1898,  783).  mercury  acetamide  is  a 
powerfid  dehydrogenising  agent  and  owing  to  it« 
tendency  to  exchange  it«  mercury  for  hydrogen 
when  the  latter  is  attached  to  nitrogen,  particu- 
larly when  hydroxyl  groups  are  in  proximity, 
it  can  be  employed  as  a  convenient  means  of 
detecting  primary  and  secondary  hydrazines 
and   primary'  hydroxylamincs.     It  has  also  a 
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marked  tendency  to  form  additive  compounds 
(Morgan,  Chem.  Soo.  Proc.  1906,  23).  The 
hydrogen  in  UieNH,  gtoup  has  also  been  replaced 
by  alkyl  groups  (Titherley,  Chem.  Soc.  Trans. 
1 901, 396, 41 1, 413).  Acetamide  forms  molecular 
compounds  of  the  type  CHg-CONH^X,  where 
X  =  an  organic  or  inorganic  acid  or  an  inoiganic 
Bait  (Titherley,  I.e. ;  Topin,  Ann.  CJhim.  f  hys. 
[7]  5,  99).  When  acetamide  is  treated  with 
formaldehyde,  paraldehyde,  or  trioxymethylene, 
condensation  products  of  the  type  R^NH-CHgOH 
are  obtained ;  these  products  are  of  value  as 
antiseptics  and  as  solvents  for  uric  acid  (J.  Soc. 
Chem.  Ind.  1906,  283).  Mono-,  di-,  and  tri- 
chloracetamide  (Willm,  Annalen,  102,  110; 
Geuther,  J.  1864,  317  ;  Pinner  and  Fuchs,  Ber. 
10,  1066 ;  Malaguti,  Annalen,  56,  286 ;  Qoez, 
Annalen,  60,  261  ;  Bauer,  Annalen,  229,  165 ; 
Dootson,  Chem.  Soc.  Trans.  1899,  171 ;  Swartz, 
Chem.  Zentr.  1899,  [i]  588 ;  Qermont,  (Dompt. 
rend.  133,  737).  Bromo-dialkyl-acetamide  (J. 
Soc.  Chem.  Ind.  1904,  1238)  and  other  halogen 
derivatives  have  also  been  prepared  (Selivanoff, 
J.  Russ.  Phys.  Chem.  Soc.  24,  132;  Broche, 
J.  pr.  Cliem.  [2],  50,  97 ;  Cbnrad,  Ber.  29, 1042 ; 
Zinke  and  Kegel,  Ber.  23,  230;  Willstatter,  Ber. 
37,  1775 ;  Stemkopf,  Ber.  41,  3671 ;  Swartz,  l.c. ; 
Francesconi,  Gazz.  chim.  itaL  33,  226 ;  Ratz, 
Monatsh.  1904,  25,  687;  Einhom,  Annalen, 
343, 203;  Finger,  J.  pr.  Chem.  1906,  [ii]  74, 153). 
The  acetamido  iS-naphthaquinones  and  some 
of  their  halogen  derivatives  which  may  be  used  in 
dyeing  (Kehrmann  and  Zimmerli,  Matis,  and 
Locker,  Ber.  31, 2405;  Kehrmann  and  Aebi,  Ber. 
32,  932;  Kehrmann  and  Wolff,  Ber.  33,  1538) 
and  other  acetamide  derivatives  have  been  pre- 
pared  (J.  Soc.  Chem.  Ind.  1894,  60 ;  Lumi^re, 
Bull  Soc.  chim.  1903.  ilL  30, 966;  Ratz,  Monatsh. 
26,  1487 ;  Miolati,  G^zz.  chim.  ital.  23,  190). 

Diaeeiamide  C^H^NO,,  or  NH(C,H,0),  and 
its  derivatives  {aee  Gautier,  Z.  1869,  127 ; 
Hofmann,  Ber.  14,  2731;  Hentschel,  Ber.  23, 
2394 ;  Curtius,  Ber.  23,  3037;  Mathews,  Amer. 
Cliem.  J.  20,  648 ;  Konig,  J.  pr.  Chem.  1904,  [ii.] 
69,  1;  Troe«er,  J.  pr.  Chem.  69,  347;  Triacet- 
amide  C,H^O,,  or  N(CaH,0),  and  its  deriva- 
tives {see  Wichelhaus,  Ber.  3,  847). 

ACETANIUDE  CeHj-NHCOCHa,  also 
known  as  Antifebrin,  is  prepared  by  heating 
together  glacial  acetic  acid  and  aniline  for  some 
time. 

By  substituting  thioacetic  acid  for  acetic  acid 
the  reaction  proceeds  more  rapidly  and  at  a 
lower  temperature  (Pawlewski,  Ber.  1898,  661). 
Acetanillde  may  also  be  prepared  by  heating 
1  part  of  aniline  with  1|  parts  of  dilute  acetic  ! 
acid  or  of  crude  pyroligneous  acid  under  pressure 
at  150**-160*'  (AUtheson  &  Ck).,  Eng.  Pat.  6220 
and  D.  R.  P.  98070 ;  J.  Soc.  Cliem.  Ind.  1897, 
559). 

The  substance  melts  at  114*2®  (Reissert,  Ber. 
1890,  2243),  at  115''-116''  (Hantzsch  and  Fresse, 
Ber.  1894,  2529),  and  boils  without  decomposi- 
tion at  303*8**  (corr.)  (Pictet  and  Cr^pieux,  Ber. 
1888,  1111),  at  305'  (corr.)  (Perkin,  Chem.  Soc. 
IVana.  1896,  1216);  it  is  soluble  in  hot  water, 
alcohol,  or  ether. 

Acetanillde  is  hydrolysed  at  100®  by  caustic 
potash  or  by  hydrochloric  acid,  but  not  by 
sulphuric  acid  (Hantzsch  and  Fresse,  Ber.  1894, 
2529);  it  is  rapidly  decomposed  by  chromic 
acid,  liberating  carbon  dioxide,  and  producing 


colouring  matters  (£>e  Cbninck,  Compt.  rend. 
1899,  503).  It  reacts  with  zinc  chloride  at  180® 
with  the  formation  of  the  yellow  dye  flavaniline 
(Braiitigam,  Pharm.  Zeit.  44,  75). 

Acetanilide  is  present  in  the  urine  of  cows 
(Petermann,  Ann.  Chim.  anal.  1901,  165).  It  is 
largely  used  in  headache  powders.  For  methods 
of  estimation  v.  Puckner,  Ph.  Rev.  1905, 
302,  and  Seidell,  Amer.  Chem.  J.  1907,  1091. 
The  following  reactions  may  be  used  for 
detecting  its  presence:  (1)  bromine  water 
added  to  a  solution  of  acetanilide  in  acetic  acid 
gives  a  white  crystalline  precipitate  of  ^-brom- 
acetanilide,  m.p.  167°;  (2)  evaporation  of  a 
solution  to  dryness  with  mercurous  nitrate  gives 
a  green  mass,  changing  to  blood  red  on  addition 
of  a  drop  of  concentrated  sulphuric  acid  ;  (3) 
ferric  chloride  gives  no  bloocl-red  colouration 
with  acetanilide,  thus  distinguishing  it  from 
phenacetin  and  antipyrine. 

Derivatives. — Chloracetanilides  (Jones  and 
Orton,  Chem.  Soc.  Trans.  1909,  1066) ;  Nitro- 
acetanilides  (Holleman  and  Sluiter,  Rec.  trav. 
chim.  1906,  208). 

ACETIC  ACID.  Acide  Aciiique.  Essigsdure. 
Acidum  Aceticum.  CaH40,  ue.  CH.'COOH,  or 
C,H,0-OH. 

Acetic  acid  occurs  in  nature  in  the  juices  of 
many  plants,  especially  trees,  either  as  free  acid 
or,  generally,  as  the  calcium  or  potassium  salt ; 
and,  in  the  form  of  orj^anic  acetates,  in  the  oils 
from  many  seeds.  It  is  stated  to  be  present  in 
larger  quantities  when  the  plants  are  kept  from 
the  light.  It  exists  in  certain  animal  fluids ; 
B^champ  states  it  to  be  a  normal  constituent 
of  milk.  Gmelin  and  Geiger  have  found  it  in 
mineral  waters,  doubtless  from  the  decomposition 
of  organic  matter. 

Being  a  very  stable  body  both  at  the  ordinary 
and  at  m^h  temperatures,  it  is  found  as  a  pro- 
duct of  the  decomposition  or  destructive  dis* 
tillation  of  many  organic  substances.  Acetic 
acid  was  first  shown  by  Lavoisier  to  be  formed 
by  the  oxidation  of  alcohol.  Its  true  composi- 
tion was  ascertained  by  Berzelius  in  1814,  and 
Dobereiner  in  1822  proved  that  it  was  formed, 
together  with  water,  by  the  oxidation  of  alcohol, 
without  the  formation  of  carbonic  acid  as  had 
been  previously  supposed. 

Preparation. — ^Acetic  acid  is  produced  by  the 
oxidation,  decomposition,  and  destructive  dis- 
tillation of  many  organic  bodies.  The  greater 
part  of  that  used  in  commerce  is  obtained  by 
the  destructive  distillation  of  wood. 

Alcohol  may  be  converted  into  acetic  acid 
by  powerful  oxidising  agents,  such  as  chromic 
acid,  nitric  acid,  &c.  Advantage  may  be  taken 
of  the  fact  that  spongy  platinum  or  platinum 
black  has  the  property  of  absorbing  oxygen,  and 
thus  acting  as  a  powerful  oxidising  agent.  If 
spongy  platinum  be  placed  over  a  vessel  of 
alcohol  with  free  access  of  air,  the  platinum 
absorbs  at  the  same  time  the  oxygen  and  the 
alcohol  vapour,  which  combine  and  produce 
acetic  acid  and  water  : — 

CH,CH,OH+02=CH3COOH+OH,. 

Alcohol.  Acetic  acid. 

In  addition  to  acotic  acid,  aldehyde  (acetic 
aldehyde)  is  produced,  which  is  intermediate 
in  composition  between  alcohol  and  acetic 
acid.     It    is    formed  by  the   removal  of  two 
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atoms  of  hydrogen  from  the  alcohol  without    liquor  is  poured  from  the  crvstals  and  concen- 

their  replacement  by  an  atom  of  oxygen  : —  1  trated  with  the  production  of  a  second  crop  of 

^iTT   r^Tj   /^TT  ,  /%     rt-rr  fiTji^  .  XT  rk  Crystals  ;  this  is  repeated  until  about  four  crops 

CH,CH,-OH +0 =CH,;CHO  +  H,0.  j^^^^  y^^^  produced.     The  crystals  are  dissolved 

Alcohol.  Aldehyde.  ^  ^.^^^^  fiftered  through  animal  charcoal,  mixed 

In  presence  of  excess  of  oxygen  aldehyde  with  about  10  p.c.  of  calcium  chloride,  and 
forms  acetic  acid.  Aldehyde  is  a  very  volatile  '  recrystallised,  The  cr>'stals  are  distilled  with 
liquid,  and  is  liable  to  be  lost  before  its  conver-  |  a  mixture  of  1  part  sulphuric  acid  of  sp.gjr. 
sion  into  acetic  acid  ;  it  is  therefore  necessary  in  1*84  and  2  parts  water,  and  the  acetic  acid 
all  cases  where  acetic  acid  is  produced  by  the  concentrated  in  the  usual  way.  The  glacial 
oxidation  of  alcohol  to  allow  free  access  of  air.    \  acid  may  also  be  prepared  by  the  distillation 

This  method  produces  a  very  pure  acetic  I  of  di-  or  acid-acetate  of  potash,  which,  when 
acid,  but  on  account  of  the  initial  cost  of  the  '  heated,  decomposes  into  acetic  acid  and  the 
platinum  (which,  however,  is  not  in  any  way  in-  ,  normal  acetate  of  potash.  If  ordinary  acetic 
jured  by  use)  it  i?  not  used  on  the  manufacturing  acid  be  heated  with  normal  potassium  acetate, 
scale.  the  acid  acetate  is  formed,  and  a  weaker  acid  at 

Patents  have  been  taken  out  in  England  for  first  distils  over  ;  as  the  temperature  rises,  the 
the  aoetification  of  alcoholic  liquors  by  ozone  diacetate  begins  to  decompose,  and  the  distil- 
and  by  nascent  oxygen  and  also  for  the  manufac-  late  increases  in  strength  until  the  glacial  acid 
ture  of  acetic  acid  from  alkali  acetates  by  passes  over.  When  the  temperature  reaches 
electroly8is(Plater-Syberg,£ng.  Pat.  1898,  233).  |  300®  the  distillate  becomes  coloured  from  the 
A  French  patent  (360,  249,  1905)  describes  the  |  decomposition  of  the  acid  (Melsens,  Annalen,  52, 
preparation  of  acetic  acid  from  aoetylene.  274;  Uompt.  rend.  19,  611). 
Acetylene  is  passed  into  a  solution  of  a  normal  Scott  and  Henderson  (Ehg.  Pat.  1896,  6711) 

mercuric  salt  which  precipitates  mercury  acety-  purify  the  crude  acetates  by  boiling  with  sodium 
lido.  The  liquid  is  then  boiled,  when  aldehyde  hypochlorite  until  the  colour  is  nearly  gone, 
is  formed  and  the  mercuric  salt  reformed.  The  The  solution  is  then  cooled  and  allowed  to  settle, 
aldehyde  is  then  oxidised  to  acetic  acid.  The  clear  liquid  is  decanted  and  crystallised.  The 

Several  kinds  of  ferments  are  capable  of  '  crystals  are  of  great  purity.  Scott  (Eng.  Pat. 
converting  fermented  alcoholic  liquors  into  1897,  12952)  has  patented  a  process  which 
acetic  acid.  The  two  chief  are  the  Mycoderma  dispenses  with  lime  m  the  manufacture  of  acetic 
ojceti  of  Pasteur,  also  known  as  Mycoderma  vini,  \  acid.  He  distils  the  crude  acid  at  100°,  and 
*  mother  of  vinegar '  and  *  the  vinegar  plant,'  fractionally  condenses  the  vapours.  The  acid 
and  the  Bacterium  xylinum  of  Brown.  Buchner  collects  mainly  in  the  first  portions, 
and  Meissenheimer  have  shown  that  the  fer-  j  Crude  acetates  may  be  decomposed  with 
mentation  is  due  to  enzymes  in  the  plant-cell.  HsS04  or  HCl,  and  the  acetic  acid  distilled  in 
They  are  white  gelatinous  nitrogenous  plants,  vacuo  (Thompson,  J.  Soc.  Chem.  Ind.  1896,357); 
requiring  for  their  healthy  growth  proteid  or  crude  acetic  acid  may  be  treated  with  oxygen 
substances  and  mineral  salts,  which  are  always  '  under  pressure,  filtered  through  charcoal  and 
present  in  wines  and  other  alcoholic  liquids,  distilled  over  pure  sodium  acetate  (Schmidt, 
In  the  absence  of  this  food  they  have  no  action  i  Eng.  Pat.  1896,  25100). 

on  pure  alcohol,  but  Pasteur  has  shoAvn  that  Hochstetter  (J.  Soc.  Chem.  Ind.  1902,  1469) 

pure  alcohol,  to  which  alkaline  phosphate  and    prepares  pure  acetic  acid  by  heating  pure  sodium 
ammonium  phosphate  have  been  added,  is  slowly  '  acetate  with  ^ry  HCl  at  120^ 
acetified  by  this  ferment,  the  ammcTnia  supply-  'Aromatic  vinegar'  may  be  prepared  hy- 

ing the  nitrogen.  distilling  cr^'stallised  diacetate  of  copper  (dis- 

llie  concentrated  or  glacial  acid  is  usually  tilled  verdigris).  The  acetate  is  dried  at  160® 
prepared  by  the  distillation  of  a  drj*  acetate  and  heated  in  earthenware  retorts,  when  the 
with  an  equivalent  quantity  of  strong  sulphuric  glacial  acid  distils  over.  The  verdigris  produces 
acid,  or  acid  potassium  or  sodium  su^hate.  about  half  its  weight  of  the  acid.     The  pleasant 

Sodium  acetate  is  generally  used.  The  odour  of  aromatic  vinegar  is  largely  due  to 
anhydrous  salt  is  fused  on  sheet- iron  pans,  6  feet  acetone,  which  is  always  produced  when  acetates 
by  4  feet,  care  being  taken  that  no  sparks  reach  of  heavy  metals  are  distilled,  but  camphot  and 
the  dried  salt,  as  it  would  then  ignite  and  bum  essential  oils  are  frequently  added  to  increase 
like  tinder.     The  maps  is  cooled,  broken  into    or  modify  the  smell. 

small  lumps,  and  distilled  with  concentrated!  Acetic  acid  for  pharmaceutical  and  medicinal 
sulphuric  acid.  The  first  portion  distilling  con-  purposes  should  not  decolourise  a  solution  of 
tains  the  water,  the  later  portion  is  collect^  and  i  potassium  permanganate.  To  remove  the  organic 
cooled ;  when  crystals  have  formed  the  still  liquid  matter  which  would  have  that  effect,  the  acid 
portion  is  removed,  the  crystals  are  melted  and  ,  is  distilled  with  potassium  permanganate  or 
redistilled  as  before,  producing  the  glacial  i  dichromate. 
acid.  I        Properties. — The  strongest  acid   solidifies  at 

When  a  solution  of  calcium  chloride  is  mixed  16'7°  in  tabular  or  prismatic  glistening  crj-stals. 
with  a  solution  of  calcium  acetate,  crystals  of  The  glacial  acid  may  be  cooled  to  — 10®  with- 
calciumaceto-chlorideCaC-jHjOjCljSHjOgradu-  out  solidification,  even  when  agitated,  but  on 
ally  separate.  These  crystals  may  be  produced  the  addition  of  a  crj'stal  of  the  acid  the  whole 
in  comparative  purity  even  when  impure  hronm  solidifies  and  the  temperature  rises  to  16*7®. 
acetate  of  lime  is  used.  To  obtain  acetic  acid  "  The  specific  gravity  of  the  crystals  at  15®/4® 
ordinary  commercial  or  'distilled'  acetate  of  is  1*0607  (Mendele'eff,  J.  1860, 7).  They  melttoa 
lime  is  mixed  with  the  proper  proportion  of  cal-  mobile  colourless  liquid  of  sp.gr.  1-0543  at  16®/4° 
cium  chloride,  and  the  solution  ip  concentrated  by  (Petterson.  J.  pr.  C^em.  [2]  24,  301),  1*0495  at 
evaporation  until   it  crystallises;    the  mother    20®/4®  (Briihl)  which  boils  at  118-6°at  760  mm. 
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(Perkin).  The  liquid  is  uninflammable,  but  the 
vapour  bums  with  a  blue  flame  producing  water 
and  carbonic  acid.  When  passed  through  a  red- 
hot  tube  only  a  small  portion  is  decomposed, 
producing  carbon,  acetone,  benzene,  &c.  The 
strong  acid  blackens  when  heated  with  concen- 
trated sulphuric  acid,  evolving  sul|>hurous  and 
carbonic  anhydrides. 

Nitric  and  chromic  acids  have  no  action  ;  for 
this  reason  acetic  acid  is  frequently  used  as  a 
solvent  for  organic  substances  such  as  hydro*' 
carbons,  which  are  to  be  subjected  to  the  action 
of  chromic  acid.  Chlorine  under  the  influence 
of  sunlight  replaces  a  portion  of  the  hydrogen, 
and  produces  mono-,  dt-  and  tricKUyraceiic  acids. 
Similarly,  bromine  produces  dibromaceiic  add. 
On  the  addition  of  water  to  the  glacial  acid  heat 


is  evolved  and  the  density  increases  until  20 
p.c.  of  water  is  present ;  from  this  strength  to 
23  p.c.  of  water  the  density  remains  stationary. 
Further  dilution  lowers  the  density,  so  that 
either  dilution  or  concentration  from  this  point 
will  produce  an  acid  of  diminished  density. 
An  acid  containing  only  43  p.c.  of  acid  has  the 
same  density  as  the  glacial  acid.  This,  together 
with  the  slight  difference  between  the  density  of 
acetic  acid  and  water,  renders  it  impossible  to 
determine,  with  any  precision,  the  percentage  of 
acid  by  means  of  the  hydrometer. 

No  definite  hydrates  of  acetic  acid  are  known 
(De  Coppet,  Ann.  Chim.  Phys.  [7]  16, 276 ;  Colles, 
Chem.  Soc.  Trans.  1906,  1247). 

The  following  table  shows  the  density  of 
aqueous  acetic  acid  at  15®  and  20®  : — 


DsNSTTT  OF  Aqubous  Acbtio  Acid  (Oudbmans). 


Density 

p.c. 
34 

Density 

p.c. 
68 

Density 

p.c. 

15^ 

20^ 

15° 

1*0459 

20° 

10426 

15° 
1-0725 

20° 

0 

• 

0-9992 

0*9983 

10679 

1 

10007 

0-9997 

35 

1-0470 

10437 

69 

1-0729 

10683 

2 

10022 

10012 

36 

10481 

10448 

70 

10733 

10686 

3 

1-0037 

1-0026 

37 

10492 

1-0468 

71 

10737 

10689 

4 

10062 

1-0041 

38 

10502 

1*0468 

72 

1-0740 

10691 

5 

1-0067 

1-0066 

39 

1-0613 

1*0478 

73 

1-0742 

1*0693 

6 

1-0083   ' 

1-0069 

40 

10623 

1*0488 

74 

1-0744 

1-0695 

7 

10098 

1-0084 

41 

10533 

1*0498 

76 

10746 

1-0697 

8 

10113 

10098 

42 

1-0543 

10607 

76 

10747 

1-0699 

9 

1-0127 

1-0112 

43 

10552 

1*0516 

77 

10748 

10700 

10 

10142 

1*0126 

44 

10562 

10525 

78 

1-0748 

1-0700 

11 

10167 

10140 

45 

10671 

10634 

79 

1-0748 

10700 

12 

10171 

10164 

46 

10680 

10643 

80 

10748 

1-0699 

13 

1-0185 

10168 

47 

10689 

10661 

81 

10747 

1-0698 

14 

1-0200 

10181 

48 

10698 

1*0659 

82 

1-0746 

1-0696 

15 

1-0214 

10195 

49 

1-0607 

1*0567 

83 

10744 

1-0694 

16 

1-0228 

10208 

50 

1-0615 

10576 

84 

10742 

10691   i 

17 

1-0242 

10222 

51 

10623 

1-0583 

86 

1-0739 

1*0688   : 

16 

10256 

10235 

.6^ 

10631 

10590" 

86 

10736 

1*0684 

19 

10270 

10248 

53 

10638 

10697 

87 

10731 

10679 

20 

1-0284 

10261 

64 

1-0646 

10604 

88 

10726 

10674   ; 

21 

1-0298 

10274 

65 

1*0653 

1*0611 

89 

10720 

1*0668   ' 

22 

10311 

10287 

56 

10660 

10618 

90 

10713 

1*0660 

23 

1-0324 

10299 

57 

1-0666 

10624 

91 

1*0705 

1*0652 

21 

10337 

10312 

68 

1-0673 

1-0630 

92 

1*0696 

10643 

25 

1-0360 

10324 

59 

10679 

10636 

93 

10686 

1*0632   ' 

26 

10363 

10336 

60 

10685 

1-0642 

94 

10674 

10620   1 

27 

'   10375 

10348 

61 

1-0691 

1-0648 

96 

•   10660 

1*0606   . 

28 

1-0388 

10360 

62 

10697 

10653 

96 

10644 

1*0689 

29 

10400 

1-0372 

63 

10702 

10668  ; 

97 

1*0625 

10670 

30 

1-0412 

1-0383 

64 

1-0707 

10663 

98 

1*0604 

1*0649   1 

31 

1-0424 

1-0394 

66 

10712 

10667 

99 

1*0680 

10625   ; 

32 

10436 

1-0405 

66 

1-0717 

10671 

100 

1*0663 

10497   , 

33 

10447   . 

1 

1*0416 

67 

10721 

10676 

1 

The  addition  of  a  small  quantity  of  water 
loweiB  the  melting-point  of  the  glacial  acid 
considerably,  as  shown  by  the  annexed  table 
(p.  10)  Dahms  (Ann.  Chim.  Phvs.  [7]  18, 
141).  .        L  J        . 

Acetic  acid  is  monobasic,  but  forms  both  acid 
and  basic,  as  well  as  normal  salts.  It  dissolves 
certain  metallic  oxides,  as  those  of  lead  and 
copper,  forming  basic  acetates. 

It  has  a  pungent  sour  taste,  and  when  strong 


blisters  the  skin.  The  glacial  acid  has  no 
action  on  litmus,  but  on  addition  of  water 
becomes  powerfully  acid.  It  is  not  affected  by 
the  electric  current,  probably  because  a  bau 
conductor,  but  when  a  little  sulphuric  acid  is 
added  the  current  decomposes  it,  producing,  ac- 
cording to  Renard  (Ann.  Chim.  Phys.  [5]  16, 289), 
carbon  dioxide,  carbon  monoxide  and  oxygen. 
Alkaline  acetates  when  electrolysed  are  decom- 
posed into  hydrogen  and  alkaline  hydrate  which 
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appear  at  the  negative  pole,  and  ethane  and 
carbon  dioxide  at  the  positive  pole. 


Solidifying- 
point 


16-676 

16-50 

16-06 

14-54 

11-81 

7-21 

2-95 

2-46 

-2-90 


Water  to 
'  100  parts 
real  acetic 
acid 


0 

0-06 

0-29 

116 

2-94 

6-53 

10-33 

10-74 

15-80 


SolidifylDg. 
poiut 


-3-94 
-8-80 
- 12-80 
-18-10 
-17-90 
-23-87 
-24-90 
-25-20 
-  26-75 


Water  to 

100  parts 

real  acetic 

acid 


16-38 
21-53 
24-56 
29-97 
30-87 
36-67 
37-52 
39-30 
40 


Acetic  acid  mixes  with  alcohol  and  ether 
in  all  proportions.  It  dissolves  resins,  gelatin, 
fibrin,  albumen,  essential  oils,  &o.  Phosphorus 
and  sulphur  are  somewhat  soluble  in  the  warm 
acid. 

Acetic  acid  is  largely  used  in  the  preparation 
of  the  acetates  of  copper,  aluminium,  iron,  load, 
Sic. ;  as  pyroligneous  acid  in  calico  printing  ;  in 
the  preparation  of  varnishes  and  colouring 
matters  ;  in  the  laboratory  and  certain  industries 
as  a  solvent;  for  domestic  use ;  in  photography ; 
and  in  medicine  as  a  local  irritant  and  to  allay 
fever,  and  in  the  form  of  smelling  salts. 

Afudyais. — Commercial  glacial  acid  should 
contain  at  least  97  p.c.  of  absolute  acid.  If  9 
volumes  oil  of  turpentine  be  agitated  with  1 
volume  of  acid,  no  turbidity  will  be  produced  if 
the  acid  contain  97  p.c.  or  upwards.  Acid  of 
99*6  p.c.  produces  no  turbidity  with  any  propor- 
tion of  turpentine  (Bardy,  Chem.  News,  40,  78). 

A  very  delicate  teat  for  the  presence  of  water 
is  to  mix  the  acid  with  an  equal  bulk  of  car- 
bon disulphide  in  a  dry  tube,  and  warm  with 
the  hand  for  a  few  minutes ;  in  presence  of  a 
trace  of  water  the  liquid  becomes  turbid. 

The  commercial  acid  may  contain  sul- 
phuric acid,  sulphates,  sulphurous  acid,  hydro- 
chloric acid,  chlorides,  arsenic  (derived  from 
sulphuric  acid),  and  copper,  lead,  zinc,  and  tin 
derived  from  the  vessels  used  in  the  manu- 
facture. 

The  presence  of  sulphuric  acid  or  sulphates 
is  shown  by  the  production  of  a  white  precipi- 
tate with  barium  chloride.  To  the  filtered  so- 
lution bromine  or  chlorine  water  is  added,  pro- 
ducing, if  sulphurous  acid  be  present,  a  further 
precipitate  of  barium  sulphate.  Hydrochloric 
acid  and  chlorides  are  detected  and  estimated 
with  silver  nitrate. 

In  testing  for  metals  a  considerable  bulk 
of  the  acid  should  be  evaporated;  a  few  drops 
of  hydrochloric  acid  are  added,  and  a  current 
of  sulphuretted  hydrogen  passed  through  the 
liquid ;  a  black  or  broA^n  colouration  or  pre- 
cipitate indicates  lead  or  copper.  Copper  may 
also  be  detected  in  the  evaporated  liquid  by  the 
brown  precipitate  produced  on  the  addition  of 
potassium  ferrocyanide,  and  estimated  by  elec- 
tro-deposition. To  test  for  zinc,  the  solution, 
after  the  passage  of  sulphuretted  hydrogen,  is 
filtered,  nearly  neutralised  with  ammonia,  and 
sodium  acetate  added,  when  zinc  will  be  pre- 


cipitated as  white  sulphide.  For  arsenic 
Reinsch*8  or  the  electrolytic  test  may  be  used. 

Small  quantities  of  acetic  acid  may  be  recog- 
nised by  neutralising  with  caustic  potash,  adding 
arsenious  oxide,  evaporating  to  dryness,  and 
heating,  when  the  characteristic  smell  of  caco- 
dyl  is  evolved. 

To  determine  the  free  acetic  acid  in  a  solu- 
tion it  is  usual  to  titrate  a  weighed  quantity  with 
caustic  soda  standardised  with  acetic  acid  of 
known  strength,  or  of  acid  potassium  tartrate 
(Stillwell  and  Gladding). 

As  indicator  litmus  may  be  used,  but  as  it  is 
rendered  blue  by  the  normal  sodium  acetate,  it 
is  preferable  to  use  phenol-phthalein,  to  which 
that  substance  is  neutral ;  this  is  also  more 
sensitive,  and,  where*  coloured,  the  liquid  may 
be  considerably  diluted  without  impairing  the 
delicacy  of  the  reaction. 

To  estimate  small  percentages  of  water  in 
acetic  acid,  the  solidifying-point  may  be  deter- 
mined and  the  percentage  found  by  the  table 
before  given. 

For  the  separation  and  estimation  of  formic, 
acetic,  propionic,  and  butyric  acids  see  Zeit. 
Anal.  Chem.  1899,  38,  217.  Chapman  (Analyst, 
1899,  24,  114)  describes  a  method  for  the  estima- 
tion of  Movaleric  acid  in  acetic  acid. 

The  acetic  acid  in  acetates  may  be  deter- 
mined by  distilling  about  1  gram  of  the  salt 
nearly  to  dryness  with  10  c.c.  of  a  40  p.c.  solu- 
tion of  phosphoric  acid  (free  from  nitric  and 
other  volatile  acid&) ;  water  is  added  and  the 
distillation  repeated  to  remove  the  last  traces  of 
acetic  acid  ;  the  distillates  are  mixed  and  titrated 
as  above  with  standard  alkali.  This  method  of 
distillation  may  also  be  used  for  highly  coloured 
solutions  of  acetic  acid  where  direct  titration  is 
inadmissible. 

Preparation  of  Vinegar. 

In  all  processes  for  the  manufacture  of  vinegar 
advantage  is  taken  of  the  oxidising  action  of  the 
vinegar  fungus  already  described  ;  the  souring  of 
wines  and  other  alconolic  liquids  is  due  to  this 
organism,  the  serms  of  which  are  always  present 
in  the  air,  and  are  deposited  and  grow  in  any- 
suitable  medium. 

The  action  is  more  rapid  when  the  liquid  is 
rich  in  vegetable  matter  and  poor  in  alcohol, 
and  when  the  surface  exposed  to  the  air  is  large. 
The  precentage  of  alcohol  should  not,  however, 
be  too  low  ;  the  acetous  fermentation  proceeds 
but  slowly  in  a  liquid  containing  less  than  3  p.c. 
alcohol. 

Wine  vinegar.  (Fr.  Vinaigre;  Qai^Weinesaig.) 
In  the  wine  district  of  Orleans,  wines  which 
have  become  sour  are  generally  used  for  the 
preparation  of  vinegar.  For  this  purpose  full- 
bomed  wines  are  preferred.  If  they  contain 
above  10  p.c.  alcohol  they  are  suitably  diluted 
with  weaker  wines.  The  wine,  before  being  fer- 
mented, is  usually  left  for  some  time  in  contact 
\^ith  beech  shavings,  on  which  the  lees  are  de- 
posited, rendering  the  wine  brighter.  A  certain 
amount  of  extractive  matter  is,  however,  neces- 
sary for  the  proper  gro\*^h  of  the  plant,  and  if 
the  wine  be  old  and  the  matter  deposited,  the 
fermentation  is  much  retarded.  Wine  one  year 
old  is  preferred. 

The  '  Vinaigrerie '  is  usually  a  buikling  of 
southern    aspect ;     the    rooms    in    which    the 
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process  is  conducted  are  low-roofed,  and  the  walls 
are  provided*  with  openings  for  the  admission  of 
air,  which  can  be  closed  when  the  temperature 
is  not  sufficiently  high. 

A  number  of  casks  of  well-seasoned  oak, 
bound  with  iron  hoops,  each  holding  from  50  to 
100  gallons  are  sujpported  on  their  sides  in  rows 
about  18  inches  from  the  floor,  one  set  being 
frequently  plaoed  above  another,  in  which  case 
those  nearest  the  roof  are  found  to  work  most 
rapidly.  Each  cask  is  bored  with  two  holes  in 
the  front  end,  a  larger  one,  the  *  eye,*  for  the 
addition  of  wine  or  the  removal  of  vinegar,  and 
a  small  one  for  the  admission  of  air. 

When  first  used  the  casks  are  thoroughly 
scalded  with  boiline  water  to  remove  extractive 
matter,  one-third  mled  with  boiling  strong  vine- 
gar, and  allowed  to  stand  for  eight  days  ;  from 
that  time  wine  is  added  in  charges  of  about  10 
pints  every  eight  dava  until  not  more  than  two- 
thirds  full ;  after  a  further  interval  of  14  days  a 
portion,  varying  from  10  gallons  to  half  the 
total  bulk,  is  drawn  off  and  theperiodical  addi- 
tion of  the  wine  continued.  Tne  temperature 
of  the  chambers  should  be  about  25*^,  and  is 
kept  up  when  necessary  with  a  stove.  In 
order  to  ascertain  if  the  fermentation  is  com- 
pleted at  the  end  of  the  usual  time,  the  work- 
man plunges  a  white  spatida  into  the  liquid ; 
if  a  rradish  froth  adheres,  more  wine  is  added 
and  the  temperature  raised ;  a  white  froth 
indicates  the  completion  of  the  process.  More 
than  eight  days  is  sometimes  required  to  com- 
plete the  oxidation,  in  which  case  stronger  wine 
and  a  higher  temperature  may  be  us^.  The 
sluggishness  may,  nowever,  be  due  to  the  casks 
becoming  foul,  which  occurs  usually  after  about 
six  years*  working.  The  deposit  of  argol,  yeast 
sediment,  &c.,  is  thoroughly  removed,  the  casks 
cleansed  and  rechaiged  with  hot  vinegar  as  in 
the  case  of  new  casks.  Good  casks  will  often 
last  twenty-five  years. 

When  working  satisfactorily  each  cask  will 
produce  about  twice  its  capacity  of  vinegar  an- 
nually. 

Before  storing,  the  vinegar  is  usually  passed 
through  the  '  rapes '  where  it  is  *  brightened  * 
and  the  acetification  completed. 

In  other  parts  of  France  and  in  Holland  and 
on  the  Rhine  the  following  method  is  used. 
The  wine  is  placed  in  two  large  upright  tuns 
about  9  feet  high  and  4  feet  wide,  open  to  the 
air.  Each  tun  has  a  perforated  false  bottom 
about  12  inches  above  the  true  bottom  ;  on  this  is 
placed  a  quantity  of  vine  cuttings,  stalks,  &c.,  to 
as  to  expose  a  large  surface  for  the  formation  of 
the  fungus.  One  of  the  vats  is  half,  and  the  ot  her 
completely,  filled.  The  acetification  progresses 
more  rapidly  in  the  former ;  this,  after  twenty- 
four  hours,  is  filled  from  the  full  cask,  in  which 
the  action  then  increases.  This  alternate  trans- 
ference is  continued  daily  until  the  acetification 
is  complete.  The  most  favourable  temperature 
is  about  24^.  The  vinegar  is  run  off  into  casks 
containing  chips  of  birch  wood  on  which  the 
lees  settle,  and  in  about  fourteen  days  being 
thus  clarified  is  stored  in  close  casks  for  the 

Halt  vinegar.  Malzgetreide  Bieressig.  Ace- 
tum  Britannicum.  This  is  prepared  from  an 
inlosion  of  malt  which  has  first  been  fermented 
to  produce  alcohol.     Six  bushels  of  crushed  malt 


are  extracted  three  times  with  water,  in  a  circular 
mash  tun  supplied  with  a  central  stirrer,  the  first 
extraction  with  water  at  72^,  the  second  at  a 
higher  temperature,  and  the  third  with  boiling 
water.  The  extract3,  which  together  should  not 
exceed  100  gallons,  are  passed  into  a  large  cast- 
iron  tank  24  feet  by  8  feet,  cooled  by  refrigerators 
to  24**,  poured  into  a  large  circular  vessel, 
mixed  with  3  or  4  gallons  of  good  yeast  and 
fermented  briskly  for  about  forty  hourSf  The 
extract  is  filtered,  and,  where  intended  for  the 
manufacture  of  the  best  keeping  vinegar,  is 
stored  in  casks  for  some  months,  whereby  the 
extractive  matters  which  would  induce  putrefac- 
tion are  deposited. 

This  *  wash  '  may  be  treated  by  the  *  quick 
vinegar  process '  or  acetified  in  large  casks 
lying  on  their  sides  in  a  room  at  a  temperature 
of  about  24®.  The  bung-holes  of  the  casks 
are  open,  and  at  each  end  near  the  top  an  open- 
ing is  made  for  the  circulation  of  air.  When 
conducted  in  the  open  air  the  process  is  kno^^n 
as  *  fielding  ' ;  from  eight  to  twenty  rows  of  casks 
constitute  a  vinegar  field.  The  operation  is  com- 
menced in  the  spring  and  completed  in  about 
three  months. 

The  fermentui^  casks  are  frequently  worked 
in  pairs ;  one  bemg  completely  and  the  other 
three  parts  filled,  acetification  progresses  more 
rapidly  in  the  latter ;  every  day  a  portion  is 
transferred  thereto  from  the  full  cask,  being  re- 
placed by  an  equal  amount  of  the  more  fer- 
mented liquid,  until  completed. 

Before  storing,  it  is  necessary  to  filter  the 
vinegar  from  the  extractive  matter.  The  filter- 
ing vessel,  *  rape '  or  *'  fining  tun,'  is  a  large 
cask,  usually  wider  at  the  base  than  at  the  top, 
fitted  with  a  false  bottom,  above  which  it  is 
filled  with  spent  tanner's  wood,  wood  shavings, 
or,  which  is  far  preferable,  with  '  rapes,*  the 
pressed  cake  of  residue  from  the  British  wine 
manufacture,  consisting  of  the  stalks  and  skins 
of  grapes  and  raisins.  Through  this  the  vinegar 
is  poured,  escaping  through  a  tap  beneath  the 
false  bottom  into  a  tank  from  which  it  is  con- 
tinuously pumped  to  the  top  of  the  vessel  and 
asain  passed  through  until  the  last  traces  of 
aKiohol  have  been  oxidised  and  the  vinegar 
cleared  and  brightened.  In  this  way  pickling 
vin^ar  is  produced. 

For  household  vinegar,  the  malt  is  acetified 
in  upright  casks  fitt^  with  false  perforated 
bottoms  covered  with  a  layer  of  rapes ;  after 
twenty-four  hours  it  is  transferred  to  another 
similar  cask,  remaining  there  for  two  or  three 
days,  and  thence  to  a  third  and  fourth  cask.  A 
portion  of  the  liquid  is  transferred  to  the 
'  mothers '  and  the  remainder  allowed  to  fer- 
ment. A  little  argol  is  occasionally  added  to 
produce  a  flavour  of  wine  vinegar,  the  liquid 
being  clarified  with  isinglass. 

Vinegar  casks  are  made  in  throe  sizes,  hold- 
ing 25,  50,  and  116  gallons. 

Quick  vinegar  process.   SchneUesaighereiiung. 

This  method,  applicable  to  any  alcoholic 
liquid,  is  founded  on  that  proposed  in  1720  by 
Boerhaave,  and  was  first  introduced  by  Schutzen- 
bach  in  1823.  It  differs  from  the  other  processes 
in  causing  the  liquid  to  expose  a  very  large 
surface  to  the  action  of  the  air,  one  gallon  beine 
sometimes  made  to  cover  a  surface  of  100 
square  yards. 
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The  Fat  is  usually  from  6  to  12  feet  high, 
and  from  3  to  4  feet  wide.  In  England  it  is 
frequently  as  much  as  13  feet  high,  14  feet 
wide  at  the  top,  and  15  feet  wide  at  the  base. 
At  a  distance  of  18  inches  from  the  bottom,  six  or 
more  air  holes  are  bored  1  inch  in  diameter,  in- 
clining downwards  towards  the  inside;  just 
above  these  a  false  perforated  bottom  is  fixed.  A 
quantity  of  beechwood  shavings  is  thoroughly 
washed  with  hot  water,  dried  and  placed  on  the 
false  bottom,  nearly  filling  the  vat.  The  shav* 
ings  may  be  substituted  with  advantage  by 
pieces  of  charooal  about  the  size  of  a  walnut, 
from  which  the  saline  particles  have  been  re- 
moved by  acid  and  subsequent  washing.  The 
acetifying  action  is  assisted  by  the  power  of 
absorbing  oxygen  possessed  by  the  charcoal. 

Near  the  top  of  the  tun  is  fixed  a  wooden 
disc  perforated  by  holes  as  large  as  a  quill,  about 
1  inch  apart ;  through  these,  twists  of  cotton 
yam  or  string  are  passed,  of  sufficient  length  to 
touch  the  shavings  :  they  are  tied  into  knots  at 
the  upper  end  to  prevent  them  from  slipping 
through.  There  are  also  five  or  six  larger  holes 
through  which  pass  glass  draught  tubes  project- 
ing on  either  side  of  the  disc,  1  to  2^  inches  wide 
and  4  to  6  inches  long,  firmly  fastened  so  that 
no  liquid  can  pass  round  them  through  the  hole. 

About  1  inch  from  the  true  bottom  is  fixed  a 
bent  tube  attached  to  a  tap  through  which  the 
vinegar  is  drawn  as  soon  as  it  rises  to  a  height 
of  about  15  inches.  The  vessel  is  closed  with 
a  tightly-fitting  lid  through  which  a  circular 
opening  is  cut  for  the  admission  of  liquid  and 
for  the  escape  of  air. 

Before  commencing  the  fermentation  it  is 
necessary  to  *  sour  *  the  shavings  ;  for  this  pur- 
pose hot  vinegar  is  poured  in  from  the  top  and 
allowed  to  bosSs.  for  at  least  twenty-four  hours. 

The  composition  of  the  fluid  used  varies  con- 
siderably :  any  alcoholic  liquid  may  be  used,  but 
the  presence  of  a  trace  of  tarry  matter,  such  as 
is  present  in  pyroligneous  acid,  prevents  the 
action.  According  to  Wagner  (Chem.  Tech- 
nology), the  following  mixture  is  generally  used : 
— 4i  gab.  (20  litres)  brandy  of  60*TraUe3  (42*5 
p.c.  by  weight),  9  gals,  vinegar,  and  27  gals, 
water,  to  which  is  added  a  mixture  of  bran  and 
rye  to  promote  the  growth  of  the  vinegar  fungus. 

Another  standard  liquor  is  50  gals,  brandy 
or  whisky  52  p.c.  by  weight,  37  gals,  oeer  or  malt 
wort  with  about  ^^  part  of  ferment ;  this  is 
mixed  with  3  to  4  vols,  of  soft  water  before 
passing  through  the  tuns.  Molasses  or  honey  in 
the  proportion  of  2  Ibfe.  to  50  gals,  is  sometimes 
addedjto  produce  a  moro  finely  coloured  vinegar. 

For  *  wine  malt,'  40  lbs.  wheat- meal  and  80 
lbs.  barley- meal  are  ground,  and  mixed  together 
with  40  gals,  warm  water  (50°) ;  after  set- 
tling, the  clear  liquid  is  drawn  off,  the  residues 
are  treated  with  hotter  water  (70*),  settled, 
the  liquid  removed  and  the  residue  again  treated, 
this  time  with  boiling  or  nearly  boilmg  water,  in 
such  quantity  that  the  total  washings  amount  to 
about  100  gals.  The  solution  is  cooled,  mixed 
with  15  lbs.  yeast,  and  allowed  to  ferment  at 
27**  for  five  or  six  days ;  it  is  then  known  as 
the  *gyle.'  The  temperature  of  the  chamber 
being  about  38**  the  liquid  which,  where  the 
*  generator  *  or  *  graduator  '  io  new,  is  heated  to 
50*^,  or,  where  in  use  for  some  time  and  thus 
in  good  Qondition,  to  25°,  is  poured  over  the 


upper  disc  and  trickles  slowly  down  the  tA\isted 
threads,  which  swell  and  prevent  too  rapid 
pa.ssage.  As  the  liquid  flows  over  the  shavings 
it  becomes  oxidised,  the  action  being  more  rapid 
when,  after  some  time  in  use,  the  shavings  have 
become  coated  with  the  '  mother  of  vmegar.* 
When  the  action  is  satisfactory  the  temperature 
of  the  interior  rises  on  account  of  the  oxidation 
to  37**,  and  creates  a  constant  upward  current 
of  air  which  passes  from  the  openmgs  below  the 
false  bottom,  round  the  shavings  and  through 
the  tubes  in  the  upper  disc. 

When  the  liquid  contains  no  more  than  4  p.c. 
alcohol,  the  vinegar  which  collects  is  entirely 
acetified,  but  where  a  stronger  liquid  is  used  it 
may  be  necessary  to  pass  it  three  or  four  times 
through  the  graduator.  When  a  strong  vinegar 
is  required,  that  produced  from  one  of  the  above- 
mentioned  liquids  is  mixed  with  a  more  alcoholic 
liquid,  and  again  passed  through,  and  this  may 
bo  repeated  until  1  oz.  of  the  liquid  will  neutral- 
ise sixty  grains  pure  dry  potassium  carbonate, 
corresponding  to  about  12  p.c.  acetic  acid  by 
weight.  Each  graduator  will  contain  about  80 
gals,  of  liquid  and  will  produce  daily  15  gals,  of 
good  vinegar.  One  workman  usually  attends  to 
ten  tuns. 

By  this  process,  on  account  of  the  large 
surface  exposed,  a  considerable  loss  of  alcohol, 
and  hence  of  acetic  aoid,  is  unavoidable,  amount- 
ing when  properly  carried  out  to  about  6  p.c.  of 
the  whole ;  out  if  the  temperature  has  been 
allowed  to  rise  too  high,  the  loss  is  greatly  in- 
creased. At  the  same  time  sufficient  air  must 
be  introduced  to  convert  the  alcohol  directly 
into  acetic  acid,  or  the  loss  will  be  further  in- 
creased by  the  formation  of  the  volatile  aldehyde. 

By  some  makers  the  vapours  from  the  tuns 
are  passed  over  or  through  water  to  absorb  the 
alcohol  and  aldehyde.  For  this  purpose  two 
floating  gasometers  are  sometimes  used :  one 
rises  and  removes  the  air  which  has  performed 
its  work,  while  the  other  falls,  keeping  up  a  con* 
stant  current  of  air  through  the  generator.  As 
each  gas-holder  falls  it  discharges  the  air  through 
a  cistern  of  water,  which  absorbs  the  volatde 
products  and  is  used  for  the  preparation  of  a 
further  quantity  of  malt  extract. 

Recent  improvements  in  the  quick  vinegar 
process  have  taken  the  form  of  labour-saving 
contrivances  and  of  devices  to  avoid  loss  by 
evaporation.  Leaker  has  patented  a  process 
wheroby  the  acetification  takes  place  in  closed 
rectangular  vessels  containing  shelves  of  absorb- 
ent woven  material.  To  the  vessel  is  attached 
a  condensing  worm  into  which  the  vapours  are 
drawn  by  a  fan. 

About  one-third  of  the  total  extractive  matter 
in  the  malt  is  lost  or  dissipated  in  the  fermenta- 
tion and  acetification. 

In  Singer's  generator  a  number  of  vessels 
are  placed  one  above  another  in  a  shed  in  which 
a  suitable  temperature  is  maintained  and  from 
which  draughts  aie  excluded.  The  vessels  are 
connected  together  by  wooden  tubes  provided 
with  longitudinal  slits  through  which  air  can 
pass.  The  liquid  slowly  drops  through  the 
tubes  from  one  vessel  to  another,  and,  exposing 
a  large  surface  to  the  air,  becomes  acetified. 
It  is  stated  that  the  loss  of  alcohol  usually 
experienced  is  avoided  in  this  process.  In  many 
vinegar  works  the  larvae  of  the  *  vinegar  fly ' 
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{Droaophila  cellaris)  and  *  vinegar  eels'   {An- 
guillvla  aceti)  abound. 

Vinegar  is  found  occasionally  to  decompose 
when  shaken,  probably  on  account  of  the  lees 
becoming  mixed  with  the  liquid. 

Of  late  years  delicacy  and  uniformity  of 
flavour  in  the  various  kinds  of  vinegars  have 
been  obtained  by  the  use  in  aceti6cation  of  pure 
cultures  of  the  particular  bacterium  (Henneberg, 
Zeit.  fiir  Spiritusind,  1898, 180,  and  Cent.  Bakt. 
1005,  14,  681 ;  Rothenb.^h,  Woch.  fiir  Brau. 
15,  445,  and  Deut.  Essiggind,  1906,  9,217,  and 
Woch.  fur  Brau.  1906,  23,  260 ;  Mayer,  Zeit. 
fiir  Spiritusind,  21,  334;  Buchner  and  Gaunt, 
Annafen,  1906,  349,  140). 

In  addition  to  wine  and  malt,  vinegar  is  pre- 
pared from  many  other  substances.  Cider 
vinegar  is  of  a  yellowish  colour,  sp.^r.  1*013  to 
1*015.  It  contains  3^  to  6  p.c.  acetic  acid,  and 
on  evaporation  leaves  a  mucilaginous  residue, 
smelling  and  tasting  of  baked  apples,  and  con- 
taining malic  but  not  tartaric  acid.  The  residue 
varies  from  1*5  to  1*8  p.c.  Genuine  cider  vinecar 
is  distinguished  from  spurious  cider  vinegar  by 
the  re8idue,which  consists  of  glycerol,  albuminous 
matters,  gums,  malic  and  other  organic  acids 
and  mineral  matters.  They  have  no  rotation 
and  little  cupric  reducing  power  after  the  usual 
clarification  with  basic  lead  acetate  solution. 
The  ash  of  a  pure  cider  vinegar  amounts  to 
not  less  than  0*25  p.  c. ,  consisting  mainly  of  potash, 
with  small  quantities  of  alumina,  lime,  magnesia, 
<nilphate,  and  phosphate,  variable  amounts  of 
carbonate,  and  complete  absence  of  soda. 
Spurious  cider  vinegars  have  a  molasses-like 
residue  and  an  ash  with  a  large  percentage 
of  lime  or  soda  (DooUttle  and  Hess.  See 
also  Smith,  J.  Amer.  Chem.  Soc.  1898,  20,  3 ; 
Leach  and  Lythgoe,  l.c.  1904,  26,  375;  Van 
Slyke,  New  York  Agric.  Exp.  Stn.  Bull.  1904, 
258,  439;  Ladd,  K  Dakota  Exp.  Stn.  Bull. 
32,  278).  Perry  and  erab'apple  vinegars  are 
used  in  Wales  and  Monmouthshire,  and  possess 
characteristic  properties. 

Ale  vinegar  is  prepared  from  sour  strong 
pale  ale.  It  usually  gives  a  large  residue  (5  to  6 
p.c. ),  and  is  very  liable  to  decomposition.  Crystal 
vinegar  is  ordinary  vinegar  decolourised  by  fil- 
tration through  animal  charcoal.  A  household 
vin^ar  is  made  in  Germany  from  7}  gals, 
soft  water,  2  lbs.  honey  or  brown  sugar,  1  gal. 
whisky  or  com  spirit,  2  ozs.  cream  of  tartar. 

Olucose  or  sugar  vinegar  is  prepared  by 
the  conversion  of  amylaceous  substances  into 
sugar,  by  the  action  of  dilute  acids,  followed  by 
fermentation  and  acetification.  It  contains 
glucose,  dextrin,  and  very  often  gypsum,  with 
DArdly  any  proteins.  The  ash  is  composed 
mainly  of  potassium  salts,  is  rich  in  sulphates,  and 
in  the  case  of  cane-sugar  vin^ars,  readily  fusible 
(AUens  Comm.  Org.  Anal.  1909,  498).  It  is 
stated  to  be  used  for  adulterating  wine  vinegar. 
It  can  be  distinguished  from  other  vinegars  by 
the  addition  of  3  or  4  volumes  strong  alcohol, 
which  produces  a  slimy  precipitate  of  dextrin. 
Barium  chloride  usually  gives  a  copious  precipi- 
tate, due  to  the  sulphuric  acid  used  in  the  manu- 
facture of  the  glucose. 

Vinegar  is  now  made  from  skim  milk  by 
addition  of  sugar,  neutralisation  with  chalk, 
pitching  first  with  yeast  and  then  with  Mycoderma 
aceU  (Barbier  Fr.  Pat.  1903,  334071). 


An  artificial  vinegar  is  made  by  mixing 
acetic  acid  with  water  and  adding  burnt  sugar 
(caramel)  and  acetic  ester  to  produce  the  proper 
colour,  odour,  and  taste.  This  vinegar  differs  from 
genuine  kinds  by  the  absence  in  tne  evaporated 
residue  of  phosphoric,  ^rtaric,  or  maUo  acid. 

Properties. — Malt  vmegar  is  a  brown  liquid 
of  a  characteristic  odour  due  to  the  presence,  in 
addition  to  the  acetic  acid,  of  acetic  and  other 
esters.  Acetic  ester  is  frequently  added  in 
small  quantity  to  increase  this  aroma. 

The  vinegar  of  the  B.P.  has  a  sp.gr.  of  1*017 
to  1*019.  In  commerce  it  usually  occurs  in  four 
strengths,  numbered  18,  20,  22,  and  24.  The 
last  is  '  proof  '  vinegar;  it  contains  6  p.c.  acetic'' 
acid,  and  its  8p.ffr.  is  1*019.  The  numbers 
denote  the  fact  that  one  fluid  ounce  of  the 
liquid  will  neutralise  18,  20,  22,  and  24  grains 
respectively  of  pure  dry  sodium  carbonate.  The 
real  weight  of  acetic  acid  in  one  ounce  of  liquid 
may  be  found  by  multiplying  its  number  by 
1*132,  and  the  percentage  by  weight  by  multi- 
plying the  numb&r  by  0*259.  Thus  No.  24  should 
contain  6*22  p.c.  of  absolute  acetic  acid. 

The  addition  of  1  part  sulphuric  acid  to 
1000  parts  vinegar  is  la^'ful,  and  is  occasionally 
made,  though  we  idea  that  it  prevents  decom- 
position has  been  shown  to  be  erroneous. 

Malt  vinegar  usually  contains  alcohol,  gum, 
sugar,  and  extractive  matter,  acetates,  chlorides, 
free  and  combined  sulphuric  acid,  and  on  evapo- 
ration and  ignition  leaves  a  residue  containing 
much  phosphate. 

Wine  vinegar  varies  in  colour  from  pale 
yellow  to  red ;  that  made  from  white  wine  is 
most  esteemed ;  it  usually  has  an  alcoholic 
odour.  Its  sp.gr.  is  1*014  to  1*022  ;  it  contains 
from  6  to  12  p.c.  acetic  acid.  A  litre  (1*76  pint) 
of  Orleans  vinegar  usually  saturates  6  or  7 
grams  (92  to  108  grains)  of  pure  dry  sodium 
carbonate.  On  evaporation  the  total  extract 
varies  from  1*7  to  2*4  p.c,  of  which  0*25  p.c.  is 
usually  potassium  tartrate,  a  salt  peculiar  to 
wine  vinegar.  The  residue,  with  the  exception 
of  the  tartar;  should  dissolve  in  alcohol. 

The  proof  vinegars  of  various  countries  differ 
considerably ;  the  minimum  of  acetic  acid  al- 
lowed by  the  various  Pharmacopoeias  is — France, 
8  to  9  p.c. ;  England,  Germany,  and  Austria, 
6  p.c.  ;  Belgium,  5*6  p.c.  ;  Russia,  5  p.c.  ;  United 
States,  4*6  p.c.  Genuine  vinegar  seldom  falls 
below  5  p.c.,  and  should  be  condemned  as 
adulterated  with  water  when  the  amount  Ls  as 
low  as  3  p.c. 

Analysis  of  Vinegar. 

The  adulterants  to  be  looked  for  in  vinegar 
are  mineral  acids,  especially  sulphuric  acid, 
more  rarely  hydrochloric,  and  still  more  rarely 
nitric  acid,  tartaric  acid,  and  pyroligneous  acid  ; 
flavouring  agents,  cayenne,  gmger,  &c. ;  metals 
— usually  derived  from  the  vessels  used — copper, 
lead,  zinc,  tin,  arsenic  (from  sulphuric  acid). 

The  presence  of  free  mineral  acids  may 
be  detected  by  the  addition  of  Paris  violet 
(methylanilino  violet).  Prepare  a  solution  of 
this  dye  by  dissolving  1  part  in  1000  parts 
water,  and  add  two  or  three  drops  of  the  solu- 
tion to  about  one  ounce  of  the  vinegar.  In 
presence  of  1  p.c.  free  mineral  acid  the  colour  is 
green,  with  0*5  p.c.  bluish-green,  and  with  0*2 
p.c.  blue  (Hilger,  Arch.  Pharm.  1876,  193). 
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If  mineral  acids  are  added  to  vinegar  in 
Bmall  quantity  they  liberate  an  equivalent 
amount  of  acetic  acid  from  the  acetates,  until  the 
acetates  are  wholly  decomposed,  and  form  salts 
with  the  base,  thus  ceasing  to  exist  as  free 
acids.  As  acetates  on  ignition  produce  carbon- 
ates, the  presence  of  an  alkaline  reaction  in  the 
ash  indicates  the  presence  of  acetates  in  the 
vinegar,  and  therefore  the  absence  of  free  mineral 
acids,  though  these  may  have  been  added  in 
small  quantities  in  the  first  instance.  If,  how- 
ever, the  ash  be  neutral,  the  presence  of  mineral 
acids  is  indicated.  Hydrochloric  acid  may  be 
tested  for  by  adding  silver  nitrate  to  the  dis- 
tillate from  the  vinegar. 

Heavy  metals  may  be  considered  absent  if  no 
darkening  is  produced  on  passing  sulphuretted 
hydrogen  for  some  time  through  the  solution. 
To  determine  the  acetic  acid  in  vinegar  110  c.c. 
may  be  distilled  until  100  c.c.  have  passed  over. 
The  100  c.c.  will  contain  four-fifths  of  the  total 
acid,  and  may  be  titrated  with  standard  alkali 
and  phenolphthalein,  making  an  allowance  for 
the  one-fifth  left  in  the  retort. 

Formic  acid  may  be  estimated  by  the  method 
recommended  by  Ost  and  Klein  (Qiem.  Zeit. 
1908,  32,  815).  The  acid  is  neutralised  with 
alkali  and  titrated  with  permanganate.  Other 
substances  which  reduce  permanganate  must  be 
absent. 

Oxalic  acid  may  bo  estimated  by  concen- 
trating the  vinegar  and  then  boiling  with  calcium 
acetate  solution. 

Potassium  hydrogen  tartrate  is  estimated  by 
titration  against  N/2  alkali,  and  tartaric  acid  by 
conversion  to  potassium  hydrogen  tartrate  and 
subsequent  titration  (Zeitsch.  anal.  Chem.  1908, 
47,  67). 

(For  the  estimation  of  methyl  alcohol  in  vine- 
gar, see  Ann.  Chim.  anal.  1901,  6,  127  and  171.) 

Cayenne  pepper,  ginger,  and  other  flavouring 
matters  may  be  discovered  by  neutralising  the 
vinegar  and  tasting. 

(^evallier  has  round  fuohsine  in  French  wine 
vinegars. 

Metallic  Acetatbs. 

Alttminium  aeetates. 

The  triacetate  or  normal  acetate  Alt(CsHjO,)e 
is  not  known.  A  solution  corresponding^  to  this 
compound,  but  which  appears  to  be  a  muture  of 
the  aiaoetate  and  acetic  acid,  is  the  only  acetate 
of  commercial  importance.  It  is  known  as  *  red 
liquor  '  or  *  mordant  rouge,'  and  is  largely  used 
in  dyeing  and  calico-printing,  especially  for  the 
production  of  red  colours,  madder  reds  and  pinks 
(whence  ite  name  of  red  liquor) ;  for  the  produc- 
tion of  dense  lakes,  and  for  waterproofing  woollen 
fabrics.     It  is  prepared  by  several  methods. 

A  solution  of  alum  is  added  to  acetate  of 
lime  liquor.  The  lime  is  precipitated  as  sul- 
phate, its  place  being  taken  by  the  aluminium 
forming  aluminium  acetate ;  sulphate  of  am- 
monia or  xx)tash  (according  to  whether  ammonia 
or  potash  alum  has  been  used)  is  produced 
at  the  same  time.  The  mixture  is  agitated 
and  allowed  to  settle,  and  a  small  quantity  of 
the  clear  fluid  removed  and  tested  by  the  addi- 
tion of  alum ;  if  a  precipitate  forms  suflicient 
alum  has  not  been  usea  and  more  must  be 
added.  The  solution  is  filtered  and  concentrated 
to  a  specific  gravity  of  1*087  to  1*10  and  allowed 


to  deposit  any  sulphate  of  lime  still  present. 
Sulphate  of  lime,  being  slightly  soluble  in  wat'Cr, 
is  contained  in  the  liquid  in  small  quantity,  and 
diminishes  the  brilliancy  of  the  colours  produced. 
By  the  substitution  of  lead  acetate  for  the 
calcium  acetate  a  better  product  is  obtained. 
For  this  purpose  100  lbs.  alum  is  dissolved  in 
50  gallons  water,  and  treated  with  100  lbs.  finely- 
powdered  lead  acetate  with  constant  stirring ;  or, 
using  the  same  quantities,  10  lbs.  crystallised 
carbonate  of  soda  is  added  before  the  acetate  of 
lead ;  or,  to  100  lbs.  alum  in  50  gallons  water 
6  lbs.  of  carbonate  are  added  in  small  portions 
followed  by  50  lbs.  of  lead  acetate.  The  addition 
of  the  carbonate  is  made  with  a  view  to  the  pro- 
duction of  a  basic  sulphate  of  alumina  as  well 
as  the  acetate,  and  as  the  sulphate  assists 
the  mordanting,  less  acetate  is  required.  The 
solutions  are  allowed  to  settle  and  decanted. 
They  contain  the  aluminium  acetate  mixed  with 
basic  aluminium  sulphate  and  alkaline  sulphate^ 

An  aluminium  sulpho-acetate  appears  to  act 
satisfactorily.  It  is  prepared  by  mixing  (1) 
453  lbs.  ammonia  alum  (or  383  lbs.  aluminium 
sulphate),  379  lbs.  lead  acetate,  1132  lbs.  water  ; 
or  (2)  453  lbs.  alum  (or  333  lbs.  aluminium  sul- 
phate) and  158  lbs.  acetate  of  lime.  The  mix- 
ture is  agitated,  settled,  and  the  clear  liquid 
decanted. 

By  the  use  of  aluminium  sulphate,  red  liquor 
of  the  same  density  contains  much  more  of  the 
active  alumina  than  that  prepared  \fit\i  alum. 
Thus  in  a  sample  of  the  former  1  gallon  con- 
tained 4  oz.  416  grs.  alumina  whilst  uie  average 
amount  found  in  three  samples  prepared  from 
alum  was  3  oz.  245  grs.  The  addition  of  a  little 
ammonia  or  other  alkali  to  the  red  liquor  pre- 
pared from  aluminium  sulphate  is  advantageous 
for  certain  colours.  Red  liquor  usually  contains 
from  3  to  5  p.c.  alumina  (Al^Oa)  and  6  to  10  p.c. 
acetic  acid ;  its  density  varies  from  1*085  to 
1*120. 

Ammonium  acetate  CaHjO^NHf. 

The  crystalline  salt  is  usually  prepared  by 
saturating  glacial  acetic  acid  with  ory  ammonia 
gas.  In  solution  it  may  be  prepared  more 
cheaply  by  neutralising  acetic  acid  solution  with 
ammonia.  On  evaporation,  a  solution  of  the 
salt  loses  ammonia,  and  leaves  the  acid  acetate 
or  diacetate. 

Ordinary  solid  ammonium  acetate  always  has 
an  odour  of  acetic  acid ;  it  is  very  soluole  in 
water  and  alcohol. 

Pure  ammonium  acetate  should  be  entirely 
volatilised  on  heating.  The  commercial  salt 
usually  contains  the  same  impurities  as  sodium 
acetate. 

Calcium  acetate.  DiacekUe  of  lime,  Pyro- 
lignite  oj  lime,     QekiP^^O^)^ 

This  important  salt  is  prepared  by  neutral- 
ising acetic  acid,  or  pyroligneous  acid,  with  lime 
or  chalk. 

In  the  preparation  from  pyroligneous  acid, 
the  crude  acid  may  be  used,  in  which  case  the 
acetate  of  lime  is  kno>vn  as  brown  acetate ;  or  the 
distilled  liquor  may  be  employed,  producing  grey 
acetate.  The  acid  is  placed  in  large  wooden  or 
iron  pans,  and  powdered  chalk  or  lime  added  in 
slight  excess  ;  the  liquor  remains  at  rest  at  a 
warm  temperature  until  settled,  and  is  then 
siphoned  on  into  the  evaporating  pans.  It  ij 
generally  evaporated   by  coils  of  pipe  through 
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which  steam  passes;  in  this  case  the  vessels  arc 
usually  wooden,  and  lined  with  lead,  but  some- 
times iron  pans  are  used,  the  evaporation  being 
conducted  over  a  fire.  As  the  I  iquid  evaporates, 
tarry  impurities  rise  to  the  surface,  and  are  re- 
moved with  a  skimmer.  As  the  acetate  forms, 
it  is  withdrawn  and  drained  in  wicker  baskets 
suspended  over  the  pans. 

The  proper  drying  of  the  salt  is  necessary 
to  the  formation  of  a  good  product.  In 
laige  works  a  drying  house  is  used,  which  is 
usually  a  wind  furnace  7  or  8  feet  long,  4^  feet 
broad.  It  is  first  heated  from  75^  to  115^,  and 
the  fire  slackened;  the  salt  is  then  spread  over  the 
bottom  to  the  depth  of  about  2  inches,  and  when 
Bomewhat  dry  an  equal  quantity  is  spread  above 
it,  the  salt  is  repeatedly  turned,  and  the  heat 
continued  for  about  24  hours.  When  apparently 
dry,  the  heat  is  increased  to  about  125^,  and 
the  last  traces  of  moisture  driven  off.  Care 
must  be  taken  that  the  heat  is  not  too  high,  or 
the  salt  becomes  decomposed.  As  in  the  case  of 
sodium  acetate,  no  sparks  must  touch  the  mass, 
or  it  may  bum  away  like  tinder. 

The  product,  when  prepared  from  the  hroum 
liquor,  is  dark-coloured  and  contains  char- 
coal and  decomposed  tarry  matters  ;  it  may  be 
dissolved  in  3  parts  hot  water,  filtered  through 
animal  charcoal,  and  again  evaporated  and 
crystallised  yielding  a  nearly  colourless  product. 

Pure  calcium  acetate  crystallises  in  silky 
needles  or  prisms  containing  two  molecules  of 
water.  At  the  ordinary  temperature  the  crystals 
effloresce,  and  at  100^  become  anhydrous,  form- 
ing a  white  powder  of  saline  taste,  very  soluble 
in  water. 

Calcium  acetate  is  used  in  the  preparation  of 
other  acetates,  and  of  acetic  acid,  and  in  calico- 
printing.  The  pure  salt  is  completely  soluble  in 
water  and  proof  spirit.  The  commercial  article 
usually  contains  62  to  67  p.c.  of  real  acetate, 
and  1  to  8  p.c.  of  matters  insoluble  in  water. 
The  impurities  are  hydrate,  carbonate,  and  sul- 
phate of  lime  and  tany  matters  ;  formate  and 
other  salts  of  lime  with  fatty  acids  also  occur. 

Kany  methods  of  assay  for  this  substance 
are  in  use,  varying  considerably  in  accuracy. 

The  moet  trustworthy  method  is  to  distil 
with  pure  phosphoric  acid  and  titrate  the  distil- 
late as  already  described  under  acetic  acid  {see 
StiUweil,  J.  Soc.  Chem.  Ind.  1904,  305; 
Grosvenor,  ibid.  530;  Gladding,  J.  Lid.  £Mg. 
Cliem.  1009,  250). 

Cftlehim  aeeto-ehloride  CaC,H,0,CI«5HtO  has 
already  been  described  as  used  in  Condy's  pro- 
cess for  the  preparation  of  pure  acetic  acid. 

Copper  aeetatas. 

The  normal  copper  acetate  is  prepared  by 
diaaolving  cuprio  oxide  or  verdigris  in  acetic  acid ; 
or  by  the  action  of  copper  sulphate  on  the  ace- 
tates of  lead,  calcium,  or  barium. 

It  crystftllises  in  prisms ;  soluble  in  13  parts 
cold  or  5  parts  hot  water,  and  in  14  parts  al- 
cohol. In  commerce  it  usually  occurs  in  bunches 
of  deep-green  coloured  opaque  crystals  known 
as  'grappes.' 

Copper  acetate  is  used  in  the  manufacture 
of  pigments  ;  as  an  oxidising  agent  in  the  indigo 
vat ;  and,  to  a  slight  extent,  for  the  preparation 
of  acetic  acid. 

Basieeopperaeatate.  Verdigris.  Vert-de-gris, 
Veri  de  MontpeUier,     QrUnspan. 


This  substance  consists  of  a  mixture  of  mono-, 
di-,  and  tri-basic  acetates  of  copper,  which  are 
present  in  different  proportions  in  different 
varieties  of  verdigris. 

At  Grenoble  and  Montpellier  the  following 
process  is  used  :  The  '  marcs  '  or  residues  from 
,  the  wine  factories,  consisting  of  the  skins  and 
stems  of  grapes,  are  loosely  placed  in  earthen 
vessels,  about  16  inches  high,  14  inches  in 
diameter  at  the  widest  part,  and  12  inches  at  the 
mouth,  covered  and  allowed  to  ferment,  until 
on  inserting  a  piece  of  copper  (previously 
moistened  with  verdigris  and  dried),  it  becomes 
uniformly  coated  green  in  24  hours.  The 
fermentation  should  not  proceed  too  far,  or 
decomposition  may  ensue. 

The  copper  us^  is  in  sheets  ^  inch  thick,  4 
to  6  inches  long,  and  3  to  4  broad^  each  weighing 
about  4  oz. ;  they  are  freed  from  sccdes,  if  neces- 
sary, rubbed  with  a  solution  of  verdigris  and 
dried ;  unless  this  precaution  be  adopted,  the 
first  coating  produced  by  the  marcs  will  be 
black  instead  of  ^reen.  They  are  heated  over  a 
charcoal  fire  until  as  hot  as  the  hand  can  bear, 
and  placed  in  an  earthenware  vessel  in  layers 
with  the  marcs.  30  to  40  lbs.  of  copper  are 
used  for  each  vessel.  In  from  ten  to  twenty 
days,  according  to  the  temperature,  the  covers 
are  removed,  when,  if  the  process  has  pro- 
gressed favourably,  the  marcs  will  be  whitish 
and  the  copper  covered  with  fine,  glossy,  green 
crystals.  The  plates  are  then  removed  and 
placed  on  end  one  against  another.  After  two 
or  three  days  they  are  moistened  by  immersion 
in  water  or  damaged  wine,  and  again  placed  on 
end  for  about  a  week.  This  alternate  moisten- 
ing and  exposure  to  the  air  is  continued  for 
about  six  or  eight  weeks.  The  plates  thus  be- 
come covered  with  increasing  coatings  of  the 
verdigris,  which  is  detached  and  the  plates  are 
again  used  until  entirely  eaten  away.  The 
verdigris  is  kneaded -with  a  little  water  into 
leather  bags,  pressed  into  rectangular  cakes  and 
dried. 

This  substance  is  known  as  blue  verdigris, 
and  consists  principally  of  the  basic  acetate 

(C2H,0,),CuaO. 

It  should  be  dry,  of  a  fine  bluish  colour,  and 
soluble  in  dilute  acids  and  ammonia. 

Qreen  verdigris  contains  as  a  principal  consti- 
tuent the  sesquibasic  acetate,  CuO*2Cu(CjH80,)„ 
and  is  prepared  by  placing  the  copper  plates 
alternately  with  cloths  moistened  every  two  or 
three  days  with  pyroligneous  acid  or  acetic  acid 
imtil  the  plates  show  green  crystals.  The  plates 
are  arranged  so  as  to  allow  free  access  of  air  and 
occasionally  moistened,  for  five  or  six  weeks. 
Large  quantities  of  verdigris  are  manufactured  in 
England  by  this  process  from  pyroligneous  acid. 
The  imports  of  verdigris  are  very  small. 

The  various  forms  of  verdigris  are  used  as 
oil  and  water  colours.  With  white  lead  it  is 
used  in  Russia  and  Holland  as  an  oil  paint, 
which  by  double  decomposition  produces  a 
peculiar  green.  The  paint  is  considered  a  good 
preservative.  Verdigris  is  used  in  dyeing  and 
calico-printing,  and  for  the  preparation  of 
Schwemfurth  green  and  other  copper  paints. 

Verdigris  is  frequently  adulterated  with  chalk, 
sand,  clay,  pumice,  and  sulphates  of  copper, 
barium,  and  calcium.     When  brass  sheets  have 
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been  uaed  in  the  preparation  instead  of  copper, 
zinc  will  also  be  present. 

When  warmed  with  dilute  hydrochloric  acid 
the  sand,  clay,  baryta,  &c.,  will  remain  undis- 
solved, and  may  be  weighed.  The  total  residue 
in  a  eood  sample  will  usually  amount  to  3  p.c, 
but  should  not  exceed  6  p.c. 

Aoeto-anenite  of  copper.  Schweinfurth  green 
{v,  Absenio). 

Ferrie  aoeUte  Fe,(C,H,Os),.  This  salt  is 
prepared  by  the  addition  of  calcium  or  lead 
acetate  to  ferric  sulphate  or  iron  alum,  avoiding 
excess  of  the  acetate.  It  is  used  as  a  mordant,  its 
action  corresponding  Avith  that  of  aluminium  ace- 
tate.    An  alcoholic  solution  is  used  in  medicine. 

For  many  purposes  a  mixture  of  ferrous  and 
ferric  acetates  is  preferred.  It  is  prepared  by 
repeatedly  pouring  pjrroligneous  acid  on  iron 
turnings  until  saturated  with  iron.  The  liquid 
is  loiown  at '  pyrolignite  of  iron,' '  bouillon  noir,* 
*  liqueur  de  ferraille.* 

Ferrous  acetate  Fe(C,H,Ot),*  Pyrolignite  of 
iron  ;  iron  liquor  or  black  liqtior.  Is  prepared 
on  the  large  scale  by  the  action  of  crude  pyiolig- 
neous  acid  of  8p.gr.  1*036  to  1*040  on  iron 
turnings,  nails,  &c.,  at  a  temperature  of  65^. 
The  solution  is  frequently  agitated  and  the  i 
tarry  matters  skimmed  from  the  surface  as  they  ' 
rise. 

It  is  found  that  the  purified  acid  produces  a  ' 
less  satisfactory  liquor,  a  fact  due,  according  to 
Moyret  (J.  Soc.  Dyers,  i.  117),  to  the  presence  of  a  , 
small  quantity  of  pyrocatechol  in  the  crude  acid,  i 
which  terms  a  compound  with  the  ferrosoferric  ' 
oxide  in  the  solution,  and  causes  its  intense 
colour  and  keeping  properties. 

The  liquid  is  intensely  black,  of  sp.gr.  1*085 
to  1*090,  and  is  evaporated  until  its  density  rises 
to  1  *  1 20,  or  sometimes  to  1  *  1 40.  It  is  then  ready  ' 
for  use,  and  is  known  as  '  printer's  iron  liquor.' 
The  liquor  of  density  1*120  contains  about  10 
p.c.  iron. 

The  density  of  the  liquor  used  by  d^^ers  is 
frequently  raised  by  the  addition  of  copperas 
(ferrous  sulphate) ;  thus,  the  addition  to  1  gallon 
of  black  liquor,  sp.gr.  1-086,  of  i  lb.  copperas, 
would  raise  its  density  to  1*111.  Tannin  also  is 
sometimes  added. 

Black  liquor  is  also  prepared  by  the  action  of 
ferrous  sulphate  on  acetate  of  lime  ;  the  liquor 
produced  has  an  average  density  of  1*11,  and 
always  contains  sulphate  of  lime.  By  the  action 
of  lead  acetate  on  ferrous  carbonate,  carbonate 
of  lead  and  ferrous  acetate  are  produced. 

Black  liquor  absorbs  oxygen  from  the  air, ! 
forming  ferric  acetate,  which  is  always  present 
in  the  liquid.    To  diminish  this  action  clean 
metallic  iron  is  frequently  added. 

It  is  largely  used  in  calico-printing  and  in 
dyeing,  in  the  preparation  of  blue,  violet,  black, 
brown,  and  other  colours,  and  for  producing  a 
black  colour  on  hats,  furs,  leather,  wood,  &c. 

Lead  acetate.  Normal  or  di-aceUUe  of  had. 
Sugar    of   lead,    Sel    de    Satume.     Bhizucker. 

Pb(C,H,02)j. 

For  the  preparation  of  white  aceUUe  of  lead, 
leaden  vessels  are  used,  or  copper  pans,  on  the 
bottom  of  each  of  which  a  piece  of  metallic  lead 
is  soldered  to  produce  a  galvanic  action  and 
prevent  the  copper  from  being  acted  upon.  In 
the  vessel  acetic  acid  of  46  p.c.  or  less  is  placed, 
and  to  100  parts  of  46  p.c,  or  a  proportionate 


quantitv  of  a  weaker  acid,  86*6  parts  of  litharge 
are  added  in  small  quantities,  with  constant 
stirring,  until  the  liquid  is  nearly  neutral ;  it  is 
then  heated  to  boiling  and  impurities  skimmed 
from  the  surface,  transferred  to  another  vessel 
and  evaporated  to  a  density  of  1*6,  and  removed 
to  the  crystallising  pans,  which  are  usually  of 
wood,  lined  with  lead  or  copper,  4  feet  by  2  feet, 
and  6  or  8  inches  high.  The  coarsely  crystalline 
mass  thus  obtained  is  drained  on  wooden  racks, 
and  broken  into  lumps  for  the  market. 

A  coarser  variety,  known  as  hrotvn  acetate,  is 
prepared  by  substituting  distilled  pyroligneous 
acid  for  the  purer  acid.  The  muddy  liquid  pro- 
duced is  settled  in  a  large  tun,  and  the  super- 
natant liquid  transferred  to  a  large  iron  pan  and 
heated  to  boiling.  It  is  again  allowed  to  settle, 
transferred  to  another  pan,  evaporated  until 
crystallisation  commences,  and  about  3  volumes 
of  water  added,  causing  the  remaining  impurities 
to  rise  to  the  surface.  The  liquid  is  skimmed 
and  diluted  if  the  liquid  is  not  sufficiently  clear, 
and  again  evaporated  until  a  small  portion  of 
the  liquid  crystallises  on  removing  and  cooling. 
It  is  then  ladled  into  pans  and  allowed  to 
crystallise. 

As  a  rule,  about  3  parts  acetate  are  produced 
from  2  parts  litharge. 

By  another  method  granulated  lead,  white 
lead  residues,  &c.,  are  placed  in  vessels  standing 
obliquely  one  above  another ;  the  upper  vessel  is 
filled  with  strong  acetic  acid,  which  after  the 
expiration  of  half  an  hour  is  allowed  to  run  into 
the  second  vessel.  Every  half-hour  it  is  re- 
moved to  a  lower  one.  After  the  acid  has  been 
removed,  the  lead  absorbs  oxygen  rapidly,  and 
becomes  heated.  On  leaving  the  last  vessel, 
the  acid  is  again  passed  through  the  series,  dis- 
solving the  acetate  which  has  been  formed,  and 
is  evaporated  and  crystcdlised. 

Schmidt  (Eng.  Pat.  1897,  7192)  describes  a 
process  for  preparing  the  neutral  and  basic 
acetates  of  metals  such  as  lead  and  copper  by 
the  action  of  dilute  acetic  acid  and  oxygen  upon 
the  metal  contained  in  dosed  iron  cylinders. 

Pure  lead  acetate  is  a  white  crystalline  salt 
of  sweetish  taste  and  weak  acid  reaction,  con- 
taining 3  molecules  of  water.  It  dissolves  in 
1-6  parts  cold  water,  and  in  0*6  hot  water.  At 
280^  it  melts,  and  when  heated  more  strongly  it 
forms  a  basic  salt  and  suddenly  solidifies. 

Lead  acetate  is  largely  used  in  dyeing  and 
calico-printing;  for  the  preparation  of  alum 
mordants,  &c. ;  in  the  manufacture  of  chrome 
yellow  and  other  pigments,  and  in  medicine. 

Lead  forms  Jbwo  well-defined  basic  acetates 
—the  dibasic  acetate  Pb(CjH,Og),PbO,2HjO 
(Wittstein,  Annalen,  62,  263),  formed  by  dis- 
solving litharge  in  the  normal  acetate  in  cal- 
culated proportions;  and  the  tribasic  acetate 
Pb(C^,Oj)j2PbO*aq,  prepared  by  boiling  the 
normal  acetate  with  excess  of  litharge  for  some 
time.  Solutions  of  subacetate  of  lead  are  used 
in  medicine  as  Qoulard  water  and  Liquor  plumbi 
svbacetatis. 

Magnesium  acetate.  A  basic  acetate  of  mag- 
nesia, prepared  by  warming  the  normal  acetate 
with  magnesia,  is  stated  to  be  a  powerful  anti- 
septic, disinfectant,  and  deodoriser  (W.  Kubel, 
Ber.  16,  684-686).  A  syrupy  solution  of  the  salt 
containing  suspended  magnesium  hydroxide  is 
found  in  commerce  under  the  name  of  *  Sinodor.' 
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Fotaasliim  aaetate  CsH,0,K  ocoms  in  the  sap 
of  many  planta,  and  of  trees. 

Its  mode  of  preparation  is  similar  to  that  of 
dodium  acetate.  It  is  a  deliquescent  crystalline 
solid,  soluble  in  0*53  part  ice-cold  water,  and  in 
hot  water  forms  a  solution  which,  boiling  at 
169^,  contains  88  p.o.  of  the  salt. 

When  chlorine  gas  is  passed  through  a  solu- 
tion of  potassium  acetate,  carbonic  acid  is  evolved 
and  a  powerful,  unstable,  bleaching  fluid  Ls  pro- 
duced. 

Potassium  acetate  may  contain  the  same 
impurities  as  the  sodium  salt.  The  di-  and  tri- 
acetates  are  prepared  like  those  of  sodium. 

Sodium  aeetate  C^H^OsNa  is  formed  (1)  by 
the  action  of  dilute  acetic  acid  on  sodium  carbo- 
nate, the  solution  being  evaporated  and  crystal- 
lised ;  (2)  by  neutralisation  of  pyioligneous  acid 
with  soda,  and  evaporation  and  nision  of  the  salt 
to  remove  tarry  matters ;  (3)  by  the  addition  of 
Glauber's  salt  to  solution  of  acetate  of  lime  or 
of  lead.  The  solution  is  decanted  and  filtered 
from  the  precipitated  calcium  or  lead  sulphate, 
evaporated  and  crystallised,  and  the  crystals 
dissolved  and  recrystallised.  Methods  (2)  and 
(3)  are  used  on  the  manufacturing  scale. 

Sodium  acetate  forms  monoclinic  crystals, 
containing  3  molecules  of  water ;  has  a  strong 
saline  taste ;  is  soluble  in  2*8  parts  cold  water 
and  in  0-5  boiling  water.  The  crystals  melt  com- 
pletely  at  75^  and  lose  their  water  of  crystallisa- 
tion at  100^.  By  solution  of  this  salt  in  ordinary 
strong  acetic  acid  and  rapid  evaporation  the  di- 
acetate  of  soda  is  formed ;  when  glacial  acid  is 
used  the  triacetate  is  produced. 

Sodium  acetate  is  used  for  the  preparation  of 
acetic  acid  and  in  medicine;  for. the  preserva- 
tion of  meat  and  otiier  foods  instead  of  salt. 
The  saturated  solution  is  occasionally  used  for 
filling  carriage  foot- warmers. 

llie  commercial  acetate  is  liable  to  contain 
sulphates,  chlorides  and  carbonates,  and  me- 
tallic salts.  Tarry  matters  are  frequently  pre- 
sent from  the  pyroligneous  acid  used  in  its 
manufacture.  Acetate  of  lime,  and  sulphate 
and  carbonate  of  potash  are  occasionally  added 
as  adulterants. 

For  the  estimation  of  acetic  acid  in  com- 
mercial acetates  the  method  of  Stillwell  and 
Gladding  in  a  modified  form  is  used  {v.  aupra). 

Alkyl  Acetates.    Acetic  ethers. 

Acetic  acid  forms  numerous  acetates  with 
organic  radicles.  Some  of  these  occur  in  the  oils 
from  various  seeds. 

Amyl  aoeUtesC,H,i(C,H,0,). 

The  following  isomeric  amyl  acetates  are 
known : — 

1.  Normal  amyl  acetate,  boiling  at  147*6^ 
((iartenmeister);  at  148*4''  (737  mm.)  (Lieben 
and  Rosai). 

2.  /«oamyl  acetate. 

3.  Methyl  propvl  carbinyl  acetate,  boiling  at 
133^-135*  (Wurtz);  at  134^37**  (Schorlemmer). 

4.  Methyl  Mopropyl  carbinyl  acetate,  boiling 
at  125*  (Wurtz). 

5.  Diethyl  carbinyl  acetate,  boiling  at  132* 
(741  mm.)  (Wagner  and  Saytzeff). 

6.  Tertiunr  amyl  acetate,  boiling  at  124* 
(750  mm.)  (IlavitEky). 

Of  these,  only  the  second  is  of  technical  in- 
terest. 
Vol.  L— r. 


iaoAmyl  aeetate,  generally  known  as  amyl 
acetaU  (CH,),CHCH,CH,OC,HsO,  is  a  colour- 
less liquid  of  an  odour  resembling  that  of  jar- 
gonelle pears.  Sp.gr.  0-8762  15V4®^(MendeleefiF), 
0-8562  2274*  (Briihl),  b.p.  138*5*-139*  at  758-6 
(Schiff). 

It  may  be  prepared  by  distilling  a  mixture  of 
1  part  amyl  alcohol,  1  part  strong  sulphuric 
acid,  and  2  parts  dried  potassium  acetate ;  or  by 
warming  a  mixture  of  1  part  amyl  alcohol,  1 
part  acetic  acid  and  0*5  part  strong  sulphuric  acid 
on  the  water-bath  and  pouring  the  solution  when 
cold  into  excess  of  water.  The  upper  layer  of 
purified  amyl  acetate  is  separated,  shaken  with 
a  strong  solution  of  sodium  carbonate,  again 
separated,  dried  over  calcium  chloride,  and  re- 
distilled. 

It  may  be  prepared  commercially  from  fusel 
oil,  hydrochloric  acid,  and  calcium  acetate 
(Wilson,  Eng.  Pat.  4669).  The  commercial  amyl 
acetate  contains  some  of  the  other  isomerides. 

It  is  insoluble  in  water,  but  dissolves  in  all 
proportions  in  ether,  amyl  alcohol,  and  ordinary 
alcohol.  The  latter  solution  is  largely  used 
under  the  name  of  Jargonelle  pear  esseyiceAor 
flavouring  confectionery. 

Camphor,  tannin,  resins,  &c.,  dissolve  readily 
in  amyl  acetate.  A  solution  of  gun-cotton  there- 
in is  used  as  a  vaniish,  for  lacquering  metals, 
&c.,  and  in  the  form  of  a  stiff  jelly,  mixed  with 
opaque  substances  such  as  china  clayi  as  a  sub- 
stitute for  celluloid. 

It  is  also  used  in  the  manufacture  of  photo- 
graphic films  and  in  some  smokeless  powders. 

It  has  been  recommended  for  use  for  the 
production  of  a  standard  flame  in  photometry 
(J.  Soc.  Chem.  Ind.  1885,  262). 

The  Hefner  standard  lamp  burns  amyl 
acetate  as  an  illuminant. 

Ethyl  aeetate.  Acetic  ether  C,Hs(C,H30,)  is 
a  fragrant  limpid  liquid  of  sp.gr.  0*9072  15716°, 
b.p.  77-5*  (Perkin) ;  sp.gr.**  0-92446  074,  b.p. 
77-17*  at  760  mm.  (Young  and  Forty). 

For  the  preparation  of  acetic  ether  3*6  pts.  by 
w^ght  of  commercial  absolute  alcohol  is  mixed 
with  9  pts.  sulphuric  acid  with  constant  stirring. 
After  standing  twenty-four  hours  the  mixture 
is  poured  on  6  pts.  of  fused  sodium  acetate  (in 
small  lumps),  allowed  to  stand  for  twelve  hours 
and  distilled.  The  product  is  rectified  over  cal- 
cium chloride  and  carbonate  of  potash  and  re- 
distilled. Clark  recommends  the  following  pro- 
cess :  283  c.c.  (10  oz.)  of  rectified  alcohol  (sp. 
gr.  0*838)  are  placed  in  a  flask,  and  283  c«c.  of 
sulphuric  acid  (B.P.)  are  added  with  constant 
stirring.  The  liquid  should  be  cooled  externally 
as  far  as  possible,  allowed  to  stand  till  the  tem- 
perature has  sunk  to  15*,  and  351  grams 
(123  oz.)  of  dried  sodium  acetate  added  graaually 
with  constant  stirring  and  cooling.  The  liquid 
is  distilled  until  400  c.c.  (14  oz.)  has  passed 
over ;  thia  is  digested  for  three  days  with 
2  oz.  freshly  dried  potassium  carbonate  and 
filtered.  The  filtrate  is  distilled  on  the  water- 
bath  until  all  but  1  oz.  has  passed  over.  On  the 
large  scale  dried  sodium  acetate  may  be  sub- 
stituted for  the  potassium  carbonate  with  ad- 
vantage (r.  further  W.  I.  Clark,  Pharm.  J.  [3] 
1883.777). 

Ethyl  acetate  is  soluble  in  8  parts  of  water 
at  0*,  and  somewhat  less  soluble  in  water  at 
15*.    On  the  other  hand,  1  part  water  dissolves 
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26  parts  of  the  aoetato  at  0**  and  24  parts 
at  15**. 

Commercial  acetic  ether  usually  contains  less 
than  75  p.c.  of  ethyl  acetate,  the  rest  being 
acetic  acid,  alcohol,  water,  ether,  &o.  It  occurs, 
together  with  other  organic  acetates,  in  vinegar 
and  wines. 

Methyl  aoetate  CH,(C,H,0,)  is  a  colourless 
fragrant  liquid  of  sp-gr.  0*9398  167l6^  boiling 
at  57*5**  (760  mm.)  (Perkin).  It  occurs  in  wood- 
spirit,  and  in  crude  wood-vinegar. 

Methyl  acetate  is  best  prepared  by  distilling 
a  mixture  of  1  part  methyl  alcohol,  1  part  potas- 
sium acetate,  and  2  parts  sulphuric  acid.  The 
f product  is  dried  over  calcium  chloride  and  quick- 
ime  and  redistilled.  It  is  soluble  in  water, 
alcohol,  and  ether. 

ACETINS.  The  aoetins  are  the  acetyl  deriva- 
tives of  glycerol,  or  glycerol  acetates.  Five  of 
these  are  tneoretically  possible,  two  mono-,  two 
di-,  and  one  tri-  derivative,  according  to  the 
-  number  and  position  of  the  hydroxy)  groups 
attacked  by  the  acetic  acid.  Only  tl^ee  of 
these  compounds  have  been  prepared  so  far, 
one  in  eaon  class,  and  the  positions  which  the 
acetyl  groups  take  up  in  the  mono-  and  di-  deri- 
vatives does  not  appear  to  be  experimentally 
proved,  though  they  are  probably  terminal. 
Commercial  acetin  is  a  mixture  of  all  three 
compounds  with  other  products. 

The  following  method  for  the  preparation  of 
mono-,  di-,  and  tri-acetin  has  been  described  by 
A.  a  Geitel  (J.  pr.  Chem.  1897,  [il]  65,  417)  :— 
200  grams  of  dry  glycerol  are  heated  with 
500  grams  of  fflacial  acetic  acid  for  8  hours,  and 
the  acetio  acia  and  water  distilled  oif  under  re- 
duced pressure.  A  further  quantity  of  150  grams 
acid  is  then  added,  and  the  heating  continued  for 
16  hours.  Triaceiin  is  isolated  from  the  product 
by  diluting  with  water  and  extracting  witn  ether, 
and  is  a  colourless  liquid,  dissolving  in  water  to 
the  extent  of  about  7  p.c.  at  15^.  It  has  a  sp.gr. 
1*1605  at  15**  and  distils  without  decomposition 
at  172"-172-50/40  mm.  Diaceiin  is  obtained  from 
the  remaining  solution  by  fractionating  (after  , 
concentration)  under  a  pressure  of  40  mm.,  when  | 
it  comes  over  between  175**-176".  It  is  a  soluble 
colourless  liquid  with  sp.gr.  1*1769  at  15^  In  ! 
order  to  isolate  the  monoacetin  formed  in  the  i 
reaction  the  aqueous  solution  after  removal  of 
the  triacetin  is  extracted  for  8  hours  with  ether 
at  34*'-35^  in  an  extracting  apparatus  for  liquids ; 
the  later  extracts  are  collected  separatelv,  diluted 
with  an  equal  volume  of  water,  and,  after  beiiu; 
extracted  with  hot  benzene,  are  concentrated. 
The  monacetin  thus  formed  is  a  thick  syrup  of 
sp<gr.  1*2212  at  15**.  By  prolonging  the  ether 
extraction  still  further  numacetyldiglycerol 
C,H5(OH),*OC,H5(OAc)*OH  may  be  obtained ; 
it  is  a  colourless  liquid  of  sp.gr.  1*2323  at  15^. 
Diaceiyldiglycide  may  also  oe  separated  from 
the  monacetin  by  fractionation,  and  trtctcetyl- 
diglyceroL  is  also  formed. 

Commereial  AeettnC  Aceiine ')  is  prepared  by 
heating  in  an  oil-bath  a  mixture  of  60  parts  of 
glycerol  and  82  parts  of  glacial  acetic  acid  for 
12-15  hours  at  120^,  and  gradually  raising  the 
temperature  to  160^  to  expel  the  excess  of  acetic 
acid.  The  product  is  a  thick  liquid  smelling  of 
acetic  acid  and  varying  in  colour  from  bght 
yellow  to  dark  brown,  according  to  the  purity 
of  the  glycerol  usbd. 


The  value  of  the  product  depends  upon  the 
extent  to  which  comoination  has  taken  place, 
and  this  is  determined  by  observing  the  specific 
gravity  and  estimating  the  free,  and  combined 
acetic  acid*  The  density  varies  between  1*1608 
and  1*1896,  bein^  lowest  when  the  free  acetic 
acid  is  present  m  largest  amount.  The  free 
and  combined  acetio  acid  are  determined  as 
follows  :  50  grams  of  '  acetin  * .  are  diluted  with 
water  to  500  c.c.  The  free  acid  in  50  c.c.  of  this 
solution  is  determined  by  titration  with  normal 
caustic  soda,  using  phenolphthalein  as  indicator. 
16  c.c.  of  normal  caustic  soda  are  added  to  10  c.c. 
of  the  acetin  solution,  and  the  combined  acetic 
acid  liberated  by  hydrolysis  by  boiling  for  five 
minutes.  The  excess  of  caustic  soda  remaining 
is  a  measure  of  the  total  acid  present ;  and  the 
amount  of  combined  acid  is  found  by  subtract- 
ing from  the  amount  of  caustic  soda  used  up  in 
the  hydrolysis  the  quantity  accounted  for  by 
the  free  acid.  The  following  table  (Kopp  and 
Grandmougin,  Bull.  Soc.  Ind.  Mulhouse,  1894, 
112)  shows  the  results  of  typical  analyses: — 


No.    Density 


1        11774 


2 
3 


1*1896 
11608 


Acid 
free 


Acid 
combined 


Remarks 


p.c. 
9*2 

6-98    i 
23-0 


p.c. 
46*0 

65*7 
43-6 


A  medium  qual- 
ity sample 
A  good  sample 
Poor  sample. 


Acetin  is  used  as  a  solvent  for  basic  colouring 
matters,  such  as  Induline  and  Perkin's  violet. 
They  are  dissolved  by  being  heated  together  for 
about  two  hours,  cooling,  and  filtering  through 
a  silk  filter.  Acetin  is  to  be  preferred  to  ethyl 
and  methyl  tartaric  acids  as  a  solvent,  as  acetic 
acid  is  less  injurious  to  the  fibres  than  tartaric 
acid. 

Halogen  derivatives  of  the  Aoetins. 

a7-dibromo-i9-aeotylglyoerol  (CHtBr)tCH*OAc 
is  obtained  by  the  prolonged ,  action  of  hy- 
drogen bromioe  on  triacetin,  or  by  heating  the 
mixture  to  100^  in  sealed  tubes;  it  boib  at 
130"-135'^  (40  mm.)  and  has  sp.gr.  1*5880  at  15*". 
It  has  an  agreeable  aromatic  odour,  is  slightly 
soluble  in  water,  and  readily  soluble  in  alcohol 
and  ether.  It  yields  t>opropyl  alcohol  on  re- 
duction. 

a-bromo-iBy-diaeetylglyoerol  CHsBr*CH(OAc). 
CHj'OAc  is  produced  by  the  prolonged  action  of 
hydrogen  bromide  dissolved  in  acetic  acid  on 
triacetin  at  0°  in  the  dark.  It  boils  at  150*»-166° 
(40  mm.),  and  has  sp.gr.  1*2905  at  15^.  It  yields 
t^opropylene  glycol  on  reduction. 

a7-dichloro-/3-aoetylglyoorol  (CH2Cl).CH*0Ac 
prepared  similarly  to  the  bromine  compound, 
boils  at  115^-120''  (40  mm.),  and  has  sp.gr. 
1*1618  at  15°. 

a-ehloro-/37-diacotylglyoerol  CH2Cl*CH(0Ac) 
CH^-OAc  boils  at*145M60*'  (40  mm.),  and  has 
sp.gr.  1*1307  at  15°. 

ai9-dlchloromonoacetln  CHja'CHaCHsOAc 
is  prepared  by  the  action  of  acetic  anhydride 
on  chlorinated  allyl  alcohol,  and  has  8p.gr. 
1*1677  at  15°,  but  in  all  other  respects  is  identical 
with  the  cB7-dichloro-  compound. 

a-iododiaoetln    CU,I(5H(0Ac)CU,-0Ac    is 
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obtained  by  the  action  of  sodium  iodide  on  the 
correepondiug  chloro-  compound.  It  is  an  un- 
Btable  oil  havins  a  8p.ffT.  1.4584  at  16**. 

*       ^^  J.  A.  P. 

ACETOACEnC  ACID  CH,-COCH,CO,H  is 
a  thick  aoid  liquid  miscible  with  water  in  all 
proportions.  It  is  prepared  from  its  ethyl  ester 
by  leaving  4)^  parte  of  ester  in  contact  with  2*1 
parts  of  potash  and  80  parts  of  water  for  24 
hours  and  acidifying  with  sulphuric  acid.  It  is 
extracted  from  the  solution  with  ether. 

It  is  very  unstable  and  readily  decomposes 
below  100^  into  acetone  and  carbon  dioxide.  It 
yields  a  violet  colouration  ii'ith  ferric  chloride 
and  forms  ill-characterised  amorphous  salts, 
BaAy2H,0  and  CuAj,2H,0,  when  treated  with 
the  corresponding  carbonate. 

Acetockcetic  acid  appears  in  the  urine  of 
diabetic  patients,  and  indicates  defective  oxida- 
tion. Its  detection  and  estimation  have  been 
the  subject  of  much  controversy  and  investiga- 
tion. Arnold  (Chem.  Zentr.  1899,  ii.  146)  makes 
vi»e  of  a  colour  reaction  "with  acetophenone,  which 
will  show  1  part  in  10,000,  but  is  affected  to 
some  extent  by  the  presence  of  acetone.  Riegler 
((liem.  Soc  Abstr.  1903,  ii.  112)  employs  the 
colour  produced  by  the  addition  of  sulphuric 
and  iodic  acids,  which  he  states  to  be  imanected 
bv  the  presence  of  sugars,  leucine,  tyrosine,  or 
acetone.  Bondi  (Chem.  Zentr.  1906,  i.  707) 
recommends  the  use  of  a  solution  of  iodine  and 
the  detection  of  acetoacetic  acid  by  the  cha- 
racteristic smell  of  the  iodacetone  produced ; 
but  Lindemann  {ibid,  717)  says  that  this  smell 
is  not  characteristic  of  acetoacetic  acid.  Mayer 
adds  the  urine  to  a  very  dilute  solution  of  ferric 
chloride  in  brine,  when,  in  the  presence  of 
acetoacetic  acid,  a  claret-red  ring  is  formed. 
When  the  red  colour  is  only  just  visible,  the 
liquid  may  be  assumed  to  contain  0*01  p.c.  of 
the  acid.  A  blank  test  performed  after  boiling  i 
the  acid  iot  five  minutes  should  give  no  colour 
(Chem.  Zentr.  1906,  i.  406). 

Messinser's  process  as  modified  by  Huppert 
(Analyse  des  Hams,  1898)  estimates  the  toted 
amount  of  acetone  and  acetoacetic  acid  present 
with  fair  accuracy,  and  the  acetone  may  be 
estimated  separately  with  considerable  exacti- 
tude bv  the  method  of  Folin  (J.  Biol.  Chem. 
1007,  3",  177),  in  which  it  is  aspirated  out  of  the 
liquid  into  iodine  and  potash,  and  the  resulting 
iodoform  weighed. 

Meihyl  aceioacetaU  CHa'COCH.COjMe  is 
prepared  by  heating  together  methyl  acetate  and 
mxlium  under  a  reflux  condenser  and  subse- 
quently distilling  in  a  stream  of  carbon  dioxide. 
It  is  a  colourless  Uquid,  easily  miscible  with  water, 
which  boils  at  169''-170^  and  has  a  8p.gr.  1-0917 
at  4*  ;  10809  at  IS** ;  and  10724  at  25*.  It  is 
decomposed  on  boiling  with  water  into  carbon 
dioxide,  acetone,  and  methyl  alcohol.  With 
ferric  chloride  it  yields  a  deep  red  colouration. 

Ethyl  aceioacetaU  {acetoacetic  ether)  CH,*CO' 
CHjOOjEt  and  CH,-C(OH) :  CHCO.Et,  was 
discovered  by  Geuther  m  1863,  and  independently 
by  FrankUnd  and  Duppa  in  1866.  It  is  a 
colourless,  slightly  syrupy  liquid,  with  a  pleasant 
odour.  It  boils  at  180-6*»-181-2'/764  mm.  (Briihl) ; 
ISO^'-ISO-S'  /754-5  mm.  (Schiff) ;  71712-6  mm. 
and  100-2® /80mm.  (Kahlbaum).  It  has  a  specific 
gravity  1-0465  074«  (Schiff);  1-0282  2074° 
(Schaum). 


Ethyl  acetoacetato  is  prepared  by  the  action 
of  sodium  on  ethyl  acetate.  The  following 
details  of  the  method  are  given  by  Conrad 
(Annalen,  186,  214) :  100  grams  of  sodium  are 
added  to  1000  grams  of  pure  ethyl  acetate,  and 
after  the  reaction  has  moderatecl  considerably, 
the  whole  is  heated  on  a  water- bath  under  a 
reflux  condenser  for  2'2|  hours  until  all  the 
sodium  has  disappeared.  To  the  wsLTm  mass 
560  grams  of  50  p.c.  acetic  acid  are  added,  and 
after  cooling  600  o.c.  of  water.  The  whole  is 
well  shaken,  and  the  upper  layer  separated, 
washed  with  a  little  water,  and  fractionated. 
The  fractions  100*»-130^  130^-166**,  165^-176**, 
176*'-185®,  186*»-200°  are  collected  separately 
and  refractionated  twice.  The  yield  is  176 
grams  of  product  boiling  at  176^-185%  and  from 
the  fraction  boiling  below  100**,  350-400  grams 
of  ethyl  acetate  may  bo  recovered  after  removing 
the  alcohol  by  salting  out. 

Ethyl  acetoacetato  is  neutral  to  litmus,  but 
forms  salts  with  sodium,  copper,  and  other 
metals  by  replacement  of  hydrogen.  Only  one 
atom  of  hydrogen  can  be  replaced  by  sodium, 
but  if  the  sodium  in  the  resulting  compound  is 
replaced  by  an  alkyl  radicle  a  second  hydrogen 
atom  may  then  be  replaced.  Ferric  chloride  pro- 
duces a  violet  colouration.  With  e odium  bisul- 
phite a  crystalline  addition  product  CfHjpOs, 
NaHSOa  is  formed.  On  heating  for  a  long  time, 
or  leading  the  vapour  through  a  hot  tube,  acetone, 
alcohol,  dehydracetic  acid,  and  methane  are 
formed.  Sodium  amalgam  reduces  it  to  ^-hydroxy 
butyric  acid  CHaCH(OH)CHgCO,H.  It  con- 
denses with  hydroxylamine,  but  does  not  form 
an  oxime,  as  internal  condensation  takes  place, 
resulting  in  the  production  of  meihyl  iso- 
oxazolone  CHj-C'CHa'CO  which  is  converted  by 
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alkalis  into  salts  of  /3-oximinobutyric  acid. 

Applicaiions  in  Synthesis. — By  means  of 
ethyl  acetoacetate  fatty  acids,  ketones,  and  many 
ring  compounds  may  be  prepared. 

Fatty  acids  may  be  obtained  by  dissolving 
sodium  (1  atom)  in  absolute  alcohol,  adding 
ethyl  acetoacetate  (1  mol.)  followed  by  an 
alkyl  halogen  compound  (1  mol.).  The  resulting 
alkyl  derivative  is  treated  with  strong  alkali?, 
when  the  molecule  is  hydrolysed  with  forination 
of  acetic  acid  and  the  desired  alkyl  acetic  acid. 

CHa-COCHjCOjH  -^  CHj-C^ONa) : CHCO^Et 
-^  CH.COCHRCOjEt    ->   V^^CO^n 

-f  RCH,-COgH. 

If  the  hydrolysis  is  brought  about  by  diluie 
acids  instead  of  concentrated  alkalis,  the 
molecule  is  differently  divided,  producing 
ketones. 

CH"   COCHRCO.Et  -> 

CH,COCH,R  +  EtOH  -f-  C0». 

Dialkyl  acetic  acids  and  ketones  may  be  pro- 
duced by  introducing  a  second  alkyl  radicle  into 
the  molecule  by  a  similar  process  after  the  first 
has  entered,  but  the  two  cannot  be  introduced 
together  in  one  operation. 

Pyrazolones^  of  which  the  most  important 
industrially  is  antipyrine,  are  produced  by  the 
condensation  of  ethyl  acetoacetate  with  hydra- 
zines. Antipyrin  {l-p7ienyl  2 :  3-dimethyl-5-pyra- 
zolone)  is  prepared   from   symmetrical  methyl 
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phenylhydraziuc  and  ethyl  aootaacctate  (v.  also 
Pyrazole  and  Aktipyblne). 

OEtCO 


PhNH 

* 

MeNH 


+ 


HOCMe 
PhNCO 


^H  +  EtOH  +  HjO- 

MeN'CMo 

Quinolines  may  be  prepared  by  first  making 
the  anilide  of  ethyl  acetoacetate  bv  heating 
A?ith  aniline  at  110®,  and  afterwards  heating 
this  product  with  concentrated  hydrochloric 
acid.  CH.-COCH.CONHPH  changes  into 
CH3-C(0H) :  CH-QOH) :  NPh,  and  readily  con- 
denses to  l-hydroxy-4:-in€thylquinoline 

N  N 

I      I     roH 


CH 
CMe 


\         X 


CH  \ 

HOCMe 
Pyridines  (v.  also  Bone  oil)  are  obtained  by 
condensing   ethyl  acetoacetate    with    aldehyde 
ammonias.     Ethyl  dihydrocollidine  dicarboxyl- 
ate  is  the  simplest  example : 
COjEtCH  HOCHMe  HC-C^O,Et 

II        +  I  +  II 

CH.-C-OH  HNH  HOCCH3 

CHMo 


COgEtC     CCOgEt 

•     .  ^  II       II 

CHa'C      CCH, 

\   / 

NH 

Pyrones. — Dehydracetic  acid,  a-mcthyl  3- 
acetylpyrone,  is  produced  on  heating  ethyl 
acetoacetate  for  a  considerable  time. 

Constitution. — ^The  constitution  of  ethyl  aceto- 
acetate and  its  sodium  derivatives  was  for  many 
years  a  subject  of  discussion  by  Frankland  and 
Duppa,  Geuther,  Claisen,  Laar,  Wislicenus, 
Briihl,  Perkin,  and  others.  The  general  opinion 
is  that  ethyl  acetoacetate  consists  of  a  mixture 
of  the  two  forms,  ketonic  CH.-CO-CHjCOaEt, 
and  enolic  CH,C(OH) :  CHCO,Et.  The  freshly 
pre^iared  substance  is  practically  a  pure  ketone, 
but  on  keeping  it  changes  partially  into  the 
enolic  form,  and  when  equilibrium  is  reached 
about  10  p.c.  of  the  latter  is  present  at  ordinary 
temperatures.  The  sodium  compound  is  a  deri- 
vative of  the  enolic  form. 

Alkyl  derivatives  of  ethyl  aeetoaeetate. 

1.  Mono-substittUed  alkyl  derivatives. 
Ethyl  methylacdoacetaie  CH,CO-CH  MeC^O^Et 
boils   at   186•8^   and   has  sp-er.    1009  at  6^ 
Prepared    from    methyl    iodide    and    sodium 
atjetoaceUte  (Geuther,  J.  1866,  303). 

Ethffl  ethy^acetoaceiate  CHj-COCHEt-CO^Et 
boils  at  196**-196^  and  has  sp.gr.  0-9834  at  le*'. 
It  is  readily  decomposed  by  bar^'ta  or  alcoholic 
potash  into  alcohol  carbon  dioxide  and  methyl 
propyl  ketone ;  and  by  dry  sodium  ethoxide  into 
acetic  and  but\'Tic  esters  (Miller,  Annalen,  200, 
281  ;  Wedel,  Annalen,  210, 100  ;  Frankland  and 
Duppa,  Annalen,  138,215;  Wislicenus,  Annalen, 
186,  187). 


Ethyl propylacetoacetaUCH^'CO'Chi^a  CO ^E^ 
boUs  at  208*'-209^  and  has  8p.gr.  0*981  at 
(y*/4:°.  It  is  prepared  by  adding  to  a  solution 
of  27  grams  of  sodium  in  270  grams  absolute 
alcohol,  152*7  grams  ethyl  acetoacetate,  followed 
gradually  by  ^6  grams  propyl  iodide. 

Ethyl  isopropylaceioacetate  CH,*C0CHPr/3- 
CO,Et  boils  at  2017758*4,  and  has  sp.gr. 
0-9805  at  0". 

Ethyl  isobviylacetoacelaie  CH,COCH(CH,- 
CHMe,)-CO  jEt  boils  at  217°-218°,  and  has  sp.gr. 
0*951  at  17-6®  (Rohn,  Annalen,  190,  306  ;  Minter, 
Ber.  1874,  601). 

Ethyl  isoamylacetoacetate  CH,*CO-CH(CHj 
CHjCHMe,)CO,Et  boils  at  227''-228**  (Peters, 
Ber.  18^7,  3322). 

Ethyl  amylacetoacelate  CH,-£50CH(C4H„) 
COjEt  boils  at  242*»-244°  (Ponzio  and  Prandi, 
Gazz.  chem.  ital.  28,  ii.  280). 

Ethyl  heptykiceioacetaie  boils  at  27r-273*,  and 
has  sp.gr.  0*9324  at  17-7^ 

Ethyl  octylacetoacetale  boils  at  280''-282'',  and 
has  8p.flrr.  0*9354  at  l8°-5/17*5^ 

2.  Di-substiiuted  alkyl  derivatives. 

Ethyl  dimethylaceioacetate  CHa-COCMe,* 
CO^Et  boils  at  184°,  and  has  sp.gr.  0*9913  at  16^. 

Ethyl  meihylethylacetoacetate  CH,-CO*CMcEt 
CO,Et  boils  at  198'',  and  has  sp.gr.  0*947 
at  22717^**6.  t 

Ethyl  methylpropylacetoacetate  CH,CO-CMc 
PrCOsEt  boils  at  214^  and  has  sp.gr.  0*9676  at 
1774^ 

Ethyl  diethylacetoaceUUe  CHjCOCEtjCOjEt 
boils  at  218'',  and  has  sp.gr.  0*9738  at  20''. 

Ethyl  dipropylacetoaceiateim^'{:0'Vl^T^'i:O^V.t 
boils  at  236",  and  has  sp.gr.  0-9686  at  074*'. 

Ethyl  diisobutylacdoacetate  boils  at  250''-263'', 
and  has  sp.jzr.  0947  at  10". 

Ethyl  dtheptylacetoaceiaie  hoUa  at  332",  and 
has  sp.gr.  0*891  at  17-6717*6°. 

Ethyl  dioctylaceloacetate  boils  at  264"  /90  mm  , 
340"-342"  /760  mm. 

ACETOL.  Obtained  as  an  ester  of  salicylic 
acid  by  condensing  sodium  salicylate  with 
monochloracetone  OH*C,H,*COO-CH,COCH,. 
Forms  needles  from  solution  in  alcohol,  m.p.  71"  ; 
sparingly  soluble  in  warm  water  ( Fritsch,  E.  P. 
3961,  1893;  J.  Soc.  Chem.  Ind.  1894,  274). 

ACETOMETER.  A  hydrometer  graduated  to 
indicate  the  strength  of  commercial  acetic  acid 
according  to  its  density. 

ACETONE  C,H,0  or  CH,*CO*CH,.  Dimethyl 
ketone.  A  product  of  the  destructive  distillation 
of  acetates  ;  obtained  by  Liebig  from  lead  acetate 
(Annalen,  1,  226)  and  further  examined  by 
Dumas  (Ann.  Chim.  Phys.  [2]  49,  208),  who 
tirst  determined  its  composition.  Acetone  is 
also  produced  in  the  dry  distillation  of  wood 
(Volckel,  Annalen,  80,  310 ;  J.  Soc.  Cliem.  lud. 
16,  067,  722  ;  27,  798);  of  citric  acid  (Robiquet, 
B.  J.  18,  602) ;  of  sugar,  starch,  and  gums  with 
lime  (Fr6my,  Annalen,  15,  279 ;  J.  Soc.  Chem. 
Ind.  21,  541,  1096).  By  oxidation  of  proteid 
substances  with  iron  salts  (Blumenthal  and 
Neuberg,  Chom.  Zentr.  1901,  i.  788;  Ingler, 
Beitr.  Chem.  Phys.  Path.  1902,  i.  683),  and 
by  heating  citric  acid  with  potassium  per- 
manganate (P^an  de  St.  Oilier,  J.  1868,  685; 
Sabbatani,  Atti  Acad.  Sci.  Torino,  1900. 36, 678); 
and  by  the  oxidation  of  isovaleric  acid  (Crossley 
and  Le  Sueur,  Chem.  Soc.  Trans.  1899,  166). 
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Preparaiion* — 1.  Acetone  can  be  obtained 
by  distilling  a  mixture  of  1  part  of  caustic  lime 
and  2  parts  of  crystallised  lead  acetate  (Zeise, 
Annalen,  33,  32) ;  but  is  usually  prepared  by 
the  dry  distillation  of  barium  acet-ato  at  a 
moderate  heat.  Calcium  acetate  can  also  be 
employed,  but  the  temperature  required  is 
fjreeAteT,  and  the  product  is  contaminated  with 
impurities,  such  as  dumasin,  an  isomeride  of 
mesityl  oxide ;  but  according  to  Becker  (J.  Soc. 
(/hem.  Ind.  26,  279)  a  lower  temperature  is 
required  if  the  calcium  salts  are  made  quit€ 
neutral  and  the  formation  of  free  lime  is  pre- 
vented by  the  introduction  of  a  stream  of  dry 
carbon  dioxide.  Magnesium  or  strontium 
acetates  can  also  be  used.  Industriallv,  ace- 
tone  can  be  prepared  by  passing  the  vapour  of 
acetic  acid  into  air-tight  vessels  heated  to  600^, 
containing  some  porous  substances  saturated 
with  lime  or  baryta  (J.  Soc.  Chem.  Ind.  18, 
128,  824;  Bauschlicker,  D.  B.  P.  81914);  also 
by  passing  a  continuous  current  of  pyroligneous 
acid  over  a  heated  acetate  capable  of  forming 
acetone  (J.  Soc.  Chem.  Ind.  26,  634  ;  26,  1002  ; 
27,  277).  An  improved  method  is  also  described 
bv  Wenghoffer  (D.  R.  P.  144328;  compare 
also  J.  Soc.  Chem.  Ind.  14,  987 ;  20,  1130 ;  22, 
297). 

According  to  Squibb  (J.  Soc.  Chem.  Ind. 
1896, 231 ;  J.  Amer.  Chem.  Soc),  pure  acetone  for 
use  in  the  preparation  of  smokeless  powders  can 
be  obtained  by  subjecting  acetates  mixed  with 
an  excess  of  calcium  hydroxide  to  destructive 
distillation  and  to  the  action  of  superheated 
steam. 

2.  From  wood-spirit  acetone  can  be  separated 
by  distilling  over  calcium  chloride.  The  product 
obtained  by  these  methods  can  readily  be  purified 
by  converting  the  acetone  into  its  crystalline 
compound  with  acid  sodium  (or  potassium) 
sulphite,  crystallising  this,  and  subsequently 
distilling  with  aqueous  sodium  carbonate ;  the 
distillate  is  then  treated  with  concentrated 
calcium  chloride  solution  and  the  ethereal  layer 
rectified  over  solid  chloride.  According  to 
Conroy  (J.  Soc.  Chem.  Ind.  19,  206),  it  should  be 
purified  by  distillation  over  sulphuric  acid  (Dott, 
J.  Soc.  Chem.  Ind.  27,  272),  whilst  Amoult 
(ibid.  27,  679)  recommends  treatment  with 
oxidising  agents. 

Acetone  has  been  prepared  sjmthetically  from 
zinc  methyl  and  acetyl  cUoride  (IVeund, 
Ann&len,  118, 11).  It  occurs  in  the  urine,  blood, 
and  brain  of  calcium  diabetic  patients. 

Properties. — Acetone  is  a  limpid,  mobile 
liquid,  having  an  agreeable  odour  and  a  pepper- 
mint-like taste.  It  is  very  inflammable  and 
bums  with  a  white  smokeless  flame,  b.p.  56*3° 
(Regnault) ;  sp-gr.  0-8144  at  0*,  079946  at  13-9*' 
(Kopp,  Annalen,  64,  214);  b.p.  66-53*'  (corr.) 
and  8p.gr.  0-81868  at  074**  (Thorpe,  Chem.  Soc. 
Trans.  37.  215) ;  8p.gr.  0-81378  at  074^  0-70705 
at  16V4^  0-77986  at  307*»4  (Saposchnikoff,  J. 
Ruas.  Phys.  Chem.  Soc.  28,  229);  mj.— 94-9° 
(liadenbnrg  and  Kriigel,  Ber.  32, 1821 ;  Forraenti, 
L'Orosi,  1900.  23,  223).  Acetone  is  miscible  in 
all  proportions  with  water,  alcohol,  other,  and 
many  ethereal  salts;  it  can  be  separated  from 
its  aqueous  solution  by  the  addition  of  calcium 
chloride,  and  dissolves  many  fats  and  resins. 
It  is  also  an  excellent  solvent  for  acetylene 
and   tannins    (Trimble    and   Peacock,  Pharm. 


J.  53,  317).  Acetone  is  used  in  perfumery  and 
pharmacy;  in  the  manufacture  of  smokeless 
powders ;  of  cordite  and  of  celluloid  articles 
(Marshal,  J.  Soc.  Chem.  Ind.  23,  24,  645),  also  in 
the  preparation  of  iodoform  (Teeple,  J.  Amer. 
Cliem.  Soc.  26,  170;  Abbott,  J.  Phys.  Chem.  7, 
83) ;  of  chloroform  (Squibb,  J.  Amer.  Chem.  Soc. 
1896,  231 ;  Omdorff  and  Jessel,  Amer.  Chem.  J. 
10,  363;  Dolt,  Lc.  271);  and  in  the  presence 
of  sodium  sulphite  it  can  be  used  as  a  good 
substitute  for  alkali  in  photographic  developers 
(Lumi^re  and  Segewetz,  Bull.  Soc.  chim.  15,  [3] 
1164;  Mon.  Sci.  1903,  257,  568;  Eichengrun, 
Zeitsch.  angew.  Chem.  1902,  1114).  When  its 
vapour  is  passed  through  a  red-hot  copper  tube, 
a  very  small  proportion  of  tarry  products  con- 
taining naphthalene  is  obtained  together  with 
a  large  volume  of  ^as  having  the  composition  : 
carbon  monoxide,  39-23  p.c.;  methane,  37-58  p.c.; 
hydrogen,  17*54  p.c;  and  ethylene,  5-65  p.c.  (Bar- 
bier  and  Roux,  Compt.  rend.  102,  1559).  De- 
hydrating agents  readily  act  on  acetone  and 
convert  it  into  condensation  products ;  thus, 
caustic  lime  converts  acetone  into  mesityl  oxide 
CgH^jO  and  phorone  C9H14O  when  the  action  is 
allowed  to  continue  for  a  week  (Fittig,  Annalen, 

110,  32),  and,  together  Anth  smaller  proportions 
of  other  products,  these  two  compounds  are 
also  formed  when  it  is  saturated  with  hydrogen 
chloride  and  allowed  to  stand  for  8  to  14 
days  (Baeyer,  Annalen,  140,  297):  with  zinc 
chloride  terpene  condensation  products  arc 
formed  ( Raiko w,  Ber.  30, 906).  Distillation  with 
concentrated  sulphuric  acid  converts  acetone 
into  mesitylene,  mesityl  oxide,  phorone  and 
wodurene  and  other  substances  (Omdorff  and 
Young,  Amer.  C!hem.  J.  16,  24^).  A  similar 
result  is  obtained  when  it  is  heated  with  boron 
fluoride.  The  action  of  nitric  acid  and  nitric 
oxide  on  acetone  has  been  studied  by  Newbury 
and  Omdoff  (Amer.  Chem.  J.  12,  617),  Behrend 
and  Schmitz  (Annalen,  277,  310)>  Behrend  and 
Tryller  (Annalen,  283, 209),  Apetz  and  Hell  (Ber. 
27,  933),  Traube  (Annalen.  300,  81),  Mcintosh 
(Amer.  (3iem.  Soc.  27,  1013) ;  of  hydrogen  per- 
oxide by  Baeyer  and  ViUiger  (Ber.  32,  3626  ;  33, 
174,  858),  Pastureau  (Compt.  rend.  140,  1591), 
Wolffenatein  (Ber.  28,  2265);  of  thionyl  chloride 
by  Loth  and  Michaels  (Ber.  27,  2640) ;  and  of 
hvpophoaphorous  acid  by  Marie  (Compt.  rend. 
133,  219). 

Sodium  in  the  presence  of  water  reduces 
acetone  to  »«opropyl  alcohol  and  pinacone  (Fittig, 
Annalen,  110,  26;  114,  54;  Stadeler,  Annalen, 

111,  277;  Friedel,  Annalen,  124,  329),  but  when 
the  materials  are  quite  dry  and  au-  \a  excluded, 
sodium  acetonate  is  forme(l( Freer,  Amer.  Chem. 
J.  12,  365 ;  13.  308  ;  16,  682  ;  Taylori  Chem. 
Soc.  Trans.  1906,  1268;  Bacon  and\  Freer, 
PhUippine  J.  Sci.  1907,  2,  67).  Red-hot 
magnesium  acts  on  acetone,  yielding  hydrogen 
and  allylene,  whilst  magnesium  amalgamjforms 
magnesium  acetonate  which  is  rapidly  decom- 
posed bv  water,  yielding  pinacone  hydrate 
(Reiser,  "^Amer.  Chem.  J.  18,  328 ;  Conturier 
and  Meunier,  Compt.  rend.  140,  721).  C'hlorine, 
bromine,  and  iodine  in  the  presence  of  alkalis 
convert  acetone  into  chloroform,  bromofQrm, 
and  iodoform  respectively. 

Beactians. — When  quite  pure  acetone  should 
remain  perfectly  colourless  on  exposure  to  light, 
and    should    not    be    attacked    by    potassium 
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permanganate  in  the  cold :  in  the  presence  of 
alkali,  however,  and  on  warn^ing,  carbonic  and 
oxalic  acids  are  formed  (Cochcnhausen,  J.  pr. 
(^hem.  166,  451  ;  Oonroy,  J.  Soc.  Chem.  Ind. 
19,  206;  Fournier,  Bull.  Soc.  chim.  1908.  3, 
259).  Acetone,  when  treated  Adth  aqueous 
potash  and  iodine,  yields  iodoform  (LiehG|f)). 
Gunning  (Zeitech.  anal.  Chem.  24, 147)  has  modi- 
fied this  reaction  to  render  it  available  when 
alcohol  is  present  by  employing  ammonia  and  a 
solution  of  iodine  in  ammonium  iodide.  Another 
test  proposed  by  Reynolds  {ibid.  24,  147)  is  based 
on  tne  fact  that  mercuric  oxide  is  soluble  in 
acetone  in  the  presence  of  potassium  hydroxide  ; 
the  suspected  liquid  is  mixed  with  a  solution  of 
mercuric  chloride  rendered  strongly  alkaline  with 
alcoholic  potash,  and  after  shaking  the  mixture 
is  filtered  and  the  filtrate  tested  for  mercury  by 
means  of  ammonium  sulphide  or  stannous 
chloride.  Denig^s  (Compt.  rend.  126,  1868 ; 
127,  963  ;  Bull.  Soc.  chim.  13,  [3]  543 ;  19,  [3] 
754)  recommends  the  use  of  the  additive  com- 
pound formed  by  acetone  with  mercury  sulphate, 
for  detecting  acetone  in  methyl  and  ethyl 
alcohol  (Oppenheimer,  Ber.  32,  986).  Penzoldt 
(Zeitsch.  anal.  Chen^*  24,  147)  adds  to  the 
suspected  liquid  orthonitrobenzaldehyde,  which 
in  presence  of  caustic  alkali  combines  with  ace- 
tone to  form  indigo.  Another  delicate  test  is  to 
add  sodium  hydroxide,  hydroxylamine  and 
pyridine,  then  ether  and  oromine  until  the 
solution  is  yellow,  hydrogen  peroxide  is  now 
added  when,  if  acetone  is  present,  the  solution 
becomes  blue  (Stock);  dimethyl  j>-phenylcnedia- 
mine  produces  a  red  colouration  Avhich  changes 
to  violet  on  addition  of  alkali  or  acid  (Malcrba, 
Zeitsch.  anal.  Chem.  37,  690).  Similar  colour  re- 
actions are  obtained  by  adding  a  few  drops  of 
sodium  nitroprusside  to  a  mixture  of  acetone  and 
a  primary  aliphatic  amine  (Rimini,  Chem.  Zcntr. 
1898, 2, 1 32).  Of  all  these  tests  Liebcn's  is  perhaps 
the  most  sensitive.  To  detect  acetone  in  urine  a 
strong  solution  of  sodium  nitroprusside  is  added, 
then  the  mixture  made  alkaline  with  potash, 
when  a  red  colouration  is  produced  which 
changes  to  violet  on  addition  of  acetic  acid  (Legal, 
J.  Pharra.  Chim.  1888,  17,  206;  Denig^s,  Bull. 
Soc.  chim.  [3]  15,  1058).  According  to  Egeling 
(C^cm.  Zentr.  1894,  ii.  457),  it  is  best  to  use 
ammonia,  when  a  brilliant  violet  colour  is  at 
once  produced:  this  reaction  is  not  given  by 
aldehyde.  For  other  methods  of  detecting  and 
estimating  acetone,  compare  Arachequesnc, 
Compt.  rend.  110,  642;  CoUischonn,  Zeitsch. 
anal.  Chem.  29,  562;  Squibb,  J.  Amer.  Chem. 
Soc.  18,  1068;  Kebler,  ibid.  19,  316;  Schwicker, 
Chem.  Zeit.  15,  914;  Straehe,  Monatsh.  13,  299; 
Klar,  J.  Soc.  Chem.  Ind.  15,299  ;  Hintz,  Zeitsch. 
anal.  CTiem.  27,  182;  Sternberg,  Chem.  Zentr. 
1901,  i.  270;  Keppeler,  Zeitsch.  angew.  Chem. 
18,  464:  Vaubel  and  Schleuer,  ibid.  18,  214; 
Jolles,  Ber.  39,  1306;  Auld,  J.  Soc.  Chem.  Lid. 
26,  100 ;  Heikel,  Chem.  Zeit.  32,  75. 

(For  estimating  acetone  in  wood  spirit,  see 
Arachequesne,  I.e.;  Vi^non,  Compt.  rend.  110, 
534;  112,  873;  and  m  urine,  see  Huppert, 
Zeitsch.  anal.  Chem.  29,  632;  Salkowski,  J. 
Pharm.  Chim.  1891,  194 ;  Geelmuyden,  Zeitsch. 
anal.    Chem.    35,    503;    Willen,   Cheito.   Zentr. 

1897,  i.  134;   Martz,  ii.  232;    Argenson,   Bull. 
Soc.  chim.   15,  [3]   1055;  Studer,  Chem.  Zentr. 

1898,  i.    1152:  Mallat,   J.  Pharm.    1897,  6296; 


Sabbatani,  CTiem.  Zentr.  1899,  iL  22 ;  Riegler, 
Zeitsch.  anal.  Chem.  40,  94 ;  Voumasos,  Bull. 
Soc.  chim.  31,  [3]  137;  Graaff,  Pharm.  Week- 
blad,  1907,  44,  556;  Folin,  J.  Biol.  Chem.  1907, 
3,  177;  Monimart.  J.  Pharm.  Chem.  1892,  2(5, 
392 ;  Heikel,  Z.C. ;  Hart,  J.  Biol.  Chem.  1908,  4, 
477.) 

Derivatives. — Acetone  combines  directly  with 
a  large  number  of  substances  yielding  well- 
characterised  additive  compounds.  1.  Com- 
pounds  with  alkaline  sulphites  : — Acetone  forms 
definite  crjrstalline  compounds  when  shaken  with 
concentrated  solutions  of  the  acid  sulphites  (bi- 
sulphites) of  the  alkali  metals  (Precht,  Phot. 
Centr.  1902,  8,  301;  Kerp,  Kaiserl.  Gesundh. 
1904, 21, 40;  Rothwood,  Monatsh.  26, 1545).  The 
potassium  salt  CsH,0,KHS03,  and  the  sodium  salt 
C,H,0,NaHSO„  cr^'^tallise  in  nacreous  scales 
(Limpricht,  Annalen  9p,  238) ;  the  ammonium 
salt  C,HeO,NH4HSOs  crystaUises  in  laminae 
(Stadeler,  Aiinalen,  111,  307).  The  barium 
salt  has  formula  2C5HeO,Ba(SOjH)2,H,0  (Fa- 
gard,  J.  Pharm.  Chim.  1895, 2, 145).  These  salts 
yield  acetone  when  heated  with  aqueous  potash. 
— 2.  Compounds  with  chloroform  (Willgerodt, 
Ber.  14,  2461;  16,  2308;  Cameron  and  Holly, 
Chem.  Zentr.  1898,  ii.  277 ;  Jocitsch,  ibid.  1899.  i. 
606 ;  Willgerodt  and  Durr,  J.  pr.  Chem.  148, 283). 
— 3.  Compounds  with  hydrogen  cyanide  (Urech, 
Annalen,  164,  255): — Acetone  yields  acetone- 
cyanhydrol  C^H^NO,  b.p.  120®,  when  added  to 
anhydrous  hydroeen  cyanide ;  and  diacetone- 
cyanhydrol  C^HjJrlO,,  a  crystalline  substance, 
when  treated  with  a  26  p.c.  solution  (aqueous)  of 
hydrogen  cyanide  (Tiemann  and  Friedlander,  Ber. 
14, 1965) ;  with  3*3  p.c.  hydrogen  cyanide  acetone- 
cyanhydrin  is  obtained  in  the  dark,  but  in  the 
light  a  mixture  of  products  is  formed  (Silber, 
Ber.  38, 1671).-^  4.  Compounds  with  ammonia : — 
Ammonia  unites  with  acetone  in  the  cold  with 
the  elimination  of  the  elements  of  water ;  the 
reaction,  however,  proceeds  more  quickly  if  the 
temperature  is  raised  to  100°,  or  if  dry  ammonia 
gas  is  passed  into  boiling  acetone.  Several 
bases,  diaoctonamino  OsHi,NO,  triacetonamine 
CgHi-NO,  triacetonediammeT  CsHjoNfO,  and 
dehyorotriacetonamineCgHijN;  the  last  two  in 
very  small  quantity  only,  have  been  obtained  by 
these  methods,  the  relative  proportions  in  which 
they  are  formed  varying  with  the  temi)erature 
and  time  employed.  These  bases  and  their 
derivatives  have  been  examined  by  Heintz 
(Annalen,  174,  133;  175,  252;  178,  305,  326; 
181,  70;  183,  276;  189,  2H;  191,  122;  198, 
42,  87  ;  201,  90  ;  203,  336)  and  by  Sokolow  and 
Latschinow  (Ber.  7,  1384),  Ruhemann  and 
Carnegie  (Chem.  Soc.  Trans.  1888,  424),  Riighei- 
mer  (Ber.  21,  3325;  25,  1662),  Harries  (An- 
nalen, 296,  328),  Franchimont  and  Fried mann 
(Rec.  Trav.  (liim.  1907, 223),  Gabriel  and  Colman 
(Ber.  35,  3806),  Kohn  and  Lindauer  (Monatsh. 

23,  754),  Kohn  (Annalen,    351,  134  ;  Monatsh. 

24,  765,  773;  25,  136,  817,  850;  28,  429, 
508,  529.  637, 1040) ;  they  yield  well-crystallised 
salt^,  and  can  be  separated  from  one  another 
by  means  of  their  oxalates.  Methylamine  also 
gives  corresponding  compounds  with  acetone, 
but  dimethylamine  yields  dimethyldiaceton- 
amine  as  the  sole  product  (Gottschmann, 
Annalen,  197,  27). 

Thioacetones   have   been   studied   by   Bau- 
mann    and     Fromm    (Ber.    22,    1035,    2592). 
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Acetone  forms  compounds  with  mercuric  sul- 
phate (Denig^s,  Lc;  Oppenheimer,  l.c,),  with 
mercuric  oxide  (Auld  and  Hantzsch,  Bar. 
38,  2677;  Lasserre,  J.  Pharm.  Chim.  1890, 
22,  246),  with  mercurio  cyanide  (Marsh  and 
Struthers,  Chem.  Soo.  Trans.  1905,  1878),  with 
mercuric  iodide  (Gernez,  Compt.  rend.  137,  255 ; 
Marsh  and  Struthers,  Chem.  Soc.  Proo.  1908, 
266),  and  with  mercuric  nitrate  (Hof  mann,  Ber. 
31,  2212).  Metallic  derivatives  of  the  type 
OHs'CO'CH^K  are  obtained  by  the  electrolysis 
of  acetone  solutions  of  potassium  or  sodmm 
iodides  or  of  potassium  thiocyanate  (Levi  and 
Voghera,  Gazz.  chim.  ital.  35,  L  277). 

Acetone  yields  substitution  derivatives  when 
acted  upon  with  chlorine  or  bromine  (Bischoff, 
Ber.  5,  863,  963 ;  8, 1329).   The  following  deriva- 
tives  have  been  obtained: — Monochloracetone 
(Henry,  Ber.  6, 190;  Mulder,  Ber.  5,  1009;  Bar- 
baglia,  Ber.  7,  467 ;  Linnemann,  Annalen,  134, 
171;    Koenigs  and  Wagstaffe,   Ber.   26,   554; 
Wialicenua,  l^ircheisen   and   Sattler,   ibid,  26, 
908:  Frit«oh,  ibid.   26,  597;   Tchemiac,   Ber. 
25,  2629 :  Kling,  Bull.  Soc.  chim.  [3]  33,  322) ; 
unsymmetrical  dichloracetone  (Fittig,  Annalen, 
110,  40;    Borsche  and  Fittig,   Annalen,    133, 
112;   Erlenbach,  Annalen,  269,  46;  Tchemiac, 
I.C.;  Fritsch,  Lc;  Mcintosh,  Chem.  Soc.  Trans. 
1905,  790) ;  symmetrical  dichloracetone  (Barba- 
glia,  Lc. ;  Fritsch,  Lc);  trichloracetone  (Bischoff, 
l.c;  Kraemer,  Ber.  7,  252;  Perrier  and  Frost, 
Compt.  rend.  140,  146  ;  Hantzsch,  Ber.  21,  242) ; 
tetrachloracetone  (Bischoff,   Levy,  Witte   and 
Curchod,  Annalen,   252,   330,   254,   83;    Levy 
and  JecUicka,  Ber.  21,  318);   and   pentachlor- 
aoetone  (doez.  Bull  Soc.  chim.  [2]  39,  638; 
Fritsch,   Annalen,    279,    310    and    l,c.  ;    Levy 
and  Jodlicka,  l.c).     The  correspondine  bromo- 
derivatives,  with  the  exception  of  tribromacc- 
tone,  are  obtained  by  the  direct  action  of  bromine 
upon  acetone  (Mulder,  J.  1864,  330 ;  Mcintosh, 
Lc;   Lapworth,  Chem.  Soc.  Trans.  1904,  33), 
also  bv  other  methods  (Hjelt  and  Siven,  Ber. 
21,  3288 ;  Norton  and  Wistenhoff,  Amer.  Chem. 
J.    10,    213;    Hantzsch,  Lc).      Other  halosen 
derivatives    (J.     Soc.    Chem.    Ind.     16,    933 ; 
Hantzsch,    Lc   and    Ber.    22,    1238)   and   the 
compounds  of  acetone  with  the  halogen  acids 
(Archibald  and  McLitosh,  Chem.  Soc.  Trans. 
1904,  924)  have  been  described. 

Acetone  forms  a  large  number  of  condensa- 
tion products  and  derivatives  with  other  organic 
compounds :  Cyanacetones  (Hantzsch,  Ber.  23, 
1472  ;  Tchemiac,  Ber.  25,  2607,  2621 ;  Kowppa, 
Ber.  33,  3530).  Acetone  dioxalic  ester  obtained 
by  the  action  of  sodium  ethylate  on  a  mixture 
of  acetone  and  oxalic  ester  is  converted  when 
treated  with  sodium  ethoxide  to  a  dienolio 
substance  forming  lemon-yellow  needles,  m.p. 
98**,  and  dyeing  wool  in  alcoholic  solution. 
It  ia  the  first  nitrogen  free  dye-stuff  of  the  fatty 
series  yet  obtained  (WiUstatter  and  Pummerer, 
Ber.  37,  3733).  P&eudocycZocitralideno  acetone 
and  its  homologues  have  an  odour  of  violets, 
and  are  suitable  for  use  in  perfumes  (J.  Soc. 
Chem.  Ind.  24,  290). 

For  acetone  dicarbozylic  acid  and  its  deriva- 
tives, Me  Ormerod,  Chem.  Soc.  Proc.  1906,  205 ; 
Benig^  Compt.  rend.  128,  680 ;  Lippmann, 
Ber.    41,  3981;   for  acetonyl  acetone    and   its 


derivatives,  see   Knorr,    Ber.   22,    168,   2100;    J.    Physiol.    1900,    3,    26);     it   is    used    as   a 
Ciaisen  and  Ebrbardt,  Ber.   22f  1009 ;  Zincko    specific  for  sea-sickness  (Merck,  Ann.  Report, 


and  Kegel,  Ber.  23,  230 ;  Qaisen,  Ber.-  25, 
3164;  the  azo-  (Bulow  and  Schlotterbeck,  Ber. 
35,  2187)  and  diazo-  derivatives  of  acetonyl 
acetone,  have  dyeing  properties  (Fauiel,  Compt. 
rend.  128,  318). 

Acetone,  with  diazobenzene  chloride  in  the 
presence  of  alkali,  yields  a  compound  C15H14ON2. 
m.p.    134^-136®,   which  has  dyeing  properties 
(Bamberger  and  Wulz,  Ber.  24,  2793).    For  other 
condensation  products  compare  Boessneck,  Ber. 
21,  1906 ;  Pechmann  and  Wehsarg,  ibid.  2989, 
2994;    Franke  and  Kohn,  Monatsh.   19,   354; 
20,  876;    Spier,   Ber.   28,  2631;    Perkin  and 
Thorpe,  Chem.  Soc.  Trans.  1896, 1482 ;  Weidel, 
Monatsh.  17,  401  ;    Micko,  ibid.  442 ;    Stobbe, 
Ber.  28,  1122;  Comelson  and  Kostanecki,  Ber. 
29,  240;  Ciaisen,  ibid.  2931;  Bohmer,  Ber.  31, 
281 ;  Pfitzinger,  J.  pr.  Chem.  164,  283 ;  Freer, 
Amer.  Chem.  J.  17,  1 ;  Barbier  and  Bouveault, 
Compt.    rend.    118,    198;    Haller  and    Maich, 
Compt.  rend.  139,  99 ;  Straus,  Ber.  37,  3293 ; 
Harries   and    Ferrari,   Ber.   36,   656;    Ulpiani 
and   Bemardini,   Atti  R.  Accad.  Lincei,  1904, 
13,  331  ;    Pechmann  and    Sidgwiok,    Ber.    37, 
3816;    Duntwitz,  Monatsh.  27,  773;  Knoeve- 
nagel,  Ber.  39,  3451,  3467 ;  Purdie,  Chem.  Soc. 
Trans.  1906,  1200 ;  Richard,  Compt.  rend.  146, 
129.'  Diacetones  and  their  derivatives  have  been 
studied   by  Combes  (Compt.  rend.  108,  1252; 
Behal    and    Auger,    Compt.    rend.    109,    970 ; 
Ciaisen  and  Stylos,  Ber.  21,  141) ;  derivatives  of 
triacetone  by  Weinschenk  (Ber.  34,  2185). 

ACETONECHLOROFORM,  aaa-tncMor-  ^hy^ 
droxy-fi-methylpropane  (CJUoretone)  (CH,),  •C(OH  )• 
CJCl,,    prepared    by    slowly    adding    powdered 
potassium    hydroxide    (3    parts)    to    a    cooled 
mixture  of  acetone   (5  parts)  and  chloroform 
(1  part)  (Willgerodt,  J.  pr.  Chem.  [2]  37.  361)  is 
a  white  crystalline  compound,  b.p.  167®,  melt- 
ing near   but  above  97° ;    it  has  a  camphor- 
Like  odour,  is  soluble  in  hot,  sparingly  soluble 
in  cold  water,  and  crystallises  well  from  ether, 
alcohol,  acetic  acid,  acetone,  or  chloroform ;  it 
forms  no  definite  hydrate,  but  the  system  acetone- 
chloroform/water  presents  a    quadruple  point 
for  the  solid,  two  solutions  and  the  vapour  at  75'2*' 
(Cameron  and  Holly,  J.  Phys.  Chem.   1898,  2, 
322).     The  atetcUe  (CH8),-C(0Ac)-Ca,  boUs  at 
191^    The  benzoaie  (CH,),-C(0Bz).CCl5  boils  at 
282*  (Willgerodt  and  Diirr,  J.  pr.  Chem.  [2]  39, 
283 ).    Acotonechlorof  orm  is  reduced  by  zinc-dust 
and  alcohol,  forming  dichlorot«obutylene,   iso- 
crotylchloride,andMobutylene  (Jocitsch,  J.  Russ. 
Phys.  Chem.  Soc.  1898,  30,  920) ;  and  is  decom- 
posed   by    water   at    180°,  yielding    hydrogen 
chloride  and  hydroxy  itfobutvric  acid  ( WiUgerodt, 
Ber.  1882,  15,  2305).     By  the  action  of  benzene 
in  presence  of  aluminium  chloride  the  chlorine 
atoms  of  acetonechloroform  are  replaced  wholly 
or  in  part  by  phenyl  residues,  and  the  compounds 
diphenylchloromethyl  dimethyl  carbinol  CPh^Cl* 
CMe^'OH  b.p.  239° ;  phenyldichloromeihyl  dimethyl 
carbinol  CPha,-CMe,-OH   b.p.    217°;  and  /n- 
phenylm£ihyl  dimethyl  carbinol   CPhs^CMc^'OH 
b.p.    260°,    have    been  prepared,   and   similar 
compounds  are  obtainea  using  toluene  or  p- 
xylene  (Willgerodt,  J.  pr.  Chem.  [2]  37,  361). 

Acetonechloroform  is  a  powerful  germicide,  a 
satisfactory  surgical  dressing,  and  hypnotic  for 
internal   use    (Aldrich    and   Houghton,    Amer. 
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1907, 1),  and  a  1-2  p.c.  solution  is  used  under  the 
name  of  anesin  for  producing  local  anaesthesia 
(Cohn,  Pharm.  Zentr.  H.  40,  33). 

ACETONEDICARBOXYLIC  ACIDi;.  Ketones. 

ACETONE  OIL  is  the  oily  residue  remaining 
after  the  separation  of  acetone  from  the  producte 
of  the  dry  distillation  of  calcium  acetate.  It 
can  also  be  prepared  by  the  dry  distillation  of 
the  lime  salts  obtainecl  by  neutralising  fleece 
washings  ^vith  milk  of  lime.  About  15  litres  of 
the  oil  are  obtained  from  a  cubic  metre  of  fleece 
washings  of  IPB.  It  is  a  slightly-coloured 
liquid  of  8p.gT.  0-835,  having  a  penetrating 
8  mell  and  acrid  burning  taste.  It  consists  mainly 
of  methyl  ethyl  ketone  (A.  and  P,  Buisine, 
Compt.  rend.  1*26,  361;  128,561).  According 
to  Duchemin  (Bull.  Soc.  chim.  [3]  21, 798)  acetone 
oil  is  of  very  variable  composition,  depending 
upon  the  nature  of  the  pyrolignate  from  which  it 
is  prepared.  A  French  (Commission  reported  that 
it  was  effective  as  a  denaturant  of  alcohol  and 
it  was  adopted  for  this  purpose  by  the  Swiss 
Government  in  1895. 

For  details  of  mode  of  manufacture  from  wool 
washings,  v,  Buisine  (J.  Soc.  Chim.  Ind.  18, 
292;  21,  164);  P.  Baechlin,  (Rev.  Chim.  Ind.  9, 
112;   15,240). 

ACETONIG  ACID  v.  Hydroxybutyrig  acid. 

ACETOPHENONE.  Phenyl  methyl  ketone, 
Hypnone  C.Hj-CO-CH,-  is  obtained  by  acting 
with  benzoyl  chloride  on  zinc  methyl ;  by 
distilling  a  mixture  of  the  calcium  salts  of 
benzoic  and  acetic  acids ;  or  by  boiling  together 
benzene  and  acetyl  chloride  with  aluminium 
chloride.  It  can  be  isolated  from  the  fraction 
of  heavy  oil  of  coal  tar  boiling  at  160^-190° 
by  addition  of  sulphuric  acid,  distilling  the 
solution  in  steam  and  converting  the  distillate 
into  the  p-bromophenylhydrazone  derivative 
of  acetophenone  (Weissgerber,  Ber.  36,  754). 
It  is  best  obtained  synthetically  by  adding 
small  quantities  of  sublimed  ferric  chloride 
(7  parts)  to  a  mixture  of  benzene  (5  parts)  and 
acetyl  chloride  (7  parts)  diluted  with  carbon 
disulphido.  The  mixture  is  then  warmed  on  the 
water-bath,  dried  and  fractionated  (Nencki  and 
Stoeber,  Ber.  30,  1768). 

Acetophenone  crystallises  in  large  plates,  m.p. 
20-6°;  b.p.  202®.  It  possesses  a  persistent 
odour  of  oil  of  bitter  almonds  and  cherry  laurel 
water ;  is  insoluble  in  water,  but  dissolves  easily 
in  alcohol,  ether,  chloroform,  or  benzene. 
It  is  readily  oxidised  by  potassium  perman- 
ganate to  phenylglyoxylic  acid  (Gliicksmann, 
Monatsh.  11,  246).  By  the  action  of  ammonia  on 
an  alcoholic  solution  of  acetophenone,  the  aceto- 
phenone ammonia  is  formed  CMePh(N  :  CMePh)j, 
m.p.   115**  (Thomae,  Arch.  Pharm.  244.  643)  {v. 

KETONES). 

Acetophenone  forms  a  large  number  of  deriva- 
tives and  condensation  products  with  aldehydes, 
halogens,  acids,  mercury  salts,  &c. 

Acetophenone  was  discovered  by  Bujardin- 
Beaumetz  and  Bardet  to  possess  powerful 
soporific  properties  (Compt.  rend.  101,  960; 
Karmensky,  Liss.  Med.  Clii.  Acad.  St.  Peters- 
burg. 1888-1889,  No.  70).  In  quantities  of  0-05 
to  0'16  gram,  it  induces  a  quiet  sleep,  but  is 
said  to  impart  a  disagreeable  odour  to  the 
breath  (Pharm.  J.  1886,  582). 

Aminoacilophpnone  (C'amps,  Arch.  Pharm. 
40,    15),    b.p.    250«-25J°;    135717    mm.,    has 


anaesthetic  properties,  which  are  not  diminished 
by  condensing  it  with  aldehydes  containing  a 
phenolic  hj-droxyl,  but  are  destroyed  when  it  is 
condensed  with  benzaldehyde,  tolualdehyde, 
or  cinnamaldehyde  (Hildebrandt,  Chem.  Zentr. 
1905.  ii.  602  ;  Scholz  and  Huber,  Ber.  37,  390 ; 
Schafer,  Ber.  39,  2181). 

Acetophenonepheneiidene,  m.p.  88®,  an  anti- 
pyretic substance,  can  be  obtained  by  heating 
molecular  proportions  of  acetophenone  and  p- 
phenetidene  in  vaeud,  then  distilling  in  vacitd  at 
210°-212®  (Valentiner,  J.  Chem.  Soc.  Ind.  15, 
50;  17,602). 

/3-ACETOPROPIONIC  ACID.     Lteimlic  acid 

CHjCO-CHj-CHj-CGjH. 

This  substance  is  formed  by  the  action  of  dilute 
acids  on  a  number  of  carbohydrates — e.g.  levu- 
lose,  inulin,  galactose.  It  is  also  a  product  of 
oxidation  of  the  terpene  alcohols,  but  is  best 
prepared  by  heating  on  the  water-bath  cane 
sugar  with  dilute  hydrochloric  acid  (4  vols, 
water,  1  vol.  cone,  acid)  until  a  brown  flooculent 
precipilate  is  no  longer  formed.  (Compare  Tol- 
lens,  Ber.  17,  668 ;  Wehmer  a.  Tollens,  Annalen, 
243,  214.)  The  filtered  liquid  is  then  evaporateil 
on  the  water-bath,  extracted  several  times  with 
ether,  and  after  distilling  off  the  ether  the 
residue  is  fractionated  in  a  vacuum. 

It  can  be  obtained  by  the  hydrolysis  of  various 
nucleic   acids   (Kossel  and  Neumann,   Zeitsch. 

Ehysiol.  Chem.  27,  2215;  Inouyc,  ibid.  42,  117; 
levene,  ibid.  43,  119).  For  other  methods  of 
preparation,  compare  Tiemann  and  Semmler 
(Ber.  28,  2129);  Verley  (Bull.  Soc.  chim.  [3] 
17,  190);  Erlenmeyer  (j.  pr.  Chem.  179,  382); 
Blaise  (Bull.  Soc.  chim.  [3]  21,  647). 

LsBvulic  acid  crystallises  in  plates  which 
melt  at  33**.  It  boils  at  239®,  1480-149**  /15  mm. 
(Michael,  J.  pr.  Chem.  152,  113),  and  has  at 
15®  a  8p.gr.  1-135.  It  is  very  soluble  in  water, 
alcohol,  or  ether,  and  is  not  attacked  by 
bromine  in  the  cold.  Nitric  acid  converts  it 
into  carbon  dioxide,  acetic  acid,  succinic  and 
oxalic  acids.  lodiiie  and  sodium  hydroxide  form 
iodoform  even  in  the  cold.  Hydriodic  acid  and 
phosphorus  at  200®  convert  it  into  normal  valeric 
acid  ;  whereas  sodium  amalgam  forms  sodium 
7-hydroxyvalerate  acid  in  an  alcoholic  solution, 
and  normal  valeric  acid  in  an  acid  solution. 
When  added  to  boiling  iodic  acid  solution  diiodo- 
acetoacrylio  acid  is  formed  ( Angeli  and  Chiassi , 
Ber.  25,  2205).  When  placed  over  sulphuric 
acid  in  a  vacuum  it  decomposes,  leaving  a 
residue  of  dihydroxyvaleric  acid  (Berthelot  and 
Andre',  Compt.  rend.  123,  341). 

The  mercury  salt  Hg(C5H703)g,  which  crystal- 
lises in  silvery  plates,  breaks  up  on  treatment 
with  sodium  hydroxide,  forming  the  two  mer- 
curilflBvulic  acids  C.H,0,Hg  and  CgH^OaHga- 
Lsevulic  acid  readily  condenses  with  bcnzil 
(Japp  and  Murray,  Chem.  Soc.  Proc.  1896,  146), 
and  with  aldehydes  (Meingast,  Monatsh.  26, 265). 
It  forms  a  semi-carbazone,  m.p.  187®  (Blaise, 
I.e.).  The  ethyl  ester  when  treated  with  ethyl 
magne-sium  bromide  yields  a  lactone,  b.p. 
105^-106®/18  mm.  (Grignard,  Compt.  rend.  135, 
627).  Halogen  substitution  derivatives  of  lie- 
vulic  acid  have  also  been  obtained  (Wolff,  Ber. 
26,  2216  ;  Wolff  and  Rudel,  Annalen,  294,  192 ; 
Conrad  and  Schmidt,  Annalen,  285,  203). 

The  sybstance  is  employed  on  a  manvfaq. 
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taring  scale  as  a  mordant  instead  of  aoetio  acid, 
as  it  possesses  the  advantage  of  not  being  volatile 
lAith  steam. 

It  is  also  used  in  the  preparation  of  the  anti- 
pyretic antithermin.  Pnenvlhydrazinc  is  dis- 
solved in  dilute  acetic  acid,  and  on  adding  a 
solution  of  lievulic  acid  a  yellow  precipitate  is 
formed,  which  is  purified  by  recrystallisation 
from  alcohol  (Pharm.  J.  [3]  xvii.  801)  (v.  Anti- 
thsrmin). 

ACETOPURPURINE    v.    Azo-    colouring 

MATTBBS.  

AGETPHENETIDENE  v.  Phbnacbtin. 

ACETYLENE  GROUP.  Hydrocarbons  having 
the  general  formula  CcH,n~  %• 

The  hydrocarbons  of  this  series  exist  in  two 
isomeric  modifications.  Representatives  of  the 
first  group  are 

CHiCH  CHgClCH 

Acetylene.  Allylene. 

And  of  the  second 

CH,  :  C :  CH,         CH, :  CHCH,CH,CH  :  CH. 
Isomeric  allylene,  '  Dlallyl. 

The  hydrocarbons  of  the  first  group  thus 
contain  the  group  =  CH  united  to  one  carbon 
atom,  and  may  be  designated  true  acetylenes. 
They  form  compounds  with  copper  and  silver  in 
which  the  hydrogen  of  the  group  (CH)  is  re- 
placed by  the  metal. 

When  heated  to  a  high  temperature  with 
alcoholic  potash  in  a  sealed  tube  the  triple  bond 
changes  its  position  thus  : 

CjH-'C'H^'C  •  CH    ""^    CjH c'C  •  C*CHj. 
C.HjCiCH'^    CH,-C:CCH;. 

The  reverse  action  occurs  by  boiling  with 
metallic  sodium. 

The  following  general  reactions  yield  hylro- 
carbons  of  this  series  : — 

1.  By  heating  the  monohalogen  derivatives 
of  the  hydrocarbons  CbH,^  with  alcoholic  potash 

CH.Oa :  CHj-fKOH=CH,C :  CH-f  KCl+HjO. 

2.  By  the  action  of  alcoholic  potash  on  the 
dihalogen  derivatives  of  the  ethylene  series.  In 
this  case  the  reaction  takes  place  in  two  stages. 

I.     CH,BrCH,Br+KOH 

=CHBr :  CH.+KBr-fH.O. 
IL  CHBr  :  CH,+KOH=CH  :  CH+ KBr-f  H,0. 

The  bromine  derivatives  give,  as  a  rule,  a 
better  yield  than  the  chlorides. 

3.  By  electrolysing  unsaturated  dibasic  acids. 

CH<X),H :  CH-CO,H=CH :  CH4-2CO,-f  H,. . 
Fomaric  «cld  Acetylene 

The  acetylenes  combine  with  Br^  or  Br^ ;  thus 
acetylene  forms  C^H^Br,  and  C^'H^Bt^. 

Nascent  h vdrogen  converts  the  acetylenes  into 
the  hydrocarbons  CnHm  and  CnH,„^(. 

The  acetvlenes  in  presence  of  mercuric 
bromide  combine  with  water  to  form  aldehydes 
and  ketones  (Kutscheroff,  Ber.  14, 1542 ;  17, 28). 

C,H,+H,0=C2H40 
Acetylene.        Aldehyde. 
CH,C:CH+H,0=CH,CO  C:H, 
Ailylene.  Acetone. 

According  to  Besgrez  (Ann.  Cliim.  Phys. 
1894,  3,  215;  Bull.  Soc.  chim.  [31  11,  362),  the 
elements  of  water  can  be  made  to  combine 
directly  with  the  acetylenes  without  the  presence 
of  condensing  or  other  aeents. 

By  polymerisation  of  tiie  acetylenes,  com- 
pounds of  the  beozeae  series  are  formed.    Thus 


acetylene  at  a  red  heat  yields  benzene  (Bone 
and  Coward,  Chem.  Soc.  Trans.  1908,  1197; 
Bone  and  Jerdan,  Chem.  Soc.  Proc.  1901,  165; 
Maquenne,  Compt.  rend.  115,  558);  allylene 
C3H4,  by  the  action  of  sulphuric  acid,  gives 
mesitylone  C^Hj,  (trimcthyl  benzene);  and 
crotonylene  C4H,  gives  hexamethyl  benzene. 

Aoetylene  C,H.  i.e.  HC  |  CH  is  produced  when 
an  electric  arc  is  formed  between  carbon  points 
in  an  atmosphere  of  hydrogen  (Bone  and  Jerdan, 
Chem.  Soc.  Trans.  1897, 54).  Further,  by  passing 
the  vapours  of  many  carbon  compounds  (alcohol, 
ether,  ethylene)  through  red-hot  tubes  (Bone  and 
Coward,  l,c,).  It  is  also  formed  by  electrolysing 
the  sodium  or  potassium  salt  of  fumario  or 
maleio  acid,  and  oy  the  action  of  silver,  copper, 
or  zinc-dust  on  iodoform  (Cazeneuve,  Compt. 
rend.  97,  1871).  A  steady  stream  of  gas  can 
be  obtained  by  the  action  of  the  copper-zinc 
couple  on  bromoform  (Cazeneuve,  Compt.  rend. 
113,  1054). 

By  the  action  of  water  on  the  carbides  of 
barium,  calcium,  or  strontium  (Travers,  Chem. 
Soc.  Proc.  1893,  15;  Maquenne,  I.e.;  Moissan, 
Bull.  Soc.  chim.  [3]  11,  1007). 

By  allowing  the  flame  of  a  bunsen  burner  to 
strike  back,  or  by  the  action  of  alcoholic  potash 
on  ethylene  dibromide. 

According  to  Matthews  (J.  Amer.  Chem.  Soc. 
22, 106),  a  good  laboratory  method  is  to  cover  cal- 
cium carbide  with  absolute  alcohol  and  add  water 
drop  by  drop.  The  gas  is  purified  by  passing 
into  copper  sulphate  solution  acidulated  with 
sulphuric  acid,  then  over  pumice  stone  saturated 
witn  an  acetic  or  sulphuric  acid  solution  of 
chromic  acid. 

Commercially  acetylene  is  nearly  always  pro- 
duced from  calcium  carbide  (Lewes,  J.  Soc. 
Chem.  Ind.  16,  33;  Gowes,  ibid.  209,  319; 
Wilson,  ibid,  15,  103 ;  Lupke,  Elektr.  Chem. 
Zeit.  1895,  145 ;  Wyatt,  J.  Soc.  Chem.  Ind.  14, 
135 ;  796  ;  20,  109  ;  Bamberger,  Zeitsch.  angew. 
Chem.  1898,  720).  A  rapid  evolution  of 
gas  is  also  said  to  be  obtained  by  treating 
calcium  carbide  with  crystalhsed  sodium  car- 
bonate previously  mixed  with  powdered  rock 
salt  (J.  Soc.  Chem.  Ind.  27,  438).  Commercial 
acetylene  often  contains  as  impurities :  ammonia, 
other  hydrocarbons,  carbon  monoxide,  hydrogen, 
nitrogen,  oxygen,  arsine,  sulphuretted  hydrogen, 
and  phosphoretted  hydrogen,  the  last  of  which 
is  the  most  dangerous.  The  action  of  the  ^as 
on  copper  is  due  chiefly  to  these  impurities. 
The  gas  can  be  purified  and  the  impurities 
detected  by  passing  it  through  cooled  solutions 
of  sulphuric  acid,  lime,  lead  or  mercury  salts, 
and  chromic  acid  in  sulphuric  or  acetic  acid 
(Clowes, /.c. ;  Lunstroem,  Chem.  Zeit.  23,  180; 
Bergc'  and  Reychler,  Bull.  Soc.  chim.  [3]  17,  218; 
Gottig,  Ber.  32,  1879;  Rossel  and  Landrisset, 
Zeit.  angew.  Chem.  1901, 77 ;  Caro,  J.  Soo.  Chem. 
Ind.  22,  17 ;  23,  16 ;  UUmann  and  Goldberg, 
Cliom.  Zcntr.  1899,  ii.  19;  Pfeifer,  J.  f.  Gasb.  42, 
651  ;  Frasuckel,  CTiem.  Zentr.  1908,  ii.  643 ; 
Eitner  and  Keppeler  J.  f.  Gasb.  44,  648 ; 
Jaubert,  J.  Soc.  Chem.  Ind.  24,  116;  Willgerodt, 
Ber.  28,  2107;  Hoffmeister,  Zeitsch.  anorg. 
Chem.  48,  137). 

The  best  method  of  freeing  acetylene  from 
phosphine  is  to  pass  the  cooled  gas  over  bleach- 
ing powder,  or  the  compound  CaO,CaOCla,2H20 
or  CaO,CaOCl,,HgO  (Ditz,P.  R.  P.  1906, 162324), 
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moistened  with  just  sufficient  water  to  make  it 
cohere  in  balls,  and  finally  over  lime  (Lunge  and 
Cedercreutz,  Zeitsch.  angew  Chem.  1897,  651 ; 
J.  Soc.  Chem.  Ind.  16,  37  ;  24,  1294  ;  27,  798  ; 
Wolff,  J.  f.  Gasb.  1898,  41,  683). 

Acetylene  is  a  colourless  gas  which,  when  quite 
pure,  has  a  distinct  and  agreeable  ethereal  odour ; 
it  has  no  action  on  metals  (Clowes,  J.  Soc.  Chem. 
Ind.  16,5^09 ;  Moissan,  Compt.  rend.  121,  666), 
and  is  non-poisonous  when  inhaled  in  small 
quantities,  although  it  mav  produce  asphyxiation 
w  hen  more  than  &  p.c.  of  it  is  present  (Clowes, 
l.c, ;  Korda,  Mon.  Sci.  45,  409  ;  Mosso  and  Otto- 
lenghi,  Ann.  di  Chim.  e.  di.  Farmacol.  25,  163 ; 
Vitali,  Chem.  Zentr.  1898,  ii.  586  ;  Moissan,  l.c. ; 
Gr^haut,  Compt.  rend.  121,  664 ;  Berthelot, 
ibid,  121,  666;  Brociner,  ibid.  121,  773;  J. 
Soc.  Chem.  Ind.  16,  319 ;  Bosemann,  Chem. 
Zentr.  1895,  u.  998). 

It  condenses  at  1^  and  48  atm.  to  a  colourless 
liquid  which  on  rapid  exhaustion  solidifies  ;  with 
water,  liquid  acetylene  forms  a  crystalline 
hydrate  C,Hj,6H,0  (Villard,  Ck)mpt.  rend.  120, 
1262).  With  ozone  acetylene  is  violently  de- 
composed (Otto,  Ann  Chim.  Phys.  1898, 13, 116). 
It  explodes  more  violently  than  other  hydro- 
carbons with  oxygen  (Meyer,  Ber.  27,  2764 ; 
Chatelier,  Compt.  rend.  121,  1144;  Gr^haut, 
ibid.  122,  832:  Berthelot  and  Vieille,  ibid.  123, 
623;  Bone  and  Cain,  Chem.  Soc.  Proc.  1896, 
176  ;  aowes,  J.  Soc.  Chem.  Ind.  16,  90, 418,  701, 
891). 

Any  mixture  with  air  containing  3-82  p.c.  of 
acetylene  is  explosive  (Bunte,  Ber.  31,  6 ;  Clowes, 
Chem.  Soc.  Proc.  1896, 143 ;  Berthelot  and  VieUle, 
Compt.  rend.  128,  177),  but  the  explosibility  is 
reduced  by  admixture  with  inert  gases.  It  is 
slightly  soluble  in  water,  more  so  in  alcohol 
or  ether,  and  very  readily  so  in  acetone,  with 
the  last  three  of  which,  according  to  Mcintosh 
(J.  Phys.  Chem.  1907,  306),  it  forms  crystalline 
compounds. 

Since  acetylene  sas,  as  well  as  the  liquid,  is 
highly  en)losive  under  pressure,  it  is  best  stored 
by  solution  in  acetone  (Berthelot  and  Vieille, 
Compt.  rend.  123,  523;  124,  966,  988,  996, 1000; 
Claude  and  Hess,  ibid.  124,  626 ;  128,  303 ;  J. 
Soc.  Chem.  Ind.  20,  1021.  1196;  22,  288;  24, 
191,  1101  ;  16,  788 ;  Wolff,  Zeitsch.  angew. 
Chem.  1898,  919 ;  Caro,  J.  Soc.  Chem.  Ind.  26, 
1138). 

The  gas  bums  in  air  with  a  smoky  fiame, 
decomposes  when  exposed  to  sunlight,  and  forms 
condensation  and  resinous  products  when  sub- 
jected to  an  electric  discharge  (Berthelot,  Bull. 
Soc.  chim.  [3]  4,  480 ;  Jackson  and  Laurie, 
Chem.  Soc.  I^oc.  1906, 156;  Losanitsch,  Monatsh. 
29,  753 ;  Javitschitsch,  ibid.  29,  1  ;  Coehn,  Zeit. 
f.  Elektr.  7,  681;  Billitzer,  Monatsh.  23,  199; 
Schutzenborger,  Compt.  rend.  110,  889). 

Acetylene  is  now  usetl  fairly  extensively  for 
illuminating  purposes,  and  is  a  safe  form  of 
artificial  lighting  (Liipke,  Elektr.  Z.  1896,  146 ; 
J.  Soc.  Chem.  Ind.,  16,  33;  18,  476,  343; 
BuUier,  Bull.  Soc.  chim.  [3]  17,  646)  {v.  infra). 
It  is  used  in  flashing-point  tests  (J.  Soc.  Chem. 
Ind.  1898,  949),  and  has  been  recommended  by 
Lunstroem  for  freeing  alcohol  from  water ; 
by  VioUe  (Compt.  rend.  122,  79),  for  use  in 
photometry ;  by  Erdmann  and  Makowka 
(ZeitHCh.  anal.  Chem.  46,  128)  for  the  separa- 
tion  of   copper  from  silver,   alkaline    earths, 


magnesiumi  aluminium,  chromium,  manganese, 
iron,  nickel,  cobalt,  bismuth,  antimony,  arsenic, 
and  tin  (Makowka,  Zeitsch.  anal.  Chem.  46, 
145  ;  Erdmann,  ibid.  46,  126 ;  Soderbaum,  Ber. 
30,  760,  814,  902,  3014). 

Aoetylene  can  be  used  as  a  starting-point  for 
the  production  of  alcohol  (J.  Soc.  Qiem.  Ind. 
1900,  476;  Caro,  ibid.  1896,  226),  but  tho 
methods  are  costly  and  the  yield  poor.  Accord- 
mg  to  Vitali  (L'Orosi,  21,  217),  aoetylene  has 
considerable  antiseptic  properties. 

Troubel  (J.  f.  Gasb.  48,  1069)  recommends 
the  use  of  acetylene  for  autogenous  soldering. 

When  aoetylene  is  burned  with  compressed 
air  or  oxygen  in  a  specially  adapted  glass-blower^s 
lamp,  a  flame  can  be  produced  but  slightly 
luminous,  which  is  either  oxidising  or  quite 
neutral,  is  comparable  with  the  electric  arc  in 
intensity,  and  whilst  capable  of  melting  nickel, 
:  gold,  and  platinum,  is  tree  from  the  reducing 
I  and  carburetting  properties  of  the  arc  (Nichols, 
J.  Soc.  Chem.  Ind.  20,  29). 

On  heating  sodium  in  acetylene,  hydrogen  is 
given  off,  and  the  compounds  C^HNa  and  C^Na, 
are  formed  (Matignon,  Compt.  rend.  124,  776 ; 
Skosarewsky,  J.  Kubb.  Phys.  Chem.  Soc.  .36, 
863 ;  Moissan,  Compt.  rend.  126, 302).  With  the 
hydrides  and  ammoniums  of  the  alkali  metals 
and  of  calcium,  compounds  of  the  type  CjM',. 
CsH,  are  formed  (Moissan,  Compt.  rend.  127, 
911 ;  136, 1217, 1522  ;  137,  463  ;  Berthelot  and 
Delaine,  i&iJ.  129,361). 

The  compounds  Math  copper  and  silver  corre- 
spond respectively  with  the  formulae  C,H,CJu,0 
and  CjHjAggO,  or  C,H22AgjO.  The  former  is 
red,  the  latter  yellowish.  Both  explode  on  heat- 
ing (Blochmann,  Annalen  173, 174;  Kuntzmann, 
Bull.  Soc.  Chem.  [3]  6,  422 ;  Alexander,  Ber.  32, 
238 ;  Isolva,  ibid.  2697 ;  Phillips,  Amer.  Chem. 
J.  16,  340  ;  Scheiber  and  Flebbe,  Ber.  41,  3816  ; 
Makowka,  ibid.  824 ;  Freund  and  Mai,  Chem. 
Zentr.  1899,  i.  410 ;  Berthelot,  Compt.  rend.  132, 
1526). 

It  also  forms  such  compounds  as  C^'SLfivL^di, 
C,AgsAgNOs,  and  more  complex  ones  stOl,  some 
of  which  are  very  explosive  (CiShavastalon, 
Compt.  lend.  124,  1364  ;  126,  245  ;  126,  1810  ; 
127,  68  ;  130,  1634,  1764  ;  131,  48  ;  132,  1489  ; 
Hofmann  and  Kiispert,  Zeitsch.  anorg.  Chem. 
16,  204;  Soderbaum,  Ber.  30,  760,  814; 
Willgerodt,  Ber.  28,  2107  ;  Arth,  Compt.  rend. 
124,  1634 ;  Berthelot  and  Del^pine,  l.c.  ;  Nieuw- 
land  and  Maguire,  Amer.  Chem.  J.  28,  1026 ; 
Edwards  and  Hodgkinson,  J.  Soc.  Chem.  Ind. 
23,  964  ;  25,  495 ;  British  Association  Reports, 
1904;  Alexander,  Ber.  32,  2381;  Gooch  and 
Baldwin,  Zeitsch.  anorg.  Chem.  22,  235  ;  Keiser, 
Amer.  Chem.  J.  14,  2^5). 

Acetylene  forms  compounds  with  mercury  of 
the  type  Cj,Hg,,H,0 ;  3C,Hg,H,0 ;  C,(H^NO,),, 
many  of  which  are  very  explosive  (Nieuwald 
and  Maguire,  l.c. ;  Plimpton  and  Travcrs,  Chem. 
Soc.  Trans.  1894,  264 ;  Keiser,  Lc. ;  Plimpton, 
Chem.  Soc.  Proc.  1894,  32  ;  Berge  and  Reychler, 
Bull.  Soc.  chim.  f3]  17,  218 ;  Peratoner,  Gazz. 
chim.  ital.  24,  ii.  36 ;  Gooch,  I.e. ;  Alexander,  lc. ; 
Hofmann,  Ber.  31,  2212,  2783  ;  Kothner,  2475  ; 
Burkard  and  Travers,  Chem.  Soc.  Trans.  1902, 
1270 ;  Bik  and  Mumm,  Ber.  37,  4417  ;  Brame, 
Chem.  Soc.  Trans.  1906,  427 ;  Hofmann  and 
Kirmrcucher,  Ber.  41,  314). 

It  also  forms  bromo-magnesium  compounds. 
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HC  i  CMgBr ;  BrMgC  :  CMgBr  (Oddo,  Atti  R. 
Acad.  Lincei,  13,  187 ;  Gazz.  chim.  ital.  38,  i. 
625). 

With  fuming  sulphuric  acid  acetylene  yields  a 
sulphonic  acid,  and  from  the  pota^um  salt 
(C2H2)3(S04KH)4  phenol  can  be  obtained  by 
treating  with  potash  and  distilling  the  product 
(Berthelot,  Compt.  rend.  127,  908;  Scnroeter, 
Ber.  31,  2189 ;  Muthmann,  ibid.  1880). 

With  fuming  nitric  acid,  nitroform,  certain 
neutral  and  acid  compounds  and  the  explosive 
substance  C4H,03N4,  m.p.  78^,  are  obtained 
(Tustoni  and  Mascarelli,  Atti  Real.  Acad.  Lincei, 
1901,  10,  L  442 ;  Baschieri,  Gazz.  chim.  ital. 
31,  i.  461 ;  MascareUi,  ibid.  33,  u.  319). 

W^ith  hydrogen  peroxide  acetylene  is  oxidised 
to  acetic  acid  (Cross,  Bevan,  and  Heiberg,  Ber. 
33,  2015). 

Nascent  hydrogen  converts  acetylene  into 
ethylene  and  ethane. 

When  acetylene  and  hydrogen  are  passed  over 
freshly-reduced  nickel,  cobalt,  copper,  or  iron,  or 
platinum  black,  ethane,  ethylene,  and  liquid 
hydrocarbons  are  formed,  in  amounts  depending 
on  the  nature  of  the  metal,  the  relative 
proportions  of  acetylene  and  hydrogen,  and  the 
temperature  of  the  reaction.  When  acetylene 
alone  is  passed  over  these  metals,  ethane, 
ethylene,  hydrogen,  and  liquid  paraffins,  are 
formed,  together  with  ethylenic  and  aromatic 
hydrocarbons,  the  proportion  of  the  products 
formed  depending  on  the  catalyst  and  tempera- 
ture. In  the  case  of  copper  a  greenish  hydro- 
carbon— cuprene  (C^M,)!!  is  also  formed ;  a 
similar  compound  is  also  obtained  with  nickel 
(Sabatier  and  Senderens,  Compt.  rend.  128, 
1173;  130,  260,  1559,  1628;  131,  187; 
Moreau,  ibid,  122,  1240). 

A  mixture  of  nitrogen  and  acetylene  sub- 
jected to  the  action  of  induction  sparks  yields 
prussic  acid  :  C2H,+N,=2HCN  (Beilstein). 

Chlorine  and  acetylene  combine  explosively 
when  exposed  to  dayliffht,  but  according  to 
Monneyrat  (Compt.  reno.  126,  1805),  chlorine 
and  acetylene  in  the  absence  of  oxygen  combine 
without  explosion  forming  acet^ene  tetra- 
chloride, which  together  with  the  dichloride,  can 
also  be  produced  by  the  action  of  acetylene  on 
antimony  pentachloride  (Tompkins,  D.  R.  P. 
196324;  J.  Soc.  Chem.  Ind.  24,  150).  The 
tetrachloride,  which  is  an  excellent  solvent  for 
fats,  oils,  and  resins,  can  also  be  prepared  by  the 
action  of  acetylene  and  chlorine  on  acetylene 
dichloride  when  exposed  to  radium  emanations 
(Lidholm,  D.  R.  P.  1908,  201705).  Acetyl<;ne 
can  also  be  chlorinated  by  passing  it  into  a 
mixture  of  sulphur  chloride  and  a  catalyst  such 
as  an  iron  compound  (J.  Soc.  Chem.  Ind.  24, 
1255;  27,  643,  344;  Nieuwald,  Chem.  Zentr. 
1905,  L  1585). 

Bromine  added  to  an  alcoholic  solution  of 
acetylene,  or  acetylene  passed  into  bromine 
water,  forms  CsHf^r^,  but  if  the  gas  be  passed 
through  bromine  the  substances  C2H2Br4  and 
(CxHBr,),  are  obtained  (Gray,  Chem.  Soc.  Trans. 
1897,  1027 ;  Elbe  and  Newmann,  J.  pr.  Chem. 
[2]  68,  245) ;  dibromoacetylene  C^Brj,  b.p. 
76^-77®,  is  obtained  by  treating  an  alcoholic 
solution  of  tribromethylene  with  potash 
(Lemoult,  Compt.  rend.  136,  1333). 

According  to  Reiser  (Amer.  Chem.  J.  21, 261) 
when  dry  acetylene  is  gently  warmed  with  solid 


iodine,  two  iodides  are  formed — a  solid,  m.p.  78**, 
liquid,  b.p.  185®  (Patem5  and  Peratoner,  Gazz. 
chim.  ital.  19,  580 ;  20,  670). 

Acetylene  diiodide  CgI,(C :  CI,  Nef)  is 
intensely  poisonous  (Loew,  Zeit.  Biol.  37,  222). 
According  to  Schenck  and  Litzendorff  (Ber.  37, 
3462),  it  can  be  used  with  benzene  in  making 
good  photographic  paper. 

When  subjected  to  the  action  of  heat  or  light, 
Cjlj  is  changed  into  C,l4  ;  with  nitrous  fumes  it 
yields  nitro-triiodoethylene  CI,  :  CI.NO,,  m.p. 
107**  (Meyer  and  Pemsel,  Ber.  29, 1411  ;  Bilz  and 
Werner,  Ber.  30,  1200;  33,  2190;  BUz  and 
Kuppers,  Ber.  37,  4412  ;  Chalmot,  Amer.  Chem. 
J.  19,  877  ;  Nef,  Annalen,  298,  202). 

Mixed  halogen  derivatives  have  also  been 
[  obtained  (Lemoult,  l.c. ;  Keiser,  l.c.). 

With  water  and  carbon  tetrachloride  or 
similar  halogen  compounds  at  0°,  acetylene  forms 
mixed  crystalline  hydrates  (Forcrand  *nd 
Thomas.  Compt.  rend.  125,  109). 

Acetylene  black,  the  soot  produced  when 
acetylene  bums  with  a  smoky  fiame  or  when 
it  is  exploded  under  two  atmospheres  pressure, 
may  be  used  in  the  colour  industry,  calico- 
printing,  and  also  in  production  of  ink  (J.  Soc. 
Chem.  Ind.  178,  711 ;  18,  284 ;  20,  955 ;  D6pierre, 
ibid.  20.  890;  Frank,  Zeitsch.  angew.  Chem. 
1905,  1733). 

Allylene  or  Allene  C^H^  exists  in  two  isomeric 
modifications. 

1.  Methyl  acetylene  or  aUylene  CH,-C  \  CH. 

Is  formed  by  the  action  of  alcoholic  potash 
on  bromopropylene 

CH,:CBr:CH,4-K0H 

=CH,Ci  CH+KBr-fHsO. 

Also  by  acting  with  sodium  on  dichloracetone 
chloride 

CH,Ca,CHa2+Na4=CH,C :  CH+4Naa. 

Or  by  electrolysing  the  alkali  salts  of  citraconic 
or  mesaconic  acids,  or  by  action  of  ma^esium 
on  acetone  vapour  and  treating  the  solid  mass 
thus  obtained  \\1th  water  (Keiser,  Amer.  Chem. 
J.  18,  328;  Desgraz,  Bull.  Soc.  Chem.  [3]  11, 
391 ;  Lespieau  and  Chavanne,  Compt.  rend. 
140,  1035). 

Allylene  is  a  colourless  gas,  b.p.  —  23'5® ; 
m.p.  — 110** ;  very  similar  to  acetylene,  and,  like 
it,  forming  compounds  with  metals.  The 
mercuric  compound  (C,H,)2Hg  is  obtained  by 
passing  allylene  through  water  containing 
mercuric  oxide  in  suspension.  It  crystal- 
lises from  hot  alcohol  in  fine  needles.  ^  It  is 
soluble  in  hydrochloric  acid  with  evolution  of 
allylene,  but  does  not  explode  on  heating  (Keiser, 
l.c. ;  Lessen  and  Bomo,  Annalen,  342,  187 ; 
Plimpton  and  Travers,  I.e. ;  Bilz  and  Mumm,  l.c. ; 
Hofmann,  Ber.  37,  4459). 

The  silver  compound  (CaH,),A2  forms  micro- 
scopic needles  which  explode  at  about  150**. 

According  to  Berthelot  (Compt.  rend.  126, 
561,  567,  609,  616)  allylene,  when  subjected  to 
the  silent  electric  discharge,  condenses  to  a  solid 
with  a  pungent  empjTcumatic  odour ;  with 
nitrogen  the  substance  CjjHjqN  is  formed. 

AUylene  forms  with  bromine  additive  pro- 
ducts, C,H4Br,  and  C,H4Br4,  and  with  halogen 
acids  compounds  of  the  type  CHj'CClj^CHj,. 
Concentrated  sulphuric  acid  absorbs  aUylene 
readily  and  on  distilling  the  solution  with  water, 
acetone,  mesitylene,  and  allylenesulphonic  acid 
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CjHaSOaH  are  formed  (Schrohe,  Ber.  8,  18 
ftnd  367).  With  hypochlorous  and  hypobromous 
acids,  allylene  forms  dichlor-  and  dibrom- 
acetones,  and  trimethyl  allylene  yields  the 
halogen  pinacolins  (Wittorf ,  Chem.  Zeit.  23,  696). 
2.  Symmeirical  allylene  or  aUene  CH. :  C :  ('H2 
is  obtained  by  the  action  of  sodium  on 
/3-chlorallylchloride 

OHCl :  CH-CH,a-f  2Na=CHj  :  C  :  CH2+2Na(n. 

Or  by  the  action  of  zinc-dust  on  an  alcoholic 
solution  of  dibrompropylene  (Giistavson  and 
Demjanoff,  J.  pr.  Chem.  1888,  201 ;  Vaubel, 
Ber.  24,  1685 ;  Lespieau  and  Chavanne,  I.e.), 
And  by  the  electrolysis  of  the  alkali  salts  of 
itaconic  acid. 

The  substance  is  a  gas  (b.p.  —  32° ;  m.p.  — 146°), 
but  differs  from  unsymmetrical  allylene  in  giving 
no  precipitate  with  an  amraoniacal  copper  or 
silver  solution  (PhUlips,  Amer.  Chem.  J.  16, 340). 
With  aqueous  mercuric  chloride  allene  and  its 
homologues  yield  white  precipitates  (Vaubel,  I.e. ; 
Lossen  and  Domo,Z.c.).  It  unites  with  bromine 
to  form  C,H4Br4,  b.p.  225^-230*,  with  decom- 
position. 

According  to  Smirnoff  (J.  Russ.  Phys.  Chem. 
Soc.  35,  854  ;  36,  1184),  the  allene  hydrocarbons 
can  be  identified  by  treatment  with  hypochlorous 
acid,  when  keto-alcohols  of  distinctive  properties 
are  obtained. 

Butines  C^U^. 

Four  isomerides  exist. 

1.  Ethylaceiykne  C^HjCjCH.  Formed  by 
the  action  of  alcoholic  potash  on  CjHj-CClj-CH, 
(Bruylants,  Ber.  8,  412). 

By  passing  acetylene  and  ethylene  through 
a  red-hot  tube  (Berthelot,  Ann.  Chim.  Phys.  [4] 
9,466).    • 

The  compound  is  a  liquid  boiling  at  18°,  and 
is  a  true  acetylene,  since  it  forms  precipitates 
with  ammoniacal  copper  and  silver  solutions. 
With  ammoniacal  silver  chloride  and  alcoholic 
silver  nitrate  it  forms  explosive  compounds 
(Wislicenus  and  Schmidt,  Annalen,  313,  221);  it 
also  yields  a  sodium  derivative  (Jociez,  Chem. 
Zentr.  1897,  i.  1012). 

2.  CrotonyUne  or  dimethylacetylene 

CH,C:CCH„ 
Formed  by  acting  with  alcoholic  potash  on  ^y- 
dibromobutane  CH,-CHBr-CHBrCHj  ;  by  the 
action  of  sodium  ethoxide  on  monobrompeeudo- 
butylene  MeCBr  :  CH-CMe  (Hobc,  Annalen,  260, 
230) ;  or  by  the  decomposition  of  the  salts  of 
/3-bromoangelic  acid  (Wislicenus,  Talbot,  and 
Henge,  Annalen,  313,  228).  It  is  a  liquid, 
b.p.  27-2°-27-6*  (Wislicenus  and  Schmidt,  /.c). 
With  bromine  it  forms  a  liquid  C4H,Br„  b.p. 
146^-147°  (Hobc,  Z.c.),  and  C4H-Br4,  which  is 
solid,  m.p.  243°  ;  tM)orotonylene  oibromide,  b.p. 
149^-160°,  is  also  known,  and  is  not  readily 
attacked  by  zinc  -  dust  (Wislicenus  and 
Schmidt,  I.e.). 

Crotonylio  mono*  and  hydro-bromides,  as  well 
as  the  iodide  and  chloride  derivatives,  have  also 
been  obtained  (Wislicenus,  Talbot,  and  Henge, 
I.e. ;  Peratoner,  Gazz.  chim.  ital.  22,  ii.  86 ; 
CTiaron,  Ann.  Chim.  Phys.  1899,  17,  228; 
Favorsky,  J.  pr.  Chem.  [2]  42,  143). 

On  shaking  the  hydrocarbon  with  sulphuric 
acid  and  water  (3:1),  hexamethylbenzene  is 
obtained 

3C4H,=C,2H|8=C4(CH,)4. 


3.  Vinyl-ethyleneCHt :  CHCH  :  CHj  (Perkin 
and  Simonsen,  Chem.  Soc.  Trans.  1905,  857). 
Prepared  by  passing  the  vapours  of  fusel  oil 
through  a  red-hot  tube  (Caventou,  Annalen, 
127,  348).  It  is  present  in  compressed  coal  gas 
(Caventou,  Ber.  6,  70),  and  in  oil  gas  (Armstrong 
and  Miller,  Chem.  Soc.  Trans.  1886, 74).  It  gives 
no  precipitate  with  an  ammoniacal  cuprous 
chloride  solution.  When  treated  with  bromine 
in  chloroform  solution  cooled  to  —21°,  it  gives  a 
liquid  dibromide,  b.p.  74°-76°  /26  mm.,  which  at 
100°  is  converted  to  a  solid  of  the  same  com- 
position, m.p.  530-^54°,  b.p.  92^-93°  /15  mm. ;  with 
bromine  the  liquid  dibromide  yields  a  tetra- 
bromide  (Griner,  Compt.  rend.  116,  273;  117, 
563  ;  Thiele,  Annalen,  308,  333). 

4.  The  hutine  CH,-CH  :  C  :  CHa  is  prepared 
by  heating  tetrachloroutane  with  alcohol  and 
the  zinc-copper  couple ;  or  from  chloral  by  treat- 
ment in  the  cold  with  zinc  ethyl.  It  is  a  colour- 
less liquid,  b.p.  18°-19°,  yields  no  precipitate  with 
ammoniacal  copper  solutions,  but  with  bromine 
yields  di-  and  tetra-bromine  derivatives  (Norton 
and  Noyes,  Amer.  Chem.  J.  10,  430). 

The  compound  CHfC-CjCH,  formed  by  the 
action  of  cupric  chloride  on  copper  acetylene, 
is  described  by  Noyes  and  Tucker  (Amer.  Chem. 
J.  19.  123);  pentachlorbutine  C4HCI5  by  Zincke 
and  Kuster  (Ber.  26,  2104), 

Derivatives  of  the  butines,  some  of  which  are 
used  as  dye-stuffs,  are  described  by  Freund 
(Ber.  34,  3109). 

Pentlnes.  Seven  of  eight  possible  pen  tines 
are  known,  of  which  isoprene  obtained  in  the  dry 
distillation  of  indiarubber  is  the  most  important 
(Ipatieff  and  Wittorff,  J.  pr.  Chem.  [2]  65,  1  ; 
Ipatieff,  ibid.  4).  It  can  be  obtained  synthe- 
tically by  the  action  of  alcoholic  potash  on 
/3-dimethyltrimethylene  dibromide.  It  has  b.p. 
33°-34°,  unites  with  hydrogen  bromide  forming 
CMcjBr-CHj'CHjBr,  and  has  no  action  on 
ammoniacal  cuprous  chloride  or  silver  nitrate 
(Euler,  J.  pr.  Chem.  [2]  57,  131). 

When  saturated  with  hydrogen  chloride  at  0° 
and  then  allowed  to  remain  in  a  sealed  tube  at 
the  ordinary  temperature  for  two  or  three  weeks, 
a  substance  analogous  to  indiarubber  is  formed 
(Bouchardt,  J.  Soc.  Chem.  Ind.  21,  66). 

Two  trimethylene  pentines  and  cycfopentine 
have  also  been  obtained. 

Of  the  higher  terms  of  the  series  the  hexine 
diaUyl  is  of  interest.  It  is  formed  by  the  action 
of  sodium  on  allyl  iodide 

2CH2:CH:CH2l+ 2Na=CH2:CH  CHaCH2*CH:CHa+ 2NaI 
also  bj'  distilling  mercuric  allyl  iodide  Avith 
potassium  cyanide.  It  probably  consists  of  a 
mixture  of  two  isomerides  (Wagner,  Ber.  21, 
3343;  22,  3056;  Siderenko,  J.  Russ.  Phys. 
Chem.  Soc.  36,  898). 

It  forms  a  liquid  smelling  of  horse-radish, 
boiling  at  59°,  and  combines  with  bromine  to 
form  the  tetrabromide  C4H,oBr4,  melting  at  63°. 
If  this  be  boiled  with  potash  a  liquid  dibromo- 
diallyl  is  obtained,  which  boils  at  210°,  and  by 
the  action  of  alcoholic  potash  yields  dipropargyl 
C4H4,  a  liquid  boiling  at  85°  isomeric  with  ben- 
zene, but  having  the  constitution 

CH :  CCHj-CHa-C  [  CH. 

ACETYLENE  AS  AN  ILLUlfflNANT.  Al- 
though acetylene  was  discovered  by  Davy  as 
far  back  as  1836,  its  use  as  an  illuminant  became 
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CaC,        +     H,0     = 
Calciom  carbide.     Water. 


practicable  only  ia  1892,  when  Moissan  in 
France,  and  T.  L.  VVillson  at  Spray,  showed 
that  it  was  possible  to  make  calcium  carbide  on 
a  commercial  scale  in  the  electric  furnace. 

At  temperatures  above  3000°  a  mixture  of 
lime  and  some  form  of  carbon,  such  as  coke, 
soot,  anthracite,  or  charcoal,  becomes  semi- 
liquid,  and  reduction  of  the  calcium  oxide 
results  with  production  of  carbon  monoxide 
and  liberation  of  calciu  m,  which  unites  with  the 
excess  of  carbon  to  form  calcium  carbide  : 

2CaO  +    3Cj     =         2C0     -f  2CaC2 

Lime.        Carbon.    Carbon  monoxide.  Calcium  carbide. 

Water  decomposes  the  carbide  with  reproduction 
of  lime  and  generation  of  acetylene  : 

CaO     +     C,H, 
lime.         Acetylene. 

In  the  early  days  of  carbide  manufacture 
little  attention  was  paid  to  the  purity  of  the 
materials,  with  the  result  that  the  compound 
fofmed  contained  impurities,  some  of  which 
were  decomposed  by  water  and  gave  products 
contaminating  the  acetylene.  Since  the  im- 
portance of  purity  in  the  acetylene  has  been 
recognised,  everything  possible  is  now  done  to 
reduce  such  impurities  to  a  minimum. 

The  lime  employed  is  burnt  in  special  kilns 
heated  by  gas,  as  the  ordinary  method  of  lime- 
burning  by  means  of  coal,  &c.,  introduces  so 
many  impurities  into  the  finished  material  that 
a  bad  carbide  results.  The  limestone  from 
which  the  lime  is  obtained  must  be  as  free  from 
foreign  matter  as  possible  for  the  same  rea^son. 
The  same  restriction  applies  to  the  carbonaceous 
matter  used  as  the  source  of  the  carbon,  and  it 
is  of  the  utmost  importance  that  the  ash,  sulphur, 
and  phosphorus  should  be  as  low  in  quantity 
as  possible. 

The  proportions  of  the  lime  and  carbon 
required  by  theory  are  56  parts  of  lime  to  36 
parts  of  carbon,  but  allowance  has  to  be  made 
for  impurities  and  loss  in  manufacture,  so  that 
the  ratio  now  adopted  is  100  of  lime  to  70  of 
carbon,  whilst  in  some  cases,  to  ensure  a  more 
fusible  product,  a  rather  higher  proportion  of 
lime  is  used,  but  the  carbide  so  made  has  a 
slightly  inferior  gas-generating  power. 

Various  types  of  electric  furnace  have  been 
devised  for  the  manufacture  of  calcium  carbide, 
but  they  can  be  divided  practically  into  two 
clauses :  (a)  those  in  which  the  arc  is  struck  in 
a  mass  of  the  mixed  lime  and  carbon  placed 
round  the  poles,  the  upper  pole  beins  raised  as 
the  carbide  is  produced,  thus  gradually  building 
up  an  *  ingot ' ;  and  (b)  those  in  which  the 
mixture  is  fed  continuously  between  the  carbon 
poles,  the  carbide  remaining  in  the  furnace  in 
a  fused  condition,  and  being  tapped  from  time 
to  time,  the  product  being  known  as  *  run ' 
carbide. 

At  the  present  time  nearly  all  the  European 
carbide  is  made  by  the  latter  process,  whilst 
ingot  carbide  is  stUl  largely  made  in  America, 
a  rotary  furnace  of  the  *  Horry '  type  being 
much  Yued,  in  which  the  slow  revolution  of  the 
furnace  removes  the  in^ot  as  it  is  formed  from 
the  direct  impact  of  the  arc,  and  presents  a 
fresh  portion  of  the  charge  to  its  action. 

For  all  practical  purposes  it  maybe  stated 
that  1  £.h.p.  per  year  will  yield  one  ton  of 
carbide.    The  size  of  the  furnace  in  the  case  of 


the  *  run  *  carbide  is  limitad  only  by  the  size 
of  the  carbon  electrodes  that  can  be  obtained ; 
with  '  ingot '  carbide  a  furnace  taking  about 
200  E.h.p.  is  the  most  useful,  taking  into  con- 
sideration efficiency  as  well  as  wear  and  tear. 
The  most  usual  current  for  such  a  furnace  would 
be  about  12  to  15  amperes  per  square  inch  of 
electrode  surface  at  a  pressure  of  55-65  volts. 

Cheap  power  is  of  course  the  main  factor  in 
the  economical  production  of  calcium  carbide, 
and  this  has  resulted  in  the  carbide  industry 
becoming  localised  in  those  districts  where 
water  power  is  available,  but  the  important 
advances  which  have  of  late  taken  place  in  the 
development  of  power  from  gaseous  fuel  will 
probably  result  in  the  establishment  of  factories 
in  localities  where  the  necessary  material  can  be 
readily  obtained  and  a  local  market  secured  for 
the  product,  since  carriage  necessarily  influences 
the  cost  of  production. 

The  cost  of  production  of  calcium  carbide  may 
be  taken  as  being  about  7^  per  ton  under  the 
most  advantageous  conditions. 

Calcium  carbide,  as  made  in  the  electric 
furnace,  is  a  dark,  crystalline  substance  with 
a  metallic  lustre,  having  a  density  of  2*22.     The 

Sure  compound,  however,  has  been  produced  by 
[oissan  in  thin  white  semi-transparent  plates, 
the  colour  of  the  commercial  material  being  due 
to  the  presence  of  iron  and  other  impurities. 

The  impurities  found  in  commercial  carbide 
may  be  divided  into  those  which  can  be  decom- 
posed by  water,  and  those  on  which  water  has 
no  action.  Amongst  the  former  are  substances 
evolving  phosphorus  compounds  on  contact  with 
water,  aluminium  sulphide,  organic  sulphur  com- 
pounds and  metallic  nitrides  :  whilst  the  latter 
class  contains  such  bodies  as  graphite,  carbides 
of  boron  and  silicon,  carbides  and  silicides  of 
various  metals  contained  in  the  lime  and  in  the 
ash  of  coke,  tJiiese  being  left  with  the  lime  residue 
after  the  decomposition  of  the  carbide  by  water, 
and  in  no  way  influencing  tbe  purity  of  the  gas. 

The  purity  of  commercial  acetylene  depends 
primarily  on  the  purity  of  the  carbide  from 
which  it  is  generated,  and  as  long  as  it  is  im- 
possible to  get  absolutely  pure  materials  for  the 
manufacture  of  the  carbide,  so  long  will  im- 
purities be  found  in  the  ^as  made  from  it.  The 
most  important  of  these  impurities  are  : 

(a)  Phosphoretted  hydrogen,  obtained  from 
the  decomposition  of  calcium  phosphide,  &c., 
by  water,  and,  in  burning  with  the  acetylene, 
gives  rise  to  phosphorus  pentoxide,  which  forms 
a  light  haze  in  the  room  in  which  the  gas  is 
being  burnt. 

(o)  Sulphuretted  hydrogen,  formed  by  the 
action  of  water  on  aluminium  sulphide,  &c.,  and 
yielding  when  burnt  sulphur  dioxide,  which  if 
dissolved  by  condensing  moisture  will  absorb 
oxyeen  from  the  atmosphere,  forming  traces  of 
sulphuric  acid. 

(c)  Ammonia,  from  the  magnesium  nitride, 
which  rapidly  corrodes  brass  gas-fittings,  and 
on  burning  produces  traces  of  nitrogen  acids. 

Siliciuretted  hydrogen  is  also  found  in  small 
quantities  in  crude  acetylene. 

Several  processes  have  been  devised  for  the 

purification  of  acetylene  by  the  removal  of  these 

compounds    as    well    as    of    the    hydrocarbon 

vapours  formed  by  the  polymerisation  of  the 

J  gas  due  to  high  temperature  during  generation. 
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The  only  impurity  that  offers  any  real  difBculty 
in  removal  is  the  phosphoretted  hydrogen,  and 
three  substances  have  been  suggested  and  used 
in  practice  for  this  purpose:  (o)  bleaching 
powder,  (&)  acid  copper  or  iron  salts,  ana 
(c)  acid  solution  of  chromic  acid. 

The  bleaching  powder  is  employed  in  the  form 
of  small  lumps,  as  offering  the  least  resistance 
to  the  ffow  of  the  gas  when  in  a  slightly  mois- 
tened state.  Its  action  is  purely  that  of  oxi- 
dation, the  phosphoretted  and  sulphuretted 
hydrogen  being  converted  respectively  into  phos- 
phoric and  sulphuric  acids,  the  acetylene  being 
unaffected.  To  obtain  as  large  a  surface  as 
possible  the  bleaching  powder  is  sometimes 
mixed  with  an  inert  bodv,  such  as  sawdust  or 
oxide  of  iron,  but  in  wnatever  condition  the 
bleaching  powder  is  used  the  gas  requires  an 
after-purification  for  the  elimination  of  chlorine 
compounds,  for  which  purpose  a  lime  purifier  is 
generally  employed. 

Bleaching  powder,  though  an  efficient  purify- 
ing agent  when  in  good  order,  is  apt  to  oe  un- 
certain in  its  action,  and  cases  have  frequently 
occurred  of  spontaneous  firing  and  explosion 
when  air  has  been  admitted  to  purifiers  con- 
taining this  material  that  have  been  in  use  for 
some  time,  so  that  precautions  are  necessary 
when  using  this  method  of  purification. 

An  acid  solution  of  cuprous  chloride,  or  solids 
made  by  impregnating  kieselgfihr  or  similar 
porous  bodies  with  the  acid  copper  salt,  are 
also  very  effective  in  removing  the  various 
impurities,  the  phosphorus  and  sulphur  com- 
pounds being  transformed  into  copper  phosphide 
and  sulphide.  The  disadvantages  of  the  process 
are  that  a  second  purification  with  lime  is 
required  to  remove  acid  vapours,  and  that  the 
material  being  highly  acid  cannot  be  used  in 
ordinary  metal  containers,  whilst  il  the  copper 
salt  became  neutralised  by  ammonia  there  mi^ht 
bo  danger  of  the  explosive  copper  acetylide 
being  formed.  Under  suitable  conditions  1  kilo- 
gram of  the  material  will  purify  20  to  25  cubic 
metres  of  the  gas,  the  acetylene  not  being  acted 
upon,  and  the  action  being  regular  and  certain. 

Chromic  acid  in  solution  containing  sulphuric 
or  acetic  acid,  or  kieselgUhr  charged  with  this 
mixture,  is  the  third  purifying  agent,  and 
eliminates  the  phosphoretted  ana  sulphuretted 
hydrogen  and  the  ammonia.  When  exhausted 
the  spent  material  can  be  regenerated  by 
exposure  to  the  air. 

In  practice  these  three  materials  seem  to  give 
equally  good  results,  and  the  passage  of  the  gas 
through  the  solution  or  solid  scrubs  out  of  it 
to  a  great  extent  the  tarry  fog  and  lime  dust 
often  mechanically  held  in  the  gas  when  it  has 
been  generated  too  rapidly  or  at  too  high  a 
temperature. 

Absolute  purification  is  by  no  means  neces- 
sary ;  for  ordinary  use  all  that  is  required  being 
to  reduce  the  amount  of  impurity  below  the  limit 
at  which  the  products  of  combustion  are  injurious 
to  health  or  cause  haze  ;  and  with  a  fairly  pure 
specimen  of  carbide  mechanical  scrubbing  is 
sufficient  if  a  generator  of  the  non-automatic 
type  is  employed,  and  the  gas  is  stored  in  a 
holder  before  use. 

When  calcium  carbide  is  acted  upon  by  wat«r 
the  changes  that  take  place  may  be  represented 
by  the  equations  : — 


CaC,        +  H.O     =  CJaO     -f     C,H, 
Calcium  carbide.      Water.         Lime.         Aoetyleuc. 

CaO     -f     H,0     =     Ca(H0)2. 
lime.  Water.    Calcium  hydroxide. 

And  so  great  is  the  affinity  of  the  carbide  for 
water  that  the  calcium  hy(&oxide  so  formed  is 
slowly  decomposed  on  standing  by  any  excess 
of  the  carbide. 

The  first  generator  was  of  the  simplest  con- 
struction, the  carbide  being  contained  in  a  glazed 
vessel  provided  with  two  side  tubulures  and  a 
lid  that  could  be  clamped  down  gas-tight. 
Through  one  of  the  tubulures  water  was 
admitted  by  means  of  a  siphon,  whilst  the  gas 
evolved  was  led  through  the  other  tubulure  to 
a  holder,  but  when  the  commercial  possibilities 
of  the  gas  had  become  apparent,  inventors  at 
once  turned  their  attention  to  the  multiplication 
of  the  forms  of  generator. 

Although  the  generation  of  acetylene  by  thus 
bringing  calcium  carbide  in  contact  with  water 
seems  so  simple,  yet  in  actual  practice  it  was 
complicated  oy  several  difficulties,  amongst 
which  may  be  mentioned  the  heat  of  uie 
reaction,  which  caused  the  polymerisation  of 
some  of  the  acetylene,  and  by  the  fact  that  the 
evolution  of  gas  did  not  cease  immediately 
the  water  supply  was  cut  off,  this  being  due  to 
water  mechanically  held  in  the  residue  formed, 
to  the  dehydration  of  the  calcium  hydroxide 
by  the  unchanged  carbide,  as  well  as  to  the 
moisture  condensed  from  the  gas  as  the  tem- 
perature of  the  generator  fell. 

Acetylene  generators  can  be  divided  into  two 
main  classes — those  in  which  water  is  brought 
in  contact  with  the  carbide,  the  latter  being  in 
excess ;  and  those  in  which  the  carbide  is  thrown 
into  water,  the  water  being  always  in  excess. 
The  first  class  may  be  subdivided  into  those  in 
which  water  is  allowed  to  rise  to  the  carbide, 
those  in  which  it  drips  on  to  the  carbide,  and  those 
in  which  a  vessel  fml  of  carbide  is  lowered  into 
water  and  then  withdraiKn  as  the  generation  of 
the  gas  becomes  excessive. 

Each  of  these  types  may  be  *  automatic  '  or 
*  non-automatic*  In  the  former  are  to  be 
found  devices  for  regulating  and  stopping  at  will 
the  generation  of  the  gas  within  limits,  whilst 
the  non-automatic  '  variety  aim  at  developing 
the  gas  from  the  carbide  with  as  little  loss  as 
possible  and  storing  it  in  a  holder. 

The  points  to  be  aimed  at  in  a  good  genera- 
tor are : 

(a)  Low  temperature  of  generation. 

(b)  Complete  decomposition  of  the  carbide. 

(c)  Maximum  evolution  of  gas  from  carbide 
used. 

(d)  Low  pressure  in  every  part  of  the  ap- 
paratus. 

(e)  Removal  of  all  air  from  the  apparatus 
before  collection  of  the  gas. 

Generators  of  the  drip  *  type,  in  which 
water  is  allowed  to  fall  slowly  upon  a  mass  of 
carbide,  possess  most  of  the  disadvantages  duo 
to  heat  of  generation,  fluctuation  of  pressure, 
&c.,  and  thu  type  has  been  abandoned  except 
for  the  smallest  forms  of  portable  generator. 
Those  in  which  water  rises  to  the  carbide  are 
most  efficient,  and  overheating  can  be  avoided 
by  ensuring  that  the  water  never  rises  above 
that  portion  of  the  carbide  which  is  undergoing 
decomposition :    in  other  words,  that  the  gas 
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leaves  the  carbide  immediately  upon  its  forma- 
tion and  passes  away  to  the  holder  with  the 
least  opportunity  for  becoming  overheated  by 
contact  with  decomposing  carbide. 

Generators  in  which  the  carbide  dips  into 
water  and  is  then  withdrawn  are  apt  to  overheat 
to  a  dangerous  extent,  especiaUy  if  the  generator 
be  over-driven. 

Although  it  might  be  expected  that  the 
dropping  of  the  carbide  into  an  excess  of 
water  would  produce  the  coolest  and  purest  gas, 
yet  this  is  not  the  fact,  and  evidence  of  over- 
heating of  the  gas  is  often  found  in  generators 
of  this  class,  as  a  coating  of  lime  can  form 
around  the  lumps,  preventing  the  free  access  of 
water,  and  allowing  the  interior  of  the  mass 
from  which  generation  is  proceeding  to  become 
heated  to  redness ;  the  efficiency  also  is  very 
low,  as  a  considerable  amount  of  the  gas  is 
dissolved  in  its  upward  passage  through  the 
large  volume  of  water. 

Theoretically  64  parts  by  weight  of  carbide 
require  only  36  parts  by  weight  of  water  for 
complete  decomposition  and  conversion  of  the 
lime  into  hydroxide,  but  it  is  found  in  practice 
that,  owinff  to  the  heat  of  the  reaction  driving 
off  some  of  the  water  as  steam,  and  a  further 
portion  mechanically  adhering  to  the  slaked 
lime,  double  this  amount  of  water  is  necessary, 
and  the  only  safe  way  to  ensure  entire  decom- 
position of  the  carbide  is  to  add  sufficient  water 
to  flood  the  residue. 

When  acetylene  is  burnt  in  air  under  such 
conditions  as  to  complete  its  combustion,  it  is 
converted  into  carbon  dioxide  and  water  vapour, 
the  same  compounds  that  are  produced  by  all 
combustible  hydrocarbons,  1  cubic  foot  of  the 
gas  requiring  2(  cubic  feet  of  oxygen,  or  five 
times  that  amount  of  air. 

When  acetylene  was  first  used  for  illuminat- 
ing purposes.  Bray  union  jet  burners  were 
employed,  and  although  a  very  high  duty  was 
obtained,  the  pressures  necessitated  were  too 
high  to  be  desu^ble,  and  carbon  was  rapidly 
deposited  on  the  burner  tip,  and  caused  such 
serious  smoking  of  the  flame  as  to  considerably 
prejudice  the  use  of  the  new  illuminant.  The 
proper  combustion  of  any  hydrocarbon  gas,  how- 
ever rich  in  carbon,  can  be  effected  by  supplying 
the  flame  with  exactly  the  amount  of  air  neces- 
sary to  prevent  smoking,  and  it  is  under  these 
conditions  that  the  highest  illuminating  effect 
possible  with  a  particular  burner  is  obtained. 
The  ratio  between  the  air  to  be  supplied  and 
the  gas  consumed  depends  upon  the  thickness 
of  the  flame  and  the  pressure  at  which  the  gas 
issues  from  the  burner. 

If  acetylene  be  burnt  from  a  000  Bray  union 
jet  burner  at  ordinary  pressure  a  smoky  flame 
ia  obtained,  but  if  the  pressure  be  increased  to 
4  inches  an  intensely  brilliant  flame  results,  free 
from  smoke  and  giving  an  illuminating  value  of 
240  candles  per  5  cubic  feet  of  gas  consumed. 
For  practical  purposes,  however,  this  pressure 
is  too  high,  and  the  largest  burners  at  first 
adopted,  which  required  the  consumption  of 
1  cubic  foot  of  acetylene  per  hour,  gave  on  an 
average  32  candles  at  an  inch  pressure. 

These  first  burners  were  of  the  union  jet  type, 
in  which  very  fine  holes  were  employed  for  tne 
delivery  of  the  gas,  and  drilled  at  a  more  obtuse 
angle  than  ordinarily  used  for  coal  gas,  thus 


causing  a  greater  insuck  of  air  into  the  flame, 
and  ensunng  a  more  complete  combustion. 
Some  speciaUy  small  union  jet  burners  were 
also  produced  by  Bray,  and  both  these  nipples 
answered  extremely  well  for  a  time  and  deve- 
loped from  30  to  36  candle  power  per  cubic  foot 
of  gas  consumed,  but  they  both  had  the  same 
we^Hmess,  and  after  a  few  hundred  hours  began 
to  smoke,  and  evolve  copious  clouds  of  soot- 
flakes. 

This  trouble  generally  began  by  a  filiform 
growth  of  carbon  appearing  on  the  jet  of  the 
burner,  which  quickly  distorted  the  flame, 
impeding  proper  combustion  and  causing  the 
formation  of  quantities  of  free  carbon.  If  the 
burner  was  cleaned  and  relighted,  the  trouble 
began  again  in  an  hour  or  two,  and  the  only 
remedy  was  to  replace  the  burner  by  a  new  one. 

The  smoking  of  acetylene  burners  after  they 
have  been  in  use  for  some  little  time,  more 
particularly  if  the  gas  be  turned  down,  is  due 
indirectly  to  the  property  possessed  by  acetylene, 
in  common  with  many  heavy  gaseous  hydro- 
carbon compounds,  of  polymerising  as  the  tem- 
perature rises ;  and  also  to  the  pressure  at  the 
Dumer-tip  being  insufficient  to  impart  to  the 
gas  the  velocity  necessary  to  ensure  the  admix- 
ture with  sufficient  oxygen  to  effect  its  complete 
combustion ;  or,  in  some  cases  to  the  flow  of  gas 
through  the  burner  holes  being  checked  by 
accumulation  of  foreign  matter  therein. 

If  the  steatite  jet  of  a  burner  in  which  smoking 
has  developed  be  broken  it  will  be  found  to  be 
carbonised  for  some  depth  into  the  material, 
showing  that  a  liquid  hydrocarbon  has  soaked 
into  the  steatite  and  has  been  decomposed  by 
heat  with  deposition  of  carbon.  The  generally 
accepted  idea  is  that  the  heat  of  the  burner 
polymerised  some  of  the  acetylene  to  benzene, 
and  that  this  scrubbed  out  by  friction  at  the 
nipple  led  to  the  carbonisation  and  choking  of 
the  burner.  Another  theory,  however,  is  that 
the  heat  evolved  by  the  reaction  between  the 
carbide  and  water  in  the  generation  of  the  gas 
polymerises  some  of  the  acetylene  immediately 
upon  its  formation,  and  that  a  certain  quantity 
of  the  liquid  hydrocarbon  so  formed  is  held  in 
suspension  and  carried  by  the  gas  as  a  vapour 
to  the  burner,  where  it  is  scrubbed  out  by 
frictional  contact  and  gradually  accumulates 
there  and  is  decomposed. 

Although  the  deposition  of  carbonaceous 
matter  does  not  take  place  so  readily  in  burners 
supplied  with  gas  tnat  has  been  generated 
slowly  and  at  a  low  temperature  with  subsequent 
washing  and  purification,  yet  it  is  a  fact  that 
the  trouble  anses  when  the  gas  is  in  the  purest 
possible  condition.  Gas  generated  below  280** 
will  not  so  frequently  give  rise  to  the  trouble  of 
carbonising  at  the  burner,  but  if  this  temperature 
be  exceeded  in  generation,  no  after-treatment 
of  the  gas  will  prevent  it. 

A  small  percentage  of  water  carried  along  with 
the  gas  mechanically,  or  a  little  lime  dust  held 
in  suspension,  is  also  a  source  of  carbon  deposit 
at  the  burner. 

Carbonisation  of  the  burner  is  aggravated  by 
*  turning  down,'  in  which  case  the  flow  of  gas 
is  checked  and  the  flame  plays  about  the  tip 
of  the  burner,  heating  it  to  a  temperature 
favourable  to  polymerisation,  when  carbon  is 
deposited,  and  by  its  catalytic  action  causes  the 
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accumulation  of  further  growths.  If,  however, 
the  ffas  is  burned  at  full  pressure,  the  flame  is 
not  m  actual  contact  with  the  burner,  and  the 
velocity  of  the  issuing  jet  of  gas  induces  currents 
of  air  around  and  through  it,  which  prevent  the 
temperature  of  the  burner  being  raised  to  a 
degree  sufiicient  to  polymerise  the  gas  to  any 
material  extent. 

For  the  above  reasons  it  was  soon  discovered 
that  ordinary  gas  burners  of  the  union  jet 
pattern  were  unsuitable,  although  attempts  had 
been  made  in  America  to  use  acetylene  diluted 
with  a  certain  proportion  of  air,  which  per- 
mitted it  to  be  burnt  in  fiat  flame  burners,  out 
the  danger  of  such  admixture  being  recognised 
efforts  in  this  direction  were  soon  abandoned. 

In  France  burners  were  devised  in  which  jets 
of  acetylene  coming  from  two  tubes  spaced  some 
little  (ustance  apart  were  made  to  impinge  and 
splay  each  other  out  into  a  flat  flame,  whilst 
soon  after  Bullier  introduced  the  idea  of  sucking 
air  into  the  flame  at  or  just  below  the  burner- 
tip. 

No  real  advance,  however,  was  made  in  burners 
for  acetylene  until  1896-97,  when  Bullier's 
principle  of  making  the  tips  of  the  burner  jets 
into  small  bunsens  was  adopted  by  Dolan  in 
America,  and  BillwiUer  on  the  Continent. 

The  BillwiUer  burner  has  two  steatite  arms 
rising  at  right  angles  from  a  common  base 
from  which  the  acetylene  issued  at  two  small 
oritiees  exactly  opposite  each  other  and  giving 
the  double  jet.  Immediately  above  the  gas 
orifice  a  small  platinum  plate  was 
fixed  at  a  distance  of  about  0*5 
mm.  from  the  steatite,  with  a 
hole  in  it  rather  larger  than  the 
orifice  in  the  steatite  just  below. 
The  acetylene  issuing  from  the 
hole  in  the  steatite  rushed  through 
the  hole  in  the  platinum  above 
and  drew  air  in  under  the  plati- 
The  air  so  drawn  in  flowed  to  the 
confines  of  the  rapidly  travelling  stream  of 
acetylene  and  passed  upwards  around  it,  so 
preventing  contact  between  the  edge  of  the 
hole  in  the  platinum  and  the  acetylene,  whilst 
the  metal,  being  part  of  a  collar  of  platinum 
fixed  round  each  steatite  arm,  and  being  a 
good  conductor  of  heat,  prevented  such  heating 
as  would  lead  to  the  deposition  of  carbon  from 
the  gas. 

These  burners,  made  by  Schwarz  of  Nurem- 
berg, and  sold  under  the  name  of  the  *  Basle  * 
burner,  gave  excellent  results,  as  is  shown  in 
the  following  table  : — 


Fig.  1. 
num  plate. 


though  of  slightly  different  construction.  It 
consisted  of  a  metal  base,  the  upright  from 
which  forked  into  two  arms,  which  near  their 
extremities  were  bent  inwards  at  right  angles. 
These  arms  carried  steatite  or  *  lava '  tips, 
bored  with  a  fine  hole  from  the  interior  to  the 
base  of  the  mushroom  head,  where  its  diameter 
was  more  than  doubled,  whilst  four  small  lateral 
air  tubes  were  bored  at  regular  intervals  from 
the  base  of  the  head  to  the  broad  aperture  of 
the  nipple,  with  the  result  that  the  flow  of 
acetylene  from  the  narrow  into  the  wider  tube 
sucked  air  in  through  the  side  tubes  and  sur- 
rounded the  ascencung  gas  with  an  envelope 
which  prevented  its  contact  with  the  heated 
tip.  These  burners,  which  are  more  generally 
known  as  the  *  Naphey '  burners,  gave  very 
good  results,  and  have  been  more  widely  adopted 
than  the  BillwiUer  burners  that  preceded  them, 
partly  because  they  did  away  with  the  expense 
of  the  platinum,  were  cheaper  to  make,  and 
were  less  liable  to  break. 

These  tips  were  very  largely  manufactured  on 
the  Continent,  both  the  American  and  English 
supply  coming  from  Nuremberg.  The  form  of 
mounting,  however,  was  considerably  varied  in 
order  to  suit  the  taste  of  the  user  or  to  give  the 
burner  a  new  name.  In  one  very  popular 
form  the  arms  are  made  as  a  portion  of  a 
circle,  this  modification  doing  away  with  the 
friction  and  check  to  the  flow  of  gas  due  to  the 
sharp  bend  in  the  original  pattern,  whilst  these 
again  are  made  up  in  groups  of  two  or  three 
burners  where  creater  iUumination  is  required. 

The  ^reat  drawback  to  aU  the  Naphey  tip 
burners  is  that  the  heat  from  the  flame  causes 
a  slight  and  gradual  warping  of  the  metal 
mounting,  with  the  result  that  after  a  time  the 
jets  become  sUghtly  thrown  out  of  their  true 
position,  which  at  once  distorts  the  flame  and 
causes  it  to  throw  up  smoky  points.  This 
trouble  is  not  found  with  burners  having  steatite 
or  composition  arms,  as  these,  being  pressed  or 
cut,  do  not  warp  'with  the  heat.     ^ 

These  burners  proved  the  forerunner  of  a  host 
of  others  in  all  of  which  the  same  principle  was 
adopted,  one  of  the  simplest  and  most  popular 
being  shown  in  Fig.  2,  whilst  Fig.  3  is  a  section 


FiQ.  2. 


Fio.  3. 


Number 

of 
burQCX 


1 
2 
3 
4 
5 
6 


Gas  con- 

PresBure 

1     Total 

Candles  per 

sumed 

in  inches 

light 

cub.  ft.  of 

(cub.  ft.) 

(water) 
2-26 

(candles) 
4-2 

gas 

0-35 

12-0 

0-626 

2-25 

19-0 

30-4 

0-76 

3-0 

24-0 

32-0 

0-90 

3  0 

32-0 

35-5 

lOO 

3  0 

36  0 

36-0 

lOO 

3-0 

40-0 

40-0 

In  1897  Dolan  in  America  made  a  burner 
on  the  same  principle  as  the  BiUwiUer  burner. 


of  the  same  burner,  showing  the  construction 
and  air  inlets. 

Although  these  burners  possess  many  advan- 
tages and  can  be  used  for  several  hundred  hours 
without  smoking,  they  have  the  drawback  that 
the  flame  cannot  be  turned  down,  as,  after 
the  flame  has  been  left  turned  down  for  an 
hour  or  two,  it  wiU  be  found  that  it  wU] 
generaUy  start  smoking  when  the  normal  con- 
sumption is  restored. 

In  order  to  overcome  this  trouble  Bray  intro- 
duced a  burner  in  which,  by  placing  a  second 
air-supply  chamber  of  larger  dimensions  above 
the  first,  such  a  complete  encircling  of  the  jet 
of  gas  by  air  was  ensured  that  the  variations 
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m   gas  presHure  caused  by  turning  down  the 
flame  do  not  lead  to  carbonisation. 

The  same  principle  is  utilised  by  Sohwarz  in 
the  *  Suprema  *  burner  made  at  Nuremberg, 
which  ia  shown  in  Fi^.  4. 

Another  burner  has  been  brought  out  by 
this  maker  in  which  the  idea  of  air  injection  has 
been  successfully  adapted  to  a  slit  burner: 
the  gas  issues  from  a  series  of  fine  holes 
placed  below  a  cap  provided  with  a  broad  slit 


Fio.  4. 


Fig.  6. 


and  side  air  tubulure,  the  gas  drawing  in  suffi- 
cient air  in  its  passage  through  the  slit  to  prevent 
smoking  or  carbonisation  of  the  burner  (Fig.  6). 
From  the  earliest  introduction  of  acetylene 
attempts  have  been  made  to  utilise  it  with 
incandescent  mantles,  but  under  the  pressures 
which  are  usually  obtained  from  the  ordinary 

? generating  apparatus  this  has  not  proved  success- 
ui.  Acetylene,  when  consumed  in*  an  atmo- 
spheric burner,  gives  an  excessively  hot  flame, 
not  only  on  account  of  its  composition,  but  also 
from  its  endothermic  character.  Several  diffi- 
culties, however,  are  met  with  in  trying  to  burn 
acet^'lene  mixed  with  air  in  sufficient  proportion 
to  yield  a  non-luminous  flame,  namely : 

(a)  The  wide  range  over  which  sucn  mixtures 
are  explosive. 

(6)  The  low  temperature  of  ignition. 

(c)  The  high  speed  at  which  the  explosive 
wave  travels  through  the  mixture  of  gas  and  air. 

In  order  to  make  a  bunsen  burner  for  acetylene 
the  tube  has  to  be  very  narrow,  and  even  then 
flashing  back  is  very  liable  to  occur,  whilst  a 
high  pressure  is  needed  to  bring  about  a  satis- 
factory mixture  of  the  gas  with  sufficient  air  to 
ensure  combustion  with  an  absolutely  non- 
luminous  flame.  The  range  of  explosibility  lies 
between  3  p.c.  and  82  p.c.  of  acetylene  in  the 
mixture,  and  the  propagation  of  the  explosive 
wave  cannot  be  stopped  by  the  ordinary  device 
of  using  wire  gauze,  on  account  of  the  low 
ignition  point  of  the  mixtures.  By  using  a  tube 
i  mm.  in  diameter  the  explosion  ceases  to  be 
propagated  at  all,  but  such  tubes,  on  account  of 
their  small  diameter,  cannot  be  utilised  singly. 
The  difficulty  can  be  surmounted  by  using  a 
bundle  of  small  tubes  united  to  form  a  single 
burner,  or  by  employing  a  large  tube  having  a 
constriction  at  one  point  of  not  more  than  5  mm. 
diameter.  The  diameter  of  the  tube  at  the  ' 
constriction  must  be  in  a  definite  proportion  to  | 
the  particular  mixture  of  air  and  acetylene  con-  i 
sumed,  as  the  more  air  the  greater  must  be  the  [ 
constriction  in  the  strangulated  portion  of  the 
tube,  owing  to  the  incren^ed  velocity  of  the  ex- 
plosive wave. 

With  an  acetylene  bunsen,  and  using  a 
Wekbach  No.  2  mantle,  as  much  as  90  candles 
per  cubic  foot  of  acetylene  has  been  obtained. 
It  may  be  taken  that  when  used  with  a  mantle 
acetylene  will  give  double  the  illuminating  power 
per  cubic  foot  as  compared  with  the  light 
obtained  when  the  gas  ia  burnt  in  the  ordinary 
Vol.  L— r. 
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acetylene  flat-flame  burners  under  the  best 
conditions,  but  very  widely  different  results 
have  been  obtained,  owing  to  irregularities  in 
the  pressure  or  lack  of  air  regulation,  and  at 
the  moment  of  lighting  or  turning  out  there  is 
&  liability  of  a  small  but  violent  explosion, 
which  has  disastrous  effects  upon  the  mantle. 
A  further  difficulty  is  caused  when  phosphoretted 
hydrogen  is  present  as  an  impurity,  for  this 
leads  to  the  formation  of  fusible  phosphates  of 
thorium  and  cerium,  with  consequent  destruc- 
tion of  the  mantle.  Apart  from  these  con- 
siderations, the  mantle  appears  to  be  hardened 
and  strengthened  by  the  intense  heat  to  which 
it  is  subjected,  but  it  Is  not  yet  determined 
how  the  life  of  the  mantle  is  affected  by  the 
temperature  of  the  flame. 

Under  the  light  yielded  by  the  combustion  of 
acetylene  colours  appear  practically  the  same 
as  in  daylight,  and  all  tints  and  shades  can  be 
as  clearly  distinguished  from  one  another  as  in 
1  sunlicht.  For  this  reason  the  gas  has  been 
!  found  to  be  of  invaluable  utility  m  dyeing  and 
colour  printing.  The  spectrum  of  acetylene, 
however,  although  the  same  as  that  of  daylight 
for  red  and  yellow,  has  an  increase  in  the  Wue 
rays  of  0-46,  which  brings  them  to  about  the 
same  value  as  the  Northern  Light.  The  violet 
rays  show  a  slight  increase,  so  that  acetylene 
is  even  richer  than  sunlight  in  the  rays  which 
are  so  essential  to  the  chemical  action  of  light, 
and  yet  the  red  rays  which  are  so  detrimental 
in  colour  work  do  not  predominate,  as  in  the 
electric  arc. 

In  1896  Claude  and  Hess,  in  France,  sug- 
gested the  idea  of  making  use  of  the  solubility 
of  acetylene  in  certain  liquids  as  a  means  of 
storing  this  gas,  and  acetone  was  tried  as  the 
solvent.  But  it  was  found  that  the  simple 
solution  of  acetylene  in  acetone,  although  less 
liable  than  the  compressed  or  liquefied  acetylene 
to  explosion,  could  not  be  said  to  be  sufficiently 
free  from  danger  to  admit  of  its  general  use. 
It  was  soon  (uscovered  by  Janet  and  Fouche 
that  when  acetylene  is  dissolved  in  acetone 
absorbed  by  porous  material  of  the  right  kind 
under  10  atmospheres  pressure,  it  was  impossible 
to  produce  explosion.  The  medium  employed 
has  a  porosity  of  80  p.c.  soaked  with  43  p.c.  of 
the  capacity  of  the  cylinder  with  acetone.  In 
this  way  one  cubic  foot  of  cylinder  space  can 
be  made  to  hold  100  cubic  feet  of  acetylene, 
which  is,  to  a  large  extent,  given  off  when  the 
tap  of  the  cylinder  is  opened* 

Acetone  dissolves  24  times  its  volume  of 
acetylene  at  15"  and  under  ordinary  atmo- 
spheric pressure,  the  solubility  increasing  with 
the  augmentation  of  pressure,  and  the  volume 
of  the  acetone  also  increasing  very  largely. 
Under  12  atmospheres  300  volumes  of  gas  are 
dissolved. 

The  oxy-acetylene  flame  has  within  the  last 
few  years  become  of  great    service  in  auto- 

§enous  welding.  The  advantages  of  such  a 
ame  were  well  recognised  previous  to  1901,  but 
considerable  difficulty  was  experienced  in  pro- 
viding a  blowpipe  which  would  consume  the 
acetylene  at  low  pressures,  and  it  was  not  until 
the  introduction  of  dissolved  acetylene  that 
success  was  attained.  Blowpipes  are  now  made 
in  which  the  oxygen  alone  is  under  pressure, 
the  acetylene  being  under  the  low  pressure  as 
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delivered  from  a  generator.  The  two  systems 
are  known  as  the  high-pressure  and  low-pressure 
methods  of  oxy-acet^dene  welding. 

The  temperature  of  the  oxy -acetylene  flame 
is  approximately  3000**,  and  from  the  nature  of 
the  combustion  the  flame  has  a  reducing  action 
tending  to  exclude  the  possibility  of  oxidation 
of  the  metals  undergoing  treatment.  Theoreti- 
cally 2*6  volumes  of  oxygen  are  required  for  each 
volume  of  acetylene,  but  in  practice  it  is  found 
that  the  proportions  are  approximately  I'i  to 
1*0,  this  low  proportion  of  oxygen  ensuring  a 
reducing  action  in  the  flame. 

In  the  high-pressure  system  the  oxygen  is 
delivered  from  an  ordixxary  cylinder  under 
pressure,  and  the  acetylene,  dissolved  in  acetone 
under  pressure,  is  also  supplied  from  cylinders. 
Both  cylindflfs  are  fitted  with  special  governors, 
as  a  perfect  regulation  of  the  flame  is  one  of  the 
main  secrets  of  success. 

Witit  the  low-pressure  plant  the  acetylene  is 
made  in  an  ordinary  generator,  which  may  be 
of  the  automatic  or  non-automatic  type,  the 
size  of  the  works  to  a  great  extent  influencing 
the  kind  of  generator  used,  but,  whatever  type 
be  adopted,  it  is  necessary  that  the  generation 
of  the  gas  should  not  be  accompanied  by  over- 
heating, as  this  leads  to  low  temperatures  at  the 
burner  and  other  troubles.  The  gas  should  be 
purified  before  use,  as  the  presence  of  the 
phosphoretted  and  sulphuretted  hydrogen  would 
tend  to  spoil  the  weld,  and  the  purifying  agent 
should  be  renewed  when  necessary,  ^ter 
leaving  the  purifiers  the  gas  is  distributed  to  the 
various  points  in  the  workshops  in  gas-  or 
steam- barrel  piping,  and  at  each  point  a  hy- 
draulic back-pressure  valve  is  inserted,  in  order 
to  prevent  the  oxygen  through  any  mischance 
flowing  back  through  the  acetylene  service.  The 
first  successful  blowpipe  was  the  Fouche,  em- 
ployed with  the  low-pressure  system,  and  this 
type  has  held  its  own  in  spite  of  the  competition 
of  other  patterns.  After  die  weld  has  been 
made  the  plate  is  annealed,  this  beins  essential. 
Although  the  results  of  tests  up  to  the  present 
are  not  very  consistent,  it  may  be  taken  that, 
on  the  average,  the  welded  joint  has  a  tensile 
strength  from  96  to  80  p.c.,  dependiog  on  the 
thickness  of  the  plate. 

There  are  many  classes  of  worl^  in  which 
oxy-acetylene  welding  can  be  advantageouslv 
employed.  In  the  motor-car  industry,  both 
in  the  garage  and  repair  shop,  it  has  proved  of 
great  service,  it  being  a  comparatively  simple 
matter,  for  instance,  to  mend  a  cracked  cylinder 
or  gear-box.  For  the  welding  of  tubes,  repairs 
to  boilers  in  situ  needed  by  corrosion,  &c., 
for  the  mending  of  fractured  stems  and  stem 
posts,  the  process  has  been  inviduable. 

Acetylene  has  been  found  of  great  service  in 
the  illumination  of  small  towns  and  country 
villages,  and  for  isolated  houses  and  farms.  It 
has  been  employed  in  photography  on  account 
of  its  richness  in  actinic  rays.  For  headlights 
on  motors,  for  train  lighting,  for  buoys,  and 
in  fact  in  a  number  of  cases  where  bright  and 
trustworthy  light  is  required  without  the  com- 
plication of  a  coal-gas  works  or  the  dangers  of 
oil,  acetylene  has  proved  its  worth. 

It  has  been  found  that  the  rays  from  an 
acetylene  licht  possess  remarkable  penetrative 
powers  in  tog  or  mist,  being  in  this  respect 


superior  to  the  arc  light  or  incandescent 
mantle.  V.  B.  L. 

ACHRODEXTRIN  t;.  Dextbik. 

ACHTRANTHES  ASPERA  or  Aghara.  An 
Indian  plant  used  as  a  simple  and  as  a  remedy 
for  tootnache. 

ACID  ALBUMEN  v.  Fboteiks. 

ACID  ALIZARIN,  -BLUE,  -GREEN  v,  Ali- 

ZARIK  AND  ALLIED  GOLOUBINa  MATTSBS. 

ACID       CERISE        t;.       TuiFHEinfLHETHANE 


COLOX7BING   MATTERS. 

ACID      GREEN      v. 


Tbiphenylmsthane 


coLouBiKa  matters. 

ACmniETRY  and  ALKAUBIETRT.  This 
branch  of  quantitative  analysis  dealing  with  the 
estimation  of  acids  and  alkalis  is  of  great 
technical  importance.  In  pure  ac^ueous  solu- 
tions the  amount  of  acid  or  alkali  can  usually 
be  ascertained  with  considerable  accuracy  by 
determining  the  specific  gravity  of  the  liquid 
at  a  definite  temperature  and  referring  to  a  table 
especially  drawn  up  for  this  purpose. 

Direct  estimations  may  also  be  made  by 
suitable  gravimetric  methods,  but  volumetric 
processes  are  almost  exclusively  employed,  and 
are  indeed  the  only  metho(Js  available  for 
distinguishing  between  free  and  combined  acid 
or  alkalL  In  these  operations  the  quantity  of 
acid  or  alkali  present  is  calculated  from  the 
amoimt  of  standard  alkali  or  acid  required 
respectively  to  neutralise  it  exactly,  the  precise 
point  of  neutralisation  being  determined  by 
the  addition  of  a  small  quantity  of  an  indieaior, 
i.e.  a  substance  which  by  undergoing  a  marked 
change  of  colour  renders  evident  the  transition 
from  acidity  to  alkalinity,  or  vice  versd. 

Indicators.  Although  many  natural  and 
artificial  colouring  matters  have  been  recom- 
mended as  indicators,  comparatively  few  are 
actually  used,  those  most  frequently  emrloyed 
being  methyl  orange,  phenolphthalein,  and  lUmud. 

Artificial  indicators  are  either  very  weak 
organic  acids  or  (more  rarely)  weak  bases,  and 
the  prevalent  view  regarding  their  behaviour  is 
that  in  solution  their  colour  in  the  non-ionised 
state  differs  from  that  which  they  exhibit  in 
the  ionic  condition. 

In  accordance  with  the  ionic  theory  of  solu- 
tion, a  very  weak  acid  HM  exists  in  solution, 
mainly,  but  not  entirely,  in  the  non-ionised  state, 
the  equilibrium  between  ions  and  undissociated 

+     — 
molecules  HM-^H+M  being  expressed  quanti- 
tatively by  the  equation 
-     + 
M  X  H/HM  =  constant 

in  which  the  symbols  denote  the  molecular  con- 
centrations of  the  ions  and  molecules,  and  where 

-  + 

as  in  the  case  imder  discussion  M  and  U  are  very 
small  in  comparison  with  HM. 

■I- 
Any  increase  in  the  value  of  H,  which  is 
effected  by  adding  a  small  quantity  of  a  fairly 
strong  (ionised)  acid  to  the  solution,  leads  to  a 

corresponding  diminution  in  t^e  value  of  M. 
The  reverse  change,  leading  to  an  increase  in 

the  value  of  M,  with  a  corresponding  decrease 

+ 
in  the  value  of  H,  is  effected  by  addine  a  slight 
amount  of  a  fairly  strong  (ionised)  alkali  hy- 
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J       .J      .       .1.  .,•!-.       A    ^CVr  .     .  product  obtained  from  the  dried  female  inseot 

dro»de,8mcetheequihbnumHxOH=«cc^^^  Cocgus  caai  (UnxL),  iB   termed   carminic  acid. 

obtainHmaquTOUsirolutions,  and  the  alkali  added  The  best  trade  product,  which  is  called  *  silver 

mcreases  considerably  the  value  of  the  factor  cochineal,' was  first  recommended  as  an  indicator 

OH.  If  the  acid  HM  and  the  ion  M  diifer  in  ,  ^^ ^^Sj^^^  ("IX'  ?H?a^^^S^'  ^'  ^^t  K^'^'^u 
colour,  then,  in  any  solution  containing  this  I  %"**•  ^^^  ^^®^' -^  Jf  •  ^ '  J  *^2f  ""L**^^^^^^ 
acid  a  change  from  acW  to  alkalinity,^-ifrom  |  Sti^tcSJ^oHrvl^  lot^^ 

a  state  in  which  H  predominates  over  OH  to  the  and  the  clear  liquid  decanted.  In  alkaline  solution 
reverse  condition,  may  be  indicated  by  an  appre-  I  the  colour  is  vioUt,  in  acid  yeUowish-red,  This 
ciaUe  change  of  colour.  The  degree  of  ionic  indicator,  which  is  very  sensitive  to  strong  acids 
dissociation  of  the  indicator  HM  must,  however,  I  ^^  b»8«8»  ^  extremely  useful  in  titrating 
be  considfirably  smaller  than  that  of  either  acid  ammonia ;  it  is  scarcely  affected  by  carbon 
or  alkali  employed  in  the  titration  ;  moreover,  dioxide.  The  colour-change  is  well  defined  even 
another  acid  HR,  having  a  smaller  degree  of  ^  artificial  light.  Cochineal  is,  however,  useless 
ionisation  than  HM»  will  indicate  the  transition  ^^^  titrating  orsanio  acids ;  and  iron,  aluminium 
with  even  greater  precision,  providing  that  the  I  *nd  copper  salts  must  be  absent,  since  their 
recognition  of  the  colour-change  is  not  more  solutions  remain  pink  even  when  acid, 
difficult.  The  quantity  of  indicator  employed  i  CUTWimin  (Turmeric yeUow).  The  colouring 
must  be  so  small  that  the  amount  of  alkali  '  matter  from  the  roots  of  Curcuma  longa 
required  to  neutralise  it  is  negligible.  (Linn.),  is  turned  yeOow  by  acids  and  reddish- 

For  Theory  of  Indicators,  v.  Ostwald  (Scien-  ,  oroum  by  alkalis ;  it  is  nearly  always  employed 
tific  Foundations  of  AnaMioal  Chemistry,  trans-  l  ^  '^  iest-paper,  and  is  useful  in  detecting  ammonia 
lated    by  McGowan),  KCIster  (Zeitsch.   anorg.    and  boric  acid. 

Chem.  1897,  13,  127),  WaddeU  (J.  Phys.  Chem.  ,  GaUeln  (Alizarin  vioUi,  PyrogaUolphtha' 
1898,  2,  171),  Vaillant  (Compt.  rend.  1903.  136,  ^i^)-  This  compound,  prepared  by  heating 
1192),  Stieglitz  (J.  Amer.  Chem.  Soc  1903,  26,  ;  together  pyrogaUol  and  phthaUo  anhydride 
1112;  Amer.  Chem.  J.  1908,  39,  651 ;  1909,  42,  (Baeyer,  Ber.  1871,  4,  467,  666,  663),  was  pro- 
116),  McKoy  (Amer.  Oiem.  J.  1904,  31,  603),  j  POfiod  as  an  indicator  by  Dechan  (Pharm.  J.  16, 
Hewitt  (Analyst,  1908,  33,  86),  Sahn  (Zeitsch.  ^49).  A  01  p.c.  alcoholic  solution  is  used, 
physical.  Chem.  1906,  67,  471 ;  Zeitsch.  Mek.  10  drops  being  added  to  100  c.c.  of  Uquid.  In 
Chem.  1907,  13,  126),  Salessky  (Zeitsch.  Elek.  alkaline  solution  the  colour  is  reddish-violet,  in 
Chem.  1904, 10,  204),  Fels  (Zeitsch.  Elek.  Chem.  »cid  paU-hroum.  This  indicator  is  scarcely 
1904,  10,  208),  Schoorl  (C^iem.  Zentr.  1907,  i  anected  by  carbon  dioxide,  and  can  be  used  in 
i.  300,  602,  686),  Hantzsch  (Ber.  1907,  40,  the  accurate  titration  of  organic  acids. 
1566;  1908,  41,  1187),  Rohland  (Ber.  1907,  40,  lodOWSln    (Teiraiodoftuore8ce:in,    Erythrosin 

2172),  Acree  (Amer.  Chem.  J.  1908,39,  628,  649,  ■?•)•  This  substance,  prepared  by  iodating 
789),  Handa  (Ber.  1909,42,  3179);  and  c/.Noyes  fluorescein,  is  a  brick-red  powder  soluble  in 
forthephysico-chemicaltheoiy(J.  Amer.  Chem.  *^ot  alcohol  or  in  ether,  but  almost  insoluble 
Soc.  1910,  32,  815).  i^^  water  or  cold  alcohol ;    it  was  first  recom- 

Indicators'  may  be  divided  broadly  into  three  mended  by  Mylius  and  Forster  (Ber.  1891,  24, 
classes:  (L)Tho8einsensitive  to  very  weak  acids,  I  1482);  0-6  gram  of  the  sodium  derivative  of 
such  as  carbonic,  boric,  and  hydrosulphuric  ,  iodoeosin  is  dissolved  in  1  litre  of  water,  2-6  c.c. 
acids ;  these  indicators  comprise  among  others  a*®  added  to  the  solution  to  be  titrated  together 
mMyl  orange,  lacmoid,  eoeh%neal,  and  iodoeosin.  with  6  c.c,  of  chloroform,  the  mixture  being 
(ii.)  Those  somewhat  sensitive  to  weak  acids,  Sl?!!^®"  i?  *  stoppered  bottle  during  titration, 
alliiough    as   a   rule    these    acids    cannot    be    "^  ' 


While  alkaline    the  aqueous  layer  is  rose  red, 

aooun^ly  titrated    with   their  aid ;    if    weak  ,  ^^^en  acid  the  aqueous  layer  becomes  colourless, 
volatile  'acids    such    as    carbonic    acid    are  '  ««id  the  chloroform  assumes  a  yellowish  tint 


removed  by  boiling,  these  indicators  act  like 
those  of  the  first  class  towards  fairly  strong 


(Ellms,  J.  Amer.  Chem.  Soc.  1899,  21,  369;  Bf. 
and  F.  used  ether  instead  of  chloroform).     With 


acids  and  bases.  Litmus  is  the  chief  represen-  !  this  indicator,  centinormal  or  even  millinormal 
tative  of  this  group,  (iii.)  Those  highly  sensitive  solutions  can  be  titrated ;  it  is  indifferent  to  car- 
even  to  weak  acids.  This  class  oontams  phenol-  '  ^^  dioxide,  and  phosphoric  acid  can  be  titrated 
phihaleiM,  turmeric,  and  rosolic  acid  (v.  Glaser,  «  »  monobasic  acid  with  sodium  hydroxide 
Zeitech.  anaL  Chem.  1899,  38,  273  ;  Wagner,  (Gliicksmann,  Chem.  Zentr.  1902,  (i.)  1131). 
Zeitsch.  anorg.  Chem.  1901,  27,  138).  Feeble  bases,  such  as  the  alkaloids,  may  also 

The    more   imporUnt    indicators   are    de-  |  be  titrated,  using  iodoeosin  as  indicator, 
scribed  below  in  alphabetical  (»der.  Laomold  (Resorcin   Blue).     Tins  substance 

Anital  (Commercial  or  para-Rosclic  acid)  i  is  obtained  by  heating  gradually  to  110^ 
is  a  mixture  of  several  substances,  produced  |  a  mixture  of  100  parts  of  resorcinol,  6  parts 
by  heating  t<^ether  phenol  and  oxalic  and  of  sodium  nitrite,  and  6  parts  of  water,  when 
sulphuric  acids ;  it  appears  in  commerce  in  the  violent  reaction  moderates,  the  mass  is  heated 
yelwwish-brown  resinous  lumps.  A  1  p.c.  solu-  to  116*-120^  until  evolution  of  ammonia  oeaueH. 
tion  in  60  p.c.  alcohol  is  employed,  0*6  c.c.  beins  I  The  product  lb  a  glistening  reddish  powder 
added  to  the  solution  to  be  titrated.  In  acid  '  (Traub  and  Hock,  Ber.  1884,  17,  2616). 
solution  the  colour  is  pale  yettow,  in  alkaline  A  0*3  p.c.  alcoholic  solution  is  employed ;  a 

solution  rose-redm  This  indicator  is  very  sensi-  ,  better  colour  change  is  produced  if  5  grams  of 
tive  and  wdl  adapted  for  titrating  barium  naphthol  sreen  are  dissolved  in  a  litre  of  this 
hydroxide  solutions,  but  it  is  affected  by  carbon  solution  (kitsch,  angew.  Chem.  1890, 3, 163).  In 
dioTi4*#  and  hydrogen  sulphide.  alkaline  solution  the  colour  is  blue  ;  in  acid, 

1?irf1lhi1ia1      The   colouring   matter  in   the    red.    Although  these  colour  changes  resemble 

D  2 
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thoee  of  litmus,  the  indioator  is  more  dosely  i  sodium  salt)  is  dissolved  in  1  litre  of  water,  and 
allied  to  methyl  oranse.  It  is  only  slightly  two  drops  of  this  solution  are  added  in  each 
affected  by  carbon  dioxide,  although  cUrect  i  titration ;  if,  owing  to  dilution  during  the 
titration  of  carbonates  is  not  satisfactory  in  titration,  the  colour  oecomee  too  faint,  another 
cold  solution ;  lacmoid  test  paper  may,  how-  drop  of  the  indicator  is  added ;  on  no  account 
ever,  be  used  in  almost  any  experiment  for  should  too  much  indicator  be  used,  since  the 
which  methyl  oran^  is  suitable.  This  indicator  i  colour  change,  from  yeUow  in  alkaline  to  pink 
is  useless  for  organic  acids.  '  in  acid  solution,  is  not  sharp  in  such  circum- 

Lltmoa  occurs  in  commerce  in  the  form  of  stances.  Methyl  orange  is  exceedingly  useful, 
small  cubical  ^^ranides  mixed  with  a  large  pro-  since  its  indications  are  practically  unaffected 
portion  of  calcium  carbonate.  An  aqueous  solu-  by  the  presence  of  carbonic,  hydrosulphuric, 
tion  of  this  product  not  only  contains  free  alkali,  ]  boric,  and  silicic  acids ;  carbonates  and  sulphides 
but  also  a  variable  proportion  of  colouring  [  may  therefore  be  titrated  in  cold  solution  as  if 
matters  which  interfere  with  the  delicacy  of  the  |  they  were  hydroxides.  All  titrations  must  bo 
reaction.  Special  precautions  must  therefore  be  made  with  this  indicator  in  cold  aqueous  solution, 
taken  in  preparing  the  solution  for  use  in  and,  since  methyl  orange  is  not  very  sensitive  as 
acidimetry.  Various  processes  have  been  recom-  compared  with  various  other  indicators,  the  acid 
mended  by  Berthelot  and  De  Fleurieu  (Ann.  or  alkali  employed  should  be  fairly  concentrated. 
Chim.  Phys.  1865,  [4]  5, 189),  Wartha  (Ber.  1876,  i  It  is  advisable  to  employ  normal  solutions, 
9,  217),  Mohr  (Titrirmethode),  Luttke  (Zeitsch.  though  with  1^/2  or  even  N/5  solutions  it  is 
anal.  Chem.  1892,31,692).  The  following  method  possiole  to  determine  an  end-point  to  within  a 
gives  excellent  results :  The  litmus  is  extracted  single  drop.  With  N/10  solutions,  especially 
three  or  four  times  with  boiling  methylated  ,  when  carbonates  are  being  titrated,  there  is  a 
alcohol  of  85  p.c.  in  order  to  remove  the  injurious  '  distinct  brownish  transition  tint  between  the 
colouring  matters,  the  residue  is  extracted  with  yellow  and  pink,  and  results  may  be  uncertain 
cold  water,  slightly  acidified  with  sulj^uric  acid,  to  the  extent  of  one  or  two  drops  (c/.  Kiister, 
and  boiled  to  expel  carbon  dioxide.  The  extract  '  Zeitsch.  anorg.  Chem.  1897,  13,  140). 
is  neutralised  with  baiyta  water,  a  few  bubbles  <  The  addition  of  indigo-carmine  to  methyl 
of  carbon  dioxide  passed  in  to  remove  excess  of  orange  has  been  recommended  by  Luther  (Chem. 
baryta,  and  the  liquid  again  boiled  and  filtered.  Zeit.  1907,  31,  1172),  who  states  that  the  colour 
The  solution  should  contain  about  20  joprams  of  >  change  is  very  pronounced.  Ethyl  orange  is 
solid  matter  per  litre,  and  must  be  kept  in  vessels  ■  stated  by  Wieland  to  be  even  better  than  methyl 
to  which  the  air  has  free  access.  If  kept  in  orange  (Ber.  1883,  16,  1989). 
closed  vessels  it  undergoes  fermentation  and  is  Methyl    red.    This  substance,  prepared    by 

decolourised.  The  colour  is  restored  when  the  diazotising  anthranilic  acid  and  coupling  the 
liquid  is  exposed  to  air.  The  colour  of  the  i  resulting  diazonium  salt  with  dimethylaniline, 
solution  should  be  purple ;  it  turns  blue  'with  was  introduced  as  an  indicator  by  Rupp  and 
alkalis,  and  red  with  acids,  and  is  affected  by  Loose  (Ber.  1908,  41,  3905).  A  0*2  p.c.  aloo- 
carbon  dioxide,  sulphur  dioxide,  and  hydrogen  holic  solution  is  employed,  and  two  drops  of 
sulphide.  (For  the  relative  merits  of  litmus  and  this  are  added  in  each  titration.  The  colour 
methyl  orange,  v.  Reinitzer,  Zeitsch.  angew.  '  change  is  from  a  pure  yeUow  in  alkaline  to  a 
Chem.  1894,  547,  674;  Lunge,  ibid.  1894,  reddiah-violet  in  acid  solution,  and  is  very  pro- 
733^1  nounced.     This  indicator  is  very  sensitive,  and 

The  colour  change  is  rendered  more  delicate  _  can  be  used  for  titrating  weak  b^ses  in  centi- 
by  conducting  the  titration  in  the  monochro-  '  normal  solution.  The  precise  extent  to  which 
matic  light  obtained  by  heating  a  bead  of  sodium  it  is  affected  by  carbon  dioxide  has  not  yet  been 
carbonate  in  a  bunsen  flame  (L.  Henry,  Compt.  determined  ;  but  ordinary  sodium  hydroxide 
rend.  1873,  76,  222).  The  red  solution  seems  i  solutions  containing  a  little  carbonate  can  be 
colourless,  whilst  the  blue  solution  is  almost  black.  \  accurately  titrated  in  the  cold. 
Litmus  is  not  well  adapted  for  use  by  gas-  or  |  Phenaeetolln,  first  recommended  by  Degcner 
lamp-light.  I  (Zeit.  d.  Ver.  f.  d.  Riibenzucker  Industrie,  1881, 

Luteol.  The  preparation  of  this  substance,  a  '  367 ;  J.  Soc.  Chem.  Ind.  1882, 1,  85),  is  prepared 
hydroxychlorodiphenylquinoxaline,  is  described  by  boiling  together  for  several  hours  molecular 
by  Autenrieth  (Arch.  Fharm.  1895,  233,  43),  and  proportions  of  phenol,  acetic  anhydride,  and 
by  Glaess  and  Bernard  (Mon.  Sci.  1900, 14,  809) ;  sulphuric  acid.  The  product  is  extracted  with 
it  forms  fine,  woolly,  yellowish  needles,  m.p.  246^.  water  to  remove  excess  of  acid,  dried  and  dis- 
A  0*33  p.c.  alcoholic  solution  is  used  as  an  indi-  j  solved  in  alcohol  in  the  proportion  of  1  gram  to 
oator.  In  alkaline  solution  the  colour  is  yellow ;  '  5(X)  c.c.  It  is  pale  yeiu!w  ^ith  alkalis,  red  with 
in  acid  it  is  colourless.  This  indicator  is  said  to  i  carbonates  of  the  sdkalis  and  alkaline  earths, 
be  remarkably  sensitive,  exoeUing  Nessler*s  solu-  I  colourless  or  pdU  yellow  with  acids.  It  is  used 
tion  as  a  test  for  ammonia ;  but  it  is  sensitive  for  estimating  both  hydroxide  and  carbonate 
to  carbon  dioxide  (Higgins,  J.  Soc.  Cliem.  Ind.  when  present  m  the  same  solution. 
1900,  19,  958).     It  was  especially  recommended  PhenolphthaleiD,  obtained  by  heating  phenol 

by  Autenrieth  for  use  in  Kjehldahl's  process  (v.  with  phthalic  anhydride  and  concentrated  sul- 
ibTALYSis).  !  phuric  acid  (Baeyer,  Annalen,  1880,  202,  69), 

Methyl  orange  (Helianthin,  Poirrier^s  Orange  I  was  proposed  as  an  indicator  by  Luck  (Zeitsch. 
Ill.y  This  substance,  prepared  by  diazotising  anal.  C!!hem.  1877, 16, 322).  One  or  two  drops  of 
Bulphanilic  acid  and  coupling  the  resulting  diazo-  ;  a  0*5  p.c.  alcoholic  solution  are  used  in  each 
nium  salt  with  dimethylanuine,  was  introduced  1  titration.  In  alkaline  solution  the  colour  is  red ; 
as  an  indicator  by  Lunge  (Ber.  1878,  11,  1944  ;  the  acid  solution  is  colourless.  Owing  to  its  very 
J.  Soc.  diem.  Ind.  1882,  1,  16).  One  gram  of  weak  acid  character,  phenolphthalein  is  the 
pure  methyl  orange  (either  the  free  acid  or  its    indicator  par  excellence  for  organic  acids;    it 
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is  oaeless,  however,  in  the  presence  of  am- 
monium salts,  and  since  even  carbonic  and 
hydroflulphuiic  acids  discharge  the  red  colour, 
it  is  necessary  to  work  with  solutions  free  from 
these  acids  or  titrate  in  boiling  solution; 
hence  its  use  is  somewhat  restricted.  A  con- 
venient method  of  titrating  organic  acids  with 
ordinary  sodium  hydroxide  solutions  using  phenol- 
phthaletn  as  indicator,  is  described  by  Philip 
(Chem.  8oc.  Trans.  1905,  87,  991);  c/.  McCoy 
(Amer.  Chem.  J.  1904,31,  603);  and  SchmatoUa 
(Ber.  1902,  35,  3905). 

Tnrmerle  v.  CuBcirKisr. 

Many  other  indicators  have  been  proposed 
from  time  to  time,  among  others  the  following : — 

^Zftsartn(8chaal,Ber.l873,6, 1180);  Alizarin- 
red  1.  W.8.  (Knowles,  J.  Soc.  Dyers,  1907,  23, 
120);  Conffo-red;  cffanine  (Schonbein,  J.  pr. 
Chem.  1865,  95,  449) ;  eyajiogen  iodide  (Kastle 
and  Clark,  Amer.  Chem.  J.  1903,  30,  87); 
dtaminazoakdttenesulphonic  acid  (Troeger  and 
Hille,  J.  pr.  Chem.  1903, 68,  297) ;  ferric  Mlicylate 
(Wciske,  J.  pr.  Chem,  1875,  12,   157;    Wolff, 


Compt.  rend.  1900,  130,  1128;  Gerock,  Chem. 
Zentr.  1900,  iL  1294) ;  flavescin  (Lux,  Zeitsch. 
anal.  Chem.  1880,  19,  467);  ftuoresctin  (Kruger, 
Ber.  1876,  9,  1672 ;  Zellner,  Chem.  Zeit.  Rep. 
1901,  25, 40) ;  JuBmaioxylin  (Wildenstein,  Zeitsch. 
anal.  Chem.  1863,  2,  9) ;  melanU  ydUm  (Linder, 
J.  Soc.  Chem.  Ind.  1908,  27,  485);  methyl-^- 
aminoquinoline  (Stark,  Ber.  1907,  40,  3434); 
extract  of  mimosa  flowers  (Robin,  Compt.  rend. 
1904,  138,  1046) ;  para-nttrcmhenol  (Langbeck, 
Chem.  News,  1881,  43,  161 ;  Spiegel,  Ber.  1900, 
33,  2640;  Zeitsch.  angew.  Chem.  1904,  17,  715; 
Goldberg  and  Naumann,  Zeitsch.  angew.  Chem. 
1903,  16,  644);  paranUrobemeneazo-a-napJUhol 
(Hewitt,  Analyst,  1908,  33,  85) ;  and  Poirrier's 
blue  C4B  (En^el,  Compt.  rend.  1886,  102,  214). 

The  relative  sensitiveness  of  the  more  im- 
portant indicators  and  their  behaviour  under 
various  conditions  have  been  investigated  by 
Wieland  (Ber.  1883,  16,  1989),  and  especially  by 
Thomson  (Chem.  News,  1883,  47,  123,  135,  184; 
1884,  49,  32,  38,  119;  1886,  52,  18,  29),  whose 
results  are  summarised  in  the  following  table : — 


- 

litmus 

Lacmoid 

Aurin 
001 

Methyl  orange 

PhenacetoUn 

Phenolphtlialein 
0-01 

SeniitivenesB .     .     . 

0-06 

0-01 

006 

001 

HotaoliiiioEift.     .     . 

Available  . 

Available    . 

— 

— . 

— 

-— 

AmmooJIa  .... 

Available  . 

Available    . 

AvaUable     . 

AvaiUble     . 

Available  .     . 

Notavailable 

Ammooiam  lalU .     . 

Not  affected 

Not  affected 

Lesssensitive 

Lesssensitive 

Not  affected  . 

Notavailable 

Neutral  alkaUne  salts 

Not  affected 

Not  affected 

Not  affected 

Lesssensitive 

Not  affected ' . 

Not  affected 

Carbon  dioxide    .     . 

Indefinite  . 

Indefinite    . 

Indefinite     . 

Not  affected 

Colour  changed 
Not  affected  . 

Indefinite 

,  Hydrogen  sulphide    . 

Indefinite  . 

Decolourised 

Indefinite    . 

Not  affected 

Indefinite 

Indefinite  . 

Indefinite    . 

Indefinite    . 

AlkaUne .     . 

Red  colour 

AUuUne 

Alkaline  bicarbonates 

Indefinite  . 

Indefinite    . 

Indefinite    . 

AUcaline .     . 

— 

Neutral 

Sulphites  .... 

Indefinite  . 

AlkaUne.     . 

Neutral  .     . 

AUuUne.     . 

Notavailable. 

Neutral 

Addsolphites      .     . 

Indefinite  . 

Neutral  .     . 

Acid .     .     . 

Neutral  .     . 

Notavailable. 

Add 

ailieicacid     .     .     . 

Neutral      . 

Neural  .     . 

Neutral  .     . 

Neutral  .     . 

Neutral     .     . 

Not  available 

Ahunina  .... 

Indefinite  . 

Alkaline.     . 

Indefinite     . 

AlkaUne .     . 

Neutral     .     . 

Neutral 

Boric  acid.     .     .     . 

Indefinite  . 

Indefinite    . 

Indefinite    . 

Neutral  .     .   Indefinite.     . 

Indefinite 

Sodlmn  thiosvlptiate. 

Neutral 

Neutral .     . 

Neutral  .     . 

Neutral  .     . 

Neutral     .     . 

Neutral 

Sulphides  .... 
Hydrosntpliides  .     . 

AlkaUne     . 

Notavailable 

— 

AlkaUne .     . 

AlkaUne    .     . 

Alkaline 

Indefinite  . 

Notavailable 

— 

Alkaline .     . 

— 

Neutral 

Potassium  nitrite.     .^ 

^Neutral      . 

— .— 

Neutral  .     . 

Destroyed    . 

Neutral     .     . 

Neutral 

Oxalic  add     .     .     . 

Available  . 

NotavaiUble 

Available     . 

Notavailable 

Not  available . 

Available 

Pbosphoric  acid  .     . 

Indefinite  . 

Monobasic  . 

Indefinite    . 

Monobasic    . 

Indefinite .     . 

Dibasic 

Aisenlcadd  .     .     . 

Indefinite  . 

Monobasic  . 

Indefinite     . 

Monobasic    . 

Monobasic 

Dibasic 

AzsenlouB  add     .     . 

Neutral 

Neutral .     . 

Indefinite    . 

Neutral  .     . 

Neutral     .     . 

Indefinite 

Phenol.     .     •     •     • 

Neutral 

Neutral  .     . 

Neutral .     . 

Neutral  .     . 

Neutral     .     . 

Indefinite 

The  sensitiveness  is  measured  in  c.c.  of 
decinormal  acid  required  to  produce  a  distinct 
change  when  the  volume  of  the  liquid  is  100  c.c. 
It  should  be  borne  in  mind,  however,  that  the 
sensitiveness  of  many  indicators  changes  (usually 
diminishes)  in  the  presence  of  considerable 
quantities  of  dissolved  salts.  Where  a  reaction 
is  given  as  *  indefinite,*  it  is  not  meant  that  there 
is  no  effect,  but  that  the  change  is  not  suffi- 
ciently sharp  to  be  available  in  analysis.  In 
many  cases  where  the  reaction  is  indefinite  in 
cold  solutions  it  becomes  definite  if  the  liquid 
is  boiled,  e,g.  litmus  with  sulphides,  sulphites, 
and  carbonates  ;  phenolphthalein  with  sulphides 
and  carbonates.  Lacmoid  is  most  serviceable 
in  the  form  of  paper,  and  several  of  the  reactions 
which  are  unsatisfactory  with  the  solution  are 
sharp  and  distinct  with  the  paper,  e.g,  with 
carbonates,  sulphides,  and  sulphites. 

Gawalowski  recommends  (Zeitsch.  anal. 
Chem.  1883,  22,  397)  the  use  of  a  mixture  of 
methyl  orange  and  phenolphthalein,  which  is 
deep-red  with  excess  of  alkali,  pale-yellow  when 
neutral,  and  rose-red  with  excess  of  acid.  Com- 
pare also  SohlotK  (Zeitsch.  Elek.  Chem.  1904, 10, 
549)  on  mixed  indicatoTS. 


Preparation  of  StanOard  Aelds  and  Alkalis. 

Standard  solutions  of  acids  and  alkalis  are 
usually  prepared  on  the  normal  basis,  the  normal 
solution  of  a  chemical  reagent  containing  one 
gram-equivalent  of  the  substance  in  one  litre  of 
the  solution  (v.  Analysis,  Volumetric  section). 

In  acidimetry  and  alkalimetry  it  is  essential 
to  have  a  standard  solution  of  some  acid  or 
alkali,  the  concentration  of  which  is  known  with 
great  accuracy;  this  solution  serves  to  stand- 
ardise the  others.  Various  suggestions  have 
been  made,  but  the  general  choice,  at  least  for 
technical  purposes,  has  fallen  on  hydrochloric 
acid  as  the  standard  acid ;  sulphuric  acid  is 
frequently  employed  and,  less  often,  oxalic  acid. 

The  commonest  method  of  fixing  the  exact 
concentration  of  the  hydrochloric  (or  sulphuric) 
acid  consists  in  titrating  the  acid  against  weighed 
amounts  of  pure  anhydrous  sodium  carbonate, 
a  process  originally  employed  by  Gay-Lussac, 
and  strongly  recommended  by  Lunge,  Sutton, 
and  Treadwell.  Separate  weighed  quantities  of 
the  pure  carbonate  are  dissolved  in  60-100  c.c. 
of  cold  distilled  water,  and  each  titrated  with 
the  acid,  using  methyl  orange  as  indicator.    The 
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oonoentration  of  the  acid  solution  is  oalculated  sulphate  solution  (Hart  and  Croasdale,  Chem. 
from  each  result,  and  the  mean  of  the  concordant  News,  1891,  63,  93;  Kohn,  J.  Soo.  Chem.  Ind. 
values   adopted   as   correct.    Chemically   pure  '  1900,  19,  962). 

sodium  cart)onate  is  obtainable  in  commerce,  |  Hydroehlorie  aei<L  In  preparing  a  normal 
and  should  be  free  from  all  but  traces  of  chloride  solution  advantage  may  be  taken  of  the  fact 
and  sulphate  ;  it  is  dried  in  a  platinum  crucible  that  an  aqueous  solution  of  hydrogen  chloride 
with  continual  stirring  for  20-30  minutes  at  which  boils  at  a  constant  temperature  has  a 
such  a  temperature  that  the  crucible  bottom  is    practically  constant  composition.    A  quantitv 


barely  red  hot,  or  the  crucible,  embedded  in 
sand,  may  be  heated  at  300*  for  half  an  hour. 
Pure  sodium  carbonate  may  also  be  prepared 
by  heating  the  bicarbonate  at  a  temperature 
not  exceeding  300*  (Lunge,  Zeitsoh.  angew. 
Chem.  1897,  10,  622).  Sulphates  and  chlorides 
are  removed  from  the  bicarbonate  by  washing 


of  ordinary  concentrated  acid  is  distillea  from  a 
capacious  retort  until  one-third  has  passed  over. 
The  residual  liquid  will  contain  20-2  p.c.  of 
hydrogen  chloride,  and  165  o.o.  when  diluted 
to  1  litre  will  form  an  almost  exactly  normal 
solution ;  it  should  be  standardised  by  one  of 
the  following  processes. 


Barometer 

IkHGl 

770 

20-218 

180-390 

760 

20*242 

180170 

760 

20*266 

179-960 

740 

20-290 

179-746 

730 

20-314 

179-630 

These  results 

were 

calculated    from    the 

observed  weights 

of  liquid. 

without  reduction 

with  cold  water.  (For  the  preparation  of  pure  The  strong  acid  is  diluted  until  its  specific 
sodium  bicarbonate,  t>.  Reinitzer  (Zeitsch.  angew.  gravity  is  approximately  1-1,  and  distilled ;  after 
Chem.  1894,  7,  651),  and  North  and  Blakey  (J.  three-fourths  of  liquid  have  passed  over,  the 
Soc.  Chem.  Ind.  1906,  24,  396).)  .  remaining  distilUte  is  collected  apart,  and  the 
The  foregoing  method,  although  extensively  barometnc  height  observed.  The  final  quarter 
used,  has  been  adversely  criticised,  the  chief  of  the  distillate  is  of  perfectly  definite  corn- 
objection  being  that  it  is  impossible  to  dehydrate  position,  and  the  following  Uble  gives  the  actual 
the  carbonate  or  bicarbonate  without  losing  a  content  of  hydrogen  chloride  for  a  definite  baro- 
little  too  much  carbon  dioxide.  It  is  asserted  metric  height,  together  with  the  weight  of 
that  sodium  oxide  is  present  even  when  the  distillate  which  contains  one  gram-equivalent  of 
temperature  of  drj^ng  has  not  exceeded  170* ;  '  hydrogen  chloride,  f.e.  which  yields  a  normal 
V,  Kissing  (Zeitsch.  angew.  Chem.  1890,  3,  262);  solution  when  diluted  to  1  litre:— 
Higgins  (J.   Soc.  Chem.  Ind.   1900,   19,  958);  ^  ,    .^ 

1905,  44,  156) ;  North  and  Blakey  (J.  Soc. 
Chem.  Ind.  1905,  24,  396);  Sebelin  (Chem. 
Zeit.  1906,  29,  638);  but  e/.  Seyda  (Chem. 
Zentr.  1899,  (i.)  1164);  Lunge  (Zeitsch.  anal. 
Chem.  1904,  17,  231 ;  1906,  18,  1620). 

A  satisfactory  method  of  checking  the  values 
obtained  by  the  carbonate  method  depends  on 

the  fact  that  sodium  oxalate,  when  heated,  is    ,  t     j    j     -xi. 

converted  mto  sodium  carbonate.  As  this  to  vacuum  standard ;  the  compositions  were 
oxalate  can  be  prepared  in  a  high  degree  of    determined  gravmietncaUy  by  precipitation  as 

purity,  the  residue  ^  carbonate  theoieticaUy  ^^^  o*^  i^^^'f^^oL?''**  ^'''^®'''  ^'  ^"^'• 
obtainable  from  a  known  weight  of  oxalate  can  ^^^J?'  ^'  ^^  31,  390). 
be  calcuUted,  and  the  presence  of  any  sodium  ^he  simplest  method  of  preparmg  a  lar^ 
oxide  is  immaterial  providing  that  all  calcula-  J"*?*!*^,?^  ''^'^^  ^^™*1  hydrochlonc  acid  is 
tions  are  based  on  the  original  weight  of  sodium  |  ^^^  the  approximate  composition  of  the 
oxalate  '  <^™"""fy  concentrated  acid  by  takins  its  specific 

The*  weighed  oxalate  is  carefully  heated  in  i  ^f^^  '^}^^.  *  hydrometer  and  referring  to  a 
a  platinum  crucible  unta  all  the  separated  carbon  '  suitable  table  ;  the  requisite  Quantity  of  the 
has  been  burnt  off  and  the  residual  carbonate  55?<\  ^  *^l"  .?l®n®"?^  .^"*  ^^  appropnately 
begins  to  fuse ;    the  cooled  residue  is  dissolved    ^^^  with  distUled  water.  .     ,      , 

in  water  and  titrated  as  akeady  described ;  v.  To  standardise  the  solution,  it  is  titrated 

Sorensen  (Zeitsch.  anal.  Chem.  1897,  36,  639;  ^  *«*P**  successive  weighed  quantities  of  pure 
1903,  42,  333,  512 ;  1905,  44,  166),  Lunge  ^^^  carbonate  (or  sodium  oxaUte),  i»  de- 
(Zeitsch.  angew.  Chem.  1906,  18,  1520) ;  and  f  "^  *^^^-  Eaeh  separote  amount  of  car- 
Analysis,  (Volumetric  section,  standardisation  ,  bonate  should  weigh  from  2-0  to  2-5  grems,  in 
of  permanganate).  oj^^®'  to  ensure  a   burette   reading  of  40  to 

Prom  time  to  time  many  other  standards  I  ^J'""'  I*  «  ^  *?.^.  ^^^^y^  orange  for 
have  been  proposed,  and  among  others  the  :  "^(hcator,  since  the  titrations  can  be  rapidly 
following  • ^        '  ^  and  accurately  earned  out  m  the  cold  ;  if  btmus 

Potassium  ietroxalaie  ;  succinic  acid  (Phelps  «  ^fed,  the  titration  must  be  made  in  boiling 
and  Hubbard,  Zeitech.  anorg.  Chem.  1907,  53,  solution.  In  the  lattOT  case,  it  is  Quicker  to  add 
361;  Phelps  and  Weed,  ibid.  1908,  59,  114,  *  measured  excess  of  acid  to  the  carWte, 
120);  borax  (Rinlbach,  Ber.  1893,  26,  171);  ^f^  titrate  back  with  sodium  hychroxide  1^ 
potassium  hydrogen  tartrate  (Bomtrager,  Zeitsch.  ,  7*1"®  °\Y1*"^?  ^  ^^^^  ^  <^™8  of  the  acid ; 
anal.  Chem.  1892,  31,  43);  potassium  dichromate  °^!l}'^^  titration  must  nevertheless  be  done  m 
(Richter,  Zeitsch.  anal.  Chem.  1882,  21,  205);  |>oilmg  solution.  The  calculation  is  very  simple  : 
potassium  iodaie  (Fessel,  Zeitsch.  anal.  Chem.  ?  *  ff»m8  of  sodium  carbonate  require  y  c.c.  of 
1899,  38,  449);  potassium  biiodaie  (Meineke,  hydrochloric  acid,  then  1  c.c.  acid  =  «/y«»m8 
Chem.  Zeit.  1896,  19,  2);  sodium  (Hartley,  ^^  ^^^  carbonate.  Now,  1  c.c.  N-acid 
Chem.   Soc.   Trans.    1873,    26,    123 ;     Neitzel,     =0-06300  grams  sodium  carbonate,  and  hence 

Zeitsch.  anal  Chem.  1893,  32,  422^;  c/.  Hopkins,    concentration  of  acid  =  ^^t^^-    times  normal 

J.    Amer.    Chem.    Soc.     1901,    23,    727);    and  ,  0053y 

sulphuric  acid,  prepared  by  electrolysing  copper  [  =z  times  normal,  say.    As  a  rule,  this  is  a  very 
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convenient  method  of  expressing  the  result ; 
e.g.  if  the  acid  is  used  to  estimate  an  alkali  of 

equivalent  e,  then  1  c.o.  acid  =3  ^^^^  x  z  grams 

of  alkali  If  necessary,  the  acid  solution  may 
be  diluted  with  distilled  water  so  that  the  ratio 
final  volume  -4-  initial  volume  =  z ;  it  will  then 
be  exactly  normal.  A  simple  arithmetical  calcu- 
lation is  required,  and  if  this  process  is  con- 
templated, care  should  be  taken  initially  to 
ensure  that  z  shall  be  slightly  greater  than 
unity. 

Hydrochloric  acid  ia  most  accurately  stand- 
ardised gravimetrieally  by  precipitating  chlorine 
with  excess  of  silver  nitrate  and  weighing  the 
silver  chloride  in  a  Qooch  crucible.  The  solution 
may  be  titrated  against  pure  silver  accordingto 
the  Mint  process  for  assaying  this  metal.  The 
method  may  be  modified  by  adding  the  silver 
sofaition  in  very  slisht  excess,  this  excess  being 
determined  in  the  mtrate  with  N/10-thiocyanate 
(Thorpe's  Quantitative  Analysis;  Dittmar's 
Quantitative  Analysis ;  Knorr,  J.  Amer.  Chem. 
Soc.  1897,  19,  814;  Hopkins,  ibid.  1901,  23, 
727).  These  methods  are  trustworthy  only 
when  the  hydrochloric  acid  is  free  ta>m  chlorides. 

A  simple  and  accurate  process  of  standardisa- 
tion consists  in  immersing  weighed  pieces  of  Ice- 
land spar  in  a  measured  volume  of  the  acid,  and 
notinff  the  loss  in  weight  of  the  spar  after  the 
acid  IS  neutralised  (Masson,  Chem.  News,  1900, 
81,  73  ;  Qreen,  ibid,  1903,  87,  6 ;  c/.  Thiele  and 
Richter,  Zeitech.  angew.  Chem.  1900,  13,  486). 

SmaJl  quantities  of  standard  hydrochloric 
acid  may  be  prepared  by  absorbing  dry  hydrogen 
chloride  in  a  weighed  quantity  of  water  and 
ascertaining  the  morease  in  weight  (Moody, 
Chem.  Soc.  Trans.  1898,  73,  658;  Higgins,  J. 
Soc.  Chem.  Ind.  1900,  19,  968;  Acree  and 
Brunei,  Amer.  Chem.  J.  1906,  36,  117). 

So^urie  WtlUL  An  approximately  normal 
solution  is  obtained  by  diluting  to  1  litre  28  c.c. 
of  pure  concentrated  sulphuric  acid  (8p.gr.  1*84). 

The  solution  may  be  standardised  with  pure 
sodium  carbonate  or  oxalate  (i;.  Hydrochlobic 
Acm),  or  a  measured  quantity  treated  with  a 
slight  excess  of  ammonia,  evaporated  to  dryness, 
and  the  residual  ammonium  sulphate  heated  at 
120^  and  weighed.  This  method  ^ves  trust- 
worthy results  only  when  pure  redistilled  acid 
is  employed  in  preparing  tne  solution  (Weinig^ 
Zeit0ch.  angew.  Chem.  1892,  5,  204;  Shiver, 
J.  Amer.  Cihem.  Soc.  1895,  17,  351 ;  Hopkins, 
ibid,  1901,  23,  727;  Marboutin  and  F^oul, 
Bull.  Soc.  chim.  1897,  17,  880). 

A  measured  volume  of  the  acid  is  added  to  a 
wei^bed  excess  of  sodium  carbonate  in  a  platinum 
dish,  the  solution  evaporated,  the  residue  dried 
at  300^  and  weighed.  The  change  in  weight  due 
to  the  transformation  of  sodium  carbonate  into 
sulphate  indicates  the  amount  of  acid  present  in 
the  solution.  This  method  is  much  preferable 
to  precipitating  and  weighing  the  acid  as  barium 
sulfate  (c/.  Richardson,  J.  Soc.  Chem.  Ind. 
1907,  26,  78). 

Sulphuric  acid  solutions  of  definite  concentra- 
tion may  be  prepared  by  specific  gravity  measure- 
ments (Pickering,  Chem,  Soc.  lYans.  1890,  57, 
64).  A  quantity  of  the  purest  acid  is  diluted  with 
half  its  volume  of  water,  and  the  specific  gravity 
c^  the  mixture  accurately  determined  at  15^  or 
18*  in  a  Sprengel  pyknometer.    The  percentage 


of  sulphuric  acid  in  the  solution  is  then  obtained 
by  reference  to  tables  giving  the  values  for 
16715"  or  18718*  (v.  Sutton's  Volumetric 
Analysis,  9th  ed.,  or  J.  Soc.  Chem.  Ind.  1899,  18, 
4).  The  table  given  in  J.  Soc.  Chom.  Ind,  1902, 
21,  1611,  may  be  employed  when  the  specific 
gravity  (15715°)  has  been  calculated  without 
mtroducing  any  vacuum  corrections,  which 
must  be  allowed  for  if  the  other  tables  are 
employed.  Between  the  limits  of  66  p.c.  and 
81  p.c.  the  following  formulm  rei^oauce  the 
values  in  the  tables  with  an  error  not  exceedins 
0-04  p.c. :—  * 

P  =  86  S,5  -  69-00 
P  =  86  S,g- 68-82 

where  P  =  percentage  of  sulphuric  acid,  and 
Sij  and  Sjg  =  the  specific  gravities  referred  to 
water  at  15*  and  18*  respectively,  calculated 
without  aUowing  for  *  air  displaced  *  (Marshall, 
J.  Soc.  Caiem.  Ind.  1899,  18,  4).  The  diluted 
acid  may  be  kept  in  a  stoppered  bottle  without 
change,  and  by  weighing  out  the  appropriate 
amount  and  diluting  to  a  Utre,  a  normal  solution 
of  sulphuric  acid  can  be  rapidly  prepared. 

Oxalle  aeid.  A  normal  solution  is  prepared 
by  dissolving  63-03  grams  of  the  recrystallised 
hydrated  acid  H,C,04  +  2H,0  in  water  and 
diluting  to  1000  c.c.  As  the  crystallised  acid 
is  somewhat  effloresent,  especially  on  slightly 
warming,  it  may  contain  less  than  two  molecular 
proportions  of  water.  The  solution  may  be 
checked  against  a  standard  alkali,  using  phenol- 
phthalein  as  indicator,  or  against  an  accurately 
standardised  permanganate  solution  (c/.  Tread- 
well-HaU,  Analytical  Chemistry,  voL  2). 

Oxalic  acid  solutions  do  not  keep  very  well. 

Sodium  hydroxide.  To  prepare  a  normal 
solution,  clear  transparent  lumps  of  the  best 
white  commercial  caustic  soda  are  selected,  any 
opaque  portions  of  their  surface  scraped  off,  and 
50  grams  of  the  substance  weighed  out  for  each 
litre  of  solution.  The  cooled  solution  is  stand- 
ardised against  the  standard  hydrochloric  acid, 
using  methyl  orange  as  indicator,  and  taking 
50  c.c.  for  each  titration. 

For  the  preparation  of  sodium  hydroxide 
solutions  free  from  carbonate,  v,  Kiistcr  (Zeitsch. 
anorg.  Chem.  1897,  13,  134  ;  1904,  41,  472,  and 
Bousfield  and  Lowry,  PhU.  Trans.  1905, 204, 253). 

Potassium  hydroxide  cf.  Sodium  hydroxide. 

Barium  hydroxide.  An  approximately  N/10- 
solution  is  best  prepared  from  the  crystalline 
hydroxide  Ba(OH),.  6Hj,0.  The  powdered  sub- 
stance is  shaken  i^ith  distilled  water,  the  solu- 
tion allowed  to  settle,  the  clear  liquid  siphoned 
off  and  diluted  with  an  equal  volume  of  recently 
boiled-out  water.  The  solution  miist  be  kept 
permanently  in  contact  with  that  portion  alreaoy 
in  the  burette,  and  guard  tubes  are  required 
to  prevent  access  of  carbon  dioxide.  The 
solution  is  standardised  against  succinic  acid, 
phenolphthaleln  being  used  as  indicator;  or  a 
measured  volume  may  be  evaporated  to  diynens 
with  a  slight  excess  of  pure  sulphuric  acid,  the 
residual  barium  sulphate  being  gently  heated 
and  weighed. 

The  chief  use  of  this  solution  is  in  titrating 
organic  acids,  using  phenolphthalein  as  indicator. 
For  this  purpose  carbon  dioxide  must  be  ex- 
cluded, and  barium  hydroxide  is  consequently 
the  most  convenient  alkali  to  employ. 
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Ammonfau  This  solution  is  rot  often  em- 
ployed ;  an  approximately  Roir  i-nur  jial  solution, 
readily  obtained  by  diluting  28  c.c.  of  concen- 
trated ammonia  solution  to  1  litre,  is  titrated 
against  hydrochloric  acid  in  the  cold,  using 
methyl  orange  as  indicator;  phenolphthalein 
cannot  be  employed. 

Schultze  has  determined  the  rates  of  expan- 
sion of  normal  solutions  of  acids  and  alkalis 
and  other  solutions  employed  in  volumetric 
analysis  (Zeitsch.  anal.  Chem.  1882,  21,  170). 
The  following  are  the  results  for  average 
temperatures : — 


O'' 
10*» 
15« 
20'' 
26*' 


Oxalic  acid 


10000 
10010 
10019 
10031 
10046 


Hydro- 
chloric acid 


10000 
10010 
10019 
10030 
10043 


Nitric  acid 


10000 
10018 
10031 
10045 
10061 


0* 
10" 
IS'' 
20** 
26*' 


Sulphuric 

1 
Potassium 

acid 

hydroxide  , 

10000 

10000 

10017 

10019 

10029 

10031 

10044 

10046 

10060 

10062 

Sodium 
hydroxide 


10000 
10021 
10034 
10048 
10065 


Typical  Acidibibtrio  and  Alkalimktric 
Estimations. 

Detennlnatlon  of  total  alkalL  A  weighed 
quantity  of  the  substance  (10  grams)  is  dissolved 
in  water,  filtered  if  necessary,  and  diluted  to 
500  c.c. ;  50  c.c.  are  withdrawn,  mixed  with  a 
measured  excess  (25  c.c.)  of  normal  acid,  boiled 
gently  for  ten  minutes  to  expel  carbon  dioxide, 
and  the  excess  of  acid  determined  with  standard 
alkali.  The  volume  of  standard  acid  mintu  the 
excess  of  acid  gives  the  volume  of  acid  required 
to  neutralise  the  total  alkali,  t.e.  the  alkali 
present  as  hydroxide,  carbonate,  sulphide, 
sulphite,  thiosulphate,  aluminate,  and  silicate. 
If  methyl  orange  is  used  as  indicator,  boiling  is 
unnecessary,  and  the  alkaline  solution  is  titrated 
directly  with  standard  acid.  If  direct  titration 
with  litmus  as  indicator  is  preferred,  the  solution 
must  be  continuously  boiled  during  the  titration. 

Alkaline  hydroxide  In  presence  of  carbonate. 
100  c.c.  of  the  above  solution  are  heated,  mixed 
with  excess  of  barium  chloride,  allowed  to  cool, 
diluted  to  250  c.c.  and  well  shaken.  When  the 
precipitate  has  settled,  50  c.c.  of  the  clear  liquid 
arc  withdrawn  and  titrated  with  standard  acid. 
The  quantity  of  acid  used  X  25  gives  the  volume 
equivalent  to  the  hydroxide  in  the  weight  of 
substance  originally  taken.  The  reaction  which 
takes  place  is  expressed  by  the  equation 

arM.COa  +  yMOH  +  (x  -f  ^)BaCl, 

=  zBaCOa-l-  |BaH,0,  -}-  (2a:-}-  y  )MC1. 

The   barium   carbonate  is   precipitated   and   a 
quantity  of  barium  hydroxide  equivalent  to  the 


alkaline  hydroxide  remains  in  solution.  The 
solution  cannot  be  filtered,  since  the  barium 
hydroxide  would  absorb  carbon  dioxide  from 
the  air  with  formation  of  the  insoluble  car- 
bonate. 

Li  order  to  avoid  error  due  to  the  presence  of 
the  precipitate,  and  to  economise  time,  Watson 
Smith  (J.  Soc.  Chem.  Ind.  1882,  1,  85)  prefers  to 
add  just  sufficient  barium  chloride  to  precipitate 
the  carbonate  without  affecting  the  hydroxide. 
No  barium  remains  in  solution,  and  even  if  car- 
bon dioxide  is  absorbed  the  alkaline  carbonate 
formed  remains  in  solution.  The  barium 
oUoride  is  added  gradually  to  the  hot  solution 
until  precipitation  is  just  complete,  and  the 
liquid  is  filtered  into  a  260  c.c.  flask  and  an 
aliquot  portion  titrated.  It  \a  preferable  for  the 
liquid  containing  the  precipitate  to  be  diluted  to 
260  cc,  the  precipitate  allowed  to  settle,  and 
50  CO.  of  the  supernatant  liquid  withdrawn. 
(For  various  details  and  precautions,  v.  Sorensen 
and  Andersen,  Zeitsch.  anied.  Chem.  1908, 47, 279.) 

Carbonate  In  presenee  of  hydroxide.     The 

solution  is  coloured  a  very  faint  yellow  with 
phenacetoUn,  and  standard  acid  is  added  until 
the  yellow  colour  changes  to  a  rose  tint.  The 
volume  of  acid  required  gives  the  amount  of 
hydroxide  present.  A  furtner  quantity  of  acid 
is  now  added,  and  the  red  colour  increases  in 
intensity,  but  eventually  changes  to  yellowish- 
red,  and  finally  to  golden-yellow.  At  this  point 
a  second  reading  is  taken,  and  the  difference 
between  this  and  the  first  reading  gives  the 
volume  of  acid  corresponding  with  the  carbonate 
present  (Lunge,  J.  Soc.  Chem.  Ind.  1882,  1,  56). 
This  method  is  not  available  for  the  estimation 
of  small  quantities  of  hydroxide  in  presence  of 
Urge  quantities  of  carbonate  (Thomson). 

The  following  method,  due  to  Warder,  gives 
fairly  satisfactory  results:  To  the  cold  dilute 
solution  phenolphthalein  is  added  and  standard 
hydrochloric  acid  run  in  slowly,  the  burette  tip 
being  immersed  in  the  liquid,  till  decolourisation 
takes  place.  This  occurs  when  all  the  hydroxide 
and  "Mf  the  carbonate  have  been  neutralised. 
Methyl  orange  is  then  added  and  the  solution 
titrated  again  till  an  acid  reaction  is  indicated. 
If  this  second  titration  requires  y  cc.  and  the 
first  one  a;  cc,  then  the  carbonate  is  equivalent 
to  2y  cc  and  the  hydroxide  to  a;— y  cc.  (Ktister, 
Zeitsch.  anorg.  Chem.  1896,  13,  127 ;  Lunge, 
Zeitsch.  angew.  Chem.  1897,  10,  41  ;  North  and 
Lee,  J.  Soc.  Chem.  Ind.  1902,  21,  322;  c/. 
Cameron,  Amer.  Chem.  J.  1900,  23,  471). 

In  order  to  estimate  the  proportion  of  car- 
bonate in  quick-lime  or  slaked  lime,  the  purpose 
for  which  phenacetolin  was  originally  recom- 
mended by  Degener,  100-150  grams  of  the  lime 
are  made  into  a  cream  with  water  and  diluted 
to  500  cc.  After  vigorous  agitation  100  cc  are 
withdrawn  and  diluted  to  1000  cc,  and  25  cc. 
of  this  liquid  are  taken,  milled  with  phenacetolin, 
and  standard  acid  added  until  a  pale-rose  tint  is 
obtained.  In  order  to  estimate  both  hydroxide 
and  carbonate,  the  substance  is  dissolved  in 
standard  acid  and  the  excess  of  acid  deter- 
mined by  reverse  titration  in  the  usual  way 
(Lunge,  r.c). 

Acid  earbonate  In  presenee  of  normal  ear- 
bonate.  The  tM  and  dilute  solution  of  normal 
carbonate  and  acid  carbonate  is  mixed  with 
phenolphthalein,  and  standard  acid  added,  the 
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burette  tip  dippine  into  the  liquid  to  prevent 
escape  of  carbon  dioxide,  until  the  liquid  be- 
comes colourless.  At  this  point,  which  corre- 
sponds with  the  complete  conversion  of  the 
normal  carbonate  into  acid  carbonate,  the  volume 
of  acid  added  is  read  ofif.  The  liquid  is  then 
boiled  and  acid  is  added  gradually  until  the 
solution  remains  colotirlees  even  after  Ions 
boilins,  and  the  volume  of  acid  is  again  read 
off.  li  X  represents  the  first  reading,  and  y  the 
second  reading,  then  2a?  =s  the  normal  carbonate, 
and  y—2x  =  the  acid  carbonate  (Warder,  Chem. 
News,  1881,  43,  228). 

Lunge  (J.  Soc.  Chem.  Ind.  1882,  I,  67) 
proposes  a  different  method  based  on  the 
reaction: 

sMqCOs  +ifMHCOji  +  sKHs  +  (a;  +  y)BaCl2 
=(&  -f  y)MGl  +  yXHiCl  •«•  (fli  +  y)BaCOs  +  («  -  y)NH3. 

The  solution  to  be  tested  is  mixed  with  a  mea- 
sured excess  of  standard  (half-normal)  ammonia, 
excess  of  barium  chloride  added,  and  the  liquid 
diluted  with  recently  boiled  water  to  a  definite 
volume.  When  the  precipitate  has  settled,  an 
aliquot  portion  of  the  clear  liquid  is  withdrawn 
and  titrated  with  standard  acid  in  order  to  as- 
certain the  excess  of  ammonia.  The  difference 
between  the  volume  of  ammonia  added  and  that 
remaining  after  precipitation  gives  the  volume 
corresponding  with  the  quantity  of  acid  carbonate 
in  the  liquid  anal3r8ed. 

By  adding  a  definite  excess  of  pure  sodium 
hydroxide  free  from  carbon  dioxide,  a  mixture 
of  normal  carbonate  and  hydroxide  is  obtained 
which  may  be  analysed  as  described  above. 

Ammoniiu  In  order  to  determine  the  quan- 
tity of  free  ammonia  in  a  solution  of  the  gas,  an 
accurately  measured  quantity  (10  c.c.)  of  the 
liquid  is  transferred  to  a  light  tared  flask,  and 
weighed.  This  gives  at  once  the  weight  taken 
for  analysis  and  the  sp.gr.  The  liquid  is  then 
titrated  with  standard  acid  in  the  usual  way, 
using  litmus,  lacmoid,  or  methyl  orange  as 
indicator. 

Ammonia  in  combination  is  determined  by 
boiling  the  substance  with  sodium  hydroxide, 
leading  the  ammonia  into  a  measured  excess  of 
standard  acid,  and  determining  the  residual  acid 
with  standard  alkali.  The  substance  is  weighed 
into  a  flask  fitted  with  a  cork,  through  one  nole 
in  which  passes  a  pipette  containing  a  strong 
solution  of  sodium  hydroxide,  whilst  tluroufffi 
another  passes  a  tube  leading  to  a  flask  or  bmb 
U-tube  containing  a  known  volume  of  standard 
acid.  The  flask  or  U-tube  is  fitted  with  a  cork 
which  carries  a  calcium  chloride  tube  containing 
beads  moistened  with  some  of  the  acid  in  order 
to  ensure  complete  absorption  of  the  ammonia. 
After  addition  of  the  sodium  hydroxide  solution 
tJie  liquid  is  gently  boiled  for  half  an  hour,  and 
the  residual  acid  determined.  From  the  volume 
of  acid  which  has  combined  with  the  ammonia 
the  quantity  of  the  latter  is  readily  calculated. 
The  sodium  hydroxide  may  be  replaced  by  milk 
of  lime,  and  the  most  effectual  method  of 
removing  the  ammonia  is  to  distil  the  mixture 
in  steam.  The  use  of  magnesia  in  place  of 
sodium  hydroxide  is  not  advantageous  (Kober, 
J.  Amer.  Chem.  Soc  1908,  30,  1279).  (For  a 
different  method  of  distilling  off  the  ammonia, 
V.  Kober  (J.  Amer.  Chem.  Soc.  1908,  30,  1131). 
See  also  Ronch^se  (J.  Pharm.  Chim.  1907,  25, 
611)  and  Wilkie  (J.  Soc.  Chem.  Ind.  1910,  29,  6) 


for  a  method  of  estimation  entirely  different  in 
principle  from  the  foregoing.) 

Hydroehlorie,  Hydrobromie,  HydrliNlie,  Sul- 
phuric, and  Nltrie  aelds  are  readily  estimated  by 
direct  titration  with  standard  alkali,  using  methyl 
orange  as  indicator. 

Oxalie,  Tartaric,  Citric,  Acetic,  and  Lactic 
acids  can  likewise  be  titrated  accurately  with 
standard  alkali  if  phenolphthalein  is  used  as  the 
indicator  (Thomson,  ^c).  Oxalic  acid  may  also 
be  titrated,  using  litmus  as  indicator. 

Boric  acid  gives  no  very  definite  reaction 
with  the  majority  of  indicators,  but  it  is  quite 
neutral  to  methyl  orange,  and  hence  the  quantity 
of  alkali  in  akaline  lK>rates  can  be  accurately 
estimated  by  direct  titration  with  standard  acid 
if  methyl  orange  is  used  as  indicator  (Thomson). 

The  titration  of  boric  acid  itself  becomes 
possible  if  the  solution  contains  at  least  30  p.o. 
of  its  volume  of  glyceroL  The  boric  acid  then 
behaves  towards  ^enolphthalein  as  a  monobasic 
acid  (Thomson,  J.  Soc.  Chem.  Ind.  1893, 12, 432 ; 
Jorgensen,  Zeitsch.  angew.  Chem.  1897,  10,  5; 
Honig  and  Spitz,  ibid.  1896,  9,  549 ;  Copaux, 
Compt.  rend.  1898,  127,  756).  A  similar  result 
is  effeeted  by  saturating  the  solution  with 
mannitol.  Since  phenolphthalein  is  employed, 
carbon  dioxide  must  not  be  present  in  the 
solutions  to  be  titrated  (Jones,  Amer.  J.  Sci. 
1898,  7,  147 ;  Stock,  Compt.  rend.  1900,  130, 
516). 

Sulphurous  add  ccm  be  titrated  directly  if 
methyl  orange,  phenolphthalein,  or  aurin  is  used 
as  indicator  (Lunge,  Dingl.  poly.  J.  250,  530). 
With  methyl  orange  the  hydrogen  sulphite 
MHSO.  is  the  neutral  salt,  whilst  with  the  other 
two  indicators  the  normal  salt  is  neutral.  This 
difference  can  be  utilised  for  the  determination 
of  the  relative  proportions  of  normal  and  acid 
sulphite  in  the  same  solution  (Blarez,  Compt. 
rend.  1886,  103,  69;  Chem.  Soc.  Abst. 
1886,  60,  918).  Caustic  soda  or  potash  must 
be  used,  since  ammonia  gives  inaccurate  results. 

Phosphoric  and  Arsenic  adds  are  monobasic 
with  methyl  orange,  and  dibasic  with  phenol- 
phthalein (Joly,  Compt.  rend.  1882,  94,  529 ; 
Chem.  Soc.  Abst.  1882,  42,692).  These  acids 
can  be  most  accurately  titrated  with  barium 
hydroxide,  using  phenolphthalein  as  indicator. 
Towards  the  close  of  the  reaction,  time  must 
be  allowed  for  the  gelatinous  tribarium  phosphate 
to  change  into  the  crystalline  dibarium  salt 
(Joly,  Compt.  rend.  1886,  102,  316 ;  Chem.  Soc. 
Abst.  1886,  50,  418).  Advantage  can  bo  taken 
of  the  different  basicity  with  methyl  orange 
and  phenolphthalein  to  estimate  phosphoric  acid 
in  presence  of  monobasic  acids  such  as  hydro- 
chloric acid  (Joly,  Compt.  rend.  1885,  100,  55 ; 
Chem.  Soc.  Abst.  1885,  48,  348). 

(For  another  simple  and  accurate  method,  v. 
Segalle,  Zeitsch.  anal.  Chem.  1895,  34,  33.) 

Carbonic  acid  in  solution  is  estimated  by 
adding  excess  of  ammonia  and  calcium  chloride. 
The  liquid  is  then  boiled,  and  the  precipitated 
calcium  carbonate  collected,  well  washed,  and 
dissolved  in  a  measured  excess  of  standard  hydro- 
chloric acid,  the  excess  of  acid  being  determined 
by  means  of  standard  alkali.  The  volume  of 
normal  acid  actually  used  multiplied  by  0*022 
gives  the  quantity  of  carbon  dioxide. 

Insoluble  carbonates  are  weighed  into  a  flask 
fitted  with  a  cork   which  carries  a  bulb  and 


42 


ACmiMETRY  AND  ALKALIMETRY. 


deliyery  tube.  The  bulb  contains  moderately 
strong  *^hydrochlorio  acid,  which  is  allowed  to 
drop  slowly  on  the  carbonate,  and  the  evolved 
gas  is  led  into  a  flask  containing  strong  ammonia 
solution.  This  flask  is  clos^  with  a  cork, 
through  which  passes  the  delivery  tube,  which 
ends  just  above  the  surface  of  the  liquid.  •  The 
cork  also  carries  an  exit  tube  filled  with  glass 
beads  moistened  ^^ith  ammonia  to  arrest  the 
last  traces  of  carbon  dioxide.  When  all  the  gas 
has  been  expelled  from  the  carbonate  the  am- 
monia is  mixed  with  calcium  chloride,  boiled, 
and  the  precipitate  treated  as  above ;  c/.  Gooch 
and  Phelps  (Amer.  J.  Soi.  1896,  50, 101).  With 
slight  modification  this  process  can  be  adapted 
to  the  estimation  of  carbon  dioxide  in  aSrated 
waters. 

For  the  direct  titration  of  carbon  dioxide  in 
solution,  V.  Seyler  (Analyst,  1897,  22,  312); 
Ellms  and  Beneker  (J.  Amer.  Chem.  Soc.  1901, 
23,  405) ;  and  Forbes  and  Pratt  (J.  Amer.  Chem. 
Soc.  1903,  25,  742). 

Hydrofluorie  add  may  be  accurately  titrated 
with  sodium  hydroxide  free  from  carbonate, 
using  phenolphthalein  as  indicator  (Winkler, 
Zeitsch.  angew.  Chem.  1902,  15,  33 ;  cf.  Haga 
and  Osaka,  Chem.  Soc.  Trans.  1895,  67,  251  ; 
and  J.  Amer.  Chem.  Soa  1896,  18,  415; 
Monatsh.  1897,  18,  749). 

Hydroflttosillote  aeld  may  be  titrated  with 
sodium  or  barium  hydroxide  in  the  presence  of 
alcohol  (an  equal  volume  is  added)  using  phenol- 
phthalein or  laomoid  as  indicator ;  the  alcohol 
renders  the  salt  produced  insoluble  in  the  solu- 
tion; V.  Sahlbom  and  Hinrichsen  (Ber.  1906, 
39,  2609) ;  cf,  Schucht  and  MoUer  (Ber.  1906, 
39,  3693) ;  and  Honig  and  Szabadka  (Chem. 
Zeit.  1907,  31,  1207). 

Combined  aelds  In  salts  may  be  estimated 
with  approximate  accuracy  by  adding  to  a  solu- 
tion of  the  salt  a  measured  excess  of  sodium 
hydroxide  or  carbonate.  The  liquid  is  boiled, 
allowed  to  cool,  and  diluted  to  a  definite  volume. 
When  the  precipitate  has  settled,  an  aliquot 
portion  of  the  clear  liquid  is  withdrawn,  and  the 
excess  of  alkali  determined  by  titration.  From 
the  volume  of  alkali  used  the  proportion  of  acid 
in  the  salt  is  calculated.  In  order  to  avoid  the 
error  due  to  the  presence  of  the  precipitate,  the 
liquid  may  be  filtered  before  dilutin^r  to  a  definite 
volume,  but  methyl  orange  or  cochmeal  must  be 
used  as  indicator  in  order  to  avoid  any  erroi 
from  carbon  dioxide  absorbed  from  the  atmo- 
sphere. Salts  of  copper,  silver,  mercury,  cobalt, 
nickel,  iron,  and  chromium  are  precipitated  with 
sodium  hydroxide ;  salts  of  calcium,  barium, 
strontium,  magnesium,  aluminium,  zinc,  bismuth, 
and  manganese,  with  sodium  carbonate. 

Kleffer*s  method  is  useful  for  coloured  solu- 
tions, or  in  presence  of  normal  salts  with  acid 
reactions  (Annalen,  1855,  93,  386).  Sixty  grams 
of  crystallised  cupric  sulphate  are  dissolved  in 
water,  mixed  with  ammonia  until  the  precipitate 
is  almost  but  not  quite  dissolved,  diluted  to 
about  900  c.c,  the  solution  left  for  some  time, 
and  the  clear  liquid  siphoned  off,  or  filtered 
through  glass-wool,  and  diluted  to  1000  c.c. 
If  any  further  precipitate  forms,  it  must  be 
siphoned  off  or  collected.  If  the  solution  of 
cupramroonium  sulphate  thus  obtained  is  added 
to  an  acid  liquid,  so  long  as  the  acid  is  in  excess 
an   ammonium   salt   and   cupric   sulphate   are 


formed,  but  as  soon  as  the  free  acid  is  neutralised, 
the  ammonia  in  a  fresh  quantity  of  cupram- 
monium  sulphate  reacts  on  the  cupric  sulphate 
already  in  the  liquid  and  produces  a  precipitate 
of  a  basic  salt,  the  formation  of  which  indicates 
the  point  of  saturation.  The  precipitate  is  most 
readily  seen  against  a  black  background.  In 
order  to  standardise  the  liquid,  10  c.c.  of  normal 
sulphuric  acid  are  placed  in  a  flask  ot  beaker 
ana  Kieffer's  solution  added  until  a  permanent 
precipitate  is  produced,  and  from  the  volume 
of  solution  required,  its  strength  in  terms  of 
normal  acid  is  readily  calculated.  The  strength 
of  the  solution  gradually  diminishes,  and  it  must 
be  titrated  £rom  time  to  time.  In  making  an 
actual  determination,  the  Kieffer's  solution  is 
added  to  the  liquid  to  be  tested  until  a  per- 
manent precipitate  is  formed.  The  method  is 
not  very  accurate,  owin^  mainly  to  the  fact  that 
the  precipitate  is  not  quite  insoluble  in  solutions 
of  ammonium  salts,  and  therefore  the  end  re- 
action does  not  take  place  until  the  liquid  is 
saturated  with  the  basic  salt.  The  magnitude 
of  the  error  depends  on  the  concentration 
of  the  solution.  When  the  liquids  to  bo  ti- 
trated contain  barium,  strontium,  ^.,  the 
Kie£for's  solution  must  be  prepared  with  cupric 
nitrate. 

(For  other  methods,  v.  Sims  (Chem.  News, 
1907,  95,  253)  and  Ahlum  (Chem.  Soc.  Proc. 
1906,22,63).) 

Bibliography, — ^Mohr*s  Chemisch-Analytische 
Titrirmethode,  6th  ed.  1886;  Sutton's  Volu- 
metric Analysis,  9th  ed.  1904;  Fresenius' 
Quantitative  Chemische  Analyse,  v.  2,  6th  ed. ; 
Treadwell-Hall,  Analytical  C!!hemistry,  v.  2,  2nd 
ed.  1910 ;  Limse's  Technical  Chemist's  Hand- 
book ;  Cohn's  Lidioators  and  Test  Papers,  2nd 
ed.  1902  ;  Glaser's  Indikatoren  der  Acidimetrie 
und  Alkalimetrie,  1901.  G.  T.  M. 

ACID  ALIZARIN,  -BLACK,  -BROWNS, 
-PONCEAU,  -YELLOWS   v.    Azo-    coloubino 

MATTERS. 

ACID   MAGENTA    v.    Tbiphbntlmethane 

COLOUaiNa  IfATTSBS. 

ACID      VIOLET     v.     Trifhenylmbthanb 

COLOUBIKG  IfATTBBS. 

ACIDINE  BRILLIANT  RED  v.  Azo-  coloub- 

INO  MATTERS. 

ACBIE  YELLOW  v.  Azo-  coloubino  matters. 

ACOKANTHERA  SCHUfPERL  The  arrow- 
poisons  of  East  Africa  are  prepared  from  the 
wood  of  the  genus  Acokanihera,  which  contains  a 
crystalline  giucoside,  acokantherinin  C^JB-^fiitf 
H,0  (Amaud).  C^Hj.Oj,  (Faust).  Crystallises 
from  water  and  alcohol ;  msol.  in  ether  or  chloro* 
form:  sol.  neutral  and  bitter.  Strong  sulphuric 
acid  gives  a  red  colour  eventually  becoming 
'  green.  On  boiling  i^ith  dilute  mineral  acids  is 
hydrolysed  with  formation  of  rhamnose.  Is 
optically  inactive,  softens  at  130°  and  decom- 
poses at  220^  The  pharmacological  action  of 
the  giucoside  resembles  that  of  members  of  the 
digiUdin  group  (Fraser  and  TiUie,  Proc.  Roy. 
Soc.  58,  70 ;  Faust,  Chem.  Zentr.  1902,  2, 
[19]  1217). 

ACONINE,    ACONITE,    ACONTTINE,    ACO- 

NinC  ACID  V.  VEGETO-AT.KALOIDS. 

ACORUS  CALAMUS  (Linn.).    The  common 

I  sweet  flag.     The  root  is  used  by  distillers  to 

flavour  gin,  and  the  essential  oil  by  snuff-makers 

'  for    scenting    snuff.     It    contains    a    giucoside 
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termed  acorin  Ca(H,oO,  (Faust,  Bull.  Soo.  chim. 
[21  9,  392 ;  Thorns,  Aroh.  Pharm.  [3]  24,  465) 
(v.  Calamus). 

ACRIDIinS  CjaH^.  Crude  anthracene  con- 
tains basic  snbetances,  and  among  them  acri- 
dine,  which  can  be  isolated  by  extracting  it  with 
dilate  sulphuric  acid  and  adding  potassium  di- 
chroAiate  to  the  acid  solution.  The  precipitated 
acridine  ohromate  is  then  recrystailised  from 
water,  treated  with  ammonia,  and  the  base  crys- 
tallised irom  hot  water  (Graebe  and  Caro, 
Annalen,  168,  266;  Ber.  13,  99). 

Acridine  has  also  been  obtained  syntheti- 
cally by  passing  the  vapours  of  orthotolylaniline 
and  of  orthoditolylamine  through  a  tube  heated 
to  dull  redness  (G.,  Ber.  17,  1370);  by  severally 
heatinff  formic  acid  and  diphenylamine  (Bemth- 
sen  and  Bender,  Ber.  16,  767,  1802),  chloroform, 
diphenylamine  and  zinc  oxide  (Fischer  and 
Komer,  Ber.  17, 101),  and  aniline  and  salicvlalde- 
hyde  (Mohlau,  Ber.  19,  2451)  with  zinc  chloride; 
by  paasinff  o-amidodiphenyl  methane  through 
a  layer  m  lead  oxide  heated  to  dull  redness 
(Fischer  and  Schutte,  Ber.  26,  3086).  By  dis- 
tilling tetrahy  droacridine  with  litharge  (Borsche, 
Ber.  41,  2203),  and  also  from  acridone  (Decker 
and  Dunant,  Ber.  39,  2720;  Ullmann,  Bader 
and  Labhardt,  Ber.  40,  4795). 

Properties. — ^Acridine  crystallises  in  small 
colourless  needles,  or  four-sided  rhombic  prisms, 
sublimes  at  lOO"*,  melts  at  lll^  boils  above  360"" 
without  decomposition,  and  distils  with  steam. 
It  is  sparingly  soluble  in  hot  water,  but  readily 
soluble  in  ^cohol,  ether,  or  carbon  disulphide, 
yielding  solutions  showing  a  blue  fluorescence. 
When  inhaled  either  as  dust  or  vapour  it  causes 
violent  sneezing,  and  in  solution  both  it  and  its 
salts  cause  much  irritation  on  the  skin.  On 
treatment  with  nitric  acid  it  yields  two  nitro- 
derivatives  (m.p.  154®  and  214®)  and  a  dinitro- 
derivative  (Q.  and  C.) ;  potassium  permanganate 
oxidises  it  to  2 : 3-quinolinedicarboxylic  acid 
C,H,N(C0sH)2,  and  sodium  amaleam  reduces  it 
to  hfdroaeridine  CjiH^^N  (B.  and  B.,  Ber.  16, 
1971 ;  G.,  Ber.  16, 2831).  The  salts  are  yellow  and 
crystallise  well,  but  are  decomposed  into  their 
constituents  on  boiling.  Heated  with  hydrosen 
and  finely  divided  nickel,  it  forms  2  :  3-dimetnyl 
quinoline  (Padoa  and  Fabris,  Atti  R.  Acad. 
Lincei,  1907,  [v.]  16,  L  921).  The  halogen  addition 
compounds  of  acridine  and  its  derivatives  are 
formed  l^  the  direct  action  of  the  halogen  on 
the  acridine  (Senier  and  Austin,  Chem.  Soc.  Trans. 
1904, 1 196) ;  or  by  the  action  of  a  mixture  of  phos- 
phorus oxychloride  and  pentachloride  on  thio- 
acridone  (Edingtfr,  Ber.  33,  3770;  D.  R.  P. 
120586 ;  Edinger  and  Amc^d,  J.  pr.  Chem.  [ii.]  64, 
182.  471 ;  D.  R.  P.  122607);  for  other  methods, 
compare  Dunstan  and  Stubbs  (Ber.  39,  2402 ; 
D.  R  P.  126795),  Graebe  and  La^odzmski 
(Annalen,  276,  48).  Alkyl  iodomagnesium  com- 
pounds of  acridine  have  also  been  obtained 
(Senier,  Austin,  and  Clarke,  Cliem.  Soc.  Trans. 
1906,  1469).  When  exposed  to  sunlight  acri- 
dine forms  pale-yellow  crystals,  m.p.  276®  (Om- 
dorff  and  Cameron,  Amer.  Chem.  J.  1895,  17, 
658),. 

2:7-dliiieOiyl-  3 : 6-dlamiBoa6ridine  or  acri- 
dine yeOow    NH,-C,H,Me/^^\c,H,Me-NH, 

is  obtained  by  heating  under  prea^^  tetramino- 
ditolylmetliane  with  hydiochlorio  ^oid  and  water. 


the  product  is  then  oxidised  with  ferric  chloride 
or  potassium  percarbonate  K,C,0,  or  hydrogen 
peroxide,  and  the  resulting  metallic  salt  decom- 
posed with  hydrochloric  acid  (D.  R.  P.  62324 ; 
Lymn,  J.  Soc.  Chem.  Ind.  1897,  16,  406 ;  Ull- 
mann and  Mari6,  Ber.  34,  4308  ;  Haase,  Ber.  36, 
589)..  It  forms  yellow  crystals  melting  above 
300®,  soluble  in  alcohol,  acetone  and  pyridin, 
and  forming  a  yeUow  solution  in  sulphuric  acid 
with  a  green  fluorescence.  It  yields  derivatives 
which  form  yellow,  orange,  brownish-,  greenish-, 
and  reddish-yellow  dyes,  and  can  be  used  on  ' 
cotton,  leather,  wool,  and  silk.  The  following 
are  some  of  the  methods  of  preparation  \ 
(1)  heating  with  mineral  acids  under  pressure, 
when  it  yields  aminohydroxy-  and  dihydroxy- 
dimethyl  acridine  (D.  R.  P.  121686;  Chem. 
Zentr.  1901,  ii.  78;  J.  Soc.  Chem.  Ind.  21, 
37) ;  (2)  heating  with  monochloracetic  acid  and 
water  under  pressure  (D.  R.  P.  133788;  Chem. 
Zentr.  1902,  ii.  616 ;  D.  R.  P.  136729 ;  Chem. 
Zentr.  1902,  ii.  1396) ;  (3)  heating  with  formalde- 
hyde and  mineral  acids  under  pressure  (D.  R.  P. 
135771 ;  Chem.  Zentr.  1902,  ii  1233 ;  J.  Soc. 
Chem.  Ind.  21,  112,  544,  402);  (4)  by  treatment 
with  formaldehyde  and  aromatic  bases  (J.  Soc. 
Chem.  IncL  22,  140 ;  D.  R.  PP.  131365, 132116  ; 
Chem.  Zentr.  1902,  ii.  172  ;  i.  1288) ;  (5)  heating 
with  benzyl  chloride  in  presence  of  nitrobenzene 
(J.  Soc.  C!hem.  Ind.  21,  701,  1530);  (6)  treating 
with  aqueous  formic  acid  (iikd,  21, 90) ;  (7)  heat- 
ing with  glycerol  at  150®-180®  (D.  R.  P.  151206) : 
(8)  alkylation  (Ullmann  and  Marie,  I.e.  ;  D.  R.  P. 
79703;  J.  Soc.  Chem.  Ind.  19,  1010;  24, 
840). 

Phenylaeridlne  CigHjjN  is  obtained  by  heat- 
ing diphenylamine  with  benzoic  acid  and  zinc 
cUoride  at  260®  (Bemthsen,  Ber.  15,  3011! ;  16, 
767,  1810),  and  melts  at  181®.  The  hydroxy- 
phenylacridines  which  form  yellow  dyes  in 
mineral  acids  can  be  obtained  similarly  by  using 
the  corresponding  hydroxy  acid  (Landauer,  Bull. 
Soc.  chim.  31,  1083). 

Other  acridine  dyes  can  be  obtained. by 
heating  tetraminoditolylmethane  or  the  leuco- 
compounds  of  amino-acridines  with  mineral  acid 
and  alcohol  under  pressure,  the  shade  depending 
on  the  quantity  and  nature  of  alcohol  and  of 
acid  used  (J.  'Soc.  Chem.  Ind.  20,  888;  22, 
1126  ;  23,  932).  Also  by  the  interaction  of  an 
aromatic  or  aliphatic  m-diamine  with  an  alde- 
hyde {ibid.  21,  1529;  Chem.  Zeit.  14,  334; 
J.  Soc.  Chem.  Ind.  17.  573;  22,  1241),  By 
heating  the  formyl  derivatives  of  m-diamines 
with  ammonia  salts  or  salts  of  organic 
bases  at  150®-200®  (D.  R.  PP.  149409, 
149410).  For  other  methods  of  preparing 
acridine  derivatives,  many  of  which  have  dyeing; 
properties^  compare :  Bizzarri,  Gazz.  chim.  its). 
20,  407  ;  Decker,  J.  pr.  Chem.  153,  161 ;  Mohlau 
and  Fritzsche,  Ber.  26,  1034;  Volpi,  Gazz.  chim. 
ital.  21,  ii.  228 ;  J.  Soc.  Chem.  Ind.  19,  732 ; 
21,338,701,  911,  1528;  Goodwin  and  Senier, 
Chom.  Soc.  Trans.  1902,  285  ;  J.  Soc.  Chem.  Ind. 
22,  23,  90 ;  D.  R.  PP.  133709, 107517 ;  UUmann, 
Ber.  36,  1017,  1026 ;  D.  R.  P.  141297,  141356 ; 
Biinzley  and  Decker,  Ber.  37,  575 ;  Fox  and 
Hewitt,  Chem.  Soc.  Trans.  1904,  529;  1905, 
1068;  Schopff,  Ber.  26,  1121;  Ber.  27,  2316; 
Duval,  Compt.  rend.  142,  341 ;  Koenigs,  Ber.  32, 
3599 ;  Ullmann  and  Maag,  Ber.  40, 2515 ;  Austin, 
Chem.  Soo.  Trans.  1908, 1760 ;  D.  R.  PP.  118076, 
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152662 ;  Pope  and  Howard,  Chem.  Soc.  Trans. 
97,  83. 

NaphthaerldliiA  and  its  derivatives,  which 
can  also  bo  used  as  dyes,  have  been  prepared  (J. 
Soc.  Chem.  Ind.  18,  826;  19,  237  ;  Ullmann  and 
Naef ,  Ber.  33,  906,  912,  2470 ;  J.  Soc.  Chem.  Ind. 
20,  37,  673;  D.  R.  P.  126444;  UUmann  and 
Baezner,  Ber.  36,  2670  ;  37,  3077  ;  Ullmann  and 
Felzvadjian,  ibid.  36,  1027 ;  Ullmann  and  Farre, 
ibid.  37,  2922 ;  Ullmann  and  Fitzenham,  ibid. 
38,  3787  ;  Baezner  and  Gardiol,  ibid.  39,  2623  ; 
Baezner,  ibid.  2660 ;  Senier  and  Austin,  Chem. 
Soc.  Trans.  1907,  1233,  1240 ;  Senier  and  Comp. 
ton,  ibid.  1907,  1927 ;  Baezner  and  Gueorgnieff, 
Ber.  39,  2438). 

In  the  case  of  many  of  the  naphthacridine 
derivatives,  patents  have  been  taken  by  Ullmann 
(D.  R.  PP.  104667,  104748,  108273,  117472, 
119673, 123260, 127686, 128764, 130721, 130943); 
the  further  alkvlation  of  some  of  these,  as  well 
as  of  other  acridine  compounds  has  been  patented 
bv  the  A. -6.  filr  Anilin-Fabrikation  (D.  R  PP. 
117066,  129479). 

ACRIDINE  DYESTUFFS.  Acridine,  though 
colourless,  shows  absorption  bands  in  the  ultra- 
violet. The  salts  are  yellow,  and  the  addition 
products  with  alkyl  halides  are  also  coloured. 
(For  absorption  spectra,  see  Dobbie  and  Tinkler, 
Chem.  Soc.  Trans.  1906,  87,  269.)  The  salts 
of  acridine  itself  are  useless  tinctoria]ly,  but 
amino-  and  alkyl-amino-  derivatives  of  acri- 
dine, phenylacridine,  &o.,  are  useful  dyestuffs, 
generally  producinsf  yellow  shades.  For  the 
preparation  of  these  substances,  synthesis  is 
generally  resorted  to,  although  acridme  may  be 
nitrated  (Graebe  and  Caro,  Annalen,  1871,  168, 
275),  and  a-nitro-acridine  has  been,  reduced 
to  an  amino-acridine  (Anschiitz,  Ber.  1884, 
17,437). 

One  dyestiiff  of  the  acridine  series,  chrye- 
aniline,  is  formed  as  a  by-product  in  the  manu- 
facture of  magenta  (Hofmann,  Jahresb.  1862, 
346).     Its  constitution 
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lY^i?"' 
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C.H«<qt)C[(l)C.H,(4)NH.](lj>C.H.(4)NH, 

was  (ktermined  by  0.  Fischer  and  G.  Komer ; 
probaUy  two  molecules  of  aniline  and  one  of 
p-toluidine  condense  when  oxidised  to  opp- 
triaminotriphenylmethane,  this  yielding  chrys- 
aniline  when  further  oxidised.  This  view  is 
supported  by  the  fact  that  when  op^- triamino- 
triphenylmethane is  heated  with  arsenic  acid  to 
160®-180**,  chrvsaniline  is  produced  (Annalen, 
1884,  226,  188): 

The  processes  for  preparing  amino-  deriva- 
tives of  acridine  on  a  technical  scale  may  be 
illustrated  by  the  methods  of  preparing  benzo- 
flavine,  rJieonine,  and  diaminoacridylbenzoic  acid. 
^  Symmetrical  diamino-acridinos  are  ob- 
tained by  the  condensation  of  aJdehydes  with 
m-diamines,  removal  of  the  elements  of  ammonia 
from  the  resulting  tetra-amino-  compound  by 
heating  with  hydrochloric  acid,  and  oxidation 
of  the  dihydro-acridine  thus  produced  with 
ferric  chloride.  In  the  case  of  bemoflavine 
benzaldehyde  and  m-toluylenc-diamine  are 
employed. 


C.H. 

The  reaction  is  capable  of  considerable  modi- 
fication ;  thus  from  formaldehyde  and  dimethyl- 
m-phenylenediamine,  acridine  orange  is  produced 
in  an  analogous  manner.  It  should  be  noted, 
however,  that  m-^henylenediamine  gives  pro- 
ducts which  are  evidently  mixtures,  and  cannot 
be  purified  (R.  Meyer  and  R.  Gross,  Ber.  1899, 
32,  2366). 

The  reaction  between  an  aldehyde  and  a 
m-diamine  may  be  carried  out  in  two  stages; 
Meyer  and  Gross  {l.c.  p.  2368),  for  example, 
prepared  a  monobenzylidene  derivative  of  m- 
toluylenediamine  anci  converted  this  into 
tetraminoditolyl-phenylmethane  by  warming 
its  alcoholic  solution  with  the  hydrochloride  of 
m-toluylenediamine  for  three  hours  at  60^-70°. 
Acridine  itself  may  be  obtained  in  good  yield 
by  heating  salicylidene-aniline  with  phosphorus 
pentoxide  to  260''  (Biau,  Monatoh.  1897, 18, 123). 

A  closely-related  synthesis  of  acridine 
derivatives  is  that  of  F.  Ullmann  and  E.  Naef 
(Ber.  1900,  33,  906).  When  dihydroxydi- 
naphthylmethane,  the  product  of  the  interaction 
of  formaldehyde  and  iS-naphthol,  is  heated  with 
j)-toluidine  hydrochloride,  methylhydronapth- 
aoridine  is  produced  with  elimination  of  /3- 
naphthol. 

CH,(CioH,-OH),  +  NH5-C,H4CH, 

=  C,oH,OH  +  CH.<^;&^«cH.)>NH 

Rheonlne  is  obtained  from  m-amino- 
phenylauramine  or  tetramethyldiaminobenzo- 
phenone  and  m-phenylenediamine  at  200%  using 
zinc  chloride  as  condensing  agent. 
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Some  dorivativeB  of  xanthene,  when  ener- 
getically treated  with  ammonia,  suffer  replace- 
ment of  the  p3rroae  oxygen  atom  by  an  imino- 
group.  By  tne  prolonged  heating  of  fluorescein 
with  ammonia  under  pressure,  R.  Meyer  (Ber. 
1888,  21,  3376)  obtained  an  aoridine  derivative, 
to  which  one  of  the  three  following  constitutions 
ia  assignable : — 

NH  N 

nh,/\/\/\nh,  nHi/\/  \/\nh 

I     I    T    I    '      II      II' 


C.H,/\o 


or 


C,H« 


CO 


COOH 
NH  NH, 

NH,/^/\/\/    ! 

1       1       I       I 

c.h/ 

XX) o 

The  salts  of  the  tetra-ethyl  derivative  of  this 
compound  form  the  dvestuff  known  tLsilaveoaine. 

Aerldine  Orange  x^O  (Farbwerk  Mtthlheim, 
D.  R.  P.  69179, 17  Dec.  1889),  Ci,H,N[N(CH,),l,. 
MCl'ZnCl,  was  discovered  by  Bender,  it  is 
produced  by  condensation  of  dimethyl-m- 
phenylenediamine  with  formaldehyde  and  pro- 
ceeding according  to  the  method  referred  to 
above.  It  forms  an  orange  powder  which 
dissolves  in  water  or  alcohol  with  orange- 
red  colour  and  greenish  fluorescence.  The 
aqueous  solution  is  reddened  by  hydro- 
chloric acid ;  sodium  hydroxide  gives  a  yellow 
precipitate.  The  solution  in  concentrated  sul- 
phuric acid  is  nearly  colourless  and  has  a  greenish 
fluorescence,  dilution  with  water  produces  suc- 
cessively red  and  orange  colouration.  The  dye 
gives  orange  shades,  famy  fast  to  light  and  soap, 
on  cotton  mordanted  with  tannin ;  it  is  also 
suitable  for  printing  and  leather-dyeing. 

The  analogous  dyestuff  from  diethyl-m- 
phenylenediamme  is  described  in  D.  K.  P. 
67609,  the  substances  derived  from  monoalkyl- 
phenylenediamines  in  D.  R.  P.  70935. 

Another  method  of  preparing  acridine  orange 
is  to  heat  12  kilos,  of  aminodimethylaniline 
either  with  10  kilos,  of  formic  acid  (sp.gr.  1  -2)  and 
10  kilos,  of  zmc  chloride  gradually  to  ISO^'-ldO'*, 
or  with  12  kilos,  of  dehydrated  oxalic  acid,  10 
kilos,  of  glycerol  and  1 1  kilos,  of  zinc  chloride  to 
IfiO^.  Tieating  and  stirring  are  continued  as 
long  as  any  di^keninff  of  shiule  can  be  observed, 
ammonia  is  liberatea  during  the  reaction,  and 
formic  acid  having  been  employed  instead  of 
fcvmaldehyde,  the  product  when  worked  up 
yields  the  dyestuff  instead  of  its  leuco-  compound 
(D.  R  P.  67126). 

The  formyl  derivatives  of  m-diamines  may 
also  be  used  (B.  R.  PP.  149049,  161699),  or  the 
*  methane '  carbon  atom  may  be  furnished  by 
various  formyl  derivatives  such  as  formanilide 
(D.  R.  P.  149410). 

Acridine  Orange,  R  extra  (Farbwerk  Miihl- 
heim,  D.  R.  P.  68908,  7  Feb.  1890).  The  dye- 
stuff  is  the  hydrochloride  of  tetramethyldia- 
raino-9-phenylaoridine,   and  is   obtained  from 


)  dimethyl-m-phenylenediamine  and  benzaldehyde. 
Its  reactions  and  uses  are  similar  to  those  of 
liark  NO. 

D,  R.  P.  68908  also  mentions  the  use  of 
fii-aminodimethyl-o-toluidine.  If  the  latter  base 
bo  condensed  with  p-nitrobenzaldehyde  to  a 
triphenylmethane  derivative,  the  nitro- group 
reauced  and  condensation  and  oxidation  e&cted 
in  the  usual  way,  an  acridine  dyestuff  possessing 
two  tertiary  and  one  primary  amino-  group  is 
obUined  (D.  R.  P.  70066;  compare  D.  R.  P. 
71362). 

The  use  of  acetaldehyde  as  a  component  was 
claimed  by  the  Ges.  f.  Chem.  Ind.  (D.  R.  P. 
143893,  13  March,  1902). 

Acridine  YeUow  (Farbwerk  Mahlheim,D.  R.  P. 
52324,  27  June,  1889)  was,  like  the  two  pre- 
ceding colours,  discovered  by  Bender.  Its 
constitution  is  that  of  a  3  :  6-diamino-2  :  7- 
dimethylacridine  hydrochloride;  it  is  produced 
from  formaldehyde  and  m-toluylenediamine. 
It  forms  a  yellow  powder  soluble  in  water  and 
alcohol  with  yellow  colour  and  green  fluore- 
scence; yellow  precipitates  are  obtained 
with  hycuochloric  acid  (hydrochloride)  and 
sodium  hydroxide  (free  base).  Silk  is  dyed  a 
greenish  yellow  with  green  fluorescence,  cotton 
(tannin  mordant)  is  c<3oured  yellow. 

The  salts  with  aliphatic  acids,  e,g,  formate 
and  acetate,  are  more  soluble  (Farbenfabriken 
vorm.  F.  Bayer,  D.  R.  P.  140848,  13  March, 
1903).  Acrimne  yellow  is  converted  into  an 
orange  yellow,  more  easily  soluble  dvestuff  by 
heatmg  with  twice  its  weight  of  glycerol  for 
4-6  hours  to  170''-180^  (Badische  Anilin  und 
Soda-Fabrik,  D.  R.  P.  151206,  26  July,  1003). 

(For  the  action  of  aldehyde  on  aniune  yellow, 
see  D.  R.  P.  144092.)  Compounds,  probably  of 
acridinium  type,  are  obtained  from  aniline 
yellow  by  the  action  of  monochloracetic  acid 
(M.  L.  B..  D.  R.  PP.  133788,  136729,  152662) 
and  other  dyestuffs  by  condensation  with 
formaldehyde  and  m-diamines  (D.  R.  PP.  131365, 
132116,  135771).  Either  one  or  both  of  the 
amino- groups  in  acridine  yellow  and  analogous 
dyestu£  are  replaced  by  hydroxyl  on  heating 
with  dilute  sulphuric  acid  to  180**-220**  (D.  R.  P. 
121686),  and  similar  compounds  may  be  obtained 
from  formaldehyde  by  condensation  with  amino- 
cresols  (D.  R.  P.  120466). 

IMbenzyl  aniline  yellow  is  claimed  by  Bayer 
&  Co.  as  a  useful  leather  dye  (D.  R.  P.  141297). 

Beniofla?lne  (several  marks),  3:6-diamino- 
2 : 7-dimethyl-9-pnenylacridine  hydrochloride 
C„H4N(C,H5)(NH,),(CH,)„HC1,  was  discovered 
by  Rudolph  in  1887,  and  introduced  commercially 
by  K.  Oehler  in  1888  (D.  R.  PP.  43714.  28  July, 
1887 ;  43720, 45294, 45298).  Its  preparation  has 
been  given  above.  The  dye,  which  is  usually  mixed 
with  dextrin,  forms  an  orange  powder,  diflicultlv 
soluble  in  cold  water,  more  easily  in  hot.  Both 
aqueous  and  alcoholic  solutions  are  orange,  with 
strong  green  fluorescence.  Hydrochloric  acid 
gives  an  orange  precipitate,  sodium  hydroxide 
liberates  the  yeUowish- white  base.  The  solution 
in  concentrated  sulphuric  acid  is  greenish  yellow, 
and  shows  a  very  strong  green  fluorescence.  It 
may  be  used  for  •dyeing  both  mordanted  and 
unmordanted  cotton.  "Hio  acetate  and  lactate 
are  more  readily  soluble  (Bayer,  D.  R.  P. 
142453,  19  April,  1902) ;  it  behaves  like  acridme 
yellow  when  heated  with  glycerol. 
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The  Patent  Photphlnes  of  the  Ges.  f.  Chem. 
Ind.  in  Basel  are  obtained  bv  alkylation  of 
benzoflavine  and  acridine  yellow  (D.  R.  P. 
79703;  compare  D.  B.  P.  131289). 

CoriophOflphlnes  (Baver  &  Co.).  These  dye- 
8tu£b,  which  are  suitable  for  leather-dyeing,  are 
probably  unsyinmetrically  alkylated  diamino- 
acridines  obtamed  by  condensation  of  formalde- 
hyde with  one  molecule  of  an  asymmetrically 
dialkylated  m-diamine  and  one  molecule  of  a 
non-alkylated  or  monoalkylated  m-diamjne,  with 
subsequent  elimination  of  ammonia,  and  oxida- 
tion (D.  R.  P.  133709). 

ChrymiUtaie  Cj,H^,N  occurs  under  many 
other  names  commercially,  eg.  Leather  yeuow, 
Xuithine,  Philadelphia  yellow  G,  Leather  brown, 
Phosphine  (several  marks),  &o.  Reference  to 
its  occurrence  in  the  manufacture  of  magenta 
has  already  been  made.  Numerous  meuiods 
for  preparing  homologues  and  analogues  of  this 
substance  have  been  patented  (D.  R.  PP.  65985, 
78377,  79263,  79585,  79877,  81048,  94951, 
102072,  106719,  114261,  116353).  The  method 
adopted  for  this  purpose  by  Meister,  Lucius,  and 
Bruning  may  be  mentioned  (D.  R.  P.  65985, 
2  AprU,  1892).  p-Toluidine  and  its  hydro- 
chloride are  heated  with  ferric  chloride  (oxysen- 
carrier),  and  m-nitroaniline  gradually  added. 
The  resulting  dyestufF  is  the  next  higher  homo- 
logue  of  chrysamline,  containing  a  methyl-  group 
in  position  7. 

According  to  IViedlander  (Fortsohritte  dcr 
Theerfarbenfabrikation  V*  373),  the  yields  pro- 
duced by  this  method  are  not  eood,  but  the 
reaction  between  p-aminobenzaMehyde  or  a 
derivative  and  phenyl-m-phenylene-  (or  toluyl- 
ene-)  diamine  proceeds  nearly  quantitatively : 

C.H.NH-C^.NH,  +  CeH4(NH,)0H0  +  O 

=  2H,0  +  C,H4<'?'>C,H6NH, 

^C-C,H4NH, 
(B.  A.  S.  F.,  D.  R.  PP.  94961,  102072). 

Chrysaniline  forms  an  orange-yellow  powder, 
soluble  in  water  and  alcohol  with  reddish-yellow 
colour  and  yellowish-green  fluorescence.  The  solu- 
tion is  unaltered  by  hydrochloric  acid ;  sodium 
hydroxide  gives  a  bright  yellow  precipitate. 
Chryaaniline  is  chiefly  uMd  in  leather  dyeing. 

Corioflavines  (Griesheim-Elektron).  These 
dyestufis,  which  occur  commercially  as  marks 
G,  GG,  R,  and  RR,  are  used  in  leather-dyeing 
and  calico-printing.  They  form  red  or  reddish- 
brown  powders,  which  dissolve  in  concentrated 
sulphuric  acid  with  yellow  or  orange  colouration 
and  green  fluorescence ;  these  solutions  turn 
red  or  reddish-brown  on  dilution. 

Flaveosine  (Meister,  Lucius,  and  Brfining, 
D.  R.  P.  49860,  11  May,  1889)  is  a  tetraethyl- 
diaminoacridylbenzoic  acid,  which  is  obtained 
by  heating  m-acetaminodimethylaniline  with 
phthalic  amiydride.  It  has  been  examined  by 
Grandmougin  and  Lang  (Ber.  1909,  42,  4014). 

The  hydrochloride  crystallises  in  shining 
brownish-yellow  needles,  tne  sulphate  in  prisms 
exhibiting  a  cantharides  lustre.  The  base  is 
precipitated  from  the  salts  by  sodium  carbonate, 
and  forms  golden-yellow  shining  leaflets. 

Flaveosme  dyes  silk  golden  yellow  (yellowish- 
green  fluorescence)  from  a  feebly  acid  bath;  wool 
and  cotton  (tannin  mordant)  are  coloured 
reddish  yellow.    The  colours  are  fast. 

Substances  closely  related  to  flaveosine 


are 


obtained  by  the  esteriflcation  of  the  prodnot  of 
the  interaction  of  ammonia  and  fluorescein 
(B.  A.  S.  F.,  D.  R.  PP.  73334,  75933  ;  compare 
D.  R  P.  141356). 

Rheonine  (Badische  AniHn  und  Soda-Fabrik). 
This  dyestuff  was  discovered  by  C.  L.  MuUer 
(D.  R.  P.  82989,  16  Dec.  1894).  Its  method  of 
preparation  has  already  been  fj^ven,  Rheonine 
forms  a  brown  powder,  soluble  in  water  and 
alcohol,  with  brownish-yellow  colour  and  green 
fluorescence.  Hydrochloric  acid  turns  the  solution 
brownish-red,  caustic  soda  gives  a  bright  brown 
precipitate.  It  is  used  for  obtaining  orownishr 
yellow  shades  on  leather  or  Cotton  (tannin). 
Two  marks,  N  (brighter)  and  A  (darker),  are 
in  use. 

The  use  of  diaminobenzophenone  and  of 
Michler's  hydrol  for  condensation  with  m-dia- 
mines  have  bean  patented  (M.  L.  B.,  D.  R.  P. 
89660  and  B.  A.  S.  F.,  B.  R.  P.  85199  re- 
spectively). 

Many  acridine  and  naphthacridine  dyestuffs 
containing  only  one  amino-  group  have  been 
described  (D.  R.  PP.  104667,  107617,  107626, 
108273,  118075,  118076,  125697,  130360) ;  and 
it  has  also  been  observed  tihat  dyestuffs  can  be 
obtained  when  only  one  molecular  proportion  of 
a  m-diamine  is  used  with  formaldehyde  (D.  R.  P. 
136617).  J.  T.  H. 

ACRODEXTRINS  v.  Dextrins. 

ACROSE  V,  Oarbohydbatbs. 

ACTDflUM.  A  radioactive  element,  dis- 
covered by  Debieme  in  the  precipitate  produced 
by  adding  ammonia  and  ammonium  sulphide  to 
the  filtrate  from  the  hydrogen  sulphide  precipi- 
tate obtained  in  the  course  of  analysing  pitch- 
blende (Debieme,  Gompt.  rend.  129,  693 ;  130, 
906).  In  fractionating  the  rare  earths  thus  ob- 
tained from  pitchblencfe  by  means  of  their  double 
nitrates  with  magnesium  nitrate,  actinium  accu- 
mulates in  the  more  soluble  portions  together 
with  neodymium  and  samarium  (Oompt.  rend. 
139,  538).  The  predominating  rare  earth  in 
pitchblende  is  thorium ;  but  actinium  also 
occurs  in  uranium  minerals  containing  no 
thorium  (Szil&rd,  Chem.  Soc.  Abstr.  19(%,  ii. 
663). 

Actinium  has  not  been  obtained  pure,  but 
it  appears  to  resemble  thorium  chemically 
(c/.  however,  Giesel,  Ber.  40,  3011).  It  is  pre- 
cipitated by  oxalic  acid,  hydrofluoric  acid,  and 
by  ammonia.  Actinium  preparations  are  highly 
radioactive,  imparting  induced  radioactivity 
to  surrounding  objects  (Gurie  and  Debieme, 
Compt.  rend.  132,  548),  and,  like  radium,  they 
spontaneously  give  rise  to  helium  (Debieme, 
Compt.  rend.  141,  383) ;  they  are  not  lumines- 
cent. Their  aqueous  solutions  slowly  evolve 
hydrogen  and  oxygen  in  the  proportions 
necessary  to  form  water.  Actinium  salts  also 
evolve  an  emanation,  an  inert  gas  having 
a  molecidar  weight  of  approximately  70, 
according  to  diffusion  experiments  (Debieme, 
Compt.  rend.  136,  446,  767  ;  138,  411 ;  Bruhat, 
Comp.  rend.  148,  628;  Russ,  Phil.  Mag.  17, 
(vi.)  412),  and  condensing  to  a  liquid  at 
-120''  to -160^  (Kinoshita,  PhiL  Mag.  16, 
(vi)  121). 

The  spontaneous  decomposition  of  actinium 
appears  to  give  rise  to  six  successive  products : 
radio  adinium  (Hahn,  Ber.  39,  1605 ;  PhiL  Mag. 
13,  (vi)    165),  which  is  said  to  resemble  the 
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alkaline  earths  (Gieeel,  Ber.  40,  3011),  and  06927,  24/3,  97;  Traube,  Annalen,  1904,331, 
which  changes   into  actinium  X,  a  substance  I  64). 

soluble  in  ammonia;  this  transforms  into  oc/tnium  Adenine    crystallises   from    dilute   aqueous 

enuxHoHcnj  from  which- actinium  A,  actinium  B,  solution  in  long  rhombic  needles  that  become 
and  actinium  C  successively  arise  (Hahn  and  i  anhydrous  at  110^,  and  melt  with  decomposition 
Meitner,  Chem.  Soc  Abstr.  1908,  ii.  920) ;  the^  I  when  rapidly  heated  at  360''-365'*  (Fischer,  I.e.), 
are  induced  active  deposits.  Actinium  itself  is  !  and  sublime  in  microscopic  needles  without 
rayless  ;  all  the  other  products  except  actinium  decomposition  at  220®.  Adenine  is  sparingly 
A  emit  a-  particles;  and  radio  actinium,  actinium  I  soluble  in  cold  (1 :  1086)  and  readily  soluble  in 
A,  and  actinium  0  emit  fi-  rays  (Hahn  and  {  hot  water  (1 :  40) ;  insoluble  in  ether  or  chloro- 
Meitner,  Chem.  Soc.  Abstr.  1908,  ii.  1007).  ;  form,  sparinely  so  in  alcohol.     It  forms  com- 

Actinium  is  identical  with  the  substance  pounds  with  bases,  acids,  and  salts.  The  nitrate 
emanium  discovered  by  Giesel  (v.  Giesel,  Ber.  i  CiHgN^yHNO^^H^O  is  crystalline,  and  the 
35,  3608  ;  36,  342  ;  37,  1696,  3963  ;  Debieme,  dry  salt  dissolves  in  110-6  parts  of  water;  the  hy- 
f>omp.  rend.  139,  638  ;  Hahn  and  Sackur,  Ber.  I  drocfUoride  G^HgN^yHGlj^HjO  forms  transparent 
38,  1943  ;  ef.  Marokwald,  Ber.  38^  2264).  •  monoclinic    pnsms    a:b:  c=20794  :  1 :  1-8127, 

ADAMAHmfE  SPAR  v.  Corundum.  /3  »  61®  40'  the  anhydrous  salt    djvsolves  in 

ADAMITE.  An  artificial  abrasive  made  in  41*9  Pftrts  of  water;  the  chhrmcetaW^ C^H..^^, 
Austria.  C,H,OgCl  melts  and  decomposes  at  162^163® ; 

ADAMITE.  Hydrated  basic  zinc  arsenate,  ,  the  sulphate  (CsH,N.)2,H.S0^2H,0,  the  oxalate 
Zn,(As04)s-Zn(0H),,  crystallising  in  the  ortho-  i  C,H,N„C,H,04,H,a  AnddicKromaU  (C5H.N,),, 
rhombic  system.    First  found  in  1866  as  violet    HjCr.O,  are  crystalline ;    t^  picraie  CI.H.N., 

,_  . M . .  r^. .i,_    ^.,_     C,H,N,0,  is  stable  at  220^  and  is  so  sparingly 

soluble  in  cold  water  (1 :  3600)  that  it  is  used 
as  a  means  of  estimating  adenine  in  solution 


crystals  in  a  silver-mine  at  Chafiarcillo,  Chile, 
and   subsequently   as   greenish   and   yellowish 
crystals  in  considerable  abundance  in  the  zinc- 
mines  at  Cape  Garonne  in  France,  and  Laurion  |  (Ber.  1890,  23,  225) ;    the  picrolonate  C^H^N^, 
in  Greece.  [  C.oHsO,N4  crystallises  from  water  and  melts  at 

ADANSONIA  DI6ITATA  (Linn.),  the  BacixA    265''(Levene,Biochem.Zeitsch.l907,4,320).  The 
tree,  yields  a  fibre  which  has  been  used  in  paper-    pkUinichlaride    (C,Hj.N()|,H,PtClg    crystallises 


making.    Its  bark  (Gowik  Chentz  or  Churee 
Chentz)  is  said  by  Duchaissaing  to  be  a  useful 


from  dilute  solution  m  needles,  and  yields  the 
salt    C5H,Ng,HCl,PtCl4  when    a    concentrated 


substitute  for  cinchona  (Dymock,   Pharm.    J.    solution     is     boiled.     The    acetyl     derivative 

[3]  7,  3).  >  C5H4N5AC  does  not  melt  at  260^,  the  benzoyl 

ADEMA8E  v.  Enzymss.  derivative  C^H^N^z  has  m.p.  234''-235''  (Kossel, 

ADENINE,  ^'Aminopwrine  Ber.   1886,  20,  3366).     The  methyl  and  benzyl 

V.  n/VH  ^^.TSTH  derivatives  have  been  prepared  (Thoiss,  Zeitsch. 

I  •  ^^''"•'^        \cH  3H  O  pliysioL  Chem.  13, 395).  Brwnadenine  C.H^N^Br 

Au.TU p.^Tx^^      '      *  '  **  strongly  basic,  forms  an   insoluble  picraie, 

\jix,n        ui>,  ,  ^^^  ^^  oxidation  with  hydrochloric  acid  and 

discovered  in  the  pancreatic  gland  and  spleen  '  potassium  chlorate  yields  alloxan,  urea,  and 
of  the  ox,  occurs  in  all  vegetable  and  animal  oxalic  acid  (Bruhns,  Ber.  1890,  23,  225 ;  KrUger, 
tissues  rich  in  cells  (Kossel,  Ber.  1885,  18,  79,  !  Zeitsch.  physiol.  Chem.  1892,  16,  329).  Adenine 
1928 ;  Zeitfich.  physioL  Chem.  1886,  10,  248) ;  is  converted  into  hypoxanthine  by  the  action 
thus  it  has  been  extracted  from  tea  leaves  of  nitrous  acid  (Kossel,  Ber.  1886,  18,  1928). 
(Kossel,  2.C.),  from  beet- juice  (v.  Lippmann,  Ber.  M.  A.  W. 

1896, 29,^646)4rom  the  young  shoots  of  bamboo  ,        ADHESIVES,  as  distinguished  from  cements. 


(Totani,  Zeitsch.  physioL  Chem.  1909,  62,  113) ; 
from  human  excretory  products  (Kriiger  and 


may  be  defined  to  be  substances  or  preparations 
of  a  gummy  or  gelatinous  character  used  for 


Schittenhelm,  Zeitsch.  Physiol.  Chem.  1902,  36,  the  purpose  of  joining  together  or  effecting  the 
169),  and  from  herring  brine  (Isaac,  Chem.  -  mutual  adhesion  of  the  surfaces  of  bodies.  They 
Zentr.  1904,  ii.  647  ;  from  Beitr.  chem.  physiol.  '  are  usually  substances  which  (1)  soften  in  water. 
Path.  1904,  6,  600) ;  it  is  probably  one  of  the  e.g.  gum  arable,  isinglass,  glue,  &o. ;  (2)  gela- 
degradation  products  of  nucle![n  (Schindler,  tinise  in  water  or  other  menstruum,  and  harden 
Zeitflch.  physiol.  Chem.  1889,  13,  432),  and  is  either  by  the  evaporation  of  the  solvent  or  its 
found  in  sinall  quantity  when  nuclein  is  heated  absorption  by  the  cohering  surfaces,  e.g.  liquid 
with  dilute  sulphuric  acid  (Kossel,  Ber.  1886,  glue,  gelatine  dissolved  in  acetic  acid,  rubber 
18,  1928).  or  guttapercha  in  benzene,  &c. ;  or  (3)  which 

Adenine  is  isolated  from  tea  extract  after  soften  on  heating  and  conceal  on  cooling,  e.g. 
the  removal  of  caffeine  by  precipitating  the  marine  glue,  sheUac,  &c.  llie  surfaces  of  the 
cuprous  compound  C^HgN^CU)  by  means  of  articles  to  be  joined  should  be  perfectly  clean ; 
copper  sulphate  and  scraium  bisulphite,  and  de-  they  should  be  brought  into  intimate  contact, 
composing  the  precipitate  with  ammonium  and  as  little  of  the  adhesive  as  possible  employed. 
sulphide;  the  crude  adenine  is  then  isolated  *  In  certain  cases  perfect  contact  is  ensured  by 
from  the  filtrate  in  the  form  of  the  sulphate.  '  heating  the  parts  to  be  joined  to  a  temperature 
For  the  method  of  separating  adenine  from  such  tnat  uie  adhesive  solidifies  only  when 
other  imrine  bases  compare  Schindler,  Zeitsch.    union  is  effected. 

physioL  Chem.  1889,  13,  432).  The  Sjmthesis  .  Solutions  of  gum  arabic,  or  of  dextrin,  or 
of  adenine  has  been  effected  by  reducing  with  ,  British  gum,  mixed  with  acetic  acid,  are  fro- 
hydriodio  acid  2-amino-2 :  8-dichloropurine  ob-  quently  employed  in  the  case  of  paper.  Floui 
tained  by  the  action  of  aqueous  ammonia  on  or  starch  mixed  with  water  containing  a  little 
trichloropurine  (E.  Fischer,  Ber.  1897,  30,  2226;  alum  so  as  to  form  a  thick  cream,  which  is 
1898,   31,  104;    Bohringer  and  Sons,  B.  R.  P.    then  heated  to  boiling,  and  when  cold  mixed 
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with  oil  of  cloves,  thymol,  phenol,  or  8alicylic  i  distilled,  and  no  anhydride  Ih  obtained  by  the 
acid  so  as  to  preserve  it,  makes  an  effective  distillation  of  the  acid.  It  is  slightly  soluble 
adhesive.  A  transparent  ptaste  may  be  made  !  in  water  at  the  ordinary  temperature,  and  has 
by  the  use  of  rice  starch  instead  of  ordinary  a  great  tendency  to  form  supersaturated  solu- 
flour.  Oooasionally  a  small  ouantity  of  linseed  '  tions  (Dieterle  and  HeU,  Ber.  17,  2221) ;  readily 
oil  or  elyoerol  is  added  in  the  case  of  labels  soluble  in  hot  alcohol  and  ether.  It  forms  salts 
exposed  to  moisture.  Or  the  labels  may  be  with  most  metals  which  aregenerally  soluble  in 
protected  from  damp  by  being  coated  with  a  |  water  and  crystalliaable.  T^ere  are  eight  iso- 
mixture  of  2  pts.  shellac,  1  pt.  borax  dissolved  '  merides  of  adipic  acid,  all  of  which  have*  been 
in  16  pts.  of  boiling  water.  An  alternative  prepared, 
method  is  to  applv  a  coating  of  copal  varnish.  ADIPOCERE  (from  adeps,  fat ;    and  eera, 

A  stronff  adhesive  may  be  made  from  ,  wax).  A  peculiar  waxy-looking  substance,  first 
shredded  geuttine,  swollen  in  water  containing  observed  by  Fourcroy  in  1786,  when  the  Cime- 
26  p.c.  of  glacial  acetic  acid  and  applied  hot.  iiSre  des  InnocenU  at  Paris  was  cleaned  out. 
The  mixture  should  be  kept  in  a  closely  corked  >  A  large  number  of  coffins  had  been  piled  to- 
phial.  Another  recipe  :  Dissolve  60  pts.  borax  gether  and  had  remained  for  many  years ;  the 
in  420  pts.  water,  add  480  pts.  dextrm  and  60  corpses  in  manv  of  these  were  converted  into 
pts.  glucose,  and  heat  caref uUv — not  above  00^ —  a  saponaceous  white  substance.  Fourcroy  placed 
with  constant  stirring  until  the  whole  is  in  this  substance,  together  with  cholesterol  and 
solution ;  replace  the  evaporated  water  and  filter  spermaceti,  in  a  separate  class  termed  by  him 
through  flannel  (Hisoox).  '  <  Adipooere.'    Gregory  (Annalen,  1847,  61,  362), 

Wheat  flour  rich  in  proteins  is  mixed  with  observed  a  similar  substance  in  the  case  of  a 
concentrated  sulphite  liquors  and  evaporated  to  i  hog  which  had  died  of  an  illness,  and  had  been 
a  suitable  consistency  (Robeson).  Dry  casein  buried  on  the  slope  of  a  mountain-side.  The 
mixed  with  half  its  weight  of  borax  and  a  substance  was  completely  soluble  in  alcohol, 
sufficiency  of  water  makes  an  excellent  adhesive  contained  no  glyoeriaes,  and  consisted,  according 
for  broken  china  or  earthenware.  Milk  casein  |  to  Gregory,  of  about  26  p.c.  of  stearic  acid,  and 
dissolved  in  alkali  and  an  alkaline  silicate,  such  |  about  76  p.c.  of  palmitic  and  oleic  acids  (these 
as  water-glass,  and  mixed  with  a  solution  of  i  three  acids  form  the  chief  constituents  of  lard), 
magnesium  or  calcium  chloride,  also  constitutes  The  absence  of  lime  was  explained  by  Gregory 
an  effective  adhesive.  as  due  to  the  solvent  action  of  water  saturated 

Metallic  surfaces  after  having  been  rubbed  with  carbonic  acid,  which  continually  ran  over 
with  an  alcoholic  solution  of  hydrochloric  acid  the  carcase.  Gregory  fully  recognised  that  the 
may  be  caused  to  adhere  by  means  of  a  mixture  fatty  acids  had  b«en  formed  by  the  hydrolysis 
of  10  pts.  tragacanth  mucilage,  10  pts.  honey,  \  of  the  fat,  water  having  washed  away  all  the 
and  1  pt.  flour  (Spon).  glycerol  simultaneously  produopd,  and  he  clearly 

A  marine  glue  may  be  made  by  dissolving  |  stated  his  view  that  from  carpBea  of  animals 
10  pts.  caoutchouc  in  120  pts.  benzene,  and  I  all  nitrogenous  and  earthy  Constituents  could 
adding  the  solution  to  20  pts.  melted  as-  i  be  washed  away,  fatty  acicb^nly  remaining 
phaltum,  the  mixture  being  poured  into  moulds  '  bi^hind.  Ebert  (Ber.  8,  776)  inli»e  main  con- 
to  consolidate.  In  order  to  use  it  the  glue  is  firmed  these  results  in  the  examination  of  a 
soaked  in  boiling  water  and  heated  over  a  flame  specimen  of  adipocere.  On  saponifying  with 
until  liquid.  !  potash,  about  1  p.c.  ammonia  escaped  and  an 

ADiPiC  ACID.  Bviane-a-^-diearhoxylic  acid  insoluble  residue  (about  6  p.c),  consisting  of 
C0,H-(CHa)4'C0,H.  Obtained  by  the  action  of  lime,  &c.,  from  tissues,  remained.  A  mixture 
nitric  acid  on  sebacic  acid,  or  on  tallow,  suet,  of  potassium  salts  was  obtained,  which  by 
and  other  fatty  bodies  (Arppe,  Z.  1866,  300 ;  fractional  precipitation  with  m^nesium  acetate 
Laurent,  Ann.  Chim.  Phys.  [2]  66,  166  ;  |  yielded  mainly  palmitic  acid.  Ae  last  fraction, 
Bromeis,  Annalen,  36,  106 ;  Mala^ti,  Ber.  not  precipitable  by  magnesium  acetate,  but 
1879,  672).  It  is  present  in  beet-juice  (Lipp-  |  by  lead  acetate,  yielded  a  hydroxylated  acid, 
mann,  Ber.  1891,  3299),  and  may  be  obtained  |  the  formula  of  which  is  given  as  Ci^Hj^O,. 
from  Russian  petroleum  by  distilling  the  fraction  This  acid,  termed  by  Ebert  hydroxvmargario 
containing  naphthalene  hydrocarbons  (Aschan,  acid,  melts  at  80**,  and  is  most  likely  1 :  10 
Ber.  1899,  1769).  It  may  be  prepared  by  !  hydroxystearic  acid  of  the  melting-point 
the  reduction  of  mucic  acid  (Cnim-Brown,  .  81®.  The  occurrence  of  this  acid  m  the 
Annalen,  126,  10).  saccharic  acid  (de  la  Motte,  j  adipocere  examined  by  Ebert  is  very  likely,  as 
Ber.  1879, 1672),  Mosaccharic  acid  with  hydriodic  he  could  not  detect  any  oleic  acid;  it  would 
acid  and  phosphorus,  or  of  muconic  acid  with  thus  appear  that  in  the  course  of  time  the  oleic 
sodium  amalgam  (Marquardt,  Ber.  1869,  386) ;  acid  had  been  oxidised  to  1 :  10  hydroxystearic 
bv  heating  i8-iodopropionio  acid  with  silver  acid.  More  recently  Schmelck  (Chem.  Zeit. 
(Wislicenus,  Annalen,  149, 221);  by  the  electrolysis  1902,  11)  found  in  the  examination  of  three 
of  the  potassium  salt  of  the  monoethyl  ester  of  specimens  of  adipocere  the  following  results  : — 
succinic  acid,  whereby  the  diethyl  ester  of  adipic 

acid  is  produced  (Brown  and  Walker,  Annalen,  Melting-point    .     ,     .     62-6*'C. 

261,  117) ;    by  oxidising  cydo-hexanone  with  Insoluble  fatty  acids    .     83-84  p.c. 

potassium    permanganate  in   the   presence   of  Ash 1*7  p.c. 

sodium  carbonate  (Rosenlew,  Ber.  1906,  2202;  (containing  83-6  p.o.  CaO) 

Mannich  and  Hancu,  Ber.  1908,  676).  Unsaponifiable  matter      16-7  p.c. 

Adipic  acid  crystallises  in  monoclinic  laminse,  Acid  value  .  .     .     197 

melts  at  149**,  and  sublimes  at  a  still  higher  Neutralisation  value  of 

temperature  (Wirz,  Annalen,  104, 267).  Cyctopen-  the  fatty  acids    .     .     203 

tanone  is  produced  when  the  calcium  salt  is  Iodine  value      ...     14 
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Tamgi  (Gazz.  chim.  itaL  34,  ii.  469)  also 
states  that  adipooere  oonsists  chicrfly  of  palmitic 
acid. 

The  formation  of  adipocere  from  animal 
matter  had  been  studied  in  glass  vessels  filled 
with  water  by  Kratter.  Kratter's  opinion  that 
adipocere  originates  from  the  albuminoids  must, 
however,  be  rejected  as  erroneous,  for  there  can 
be  no  doubt  that  the  free  fatty  acids  are  formed 
by  the  hydrolysis  of  the  body  fat.  All  the 
decomposition  products  of  the  albuminoids  and 
the  glycerol  would  be  washed  away,  and  the 
fatty  acids  would  naturally  form  with  the  lime 
of  the  bones,  lime  soap,  which  may  or  may  not 
be  further  hydrolysed  by  water,  to  free  acid  and 
lime,  acoonung  to  the  conditions  obtaining  in 
the  decomposition  of  the  body.  There  can  be 
little  doubt  that  the  hydrolysing  action  of  the 
water  is  greatly  assisted  by  the  presence  of 
enzymes  wnich  act  as  accelerators  in  the  hydro- 
lytic  action  of  the  water  on  the  body  fat. 

J.L. 

ADOKIN  V.  Glucosidbs. 

AOONITOL  V.  CASBOHYDRAfTBS. 

ADRENALINE.  Epinephrine,  Svprarenine 
C.H,(OH),CH(OH)-CH.NHCH,.  It  may  be 
obtained  by  extracting  finely  divid,^  suprarenal 
ghuids  witii  trichloracetic  acid,  concentrating 
the  extract  under  reduced  pressure  and  precipi- 
tating the  adrenaline  by  the  addition  of  ammonia 
(Abel,  Ber.  1903,  1839  ;  1904,  368).  Takamine 
(Chem.  Soc.  Abstr.  1903,  i.  376,  D.  R.  P.  131496) 
obtains  a  concentrated  aqueous  solution  of  the 
glands,  renders  it  alkaline  and  precipitates  the 
adrenaline  by  the  addition  of  an  ammonium 
salt  or  by  passing  carbon  dioxide  through  the 
solution.  The  crude  product  is  recrystallised 
from  hot  water.  The  constitution  of  adrenaline 
has  been  investigated  by  Jowett  (Chem.  Soc. 
Trans.  1904, 192),  Bertrand  (Gompt.  rend.  1904, 
139,  502),  Abderhalden  and  Bergell  (Ber.  1904, 
2022),  and  Bottcher  (Ber.  1909,  253).  Adrenaline 
has  been  synthesised  from  catechol.  Catechol 
is  treated  with  chloraoetylchloride,  and  the 
resulting  chloraoetylcatechol  oondcnaed  with 
methvlamine,  whereby  monomethylaminoacetyl 
catechol  is  produced.  Reduction  of  this  with 
aluminium  in  the  presence  of  mercuric  sulphate 
yields  adrenaline  (Stolz,  Ber.  1904,  37,  4149 ; 
Farb.  Meiater,  Lucius  and  Bruning,  B.  R.  PP. 
162814,  155632,  157300;  Chem.  Zentr.  1904, 
iL  270,  1487 ;  1906,  i.  315.  Other  syntheses,  v. 
Barger  and  Jowett,  C%em.  Soc.  Trans.  1905, 
967;  Farb.  Meister,  Lucius  and  Briining,  B.  R.  P. 
212206,  Cliem.  Zentr.  1909,  ii.  486;  Bottcher. 
Ber.  1909,  42,  253;  ef.  Paute,  Ber.  1909,  42, 
484).  An  aqueous  solution  rapidly  oxidizes,  be- 
coming pink  and  finally  brown  (Takamine, 
Amer.  J.  Pharm.  1901,  73,  523).  Fusion  with 
potash  converts  adrenahne  into  catechol ; 
potassium  permanganate  oxidises  it  to  formic 
acid,  oxalic  acid,  and  methylamine  (Jowett, 
Z.C.). 

Adrenaline  is  a  very  strong  haemostatic  agent 
and  an  intravenous  injection  produces  an 
enormous  rise  in  blood  pressure.  The  following 
reactions  serve  for  its  detection  :  (i.)  a  few  drops 
of  1 :  1000  solution  added  to  a  solution  containing 
copper  sulfduite  and  potassium  cyanide  give  a 
characteristic  red  colour  (Knill,  Pharm.  Zeit.  1907, 
26,  115) ;  (ii.)  a  characteristic  odour  resembling 
phosphocetted  hydrogen  is  obtained  by  adding 
Vol.  L— T. 


a  few  drops  of  adrenaline  solution  to  a  little 
sodium  hydroxide  (Gunn  and  Harrison,  Pharm.  J. 
1907,  78,  718) ;  (iii.)  a  fine  red  colour  is  obtamed 
by  boiling  a  solution  containing  a  little  potas- 
sium iodate  and  a  few  drops  of  phosphoric 
acid  with  a  few  c.c.  of  the  adrenaline  solution. 
Adrenaline  may  be  estimated  colorimetrically 
by  means  of  iodine  and  sodium  thiosulphate 
(Abelous,  Souli6,  and  Toujan,  BuU.  Soc.  chim. 
1905,  23,  624). 

ADSORPTION  V,  Colloids. 

ADUROL.  Trade  name  for  a  haloid  sub- 
stitution product  of  hydroquinone,  used  as  a 
photographic  developer. 

AERATED  or  MINERAL  WATERS. 

Originally  the  term  *  mineral  water '  was  used 
to  describe  natural  spring  waters  containing 
small  quantities  of  various  salts  in  solution,  and 
frequently  saturated  with  carbon  dioxide, 
hy^ogen  sulphide,  or  other  gases.  When  these 
waters  were  first  imitated  by  the  artificial  intro- 
duction of  carbon  dioxide  into  dilute  saline 
liquids,  they  were  known  as  '  aerated  waters,' 
to  distinguish  them  from  the  natural  products. 
At  the  present  time  the  two  terms  are  employed 
indisoriminately,  and  as  a  rule  the  whole  of  the 
products  of  the  manufacturer  of  aerated  waters 
are  popularly  known  as  *  mineral  waters.' 

Natural  Mineral  Waters.  In  every  quarter 
of  the  j^lobe  natural  spring  waters  containing 
salts  with  medicinal  properties  are  common, 
though  fashion  has  made  some  more  celebrated 
than  others.  Some  of  these  waters  {e.g.  Himyadi 
Janos)  contain  majpiesium  and  sodium  sulphate, 
and  have  an  aperient  action,  whilst  others  con- 
taining iron  {e.g.  Tunbridge  Wells  water)  are 
valuea  as  tonics.  Others,  again,  like  the  waters 
of  Harrogate,  contain  sodium  sulphide  (0-02  p.c.), 
and  are  used  as  remedies  in  various  complaints. 

The  most  widely  consumed  natural  mineral 
waters  are  those  which  contain  only  a  small 

Sroportion  of  salts  and  a  large  amount  of  carbon 
ioxide.  Typical  examples  of  these  are  Apol- 
linaris  water,  Selters  water,  and  St.  Gaulmier 
(French). 

The  table  of  analyses  (p.  50)  show  the  chief 
constituents  of  typical  natural  mineral  waters. 

Small  quantities  of  many  other  compounds 
are  also  present  in  all  these  waters,  but  the 
figures  given  above  represent  their  main  con- 
stituents. The  composition  of  all  natural 
mineral  waters  varies  from  time  to  time,  but 
they  preserve  their  general  characteristics. 

Artificial  Mineral  Waters.  Special  mixtures 
of  salts  approximately  corresponding  in  com- 
position to  those  in  many  of  the  well-known 
medicinal  waters  are  now  sold,  with  directions 
for  preparing  solutions,  which,^  when  adrated, 
shall  pzxKluce  passable  imitations  of  the  natural 
products. 

Among  the  purely  artificial  mineral  waters 
mention  must  be  maae  of  seltzer  water,  which  is 
prepared  somewhat  upon  the  lines  of  the  natural 
Selters  water,  and  contains  sodium  carbonate, 
chloride,  and  sulphate,  and  sometimes  calcium 
and  magnesium  chlorides,  the  proportion  of  these 
ingredients  being  varied  to  suit  the  popular  taste 
of  the  district.  It  is  bottled  at  a  pressure  of 
about  120  lbs.,  corresponding  to  about  45-55  lbs. 
in  the  bottle. 

Other  medicinal  artificial  mineral  waters 
inelude  soda*water,  potash-water,  lithia-water« 
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and  magnesia- water.  Soda-water  was  an  official 
drug  in  the  London  PharmacopcBia  of  1836,  but 
was  not  introduced  into  the  British  Pharma- 
oopceia  until  1867.  In  the  present  Pharma- 
copoBia  (1898)  it  is  omitted,  together  with  the 
other  alkaline  waters.  There  is  thus  now  no 
standard  for  soda-water,  and  since  the  old 
standard  of  30  grains  of  sodium  bicarbonate  to 
the  pint  is  sometimes  found  too  alkaline  to  be 
palatable,  a  large  proportion  of  the  soda  water 
upon  the  market  contains  much  less  than  the 
oM  specified  proportion  of  alkali 

Meihoda  of  AUrating. — ^The  process  of  im- 
pregnatinff  water  with  carbon  dioxide  under 
pressure  dates  back  to  the  middle  of  the  18th 
century,  one  of  the  earliest  inventors  of  appa- 
ratus K>r  the  purpose  being  the  Ihike  de  Challons 
in  France.  In  this  country  the  artificial 
'  aeration '  of  water  was  suffgested  by  Bewley 
in  1767,  and  in  1772  Priest!^  constructed  an 
apparatus  somewhat  on  the  principle  of  the 
modem  Kippe*  gas  generator.  A  similar  ap- 
paratus was  devised  about  the  same  time  by 
Bergman,  and  was  extensively  used  throughout 
Sweden. 

The  earliest  processes  of  bottling  aerated 
waters  made  use  of  what  is  known  as  the 
*  Geneva '  or  semi-carUinuotu  process,  in  which 
the  carbon  dioxide,  after  beinff  generated  from 
chalk  and  acid,  was  forced  under  pressure  with 
water  into  a  cylinder,  whence  it  could  be  drawn 
off  into  the  botUes.  This  process,  which  is  still 
employed  in  modified  forms,  is  useful  when  a 
relatively  small  amount  of  liquid  is  to  be  im- 
pregnated, but  has  the  drawbacks  of  requiring 
the  work  to  be  interrupted  to  recharge  the 
cylinder,  and  of  bottling  the  liquid  at  lower 
pressures  than  are  often  required.  Hence  in 
most  mineral  -  water  factories  the  continuous 
process  is  employed.  Although  numerous  patents 
in  connection  with  aerating  machinery  have 
been  taken  out,  the  type  of  machine  which 
originated  with  Bramah  is  still  the  one  in 
general  use. 

In  Bramah's  continuous  process  the  gas  is 
generated  in  a  leaden  or  lead-lined  generator 
from  sulphuric  acid  and  a  carbonate,  and  passes 
into  a  gasometer  consisting  of  an  inverted  copper 
bell  in  a  tank  of  water.  Thenoe,  after  expanding, 
it  is  pumped,  simultaneously  with  water,  into  a 
condenser  or  globe,  where  the  -water  is  finely 
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divided  and  saturated  with  the  0m  under  a 
pressure  indicated  upon  a  gauge.  fVom  this  ii 
passes  into  the  bottling  part  of  the  machine, 
where  each  bottle,  olaced  by  hand  in  position, 
receives  a  measured  quantity  of  concentrated 
sodium  carbonate  solution  or  of  sweetened  syrup 
and  is  filled  up  with  the  water  char^^  with 
the  sas. 

A  'blow-off*  valve  is  provided  so  that  the 
air  may  be  completely  exoelled  from  the  bottle, 
and  in  some  types  of  machines  there  are  means 
for  returning  the  excess  of  gas  to  the  gasometer, 
though  this  is  not  altogether  advantageous. 

Arrangemeni  of  Apparatus. — ^The general  mode 
of  arranging  the  adrating  apparatus  in  the  fac- 
tory is  shown  in  the  accompanying  figure  (p.  51). 
The  generator,  t,  is  now  frequenUy  replaced 
by  cylinders  of  liquefied  carbon  dioxide,  which 
are  connected  with  the  gasometer.  The  soda- 
water  machine,  pro^rly  so  called,  has  one  or 
two  pumps  for  forcmg  the  gas  and  the  water 
into  the  condenser,  o,  the  latter  being  made  of 
gun -metal  with  a  lining  of  pure  tin,  and  capable 
of  withstanding  a  pressure  three  or  four  times 
in  excess  of  any  normally  employed.  In  small 
installations  a  pas-engine  usually  takes  the  place 
of  a  steam-enpme. 

Carbon  Dioxide  Supply. — ^The  general  use  of 
liquefied  carbon  dioxide  instead  of  that  generated 
from  acid  and  calcium  carbonate  is  the  chief  im- 
provement on  the  original  method  of  bottling. 
The  new  method  is  less  expensive,  more  con- 
venient, and  obviates  the  di&culty  attending 
the  older  process  of  disposing  of  the  residue 
of  calcium  sulphate  from  the  generator. 

Liquefied  carbon  dioxide  collected  from  the 
fermenting  tuns  in  breweries  is  sometimes  em- 
ployed, but  in  the  writer's  experience  gas  from 
this  source  not  infrequently  contains  traces  of 
volatile  impurities,  which  impart  an  unpleasant 
flavour  to  soda-water. 

Pressures  for  Abating. — Soda-water  and 
similar  unsweetened  mineral  waters  are  usually 
bottled  at  a  pressure  of  100-120  lbs.  to  the 
square  inch  in  bottles,  and  of  150  lbs.  in  siphons, 
whilst  for  lemonade  and  the  like  a  pressure  of 
60-80  lbs.  is  employed.  In  the  case  of  goods 
intended  for  export  a  much  lower  pressure 
(usually  40-60  lbs.)  is  generally  considered  suffi- 
cient. The  figures  here  given  are  those  indicated 
upon  the  pressure  gauge  of  the  machine,  the 
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writer  have  shown  that  the  presaure  within 
bottles  of  sola  water  bottled  at  a  machine 
preHUK  of  100-120  lbs.  doea  not  exceed  15-56 
Iba.  An  eiceaa  of  preeaure  above  a  certain 
Umit  does  not  lesult  in  the  liquid  containing 

An  easential  of  good  bottling  ia  that  all  mt 
■boold  be  expelled  miin  the  bottle,  since  other- 
wise, air  being  only  slightly  soluble  as  compared 
with  carbon  dioxide,  the  liquid  will  rush  with 
almost  eijdoeive  violence  from  the  bottle,  when 
opened,  but  will  become  flat  almost  immediately. 
On  the  other  hand,  a  liquid  properly  saturated 
with  carbon  dioxide  and  free  from  air  will 
continue  to  emit  minute  bubhiee  of  gas  for  at 
least  five  minutes  after  it  leaves  the  bottle. 

Frttture  Oauga. — The  mode  of  measuring 
the  pressiue  of  the  gas  varies  in  different 
oonntTKe.  Thus  in  England  and  the  United 
3tatce  the  zero  mark  on  the  dial  of  the  pressure 
gauge  indicates  atmoapbcric  pressure,  and  the 
BQcroeding  figures  represent  the  number  of  Iba. 
in  efUM  of  that  preeaure.  In  Germany  the  dial 
is  gradoated  in  atmospheric  pressures  in  excess 
of  the  normal  pressure,  which  is  represented  by 
veto ;  whereas  m  France,  which  adopts  the  same 
mode  of  expression,  the  Bgure  1  represents  the 
normal  pressure,  and  the  figore  2  corresponds 
to  I  on  the  German  scale  and  to  IS  lbs.  on  the 
British  and  American  scales,  and  so  on. 

Smetentd Aerated  Drini^. — Lemonade,  ginger 
ale.  and  similar  sweetened  '  mineral  waters '  are 
prepared  in  the  same  way  as  soda  water.     A 


thick  syrup  is  made  from  sugar  .._  

and  water,  and  this  is  acidified  with  c 
tartaric  acid  and  flavoured  with  an  essential 
oQ,  which  is  coaveniently  added  in  the  form  of 
an  alcoholic  solution  termed  a  '  soluble  essence.' 

The  syrups  are  filtered  through  the  filter  bags 
shown  st  c,  c,  c,  in  the  diagram,  into  then 
respective  tanks,  H,  H,  B,  whence  they  ate 
drawn  off  into  the  bottling  machine.  The  use 
of  saccharin  to  leplace  part  of  the  sugar  in  the 
syrups  is  almost  universal  in  this  country.  It 
has  the  advantages  of  reducing  the  cost  and  of 
acting  as  a  preeervative,  whilst  its  diasdvantagea 
ore  its  cloying  taste,  which  prevents  its  being 
used  in  more  than  a  certain  proportion,  and  the 
want  of  fulness  on  the  palate  of  sjTupa  containing 
it.  The  tatter  drawback  is  sometimes  remedied 
by  the  addition  of  glucose  syrup. 

Methods  of  detecting  and  identifying  sac- 
charin are  described  by  Boucher  and  Boungne, 
Bull.  Soc.  Chim.  Belg.  1003.  17,  126;  Analyst, 
1903,  28,  241  ;  von  Hsler,  Farmaz.  J.  1004, 
1039  1  Analyst,  1904,  29,  374  ;  Villiers.  Ann. 
Chim.  Anal.  1004,  9,  418;  Analyst,  1906,  30, 
21  ;  Chaoe,  J.  Amer.  Chem.  Soc.  1904,  26,  1627  ; 
Jorgenaen,  Analyst,  1909,  34,  156. 

Addition  of  Saponin. — The  popular  demand 
for  a  liquid  which  shall  retain  a  frothy  head  for 
some  time  after  it  has  left  the  bottle  has  led 
to  the  manufacturers  frequently  adding  an 
extract  of  quillaia  bark  or  other  preparation  of 
saponin,  sold  under  the  name  of  '  fosni  heading.' 
&c.  Such  an  addition  is  more  necessary  in 
liquids  containing  saccharin  than  in  all-sugar 
beverages,  which  froth  more  with  the  carbon 


62 


AERATED  OR  MINERAL  WATERS. 


dioxide.  According  to  the  results  of  experi- 
ments made  by  Ix>hmann  (Z.  offentl.  Chem. 
1903,  9,  320 ;  Analyst,  1903,  28,  361),  saponin 
has  no  injurious  physioloeical  effects.  On  the 
other  hand,  according  to  Sourcet  and  Chevalier 
(Pharm.  J.  1905,  76,  691)  commercial  saponin 
contains  neutral  saponins  of  a  toxic  nature. 

For  the  detection  of  saponin,  see  Brunner 
(Zeit.  Untersuch.  Nahr.  Genussm.  1902,  6>  1197) 
and  Riihle,  ibid.  1908,  16,  166  (J.  Chem.  Soc. 
Ind.  190a,  27,  954). 

FermefUed  Beverages. — The  products  of  the 
mineral  water  factory  include  one  or  two 
beverages  in  which  the  aeration,  is  the  result  of 
a  limited  fermentation. 

Ginger  beer,  which  is  the  type  of  this  class, 
is  prepared  by  adding  sugar  and  citric  acid  to 
a  dilute  infusion  of  ginger  root,  infecting  the 
liquid  with  a  small  quantity  of  a  suitable  yeast, 
bottling  it,  and  allowing  the  bottles  to  stand 
at  a  proper  temperature  until  sufficient  fer- 
mentation has  taken  place. 

As  a  rule  the  fermented  liquid  contains  less 
than  1  p.c.  of  absolute  alcohol,  but  occa- 
sionally m  very  hot  weather  the  fermentation 
may  proceed  much  further,  and  the  ginger  beer 
may  then  contain  as  much  as  5  or  6  p.c.  of 
alcohol.  The  pressure  in  the  bottle  of  ginger 
beer  when  ready  for  consumption  averages  about 
15  lbs.  to  the  square  inch,  but  in  cases  of 
abnormal  fermentation  it  may  reach  100  lbs.  or 
more,  and  burst  the  bottle. 

Occasionally  objectionable  flavours  are  pro- 
duced by  infection  of  the  liquid  with  wild  yeasts 
or  bacteria,  just  as  in  the  case  of  ordinary  beer. 

Other  dnnks  of  this  description  are  hore- 
hound  beer  and  other  herb  beers.  Certain  non- 
alcoholic ales  on  the  market  are  prepared  by 
partial  fermentation  of  an  infusion  of  malt 
and  hops,  which  is  then  used  as  a  syrup,  and 
bottled  with  aerated  water  as  in  the  case  of 
lemonade. 

Stoppers  of  Bottles. — ^The  screw  stopper  of 
vulcanite  or  stoneware  with  a  rubber  ring  to 
effect  a  tight  joint  is  now  universally  employed  ; 
for  the  glass  ball-stopper  (which  had  much  to 
recommend  it)  has  fallen  into  popular  disfavour, 
and  is  now  rarely  met  with,  except  in  out-of-the- 
way  districts. 

The  chief  objection  to  the  rubber-clad  stopper 
is  that  impurities  of  various  kinds  may  lodge 
beneath  the  rubber,  and  unless  strict  clean- 
liness is  observed,  may  contaminate  the  con- 
tents of  the  next  bottle  into  which  it  \a 
introduced. 

Bacteriologieal  Conditions. — Until  about  two 
or  three  years  ago  it  was  commonly  believed 
that  sterilisation  was  effected  by  aerating  a 
liquid  with  carbon  dioxide  under  a  high  pressure. 
In  1908,  however,  bacterioscopic  examinations 
were  made,  at  the  instigation  of  the  medical 
officer  for  the  City  of  London,  of  a  large  number 
of  bottles  of  soda-water,  and  it  was  found  that 
about  26  p.c.  could  be  regarded  as  pure,  and 
over  33  p.c.  as  impure,  the  remainder  being 
*  fairly  pure '  or  *  not  pure.*  In  some  of  the 
worst  samples  the  numbers  of  micro-organisms 
per  1  c.c.  at  20^  were  uncountable,  and  some 
yielded  sediment  from  60  c.c,  which  when 
cultivated  at  37**,  save  innumerable  colonies. 

As  the  result  of  this  investigation  a  meeting 
of  representative  mineral  water  manufacturers 


was  held,  and  it  was  decided  to  adopt  stringent 
measures  to  guard  against  bacterial  contamina- 
tion. 

In  addition  to  the  obvious  precautions  of 
having  a  pure  water  supply  and  observing  clean- 
liness in  every  stage  of  the  manufacture,  it  was 
agreed  to  discard  all  wooden  tanks  and  vessels 
(except  for  preliminary  soaking  to  remove  labels 
from  old  bottles),  to  rinse  the  bottles  with 
water  of  assured  purity  immediately  before 
filling,  and  to  use  for  this  purpose  a  metal  jet 
of  sufficient  force.  Wherever  practicable,  rubber 
rings  were  to  be  removed  from  the  stoppers,  or, 
faiung  that,  were  to  be  immersed  in  a  solution 
of  calcium  bisulphite,  and  afterwards  rinsed  with 
pure  water.  The  plant  was  also  to  be  inspected 
by  a  competent  authority. 

There  is  no  doubt  that  the  adoption  of  such 
precautions  has  had  the  result  of  raising  the 
standard  of  purity  of  soda-water  throughout  the 
country. 

In  considering  the  bacteriological  aspect  of 
the  question,  several  points  suggest  themselves. 
Thus  an  unfavourable  bacterioscopic  examina- 
tion of  one  or  two  samples  taken  casually  does 
not  necessarily  imply  faulty  manufacture,  for 
it  may  be  the  result  of  accidental  contamination 
of  the  stopper  by  the  hands  of  the  worker — 
against  which  there  is  no  complete  safeguard. 

Absolute  sterility  of  the  contents  of  the 
bottle  should  not  be  demanded,  and  it  is  un- 
reasonable to  require  a  greater  degree  of  purity 
than  that  of  the  average  water  supply  of  London. 
Given  a  sufficient  degree  of  purity  of  the  original 
water,  which  is  essential,  efficient  inspection 
of  the  factory  at  irregular  intervals  is  a  better 
protection  than  an  occasional  bacterioscopic 
examination.  When  such  examinations  are 
made  periodically,  they  should  be  made  under 
comparable  conditions,  i.e.  at  the  same  intervals 
after  bottling;  otherwise  the  product  of  the 
cleaner  process  may  show  the  worse  results. 

Standards  are  notoriously  difficult  to  fix, 
but  making  allowance  for  the  various  chances 
of  contamination,  an  average  sample  of  soda 
water,  examined  one  day  after  bottling,  should 
not  yield  more  than  100  organisms  per  1  c.c.  at 
20®,  or  contain  sufficient  B.  coli  to  be  dis- 
coverable in  10  o.c. 

Preservatives  in  Mineral  Waters, — ^The  pre- 
servatives most  likely  to  be  met  with  in  un- 
sweetened mineral  waters  are  sulphites  and 
bisulphites,  solutions  of  which  are  frequently 
used,  as  in  breweries,  for  cleansing  the  plant. 

A  small  proportion  of  salicylic  acid  is  often 
employed  to  prevent  fermentation  in  the  so- 
called  < fruit  syrups'  and  other  sweetened 
articles,  which  might  otherwise  ferment  and  be 
the  subject  of  an  excise  prosecution  for  con^ 
taining  alcohol. 

Fermentations  occurring  in  Mineral  Waters. — 
Excessive  fermentation  of  ginger  beer  is  not 
uncommon  in  very  hot  weather,  and  the  writer 
has  met  with  samples  containing  as  much  as 
6  p.c.  of  absolute  alcohol. 

Occasionally  acetic  or  lactic  fermentation 
may  take  place,  and  spoil  a  batch  of  goods,  but 
this  seldom  happens  when  thorough  cleanliness 
is  observed. 

A  troublesome  form  of  fermentation,  commonly 
termed  the  '  mucoid  fermentation,*  results  in 
the  conversion  of  the  contents  of  the  bottle  into 
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a  thick  ropy  gelatinous  mass.  This  mav  be 
caused  by  several  micro-organ  ianiB,  such  as 
B,  gekUinoeum  betoi  or  B.  viscaaus  sacchari,  and 
is  more  liable  to  occur  when  beet  sugar  is  used 
for  the  syrup  than  when  cane  sugar  is  used. 
When  it  occurs  in  an  isolated  bottle,  insufficient 
eleansinff  is  a  chief  factor  in  its  production. 

Mei3lic  Impwrities. — ^Mineral  waters  not  in- 
frequiently  contain  traces  of  metallic  impurities, 
especially  iron,  tin,  and  lead,  derived  horn  the 
materials  used  or  from  some  part  of  the  plant. 

Iron  in  soda-water  is  objectionable  from  the 
fact  that,  when  the  beveiage  is  added  to  a 
light-coloured  liquid,  such  as  whiskey,  con- 
taining a  trace  of  tannin,  an  unpleasant  dark 
colouration  is  produced. 

Traces  of  tin  find  their  wa^  into  mineral 
waters  through  the  action  of  aoid  syrups  upon 
the  tin  piping  leadins  to  the  bottling  machines, 
whilst  lead  may  be  derived  from  solder  on  the 
pipes.  No  such  soldering  should  be  permitted, 
and  thorough  flushing  of  tin  piping  with  water 
night  and  morning  effectuaUy  prevents  con- 
tamination with  tin.  A  still  better  safeguard, 
which  has  been  adopted  by  some  factones,  is 
to  replace  the  tin  pipe  by  glass  tubes  with 
rubber  connections. 

A  still  more  common  source  of  lead  ia  the 
citric  or  tartaric  acid,  in  which  it  is  frequently 
present  as  a  manufacturing  impurity. 

Copper  Ib  not  a  common  impurity,  and,  when 
present,  Ib  usually  due  to  accidental  contact  of 
the  acid  syrup  with  the  metaL 

Arsenic  may  be  derived  from  glucose  used 
in  the  preparation  of  the  syrups,  or  from  the 
use  of  prejMirations  of  phosphoric  acid  instead 
of  citric  or  tartaric  acid  for  acidifying  the 
syrups. 

It  has  been  asserted  that  mineral  waters 
take  up  traces  of  antimony  from  the  rubber 
rings  of  the  stopper  (which  contain  a  large 
proportion  of  antimony  sulphide).  Experiments 
made  by  the  writer,  however,  have  shown  that 
even  a  boiling  5  p.c.  solution  of  hydrochloric 
acid  does  not  dissolve  any  antimony  from  red 
rubber,  and  that  there  is  thus  no  risk  of  mineral 
vi-aters  being  contaminated  in  this  way. 

(For  the  detection  of  traces  of  metallic  im- 
purities in  mineral  waters,  see  Budden  and 
Hardy  (Detection  of  Lead,  Tin,  Copper,  and 
Iron),  Analyst,  1894,  19,  169;  Tatlock  and 
Thomson  (Lead  in  Citric  and  Tartaric  Acid), 
Analyst,  1908,  33,  173;  Lander  and  Winter 
(Poisonous .  Metals),  Analyst,  1908,  33,  450; 
Report  of  Conjoint  Ck)mmittee  on  Arsenic  Deter- 
mination, Analyst,  1902,  27,  48;  Report  of 
Royal  Commission  (Arsenic),  Analyst,  1904,  29, 
60;  Thorpe  (Electrolytic  Determination  of 
Araenic),  Analyst,  1903,  28,  349).      C.  A.  M. 

JERUCK).  (Verdigris  (7)  or  basic  carbonate 
of  copper.)  The  name  siven  by  the  Romans  to 
the  green  rust  produced  on  copper  and  bronze 
by  the  united  action  of  the  oxygen  and  carbon 
dioxide  of  the  air.  It  was  considered  by  them 
to  enhance  the  beauty  of  their  bronze  statues. 
The  same  rust  forms  on  brass,  which  was, 
however,  not  used  by  the  Romans. 

JE8CU1SH  V.  Gluoosidis. 

AETHUSA  CTHAPIUM  (Linn.).  *  Fool's 
parsley '  or  the  '  lesser  hemlock,*  a  poisonous 
umbelliferous  herb.  When  dried  and  extracted 
with   alcohol,  yields    on    distillation    a    small 


quantity  of  an  essential  oil,  and  the  residue 
contains  a  resin,  a  crystalline  hydrocarbon 
penkttriaconiarie  C^fiy^  (m.p.  74^)  and  a  crystal- 
line alcohol  (m.p.  140M41°  :  [a]D=-36-7*) 
either  isomeric  with  phytosterol  CtgH440, 
or  a  lower  homologue ;  d-manniUd,  together 
with  a  small  quantity  of  a  vdkUile  aBealoid 
resembling  oonine,  to  which  the  alleged  poisonous 
character  of  the  herb  may  be  due  (Power  and 
Tutin,  J.  Soc.  Chem.  Ind.  1905,  938). 

AFFINITY,     CHEMICAL      v.      C^hemical 

AJTFLNITY. 

AFRICAN  ELEMI  v.  Oleo-besins. 
AFRICAN  GREEN  or  EMERALD  GREEN  v. 

Pigments. 

AFRICAN  INCENSE  v.  Oleo-besiks. 

AGAUTE.  A  name  used  in  the  paper-making 
trade  for  a  fibrous  variety  of  the  mineral  talc, 
a  hydrated  magnesium  silicate,  H|Mg,Si40|,. 
It  is  white  with  a  tinge  of  green,  and  ia  readily 
reduced  to  short,  fine  fibres.  It  is  obtained 
almost  exclusively  from  the  district  near 
Gouvemeur,  in  St.  Lawrence  Ck).,  New  York, 
about  70,000  tons,  valued  at  |10  per  ton, 
being  produced  annually.  With  the  exception 
of  a  small  quantity  exported  to  Germany,  it  is 
all  used  in  the  American  paper  trade.  It  gives 
weight  and  body,  and  produces  a  fine  gloss  on 
the  surface  of  the  paper.  L.  J.  S. 

AGALMATOLITE,  or  Pagodite.  A  soft  stone 
much  used  in  the  East,  especially  in  China,  for 
carving  small  statues  and  figures,  as  signified 
by  these  names.  At  least  three  mineral  species 
appear  to  be  included  under  these  terms,  viz. 
pyrophyllite,  steatite,  and  pinite ;  but  it  is  to 
the  compact  forms  of  the  first  of  these  that  they 
are  perhaps  more  generally  applied.  In  addition 
to  their  compact  nature  and  low  degree  of 
hardness,  they  have  in  common  a  greasy  or 
soapy  feel :  in  colour  they  are  white,  greyish, 
greenish,  yellowish,  &c.,  often  with  mottling. 
Pyrophyllite  is  a  hydrated  aluminium  silicate, 
HiAl^SiiO.) ;  steatite,  a  hydrated  magnesium 
silicate,  H,Mg3Si40  j, ;  and  pinite  is  an  alteration- 
product  consisting  largely  of  a  finely  scaly 
muscovite-mioa,  a  hydrated  potassium  alu- 
minium silicate,  H^KAljSitO^s.  Besides  being 
employed  as  material  for  carvmg,  these  minerals 
are  used  for  slate-pencils  (*  pencil-stone')  and 
for  tailor's  chalk  (*  French  chalk'). 

Extensive  beds  of  compact  pyrophyllite  are 
quarried  in  the  Deep  River  region  in  North 
Carolina,  the  material  beinff  mainly  used  for 
making  slate-pencils.  At  Fukuye,  in  Groto 
Island,  in  the  south  of  Japan,  a  compact  mineral 
allied  to  pyrophyllite  is  mined  under  the  name  of 
*  roseki'  (meaning  *  sreasy  stone  '  in  Japanese) ; 
it  is  crushed,  wauiea,  and  prepared  very  much 
like  china-clay,  and  the  product  used  for  making 
fire-bricks,  and  to  a  smaller  extent  in  the  manu- 
facture of  porcelain  and  paper.  This  material 
contains  SiOg  53-58,  AljOj  32-36,  HjO  7-9  p.c. 

Xi.  J.  S. 

AGAR- AGAR.  Bengal  Isinglass,  Dried  sea- 
weed obtained  from  Singapore.  It  is  obtained 
from  various  red  algie,  including  Oelidium 
comeum,  G,  cariilagineum,  Eucheuma  spinosum, 
and  Qracilaria  lichenoide^y  which  grow  along  the 
coasts  of  Eastern  Asia  and  Malaya.  The  cell- 
walls  of  these  seaweeds,  when  placed  in  boiling 
water,  change  into  jelly. 

It  occurs  in  small  trans|)arcnt  strips  or  as 
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a  powder,  and  dissolves  almost  entirely  in  water 
to  a  gelatinous,  tasteless,  and  inodorous  jelly. 
It  is  widely  used  as  a  nutritive  medium  for 
the  cultivation  of  bacteria  and  fungi  (v.  ALOiE). 

AGAROBILLA.  The  seed-pods  of  CcBsalpina 
hrevifolia  (Baill.),  used  in  dyeing  and  tanning. 

AGATE.  {Achat,  Ger.)  A  natural  aggregate 
of  various  forms  of  crystalline,  crypto-crystal- 
line,  and  colloidal  silica.  In  most  agates  these 
siliceous  minerals  are  arranged  in  alternating 
layers,  which  present  on  section  a  banded  ap- 
pearance, whence  the  agate  is  valued,  when 
cut  and  polished,  as  an  ornamental  stone. 
This  zoned  structure  is  usually  the  result  of 
the  deposition  of  silica  in  successive  layers 
within  the  cavities  of  a  vesicular  rock.  In 
some  cases,  however,  the  deposition  has  been 
e£fected  in  fissures,  thus  forming  siliceous  veins, 
as  in  the  brecciated  agates  of  Saxony  and 
Bohemia.  In  other  cases  the  agates  may  occur 
in  the  cavities  of  stratified  rocks,  or  occupy  the 
spaces  between  the  pebbles  of  a  conglomerate  : 
such  are  the  agates  of  the  dolomitic  conglomerate 
and  the  *  potato  stones '  of  the  Triassic  marU  of 
Somersetshire. 

The  artificial  deposition  of  silica,  in  forms 
closely  resembling  those  of  certain  agates,  has 
been  eflfected  by  I* Anson  and  Pankhurst  (Min. 
Mag.  V.  1882,  p.  34).  A  strong  acid  is  intro- 
duced by  means  of  a  pipette  into  a  solution  of  an 
alkaline  silicate,  containing  a  certain  proportion 
of  alkaline  carbonate ;  the  bubbles  of  carbon 
dioxide  set  free  become  coated  as  they  ascend 
with  gelatinous  silica,  which  forms  a  tube  ;  and 
by  continued  deposition  a  stalactiform  agate  is 
produced.  If  a  cavity  in  a  rock  were  fiUcS  with 
a  solution  of  an  alkaline  silicate,  and  the  rock 
permeated  by  an  acid,  a  layer  of  amorphous 
hydrated  silica  Mould  be  deposited  upon  the 
walls  of  the  cavity,  and  through  this  gelatinous 
layer  further  deposition  might  gradually  proceed. 

The  rocks  in  which  agates  typically  occur  are 
the  basic  igneous  rocks  Imown  as  basalt,  dolerite, 
diabase,  and  melaphyre.  These  *  traps  *  are 
essentially  plagioclase-augite  rocks.  In  many 
cases  they  present  a  vesicular  texture,  and  the 
vesicles  may  enclose  various  secondaiy  minerals 
resulting  from  the  decomposition  of  the  con- 
stituents of  the  rock.  Among  the  commonest  of 
these  alteration-products  is  the  green  earthy 
mineral  known  as  dflessiie,  a  hydrated  silicate 
of  aluminium,  iron,  and  magnesium,  probably 
a  product  of  the  decomposition  of  the  augite. 
Many  vesicles  are  simply  lined  with  this  green 
substance,  but  in  other  cases  the  delessite  be- 
comes covered  by  subsequent  mineral  deposits 
until  the  cavities  arc  more  or  less  completely 
filled.  The  rock  thus  becomes  *  amysdaloidal,* 
a  term  suggested  by  the  fact  that  the\emels  of 
mineral  are  usually  of  almond -like  shape.  This 
shape  is  due  to  the  cavities,  which  were  origin- 
ally gas-  or  steam-bubbles,  having  been  elon- 
gated by  the  flow  of  the  lava-like  rock  when 
viscous.  In  many  cases  the  *  amygdules,'  or 
contents  of  the  cavities,  are  kernels  of  calcite, 
but  in  other  cases  they  are  siliceous.  If  hollow 
they  form  geodea  ;  and  when  nearly  filled  with 
alternate  layers  of  chalcedony,  jasper,  quartz, 
and  other  forms  of  silica,  they  constitute  true 
agateR. 

The  embedded  agates  are  easily  detached 
from  the  enclosing  rock,  and   when  removed 


usually  present  a  pitted  surface.  On  the  exterior 
is  a  green  coating  or  '  skin '  of  delessite,  or  of 
the  similar  mineral  chlorophoeite  :  many  of  the 
larger  agates,  however,  present  a  rusty  coating 
of  ferric  hydrate.  The  earliest-formed  siliceous 
deposits  are  usually  chaloedonic,  and  the  latest 
are  often  crystalline  :  thus  in  a  hollow  agate  the 
interior  is  generally  lined  with  a  crop  of  quartz 
crystals,  not  unfrequently  amethystine,  the 
apices  of  the  pyramidal  crystals  being  directed 
towards  the  central  cavity.  This  structure  shows 
that  the  asate  has  been  formed  by  successive 
deposition  nrom  without  inwards :  in  other  words, 
the  growth  has  been  endogenous.*  It  is  notable 
that  in  certain  agates  the  first-formed  layers  have 
been  concentric  with  the  walls  of  the  original 
cavity,  and  the  subsequent  strata  horizontal. 

Tubular  orifices,  lined  with  siliceous  deposits, 
may  be  detected  in  many  agates,  and  these  have 
been  commonly  regarded  as  inlets  of  infiltration, 
or  channels  through  which  the  siliceous  solution 
gained  access  to  the  interior.  It  has,  however. 
Been  held  by  many  observers  that  the  solution, 
so  far  from  having  been  introduced  through  a 
definite  aperture,  gradually  filtered  in  at  all 
points  ;  and  the  internal  walls  thus  became  uni- 
formly coated  with  a  gelatinous  layer,  which 
allowed  the  further  introduction  of  silica  by 
osmotic  action.  Heddle  pointed  out  that  if, 
by  a  difference  in  the  density  of  the  siliceous 
solutions  within  and  without  the  cavity,  pr^ure 
were  exerted  outwards  against  the  gelatinous 
medium,  this  deposit  might  give  way,  and  the 
so-call^  inlet  would  thus  be  really  a  point  of 
egress  (Nature,  1884,  p.  419).  E.  Reusch  has 
suggested  that  the  agate-bearing  cavities  were 
filled  periodically  with  hot  siliceous  solutions 
by  the  action  of  intermittent  thermal  springs 
(Fogg.  Ann.  1864,  p.  94).  G.  Lange,  exte&ding 
this  view,  supposes  that  the  steam  from  the 
solution  confin^  in  the  cavity  might  exert  suffi- 
cient pressure  outwards  to  pierce  the  gelatinous 
deposit,  and  thus  an  outlet  of  escape  might  bo 
mistaken  for  an  inlet  of  infiltration. 

Agates,  when  released  from  their  matrix  by 
its  natural  disintegration,  occur  as  loose  nodules, 
either  in  the  beds  of  rivers  or  scattered  over  the 
country  in  pebble-drifts.  The  *  Scotch  pebbles  * 
are  found  chiefly  near  Montrose  in  Foriarshire, 
and  at  the  Hill  of  Kinnoul  in  Perthshire.  The 
agates  of  the  Cheviots  are  found  in  the  Coquet 
and  other  Northumbrian  rivers.  In  India  agates 
have  for  ages  been  worked  by  the  lapidaries  of 
Cambay,  Broach,  and  Ratanpur,  wlio  obtain 
their  supply  from  the  traps  of  the  Deccan  and 
of  the  R&jmah&l  Hills,  or  from  the  agate-bearing 
gravels  of  Rajpipla,  which  are  systematically 
mined  (Man.  Geol.  India,  pt.  III.  [V.  Ball], 
1881,  p.  603;  pt.  IV.  [F.  R.  Mallet],  1887, 
p.  70). 

The  largest  and  finest  agates  sire  the  so- 
called  BrazUian  stones,  which  come  chiefly  from 
the  State  of  Rio  Grande  do  Sul  in  Brazil,  and 
from  the  neighbouring  country  of  Uruguay. 
Here  they  are  mostly  found  as  pebbles  in  the 
beds  of  rivers,  especially  the  R.  Taquarie, 
having  been  derived  from  amygdaloidal  trap 
rocks.  Some  interesting  agates  have  been 
obtained  from  Uruguay,  consisting  of  a  rind 
of  chalcedony,  lined  with  quartz  crystals, 
and  containing  liquid,  movable  within.  These 
have    been    called    tPcUer-stonea,   hydrolites,    or 
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enhydroB,  According  to  C.  W.  Giimbe],  the 
liquid  18  water  with  a  small  quantity  of  NaCl, 
Caas,CB804,SiO„COt,  &c.  (Sitz.  B.  z.  Munchen, 
1880,  II.  p.  241 ;  1881,  m.  p.  321).  Chalcedonic 
wateratones,  of  polyhedral  form,  occur  at  Beech- 
ivorth,  Victoria. 

Moss-agate  consists  of  chalcedony  enclosing 
twisted  filaments,  usually  green  but  sometimes 
red  or  brown,  resembling  vegetable  structures. 
Moeha-slanes  are  simply  white  or  broiKH  chalce- 
dony, generally  from  India,  with  dendritic  or 
arborescent  markinss  due  to  oxides  of  iron 
and  manganese.  Foriifcaiion'ogaie  is  a  term 
apj^ed  to  those  stones  in  which  strata  of  jasper 
and  chalcedony  have  been  deposited  upon  quartz 
crystals,  and  hence  they  present  on  section 
curious  zigzag  patterns,  suggestive  of  the  plan 
of  a  fortress.  The  trivial  terms  eyt'Ogate,  ribajid' 
agate,  &c.,  need  no  explanation. 

Agate  is  employed  for  the  knife-edges  of 
balances,  for  small  mortars  and  pestles,  for 
burnishers  and  writing  styles,  for  trinket-boxes, 
umbrella-handles,  seals,  brooches,  beads,  and  an 
endless  variety  of  trivial  ornaments.  Nearly  all 
the  agate  used  in  the  arts  is  worked  in  Germany. 
l£e  industry  of  cutting  and  polishinc  agates 
is  centred  in  the  neighbourhood  of  Ooerstein 
on  the  river  Nahe,  a  tributary  to  the  Rhine  at 
Bingen.  Most  of  the  lu^ate-miUs  are  situated 
near  Idar,  about  two  miles  north  of  Oberstein. 
Here  the  Idar  Bach,  which  flows  into  the  Nahe, 
furnishes  abundant  water-power,  which  for  four 
centuries  has  been  utilised  in  the  local  miUs. 
The  original  location  of  the  trade  in  this  district 
was  due  to  the  occurrence  of  agates  in  the 
amygdaloidal  melaphyre  of  the  Galgenberg,  near 
Idtf,  where  agates  were  formerly  obtained  by 
8>'steniatic  mining  operations.  For  many  years, 
however,  these  workings  have  been  abandoned, 
and  the  miDs  have  been  supplied  with  South 
American  agates,  the  importation  of  which  was 
begun  about  1827. 

Large  consignments  of  South  American  agates 
are  periodically  sold  by  auction  at  Oberstein. 
The  common  stones  are  first  roughly  dressed  with 
hammer  and  chisel,  while  the  finer  stones  are 
carefully  wrought  into  form  by  means  of  metal 
discs  fed  with  emery  or  with  diamond  powder. 
The  grinding  is  performed  on  wheels  of  red 
sandstone,  about  5  feet  in  diameter,  set  vertically, 
and  rotating  at  the  rate  of  about  three  revolu- 
tions per  second.     Each  stone   is  about  1  foot 
in    width,   and   its   surface    presents   channels 
correspondingwith  the  form  of  the  objects  to 
be  ground.    The  stones  are  usually  moved  by 
large  undershot  water-wheels,   but  the  incon- 
venience of  their  stoppage  durins  the  drought 
of  summer  or  the  frost  of  winter  has  led  to  the 
partial    introduction    of    steam-power.     When 
working,  the  grinder  lies  almost  horizontally 
upon  a  wooden  stool,  hollowed  to  the  shape  of 
his  body,  and  having  his  arms  free.     The  agate 
is  pressed  forcibly  against  the  grindstone,  fed 
witn  water  from  alx>ve,  while  the  workman 
obtains  purchase  by  pressing  his  feet  against  a 
block  fastened  to  the  floor.    Tbe  polishing  is  j 
afterwards  effected  with  rouge  and  water  on  ' 
soft  metal  plates  or  with  tripoli  on   wooden  i 
cylinders. 

Not  only  agates,  but  rock-crystal,  amethyst, 
false  crocidolite,  and  other  hard  stones  are  now 
extensively  cat  and  polished  by  the  Idar  lapi- 


daries.    These  stones  are  also  cut,  to  a  limited 
extent,  at  Waldkirch  in  the  Black  Forest. 

For  many  years  the  German  agate-workers, 
following  the  earlier  practice  of  the  Italian 
cameo-cutters,  have  modified  the  colour  of  most 
of  the  stones  by  staining  them.  The  commoneiit 
practice  is  that  of  darkening  certain  layers  in  a 
I  banded  agate,  so  as  to  produce  an  onyx.  The 
.  onyx  presents  a  succession  of  two  or  more  strata, 
'  alternately  light  and  dark  brown,  or  even  white 
and  black.  To  produce  this  contrast  of  colour 
when  not  naturally  present,  the  agate  is  first 
steeped  in  honey  and  water,  and  gently  heated 
on  a  stove.  In  course  of  time,  perhaps  two  or 
three  weeks,  certain  layers  of  chalcedonv,  more 
porous  than  others,  are  found  to  have  absorbed 
the  saccharine  matter.  No  perceptible  change 
is  observed  when  the  agate  is  removed  and 
washed ;  but  on  placing  it  for  a  short  time  in 
sulphuric  acid  the  ab^rbed  matter  becomes 
carbonised,  and  it  is  then  seen  that  certain 
layers  of  chalcedony,  originally  of  a  dull  grey 
tint,  have  assumed  a  rich  brown  or  even  black 
colour.  In  place  of  the  honey,  olive  oil  is  some- 
times used.  If  accidentally  coloured  too  strong, 
the  excess  may  be  removed,  or  the  colour 
*  drawn,'  by  the  use  of  nitric  acid.  The  process 
of  darkening  agates  is  one  of  great  antiquity, 
and  is  imperfectly  described  by  Pliny  (His't. 
Nat.  xxxvii.  c.  76)  as  having  been  in  his  day 
practised  in  Arabia,  On  the  history  of  colouring 
agates,  v.  Noggerath,  Die  Kunst,  Onyxe  .  .  . 
zu  farben,  Karsten's  Archiv.  xxiL  1848,  p.  262. 

Camdian  is  a  red  variety  of  chalcedony,  and 
its  characteristic  tint  may  be  easily  developed 
artificially  in  the  chalcedonic  bandJa  of  certain 
agates  which  are,  in  their  natural  state,  merely 

nor  yellowish.     It  has  long  been  the  practice 
idia  to  ^eighten  the  colour  of  pale  brownish 
agates   by  prolonj^  exposure  to  solar  heat, 
whereby  any  feme  hydrate  in  the  stone  loses 
more  or  less   water.     In  Germany  the  agate 
is  usually  heated  and  then  moistened  with  sul- 
phuric acid,  or  is  placed  in  a  solution  of  ferric 
nitrate,  prepared  oy  throwing  old   nails    into 
dilute  aquafortis ;   in   either  case  the  stone  is 
afterwards  exposed  to  a  red  heat,  whereby  the 
absorbed  salt  is  decomposed  and  ferric  oxide 
formed.     Alternating  bands  of  red  and  white 
chalcedony  constitute  the  variety  of  agate  known 
as  sardonyx,  and  it  is  to  imitate  this  stone  that 
the  red  tints  are  often  developed.     Prolonged 
digestion  in  warm  hydrochloric  acid  imparts  a 
yellow  tint  to  the  agate,  but  this  colour  is  not 
popular.     Green   colours,   resembling   those   of 
chrysoprase,   which  is  simply  a  green  chalce- 
dony, are  produced  by  means  of  salts  of  either 
nickel  or  chromium.     Blue  tints  may  be  readily 
obtained  by  soakins  the  stone  in  a  solution  of 
ferrous  sulphate  ana  afterwards  in  either  ferro- 
cyanide    or    ferricyanide    of    potassium,    when 
Prussian  blue  or  Tumbull's  blue  is  formed  in 
the  pores  of  the  stone  ;  or  an  ammoniacal  solu- 
tion of  sidphate  of  copper  may  be  used.     Blue 
agates,  artificially  stained,  are  extensively  sold 
as    lapis-lazuli.     More    recently    a    dead-white 
effect  has  been  produced  in  certain  stones,  which 
are  thus  rendered  more  valuable  for  cameo  work. 
It  is  said  that  this  effect  is  obtained  by  the  use 
of  caustic  potash  and  subsequent  exposure  to  a 
high  temperature.     On  the  agate  industry,  v. 
H.  Lange,  Die  HalbodeUteinc,  Kreuznach,  1868  ; 
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Upmaim,  Beitr.  z.  Gesch.  d.  Graftsch.  Ober-  omamontal  objects,  such  as  vases,  lamps,  stands 
stein,  Mainz,  1872;  M.  Bauer,  Edelsteinkunde,  of  time-pieces,  &c.,  is  found  at  Volterra,  in 
2nd  ed.,  Leipzig,  1009,  and  £ngL  transl.,  ;  Tuscany.  The  hucder  varieties  are  worked  with 
Precious  Stones,  by  L.  J.  Spencer,  London,  1904.    the  same  tools  as  marble,  smoothed  with  pumice- 

F.  W.  R.        stone,  polished  .with  a  mixture  of  chalk,  soap, 
AGAVE.  An  amaryllidaceous  genus  including ,  and   milk,   and   finished   by   friction   with    a 
several  species,  the  leaves  of  which  provide  usef m    flannel. 

fibres.  <  Pite,'  or  *  pita  hemp,'  mainly  produced  The  softer  kinds  may  be  turned  or  fashioned 
in  Mexico,  is  obtained  from  J.  ammcana  (Linn.)  with  rasping  tools,  fine  chisels,  or  small  files, 
and  A.  tnexieana  (Lam.).  It  is  also  obtained  smoothed  with  dried  shave  grass,  then  rubbed 
from  several  other  American  species  of  Agave,  with  a  paste  of  putty  powder  or  finely  divided 
'Sisal  hemp'  is  derived  from  A,  rigida  (MilL),  slaked  lime,  and  polished  by  washing  with  soap, 
which  grows  in  Mexico,  Central  America,  and  water,  and  lime,  and  finally  with  powdered  elu- 
the  West  Indies.  ,  triated  French  chalk  or  talc. 


AGAVOSE.  An  inactive  sugar  Cttl^tfiii*  '  Alabaster  may  be  stained  by  heating  it  to 
reducing  alkaline  copper  tartrate,  and  yielding  '  about  90^  or  100^,  and  then  dipping  it  into 
a  lievogyrate  sugar  on  inversion;  found  in  the  colouring  solution,  which  may  to  either 
Agave  americana  (Linn.),  grown  in  Mexico.  The  metallic  solutions,  spirituous  tinctures  of  natural 
young  flower  heads  are  used  in  the  preparation  dyes,  or  coloured  oils  (HabiM,  Wagner^s  Jahr. 
of   a     fermented    intoxicating     drink    termed  !  28,  669). 

*  pulque  '  (Michaud  and  Tristan,  J.  Amer.  Chem.  I  A  variety  of  alabaster  known  as  onyx  of 
Soc.  14,  648).  According  to  Stone  and  Lotz,  i  Tecali,  from  Mexico,  takes  a  fine  polish ;  its 
J.  Amer.  Chem.  Soc.  17,  368,  this  sugar  is  '  colour  varies  from  milk-white  to  pale-yellow  and 
saccharose.  pale-green  (J.  29,  1264). 

AGONIADA  BARK.     The  bark  of  Plumiera         ALACREATINE  v,  Cbbatike. 
lancifolia  (Muell.),  used  in  Brazil  as  a  remedy  ,        ALAMOSITE.     A  lead  silicate  PbSiO,,  found 


for  intermittent  fever,  contains  a  bitter  crystal- 
line glucoside,  agoniadin  (Peckolt,  Arch.  Pharm. 
[2]  142,  40,  1870),  identical  with  the  jdumieride 
of  Boorsma  and  Merck,  obtained  from  Plumiera 
acvtiJoUa  (Poir.) ;  it  is  probably  the  methyl  ester 


near  Alamos,  Sonora,  Mexico;  analogous  to 
woUastonite  CaSiO,  in  form,  habit,  and  com- 
position. It  occurs  in  radiated  aggregates  of 
minute  colourless  transparent  fibres,  which  give 
a  snow-white  appearance  to  the  mass  (Palache 


of  ^umieridic  acid,  and  has  the  composition  i  and  Merwin,  Amer.  J.  Sci.  1909,  27,  399 ;  J.  Soc. 
CjiHjgOi,  (c/.  Franchimont,   Rec.  trav.  chim.  |  Chem.  Ind.  1909,  606). 
1898,    18,   334 ;     Proc.    K.    Akad.    Wetensch.         ALANGIUM  LAMARCKII  v.  Ankool. 
Amsterdam,  1900,  3,  35).  i        ALANINE,  a- Alanine,  a-amiTiopropionic  acid 

AGROSTEMMA SAPOTOXIN  v.  Glucosidbs.    NH,-CHMeCOtH,  contains  an  asymmetric  car- 
AICH  METAL.  An  alloy  patented  by  J.  Aich    bon  atom,  and  the  dextro-,  lievo-,  apd  raoemic 
in  1860  for  use  as  sheathing  for  ships.     Con-    isomerides  are  known.    <f- Alanine  is  one  of  the 
tains  copper,  60  parts;  zinc,  38*5  parts;  iron,    decomposition  products  of  a  large  number  of  pro- 

1*5  parts. teids  ;  together  with  a  glucoproteid  C7H14O4N,, 

AILANTHUS  BARK.    The  inner  bark  of  ^.    it  forms  51  p.c.  of  the  product  obtained  bv 

ezcelsa  (Roxb.)  and  A.  glanduloM  (Desf.);    it    the  hydrolysis  of  legumin  of  peas  (Bleunard, 

has  the  odour  and  taste  of  cinnamon ;   used  as    Ann.  Cliim.  Phys.  [5]  26,  47),  and  is  formed  to 

a  tonic  in  dyspepsia  (Dymock,  Pharm.  J.  [3]  7,    the  extent  of  21  p.c.  from  silk  fibroin  (Weyl, 

309).      An    Indian    name   of    the    former    is  1  Ber.    21,    1529 ;     Fischer  and   Skita,   Zeitsch. 

Maharukh.  physiol.  Chem.  33,  177).    (For  the  methods  of 

AIROFORM.     Identical  'with  airol  (q.v.).  separating  alanine  from  the  other  hydrolytic 

AIROGEN.    Identical  with  airol  {(j.v.).  products    of   the    proteid,   v.   art.   Pboteiks.) 

AIROL.     A  basic  bismuth-oxyiodide  gallate,    r- Alanine  is  prepared  synthetically  by  the  action 

analogous    to    *  dermatol,'    a    basic    bismuth-    of     hydrochloric     acid    on    the    aminonitrile 

gallate.     Is    a    greyish-green    powder   without   NH,-CHMe-CN,  produced  by  the  interaction  of 

smell  or  taste,  soluble  in  caustic  soda  or  dilute   aldehyde     ammonia    on     hydrogen     cyanide 

mineral  acids.     Becomes  red  on  exposure  to    (Strecker,  Annalen,  75,  20) ;  or,  together  with 

damp  air.    Has  been  used  clinically  as  a  sub- 1  a-aminopropionitrile  hydrochloride,  when  am- 

stitute  for  iodoform  (y.  Bismuth).  I  monium  chloride,  potassium  cyanide,  and  acetal- 

AKANDA  V.  Ak  Mudar.  dehvde  interact  in  equimolecular  quantities  in 

AK  MUDAR,  AKANDA,  AKRA  RUI,    or    aqueous  solution  (Zelinsky  and  Stadnikoff,  Ber. 

ERUKKU  ERUKKAM.    The  bark  of  Calotropis   41,  2061) ;    or  by  reducing  a-nitrosopropionic 

gigarUea  (Ait.)  and  C.  procera  (Ait.).     An  im-    acid  with  tin  and  hydrochloric  acid  (Qutknecht, 

portant  Indian  drug  (Dymock,  Pharm.  J.  [3]  10,    Ber.  13,  1116). 

122).  Alanine    crystallises     in    needles    or   sharp 

AKOLA  V,  Ankool.  rhombic  prisms,  dissolves  in  4*6  parts  of  water 

AKRA  RUI  V.  Ak  Mudar.  at  17**,  or  in  600  parts  of  80  p.c.  cold  alcohol ; 

ALABANDITE.     Manganese  sulphide  (MnS)    its  heat  of  combustion  is  389  CaL  and  heat  of 

(r.  Manganese).  formation    135-2    Cal.    (Berthelot   and  Andre, 

ALABASTER.  (AWdtre,  Fr. ;  Alabaster,  Ger.)    Compt.  rend.  110, 884).  The  resolution  of  racemic 

A  massive,  crystalline,  and  marble-like  variety    alanine  has  been  effected  through  the  benzoyl 

of  the   mineral  gypsum   (CaS04,2H,0).     It  is    derivative,   which  is  separated  into  d-benzoyl- 

found  in  Glamorsanshire  ;  at  Syston  in  Leices-    alanine  (m.p.  147^-148®  [a]o+37-13°  in  alkaline 


tershire  ;  at  Tutbury,  near  Burton-on-Trent  in 


Staffordshire,  and  other  places  in  Britain.     A    (corr.),[o]i)— 37*3®  in  alkaline  solution),  by  crystal 


snow-whit'e    alabaster    much    used    for    small 


solution),  and  l-hemoylalanine  (m.p.  150^-151* 


lisation  of  the  brucine  salt,  and  these  yield  on 
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bydTolysis  the  coResponding  optically  active 
aiamnes ;  r-alanine  deoomposes  at  264^-268^ 
(Zelinsky  and  Stadnikoff,  Ic),  at  293""  (Fischer, 
Ber.  32,  2451) ;  d-aianine  has  [ajo  +  9-66<'  in 
hydrocUoric  acid  solation;  l-alanine  decom- 
poses at  297*^  and  has  [a]D-9-68^  in  hydrochloric 
acid  eolation.  A  cultivation  oi  AsperffiUus  niger 
in  an  aqneons  solution  of  r-alanine  destroys 
about  10  p.c.  of  the  dextrorotatory  constituent, 
bat  PenietUium  glaucum  does  not  flourish  in  a 
2  p.c.  alanine  solution. 

In  its  physiological  action,  d-alanine  causes 
a  rapid  rise  in  the  urinary  nitrogen,  most  of  the 
extra  nitrogen  being  excreted  on  the  same  day ; 
{-alanine  is  not  decomposed  quite  so  rapidly,  but 
none  of  it  is  excreted  unchanged  (Abderhalden 
and  Schittenhelm,  Zeitsch.  physiol.  Ghem.  1907, 

51,  323  ;  compare,  however,  Sevene  and  Meyer 
(Amer.  J.  Physiol.  1909,  25,  214).  After  ad- 
ministering  20  grms.  of  r-alanine,  4*7  grms.  of 
the  /3-naphthalenesulphonio  derivative  of  ^ala- 
nino  was  recovered  from  the  urine  (Schittenhelm 
and  Katzenstein,  Ghem.  Zentr.  1906,  i.  1279). 
When  d-alanine  is  injected  in  the  blood-stream 
it  18  rapidly  absorbed,  as  very  little  can  be 
detected  in  the  blood  or  urine  after  a  lapse  of 
tweaty  minutes  (Abderhalden  and  others, 
Zeitsch.  physiol.  Ghem.  1907,  53, 113,  251,  326; 

52,  507  ;  53,  148). 

The  importance  of  alanine  as  a  final  hydro- 
lytic  product  of  many  proteid  substances,  has 
led  to  an  extensive  exammation  of  its  derivatives 
in  order  to  facilitate  its  detection  and  estimation, 
and  to  determine  the  part  it  plays  in  the  building 
ap  of  the  proteid  molecule.  A  short  account 
of  the  more  important  of  these  derivatives  is 
appended. 

The  copper  saU  tG,H^O,N).Gu,H,0  forms 
bluish-violet  crystals  readily  soluble  in  water. 
The  nickel  SaU  (G,H«0,N)2Ni,4H,0  forms  blue 
crystals,  these  become  anhydrous  at  108*^-110^ 
and  dissolve  in  132  parts  of  water  (Orloff,  Ghem. 
Zentr.  1897,  ii.  192 ;  Bruni  and  Formara,  Atti 
R.  Aocad.  Lincei,  1904,  [v]  13,  ii.  26).  The 
ethyl  esier  has  b.p.  48V11  mm.  and  8p.gr.  0-9846 
at  12*5^ ;  r-alaninamide,  m.p.  62^  (franchimont 
and  Friedman,  Proc.  R.  Akad.  Wetensch.  Amster- 
dam, 1905,  8,  475);  d-alaninainide  has  m.p. 
72^  (oorr.)  and  [a]n  +6®  in  5*2  p.c.  aqueous 
solution  ;  r-alanylchhride  hydrochloride  NH,G1' 
CHMe-GOGI  melto   and  decomposes    at    110^; 

d-akm^chhride   hydrochloride    has    [a]^°-f7-32 

(Fischer,  Ber.  1905,  38,  605,  2914);  r- 
alanineanhydride  {dimelhyldiketopiperazine 

NH<^1^^^^NH  has  m.p.  282%  and  d- 

tUanineanhydride    has    m.p.    297^    (corr.)   and 

[a]^-28-8«    (Fischer,    Ber.    1905,    39,    453). 

AceiyhUmine  NHAc-GHMeGO^H  crystallises  in 
rhombic  plates  a :  6  :  c=0-7792  :  1  :  1-0983 ;  m.p. 
137^  (de  Jong,  Rec.  trav.  chim.  19,  259  ;  Fischer 
and  Otto,  Ber.  36, 2106) ;  chloraceiylalanine  ester 
CH,a-CX)-NHGHMe-G02Et  has  m.p.  48-5*'-49-5* 
(oorr.)  (FLscher  and  Otto,  l.c.) ;  the  hemene- 
sulphonic  derivative  SOjPhNHGHMeGOsH  has 
m.p.  126<*  (Hedin,  Ber.  1890,  23,  3197) ;  the 
^naphihaJkneaniphonic  derivative  GjsH,403NS 
melts  and  decomposes  at  220^  (Roenigs  and 
Mylo,  Ber.  1908,  41,  4427) ;  for  hippurykdanine 
NHBx-CH,-CO-NHCHMcCO,H,m.p.  202%  and 


derivatives,  see  Gurtius  and  Lambotte,  J.  pr. 
Ghem.  1904,  [2]  70,  109) ;  phihalylalanine  G,H4: 
(CO), :  N-GHMeGO,H,  m.p.  164*,  and  phthal- 
ot/Udanine  G0,H-GgH4-G0-NHGHMe-G0,H, 
H^O,  m.p.  129''  (Andreasch,  Monatsh.  1904,  25, 
774);    palmityl-a-alanine    GH,(GH,)i4G0-NH- 

CHMe-GO.H,  m.p.   110%  [a]^^-5-98*'  (Aber- 

halden  and  Funk,  Zeitsch.  physioL  Ghem.  1910, 
65,  61);  dielhyldialaninquinone  G,H,0,(NH- 
GHMe-GO,£t),  forms  red  prisms,  m.p.  140* 
(corr.)  (Fischer  and Sohrader,  Ber.  1910,  43, 525) ; 
2 :  ^-^initrophenyUdl-alaninet  m.p.  178*  (Abder- 
halden and  Blumberg,  Zeitsch.  physiol.  Ghem. 
1910,  65,  318). 

AmoQff  the  polypeptides  prepared  by  Fischer, 
Abderhalden,  and  others,  there  are  many  con- 
taining the  *  alanyl '  group  one  or  more  times, 
e.g.  r-alanylalanine  NH,GHMe-GONH-CHMe- 
GO|H,  m.p.  276*  (corr.),  the  benzoyl  derivative 
m.p.  203*-204*,  the  ethyl  ester  m.p.  114*-116*; 
diaianylalanine  NH[CHMe-G0-NH]2GHMe* 
GO,H,  m.p.  219*  (corr.)  (Fischer  and  Kautzsch, 
Ber.   1905,  38,  2375) ;    Ualanyl-d-alanine,  m.p. 

269*-270*    (corr.),    [o]^-68-5*;     d-alanyl-l- 

alanine,  m.p.   275*-276*  (corr.),    [a]^  -H68-94* 

(Fischer  and  Raske,  Ber.  1906,  39,  2893,  3981), 
and  the  tetrapeptidc  glycyl-tyrosyl-glycyl-d-alanine 
decomposing  at  225*  (corr. )  is  probably  a  mixture 
of  stereoisomerides  of  the  tetrapeptide  isolated 
from  silk  fibroin  (Fischer,  Ber.  1908,  41,  2860 ; 
c/.  Abderhalden  and  Hirszowski,  Ber.  1908,  41, 
2840).  For  other  pol^'peptides  derived  £rom 
alanine,   see    Fischer    (Ber.    37,    2486;     4585; 

38,  2375  ;  2914  ;  Annalen,  340,  128,    152  ;  Ber. 

39,  453;  40,  943, 1764.  3717  ;  Annalen,  363,  136), 
and  Abderhalden  (Ber.  41,  2840;  2857;  .42, 
3394;  Zeitsch.  physiol.  Ghem.  63,  401  ;  65,  417). 

6- Alanine,  fi-aminopropionic  acid  'H.^S-CH^' 
GH 2 -00,11,  prepared  by  treating  iS-iodopropionic 
acicl  with  ammonia  (Mulder,  ^r.  9,  1902)  or 
^ath  silver  nitrite  and  reducing  the  resulting 
nitro-  compound  with  tin  and  hydrochloric  acid 
(Lewkowitsch,  J.  pr.  Ghem.  [2]  20,  159) ;  by 
heating  ethyl  acrylate  with  alcoholic  ammonia 
in  sealed  tubes  at  110*  (Wender,  Gazz.  chim.  ital. 
19,  437) ;  or  by  the  action  of  potassium  hypo- 
bromite  on  an  alkaline  solution  of  succinimide — 
this  is  the  best  method,  and  gives  a  yield  of 
60  p.c.  of  the  theoretical  (Hoogewerf  and  van 
Dorp,  Rec.  trav.  chim.  10,  4;  Holm,  Arch. 
Pharm.  242,  590). 

/9- Alanine  forms  prisms  m.p.  196*  (Hoogewerf 
and  van  Dorp,  I.e. ),  does  not  melt  at  220*  (Rursda, 
Monatsh.  12,  422),  m.p.  206*-207*  (Lengfeld  and 
Stieglitz,  Amer.  (Jhem.  J.  15,  504) ;  the  hydro- 
chloride of  the  methyl  ester  has  m.p.  94*-96*  and 
of  the  ethyl  ester  m.p.  65-5*.  The  copper  salt 
Gu(G,H,NO,)2,6H,0  has  the  properties  of  an 
ordinary  copper  salt,  and  not  those  of  a  cupram- 
monium  derivative  (Gallegari,  Gazz.  chim.  ital. 
1906,  36,  ii.  63). 

iS-Alanine  does  not  occur  naturally  in  the 
body;  when  administered  with  food  it  causes 
an  increase  in  the  urinary  nitrogen,  but  it  is 
apparently  changed  with  more  difficulty  than 
a-alanine,  as  the  increased  nitrogen  excretion  is 
not  observed  until  the  second  day  (Abderhalden 
and  Schittenhelm,  Zeitsch.  physiol.  C!hem.  1907, 
i  51,  323).  M.  A.  W. 
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ALANT  CAMPHOR. 


ALANT  CAMPHOR  v.  Cahfhor. 

ALANT  ROOT.  The  root  of  Inula  heUnium 
is  said  to  contain  antiseptic  principles,  efficacious 
against  tuberculosis  bacilli.  By  distilling  the 
root  with  water,  helenin,  cUantic  acidy  and  cuantol 
(alant  camphor)  are  obtained.  Alantic  acid 
Cj^H^.O,  crystallises  from  alcohol  in  white 
crystals,  m.p.  91® ;  and  on  heating  it  forms  the 
anhydride  CjgHtoO..  Both  acid  and  anhydride 
are  insol.  in  water,  sol.  in  alcohol  or  fatty  oils  ; 
form  sol.  salts  with  alkalis.  Alantol  is  an 
aromatic  liquid,  b.p.  200®  (Marpmann,  Pharm. 
Zent.  8,  122;  J.  Soo.  Chem.  Ind.  1887,  520). 

ALBERTITE.  A  jet-black  mineral  substance 
resembling  asphalt,  discovered  in  1840,  at  HiUs- 
borough,  Albert  co..  New  Brunswick.  Used  in 
the  United  States  for  the  production  of  oil  and 
coke.  The  yield  per  ton  is  said  to  be  100  gallons 
of  crude  oil,  and  14,500  cubic  feet  of  illumina- 
ting gas,  whilst  a  residue  of  good  coke  remains 
in  the  retorts.  Albertite  has  been  found  at 
Strathpeffer,  Ross-shire  ;  it  contains  62  p.c.  vola- 
tile matter,  37  p.c.  fixed  carbon,  and  0*60  p.c. 
water.  Its  ultimate  composition  is  79*75  p.c. 
carbon,  8*12  p.c.  hydrogen,  1*63  nitrogen,  and 
10*30  oxygen  (Morrison,  Min.  Mag.  6, 101 ;  Chem. 
Soc.  Abstr.  50,  311). 

ALBITE  V.  FsLSPAB. 

ALBUM  GRJECUM.  A  term  formerly  used 
for  the  excrement  of  dogs.  It  was  at  one  time 
supposed  to  have  medicinal  properties,  but  is 
now  used  only  for  tannins,  as  skins  treated 
with  it,  after  the  removal  of  the  hair  and  previous 
to  tanning,  preserve  their  softness.  It  consists 
mainly  of  phosphate  of  lime.  Fowls'  dung  is 
said  by  tanners  to  answer  the  purpose  better. 

ALBUMINOIDS  and  ALBUMINS  v.  PROTsisre. 

ALCOHOL  (Ethylic  or  Vinous),  the  active 
principle  of  intoxicating  liquors,  is,  in  the  dehy- 
drated condition,  a  colourless  liquid,  having  a 
specific  gravity  of  0*791  at  20720**  (Lowitz, 
CreU's  Ann.  1796,  1,  1),  0*7938  at  16*6716*6*» 
(Fownes,  Phil.  Trans.  1847,  249),  0*793811  at 
16*6716*6*'  (Drinkwater,  Phil.  Mag.  Feby.  1848), 
0-79350  at  15*6715*6*,  0*79367  at  1574*^ 
<Mendel6eff,  Pogg.  138,  230),  (Squibb,  £phe- 
meris,  1884--5,  and  Pharm.  J.  [3]  16,  147-148). 
It  boils  at  78*4*  under  a  pressure  of  760  mm. 
(Kopp,  Annalen.  92,  9),  and  solidifies  at  —130*6* 
(Wroblewski  and  OL»ewski,  Compt.  rend.  96, 
1140  and  1226).  It  is  inflammable,  the  com- 
bustion evolving  great  heat  but  little  light, 
and  producing  carbon  dioxide  and  water.  It 
acts  as  a  caustic  irritant  in  contact  with  the 
tissues  of  the  body,  owing  probably  to  the 
energy  with  which  it  draws  moisture  from  the 
surface.  It  possesses  a  specific  heat  of  0*6120, 
at  temperatures  between  16*  and  40'5*(Soh{iller, 
P.  Erg.  5,  116-192).  Its  index  of  refraction  for 
Hi9=l-3667  (Briihl),  and  its  critical  temperature 
234-6*  at  48*9  m.  At  this  point  1  gram  occupies 
3-5  c.c.  (Ramsay  and  Young,  Proc.  Roy.  Soc. 
38,  329). 

Alcohol  forms  ethoxides  with  sodium  and 
potassium,  and  unstable  compounds  with  certain 
crystalline  salts,  e,g.  zinc  chloride,  the  latter 
called  alcoholates.  Subjected  to  the  action  of 
a  limited  supply  of  oxyeen,  it  is  converted  into 
aldehyde  (CsH^O),  which,  by  further  oxidation, 
becomes  acetic  acid  (C2H4O2).  Distilled  ^ith 
chloride  of  lime,  it  forms  chloroform  (CHCl,). 
With  sulphuric  acid  at  a  temperature  not  ex- 


ceeding  145*  it  yields  ether  (C4H10O).     \Vith 
'  twice  its  bulk  of  sulphuric  acid  it  ^ives  ethylene 
(C1H4).     With  excess  of  dry  chlorme  gas  it  pro- 
duces chloral  (C,Ha,0). 

Pre|)ara/t(m.— Synthetically  from  its  ele- 
ments thus  : — By  passing  an  electric  arc  between 
carbon  poles  in  an  atmosphere  of  hydrogen, 
acetylene  (OsH.)  is  produced,  which,  in  the  pre- 
sence of  nascent  hydrogen,  becomes  ethylene 
(C\H4).  Ethylene  by  protracted  shaking  with 
sulphuric  acid  is  converted  into  sulphovinic 
acid,  which,  being  distilled  in  presence  of  water, 
produces  alcohol. 

Alcohol  is,  for  practical  purposes,  prepared 
by  dehydrating  the  products  of  the  distillation 
of  fermented  liquids.  Up  to  1796  the  strongest 
spirit  known  contained  not  less  than  5  p.c. 
of  water.  Lowitz  appears  to  have  been  the  first 
to  prepare  it  in  an  approximately  anhydrous 
condition.  His  process  consisted  in  first  increas- 
ing the  strength  of  rectified  spirit  by  adding  to 
it  dry  potassium  tartrate,  and  after  decanting 
from  this,  distilling  very  slowly  in  presence  of 
great  excess  of  dry  potassium  carbonate. 
Kichter  used«  instead  of  potassium  carbonate, 
hot  calcium  chloride  (Orell's  Ann.  2,  211). 
Drinkwater  first  digested  with  dry  potassium 
carbonate  for  twenty-four  hours  ;  decanted  the 
strong  spirit  thus  produced,  digested  ixith  as 
much  fresh-burnt  quickUme  as  was  sufficient  to 
absorb  the  whole  of  the  alcohol,  and  afterwards 
distilled  in  a  water-bath  at  a  temperature  of 
82*2*.  The  product  of  this  distillation,  which 
was  found  to  have  a  specific  gravity  of  0*7946  at 
15*6^,  was  returned  to  the  retort,  and  a  fresh 
quantity  of  dry  pulverised  quicklime  added  to  it, 
after  wnich  it  was  allowed  to  digest  for  a  week 
at  a  temperature  of  15*6*.  It  was  then  again 
slowly  distilled  and  the  specific  gravity  of  the 

Sroduct  found  to  be  0*7944  at  16*6*.  This  was 
igested  at  a  temperature  of  54*4*  with  hot  quick- 
lime, and  distilled  out  of  contact  M'ith  the  air  at 
a  temperature  of  81*1*  to  82*2*,  and  the  specific 
gravity  of  the  product,  which  was  taken  as  abso- 
lute alcohol, found  to  be  0*793811  at  15*6*/16*6®. 
Squibb  followed  the  process  of  Drinkwater, 
distilling  in  a  partial  vacuum  of  380  to  630  mm. 
The  alcohol  thus  prepared  had  a  specific  gravity 
of  0*79350.  The  difference  between  this  specific 
gravity  and  that  found  by  Drinkwater  repre- 
sents one-tenth  p.c.  of  alcohol.  Mendeleeff's 
observations  (Pogg.  138,  103,  230)  practically 
confirm  those  of  Drinkwater  and  Fo\vnes.^ 

Analytical  Methods. — We  are  dependent  upon 
specific  gravity  for  the  exact  quantitative  esti- 
mation of  alcohol,  and  perhaps  no  method  could 
be  devised  so  easy  of  application  (r.  Alcoholo- 
mbtby).  It  is,  however,  open  to  the  objection 
that  it  assumes  water  to  oe  the  only  volatile 
substance  with  which  the  spirit  is  mixed,  alde- 
hyde, fusel  oil,  and  ether  when  existing  as  im- 
purities being  reckoned  as  alcohol.  On  uxe  other 
hand,  no  chemical  method,  capable  of  practical 
application,  has  yet  been  devised  for  the  exact 
quantitative  estimation.  Beithelot's  process 
(Compt.  rend.  80, 1039)  of  measuring  the  ethylene 

'  Absolutely  anhydrous  alcohol  produces  no  blue 
colouration  with  delqrdrated  (white)  copper  sulphate.  It 
should  give  no  cloudiness  when  mixed  with  benzene. 
Absolutely  anhydrous  alcohol  added  to  a  mixture  of 
anthraquinone  7o*001  gr.)  with  a  little  sodium  amalgam 
gives  a  green  colouration ;  if  a  trace  of  water  be  present 
the  colour  becomes  red  (Claiis,  Ber.  10,  927). 
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produced  by  sulphurio  aoid  and  absorbed  by  bro- 
mine from  a  given  quantity  of  spirit  is  a  valuable 
qualitative  test,  and  within  limits  most  useful 
when    applied    quantitatively    in    presence    of 
methylic  alcohol.     The  production  of  iodoform 
(Hager,Compt.  rend.  82,  768)  may  be  employed 
\w  ith  advantage  as  a  preliminary  test  for  small 
quantities  of  ucohol,  but  as  other  bodies  produce 
icMioform  in  the  same  circumstances,  it  cannot 
be  regarded  as  conclusive.     For  the  detection  of 
alcohol  in  ether,  AUen  (Chem.  Soc.  Trans.  1877, 2, 
930)  suggests  that  a  little  fuchsine  be  shaken 
up  iftith  water  and  ether,  and  10  c.c.  of  the  solu« 
tion  thus  formed  agitated  with  the  same  quantity 
of  the  ether  submitted  for  examination ;    the 
intensity  of  the  colour  produced  would  be  a 
measure   of  the   quantity  of  alcohol   present. 
For    the    detection    of    fusel    oil    in    alcohol, 
Jorissen   (Bied.  Zentr.  1881,  791)  recommends 
that  10  c.c.  of  the  spirit  should  be  mixed  with 
10  drops    of    colourless  aniline    and    2    or    3 
drops  of  sulphuric  acid.     A  deep-red  colour  is 
formed    if   fusel   oil    be    present,   due   to   the 
action    of   furfuraldehyde,   an   invariable   con- 
stituent of  fusel  oil. 

Alcohol  is  sometimes  used  as  an  adulterant 
in  essential  oils.  A  very  ready  test  is  to 
place  a  little  of  the  oil  in  a  dry  test-tube, 
taking  care  in  x>ouring  it  in  that  none  adheres 
to  the  side.  Bub  a  little  fuchsine  on  the  upper 
inside  surface  of  the  test-tube  and  apply  heat, 
the  presence  of  alcohol  will  be  indicated  by  red 
stains  in  the  fuchsine.  No  satisfactory  method 
haa  yet  been  suggested  for  the  estimation  of 
aldehyde  in  alcohol,  but  the  peculiar  suffocating 
odour  which  accompanies  it,  and  the  brown 
colour  produced  by  alkalis  in  the  spirit,  are 
indicative  of  its  presence.  A  colorimetric  method 
of  estimation  is  generally  employed  by  compari- 
son of  the  sample  with  a  standard  solution  of 
aldehvde,  using  Schiff's  reagent. 

Manufacture. — The  first  process  in  the  manu- 
facture of  spirit  is  one  of  brewing,  and  in  general 
principles  it  does  not  differ  from  that  employed 
in  making  beer.  The  brewer,  as  well  as  the 
distiller,  endeavours  to  treat  his  materials  in 
such  a  way  as  to  extract  from  them  the  greatest 
amount  of  fermentable  matters.  The  biewer  of 
beer,  however,  does  not  desire  to  convert  all  the 
matter  he  extracts  into  spirit,  and  he  brews  at 
such  gravities  as  his  customers  require.  The 
distiller  desires  to  convert  as  much  as  possible 
of  the  matter  he  has  extracted  from  lus  materials 
into  spirit ;  he  therefore  produces  a  wort  con- 
taining more  maltose  and  less  dextrinous  matter 
than  the  brewer  of  beer.  He  has  also  an  ad- 
vantage over  the  brewer  in  being  able  to  choose 
the  gravities  which  he  knows  by  experience  will 
prociuce  the  best  results.  It  has  been  found  that 
for  distiUers'  purposes  it  is  advisable  to  keep  the 
specific -gravity  of  the  wort  when  set  for  fermen- 
tation Mow  1040.  The  principle  of  low  tem- 
peratures when  the  diastase  is  acting  in  the 
mash  tun  appears  to  be  fully  recognised,  60^  to 
63^  being  generally  adopted,  and  it  is  understood 
that  the  higher  the  temperature  at  which  the 
worts  are  set  for  fermentation,  the  greater  is  the 
amount  of  fusel  oil  in  the  spirit.  The  distiller 
has,  therefore,  to  choose  the  lowest  temperature 
at  which  a  healthy  fermentation  can  be  started, 
and  this  is  found  to  range  between  23°  and  25°. 
He  cannot  be  too  careful  as  to  the  purity  of  the 


yeast,  for  not  only  has  he  to  run  the  risk  of 
acetic  and  other  ferments  being  introduced  into 
the  wort,  involving  loss  of  alcohol,  but  to  provide 
against  the  presence  of  aldehyde,  which  ie 
objectionable  in  the  spirit.  Kekul^  attributes 
the  presence  of  aldehycie  to  the  action  of  nitrates 
derived  from  the  materials.  It  is  found  in  prac- 
tice that  it  is  always  more  prone  to  appear  in 
hot  weather,  when  the  difficulty  of  keeping  the 
yeast  from  decomposition  is  greatest,  and  as 
yeast  always '  contains  some  spirit  in  a  dilute 
form  it  is  not  improbable  that  the  aldehyde  is 
frequently  a  product  of  the  oxidation  of  this 
spirit. 

The  materials  used  in  the  manufacture  of 
alcohol  in  the  United  Kingdom  are  chiefly  malt, 
maize,  rice,  sago,  tapioca,  barley,  rye,  oats,  sugar, 
and  molasses,  but  occasionally  dates  and  locust 
beans  have  been  employed.  At  the  present 
time  maize  constitutes  fuUy  75  p.c.  of  the  grain 
used.  In  Scotland  the  smaller  distillers  use 
malt  only,  and  the  spirit  they  produce  under 
the  name  of  Highland,  Campbeltown,  or  Islay 
Whiskey,  Glenlivet,  Lochnagar,  &c.,  has  im- 
parted to  it  a  flavour  deriv^  partly  from  the 
peat  used  in  drying  the  malt.  The  process  of 
manufacture  consists  in  distilling  the  fermented 
wort — then  called  wash — in  a  common  still,  col- 
lecting the  distillate,  which  is  weak  spirit  con- 
taminated with  fusel  oil,  and  is  called  'low 
wines,'  and  redistilling.  The  spirit  which  passes 
over  in  the  middle  of  the  redistillation  is  that 
which  is  used  for  consumption.  It  contains  from 
60*8  to  76-7  p.c.  of  alcohol  by  weight  (20  over- 
proof  to  45  overproof),  but  is  generally  diluted 
by  the  addition  of  water  to  55-4  p.c.  of  alcohol 
by  weight  (11  overproof)  before  being  sent  into 
consumption  or  placed  in  bond.  Irish  whiskey 
differs  from  Scotch  chiefly  in  the  absence  of  peat 
flavour.  The  materials  used  in  its  manufacture 
are,  with  one  or  two  exceptions,  a  mixture  of 
malt  and  grain,  the  proportion  of  malt  being, 
however,  greater  than  in  English  distilleries.  It 
is  general^'  bonded  at  25  overproof  (64  p.c.  of 
alcohol  by  weight). 

We  have  hitherto  dealt  with  the  spirit  manu- 
factured in  *  Ck)mmon  *  or  '  Pot '  stills,  or  in 
other  words  by  boiling  the  wash,  condensing  the 
steam  thus  produced,  reboiling  the  product  and 
recondensing.  But  by  far  the  greater  quantity 
of  the  alcohol  of  commerce  is  produced  by 
the  Coffey  still,  in  which  the  alcoholic  vapour 
produced  is  deprived  of  water  as  the  process 
continues  until  a  spirit  is  formed  of  much 
greater  purity  than  that  manufactured  by  the 
old  method.  The  annexed  illustration  represents 
a  Coffey's  distilling  apparatus,  the  left-hand 
column  being  called  the  analyser,  the  right 
hand  one  the  rectifier.  The  first  operation  is  to 
fill  both  columns  with  steam.  Tnis  is  accom- 
plished by  introducing  it  under  pressure  from 
the  boiler  at  c,  whence  it  ascends  within  the 
analyser,  pajasing  by  the  pipe  m  into  the  bottom 
of  the  rectifier.  When  a  proper  temperature 
has  been  attained,  the  wash  is  pumped  from 
the  wash  charger  by  a  pipe  which  enters  the 
top  of  the  rectifier.  This  pipe  is  only  shown 
sectionally  in  the  sketch  after  entering  the 
column,  but  it  is  continuous,  and  the  wash 
passes  slowly  through  it,  becoming  warmer, 
owing  to  the  pipe  being  in  contact  with  the 
steam.     When  it  has  reached  the  bottom  of  the 
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recliliM  it  is  not  fat  from  the  boiling-point. 
It  will  be  seen  that  the  pipe  then  sBcendB,  and 
finally  deliven  the  wuti  into  the  top  of  the 
analyser.  The  linos  across  the  analyser  repre- 
sent plates  of  perforated  copper,  and  in  connec- 
■tion  with  oacb  is  a  tube  which  projects  about  an 
inch  and  a  half  above  the  plate,  and  dips  into  a 


the  steam  produces  ebullition  in 
eontcnta  of  the  plates,  and  oairies  away  witl 
the  alcoholic   vapour  through  the  steam  t 
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pipe,  so  that  by  the  time  the  wash  has  reached 
the  bottom  of  the  column  it  has  been  deprived 
of  its  alcohol.  The  aloohoUo  vapour  passes  by 
the  pipe  M  into  the  bottom  of  the  rectifier,  which 
like  tne  analyser  contains  plates  and  metal 
tubes,  and  where  a  process  of  gradual  cooling 
takes  place  by  the  action  of  the  pipe  carrying 
the  cold  wash.  Fusel  oil  vapour,  condensing  at 
a  higher  temperature  than  alcohol,  is  the  first 
to  assume  the  liquid  form,  and  contaminated 
wiUi  spirit  passes  into  the  hot  *  feints '  re- 
ceiver. The  vapour  containing  alcohol  con- 
tinues to  ascend,  meeting  with  portions  that 
have  condensed,  and  are  undergoing  the  process 
of  rectification.  It  will  be  seen  that  the  hpper 
part  of  the  apparatus  is  marked  off  in  the  sketch 
as  finished-spirit  condenser.  It  is  so  called  be- 
cause all  that  condenses  within  its  area,  instead 
of  returning  towards  the  bottom  of  the  apparatus 
to  be  rectified,  passes  by  the  finished-spirit 
pipe  oir  feints  pipe  into  the  receivers.  At  the 
top  of  the  apparatus  is  a  pipe  marked  '  alcoholic 
steam  exit,  which  carries  away  most  of  the 
aldehyde  as  well  as  spirit  vapour  which  under 
specuu  circumstances  may  not  have  been  con- 
densed before  reaching  that  point. 

The  English  distillers  confine  themselves 
almost  exclusively  to  this  apparatus,  brewing 
for  the  most  part  from  a  mixture  of  grain  ana 
malt.  In  addition  to  Coffey's  still,  various  forms 
of  rectifying  stills  are  in  use  to  meet  special 
requirements,  eg.  the  production  of  a  purer 
though  not  stronger  spirit  than  that  obtainable 
from  the  Goffiey  still  for  the  purpose  of  com- 
pounders and  certain  manufacturing  processes, 
and  apparatus  having  for  their  object  (in  con- 
sequence of  the  increasing  demand  for  fusel  oil) 
the  recovery  of  the  maximum  amount  of  this 
by-product,  which  indeed  is  now  considerably 
more  valuable  than  the  spirit  itself.  The  spirit 
produced  does  not  to  any  large  extent  go  into 
consumption  as  whiskey,  the  want  of  flavour 
being  an  objection  in  regard  to  the  better 
qualities.  Large  quantities  are  transferred  to 
the  rectifiers,  who  redistii  them  with  various 
flavouring  ingredients,  producing  gin,  British 
brandy,  British  rum,  and  the  various  cordials. 
A  portion,  after  being  redistilled  from  potash  or 
potassium  carbonate,  or  filtered  through  charcoal, 
is  used  in  the  arts  and  in  medicine  under  the 
names  of  rectified  spirit  and  spirits  of  wine. 
The  British  Pharmaooposia  (1898)  requires 
rectified  spirit  to  be  of  a  specific  gravity  of  0*834, 
equal  to  85*fi5  p.c.  of  alcohol  by  weight.  The 
Pharmacoposia  of  the  United  States  fixes  it  at 
0-820,  equal  to  91  p.c.,which  is  about  the  strength 
it  comes  from  Coffey's  apparatus.  It  is  from 
this  spirit  that  anhydrous  or  absolute  alcohol 
is  ffenerally  prepared.  It  varies  considerably 
in  .flavour,  and,  according  to  the  United  States 
Dispensatory,  1883,  the  purest  is  produced  under 
Atwood's  patent,  in  which  permanganic  acid  is 
used  to  destroy  the  disagreeable  organic  sub- 
stances. It  has  been  suggested  that  the  purity 
of  strong  spirit  might  be  considerably  increased 
by  redistilling  in  vacuo.  Reference  has  already 
been  made  to  the  occurrence  in  variable  qUantity 
of  secondary  raoducts  on  fermentation.  Pasteur 
(Ann.  Cbuxu  Fhys.  68,  330)  showed  that  on  the 
fermentation  of  sugar  3*16  p.c.  of  glycerol  and 
0-67  pwc.  of  succinic  acid  are  produced.  These 
bodies  are,  however,  very  slightly  volatile,  and 


therefore  can  only  pass  into  the  spirit  in  very 
small  proportion. 

We  have  hitherto  only  dealt  with  spirits 
manufactured  in  the  United  Kingdom.  Of 
the  more  important  foreign  spirits,  the  prin- 
cipal is  brandy,  the  production  of  which  from 
I  grape  wine  is  an  industry  confined  almost  en- 
j  tirely  to  France.  The  best  brandy  is  derived 
j  from  white  wine,  but  a  considerable  quantity  of 
'  spirit  is  imported  from  the  Continent  \mder  the 
name  of  brandy,  which  has  either  been  mixed 
with  other  spirits  or  prepared  from  substances 
bearing  no  relation  to  wine.  The  distillation  of 
genuine  brandy  takes  place  in  stills  which  are 
practically  on  the  pattern  of  common  or  pot 
stills  ;  the  improvements  being  chiefly  confined 
to  the  adoption  of  means  for  carrying  on  the 
distillations  continuously.  Illustrations  of  the 
various  stills  now  in  use  will  be  found  in 
Duplais'  treatise  on  the  manufacture  and  dis- 
tillation of  alcohol.  Brandy  is  generally  im- 
ported into  this  country  at  a  strength  a  little 
below  proof  (47  to  48  p.c.  of  alcoholby  weight) 
(v.  Brandy). 

Rum  is  the  spirit  produced  by  fermenting 
diluted  molasses  and  distilling  the  product  in  an 
ordinary  still.  Its  character  is  due  to  the  for- 
mation of  ethyl  butyrate,  which,  when  added  to 
other  spirits,  produces  a  flavour  difficult  to 
distinguish  from  genuine  rum.  The  strength  at 
which  rum  is  generally  imported  into  this  coun- 
try is  about  36  overproof  (70  p.c.  of  alcohol 
by  weight)  (v.  Rum). 

The  molasses  from  the  beet-sugar  manu- 
factories in  France  is  now  utilised  in  making 
spirit,  beinff  simphr  neutralised,  generally  mixed 
with  a  little  rye  flour  and  malt,  fermented  and 
distilled.  The  best  qualities  of  spirits  thus  pro- 
duced are  devoid  of  taste  or  any  peculiar  aroma, 
and^  are  employed  in  the  manufacture  of  liqueurs, 
for  improving  common  brandies,  and  for  reflning 
rectified  spirit. 

Qeneva  or  Hollands  is  a  well-known  form 
of  gin  manufactured  in  Holland,  where  the  grain 
spirit  is  for  the  most  part  made  from  a  mixture 
01  malt  and  rye.  It  does  not  possess  any 
characteristic  to  distinguish  it  from  the  same 
article  manufactured  by  rectifiers  in  this  country, 
and  its  consumption  appears  to  be  declining 
(v.  Gin).  Absinth  is  a  form  of  gin  in  which  the 
spirit  is  flavoured  with  the  bitter  principle  of 
wormwood,  together  with  extracts  of  some  or  all 
of  the  following  plants :  fennel,  hyssop,  anise 
coriander,  angehca  seed,  dried  veronica,  chamo- 
mile, and  mint  (v.  Absinth).  A  large  quantity 
of  spirit  manufactured  in  Germany  from  po- 
tatoes is  imported  into  this  country,  coming 
into  competition  with  the  lowest  qualities  c3 
spirits  of  wine  of  the  British  distflleries. 

Reference  has  already  been  made  to  the  bond- 
ing of  whiskey — ^that  is,  placing  it  in  warehouses 
under  the  control  of  the  revenue  authorities, 
where  it  remains  maturing  for  periods  varying 
from  a  few  months  to  several  years.  The  exact 
change  which  takes  place  during  the  maturing 
process  has  not  yet  been  satisfactorily  ex- 
plained, althouffh  the  labours  of  Pelletan,  Dumas 
and  Stas,  Gamtier,  Chancel,  Wurtz,  Cahours, 
Balard,  liebig  and  Pelouze,  Pasteur,  Fittig,  and 
Kramer  and  Pinner  have  added  largely  to  our 
knowledge  of  the  subject.  According  to  the  re- 
searches of  these  authorities  fusel  oil  is  a  complex 
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substance  and  a  necessary  accompaniment  to 
fermentation.  In  grain  fermentations  amyl 
alcohol  is  the  predominant  constituent  of  this 
oil,  but  propyl  and  butyl  alcohol  are  also  present. 
In  ^^ine  fermentations  ic  consists  principally  of 
oenanthyl  and  caproyi  alcohols.  It  is  probable 
that  these  alcohols  are  converted,  in  the  process 
of  maturing  the  spirit,  from  a  disagreeable- 
smelling  ana  highly  intoxicating  body  into  com- 
pound ethers  which  are  both  fragrant  and 
harmless. 

In  the  process  of  mellowing  there  is  generally 
a  loss  of  alcohol,  varying  with  the  length  of  time 
and  the  condition  of  the  atmosphere  of  the 
warehouse.  The  revenue  authorities  fully  recog- 
nise this,  and  make  the  necessary  allowances 
in  charging  the  duty.  It  will  therefore  be  ap- 
parent that  alcoholic  strength  based  on  specific 
gravity  is  not  always  a  measure  of  the  money 
value  of  spirits  as  beverages.  The  Food  and 
Druffs  Amendment  Act  (42  &  43  Vict.  c.  30)  has 
fixed  a  limit  below  which  spirits  shall  be  assumed 
to  be  diluted.  This  limit  is  25  under  proof 
(35*8  p.c.  of  alcohol  by  weight)  for  whiskey, 
brandy,  and  rum ;  and  35  under  proof  (30*8 
p.c.  alcohol  by  weight)  for  gin. 

Uses. — ^In  addition  to  its  use  as  a  beverage, 
spirit  is  employed  as  a  solvent  for  many  of  uie 
drugs  required  in  medicine,  and  diluted  to  the 
standard  of  British  proof — ^that  is,  to  the  specific 

fravity  of  0*91984  at  15*6^,  representing  49-24  p.c. 
y  weight  of  Drinkwater  and  Fownes  alcohol — 
it  forms  part  of  a  large  proportion  of  the  tinc- 
tures of  the  Materia  Medica.  It  is  also  used 
largely  as  a  solvent  for  essential  oils,  in  pre- 
paring perfumes  and  essences,  and  ether  is 
manmactured  from  it.  The  alcohol  used  in  all 
the  above  preparations  pays  a  duty  of  159.  Id, 
per  proof  gallon,  eqiuil  to  about  21s.  per  gallon 
of  the  alcohol  of  Gay-Lussac,  the  standard  of 
France. 

AduUeraiian. — ^Although  it  has  been  stated 
that  spirits,  especially  gin,  were  formerly  adul- 
terated with  capsicum  and  even  sulphuric  acid, 
in  order  to  increase  their  fiery  character,  it  is 
satisfactory  to  find  that  in  the  working  of 
the  Food  and  I>nigs  Act  no  evidence  has  been 
a£Forded  of  such  practices  during  late  years. 
The  report  of  the  Local  Government  Board 
(1909)  shows  that  the  adulterants  detected 
during  the  year  consisted  of  water  (the  great 
majority  of  cases) ;  foreign  spirit  in  16  samples 
out  of  5217  samples  of  brandy,  rum,  and  whiskey 
examined;  one  case  (whiskey)  contained  an 
admixture  of  sherry  wine. 

M9thylated  spirit.  In  1853  a  strong  repre- 
sentation was  made  to  the  Government  to  allow 
the  use  of  alcohol  duty  free  in  the  arts  and 
manufacturing  processes  in  which  it  was  re- 
quired, and  uter  careful  inquiry  the  Board  of 
Inland  Revenue  in  1855  decided  to  sanction, 
under  certain  restrictions,  a  mixture  of  nine 
parts  of  spirits  of  wine  and  one  part  of  methyl 
alcohol  (wood  naphtha)  free  of  duty  under  the 
name  of  methyUUed  spirits.  In  1861  the  per- 
mission was  extended  to  all  other  purposes  except 
consumption  as  a  beverage  or  as  a  medicine. 
The  reasons  for  selecting  wood  naphtha  were  that  { 
whilst  it  would  be  least  likely  to  interfere  in  any 
of  the  processes  for  which  alcohol  was  required — 
especially  as  a  solvent — it  would  be  very  difficult 
to  separat'O  from  the  alcohol  when  once  mixed. 


The  principal  restriction  on  the  use  of  methyl- 
ated spirit  is  that  it  shall  only  be  kept  by 
authorised  persons  and  in  authorised  premises. 

In  1891  it  was  found  necessary  (owing  to  the 
possibility  of  methylated  spirit  being  sufficiently 
purified  to  render  it  fit  for  potable  purposes,  and 
the  growing  ^iractice  of  drinking  even  the  un- 
purined  methylated  spirit  by  the  poorer  classes 
in  some  of  the  larger  cities)  to  again  restrict  the 
use  of  methylated  spirit  made  as  above  described 
(t.e,    '  ordinary   methylated  spirit ')  to   manu- 
facturers   only,    and,    even    then,    subject    to 
revenue    restrictions,    and    to    prescribe    the 
addition  of  a  further  denaturant  to  methylated 
spirit    intended    for    general    purposes.     This 
denaturant  consists  of  mineral  naphtha  (petro- 
leum), and  the  mixture,  known  as    mineralised ' 
methylated   spirit,    may    be   sold   by   licensed 
retailers  to  the  general  public  for  any  purpose 
to  which  it  is  applicable,  as  lighting,  heating, 
cleansing,  or  mixing  with  paints,  varnishes,  &c. 
It   was   found,   however,   that   *  ordinary ' 
methylated  spirit  was  not  universally  applicable 
to  manufacturing  processes  requiring  the  use  of 
alcohol,  and  accordin^y,  in   1902,  the  Com- 
missioners of  Inland  Kevenue,  under  powers 
conferred  upon  them  by  the  Spirits  Act  of  1880 
and  the  Finance  Act  of  1902,  authorised  the  use 
of  duty-free  alcohol  denatured  with  substances 
other  than  wood-naphtha  in  certain  manufactur- 
ing operations  and  subject  to  special  conditions. 
As  the  result  of   an  inquiry  by  a  Depart- 
mental Committee,  in  1904-5,  the  amount  of 
wood-naphtha  to  be  used  as  a  denaturant  for 
'  ordinary  '  methylated  spirit  used  for  industrial 
purposes  was  reouced  from  10  to  5  p.c.  of  the 
mixture.    This    is    described    as  *  industrial* 
methylated  spirit. 

At  the  present  time  (1911),  there  are,  there- 
fore, two  descriptions  of  methylated  spirit  offici- 
ally recognised  in  the  United  Kingdom,  viz. : 

(a)  mineralised  methylated  spirit  as  sold  by 
licensed  retailers  for  general  use  (except  for  the 
preparation  of  beverages  or  medicine),  and  con- 
taining not  less  than  10  p.c.by  volumeof  approved 
wood-naphtha,  and,  in  addition,  not  less  than 
0-385  p.c.  of  approved  mineral  naphtha  (petro- 
leum of  specific  gravity  not  less  than  0*800). 

(&)  IndustriM  methylated  spirit,  intended  for 
use  in  manufacturing  processes,  and  sold  only  by 
methylators  to  persons  authorised  to  receive 
this  kind  of  spirit.  This  must  contain  not  less 
than  5  p.c.  of  approved  wood-naphtha  or  other 
substance  or  combination  of  substances  approved 
by  the  Commissioners  of  Customs  and  Excise. 

The  wood-naphtha  must  be  sufficiently  im- 
pure to  make  the  methylated  spirits  so  nauseous 
as  to  render  them  incapable  of  being  used  as  a 
beverage  or  of  being  mixed  with  potable  spirits 
without  rendering  them  unfit  for  human  con- 
sumption. It  must  contain  not  less  than  72  p.c. 
by  volume  of  methyl  alcohol,  and  not  more  than 
12  grams  per  100  c.c.  of  aldehydes,  acetone,  and 
higher  ketones,  estimated  as  acetone  by  Mes- 
singer's  iodoform  process,  nor  more  than  3  grams 
of  esters  estimated  as  methyl  acetate  by  hydro- 
lysis ;  not  more  than  30  c.c.  of  naphtha  shall 
be  required  to  decolourise  an  aqueous  solution 
containing  0*5  gram  of  bromine,  and  5  c.c.  at 
least  of  deci-normal  acid  shall  be  required  to 
neutralise  25  c.c.  of  the  spirit  when  methyl 
orange  is  used  as  indicator. 
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The  wood-naphtha  which  is  now  used  by 
methylators  is  fairly  uniform  in  character  as 
regaxas  its  content  of  methyl  alcohol,  and  it  is 
by  the  recognition  of  this  alcohol  that  the 
presence  of  methylated  spirits  is  usually  de- 
tected. Acetone  is  present  in  much  more  varying 
quantities,  whilst  unsaturated  alcohols,  com- 
pound ethers,  and  nitrogenous  basic  substances 
are  present  in  too  small  and  varying  proportions 
to  afford  suitable  means  for  dectecting  methy- 
lated spirits  in  mixtures. 

The  most  satisfactory  methods  for  detectins 
methyl  alcohol  in  presence  of  ethyl  alcohm 
depend  either  on  differences  in  the  physical  pro- 
perties of  the  alcohols  themselves,  or  on  differ- 
ences in  the  chemical  behaviour  of  their  deriva- 
tives or  products  of  oxidation,  but  of  these,  few 
are  capable  of  indicating  with  certainty  the 
presence  of  less  than  1  p.c.  of  methyl  alcohoL 

Of  the  methods  which  have  hitherto  been 
devised  for  this  purpose,  none  can  compare,  as 
regards  the  certainty  of  the  conclusions  which 
may  be  drawn  from  the  results,  with  that  of 
Riche  and  Bardy,  which  depends  on  the  ultimate 
formation  of  methylanilinc  violet  and  its  de- 
position on  merino- wool  (Compt.  rend.  1875, 1076). 
As  a  preliminary  test,  And  one  which  may  with 
advantage  be  incorporated  in  the  Riche  and 
Bardy  process,  the  following  will  be  found  to  be 
nsef oL  About  10  c.c.  of  the  strong  spirit — ^freed, 
if  necessary,  from  essential  oils,  &c.,  by  the 
adt-petToleum  method  and  fractionated  from 
potassium  carbonate  (v.  Alcoholmbtby) — are 
placed  with  30  grams  of  powdered  iodine  in  a 
small  ronnd-bottomed  flask  which  can  be  readily 
connected  with  a  condenser.  Two  erams  of 
amorphous  phosphorus  are  added  and  the  result- 
ing  aJkyl  iodides  distilled  and  collected  under 
water  in  a  small  separator.  When  from  10  to 
12  cc.  have  been  collected,  the  iodides  are  washed 
with  water,  decolourised  with  dilute  potash,  and 
drawn  off  from  the  aqueous  layer  into  a  flask 
containing  a  little  freshly  heated  potassium 
carbonate.  After  remaining  an  hour  or  so  with 
occasional  shaking,  the  potassium  carbonate  is 
removed  by  filtration,  and  the  boiling-point  of 
the  iodides  carefully  determined.  Ordinary 
cti&yl  alcohol  yields  an  iodide  which  has  a  con- 
stant boiling-point  of  72^.  When  methyl 
alcohol  is  present  in  the  spirit,  the  initial 
boiling-point  of  the  iodides  is  lower  and  a 
portion  distils  below  this  temperature.  By 
noting  the  temperature  at  wnich  the  first 
drop  of  distilled  iodides  falls  into  the  condenser 
and  receiver  respectively,  the  presence  of  rela- 
tively small  quantities  of  methyl  alcohol  can  be 
detected.  The  results  (see  table  in  next  col.) 
obtaiaed  with  synthetic  mixtures  indicate  the 
delicacy  of  the  method* 

In  doubtf id  cases,  or  when  the  initial  boiling- 
point  is  below  70",  the  first  fraction  of  3  cc.  of 
difftfTt*-^  iodides  is  digested  with  an  equal 
voinme  of  aniline  at  a  moderate  temperature, 
and  the  Riche  and  Bardy  method  proceeded 
with.  After  standing  one  hour,  hot  water  is 
added  to  the  crystallme  mass,  and  the  mixture 
boiled  for  some  minutes,  25  cc.  of  strong  potash 
solntion  are  then  added,  and  the  Uberated  aniline 
oil  washed  with  water ;  1  cc.  of  this  oil  is  inti- 
mately mixed  with  10  grams  of  a  mixture 
consisting  of  100  grams  of  dry  quartz  sand, 
3  grams  of  cnpric   nitrate,  and  2  grams   of 


common  salt,  and  the  mixture  introduced  into 
a  wide  tube  and  heated  for  some  hours  at 
OO^'-lOO**.  The  product  is  exhausted  with  warm 
alcohol  and  the  extract  filtered  and  made  up  to 
a  volume  of  100  cc. 

If  the  sample  of  spirit  contained  ethyl 
alcohol  only,  the  colour  of  the  liquid  will  be 
red,  but  in  the  prince  of  1  p.c  of  methyl 
alcohol  it  has  a  distinct  violet  shade,  whilst  in 
the  presence  of  2  p.c  the  violet  is  very  decided, 
and  becomes   more  so   as    the    proportion    of 


Percentage  of 
methyl  alcohol  by 
volume  In  the  mix- 
ture of  alcob^s 


Nil 
0-38 
O'U 
Igfi 
2-77 
3*66 
4*55 
5-42 
6-26 
710 
10-00 


Temperature  at 

which  the  first 

drop  of  iodides 

falls  Into  the 

condenser 


70*» 
69** 
65* 
63*» 
62** 
60* 
68* 
57* 
66* 
66* 
52* 


Volume  of  dis- 
tillate obtained 
below  72°  from 
10  c.c.  of 
Iodides 


cc. 

Na 

0-2 
0-8 
2-2 
4-0 
5-0 
6-0 
6-2 
6-4 
6-6 
7-6 


methyl  alcohol  increases.  5  c.c.  of  the  alco- 
holic extract  are  then  mixed  with  water  to  a 
volume  of  100  cc,  and  2  c.c.  of  Ihis  dye  diluted 
with  water  to  about  400  c.c  The  mixture  is 
now  heated  to  a  temperature  not  exceeding  75*, 
and  from  two  to  tnree  feet  of  Berlin  wool, 
previously  freed  from  grease  by  treatment  with 
hot  dilute  potash,  immersed  in  it  for  30  minutes. 
Pure  ethyl  alcohol  under  these  conditions  will 
not  produce  a  dye,  and  the  wool  after  washing 
and  drying  remains  practically  white.  If,  how- 
ever, methyl  alcohol  was  originally  present,  the 
fibre  will  be  violet,  the  tint  becoming  more 
intense  and  increasing  in  depth  according  to  the 
quantity  present.  Riche  and  Bardy  recommend 
that  5  cc  of  the  above  diluted  dye  should  be 
taken  instead  of  2  c.c.  as  here  described,  but 
although  by  this  means  a  more  intense  dye  is 
obtained  when  methyl  alcoholis  present,  it  is  found 
that  an  appreciable  dye,  although  not  of  the 
same  colour,  is  depositeiil  when  pure  ethyl  alcohol 
has  been  operated  with,  and  this  may  lead  to 
confusion.  For  purposes  of  comparison  it  is 
therefore  advisable  to  operate  concurrently  with 
a  sample  of  rectified  spirits. 

If  it  be  desired  to  estimate  the  proportion 
of  methyl  alcohol  or  methylated  spirits  in  a 
sample,  the  method  of  Thorpe  and  Holmes  may 
be  employed.  This  method  depends  on  the 
complete  oxidation  of  methyl  alcohol  to  carbon 
dioxide  by  means  of  chromic  acid  mixture,  recti- 
fied spirito  under  the  same  conditions  yielding 
only  a  small  quantity  of  carbon  dioxide  equiva- 
lent to  OOl  gram  for  each  gram  of  ethyl  alcohol 
present  (Chem.  Soc  Trans.  1904,  1). 

As  a  result  of  many  experiments  it  has  been 
proved  that  unless  the  boiling-point  of  the 
iodides  is  abnormal,  no  dye  is  obtained  by  the 
Riche  and  Bardy  method,  nor  does  the  yield  of 
carbon  dioxide  on  oxidation  exceed  the  limits 


64 


ALCOHOL. 


given  above  for  rectified  spirits,  but  in  all  cases 
in  which  a  dye  is  obtained  a  proportional  excess 
of  carbon  dioxide  is  also  obtained. 

In  other  countries  there  are,  as  a  rule,  classes 
of  denatured  alcohol  corresponding  more  or  less 
with  those  authorised  in  the  United  Kingdom, 
i.e.  spirit  for  general  use  so  completely  denatured 
as  to  be  deemed  undrinkable,  and  spirit  not 
absolutely  denatured  and  intended  for  use  by 
responsible  manufacturers  subject  to  a  more  or 
less  strict  revenue  control. 

Wood-naphtha  is  the  denaturant  most  in 
favour  for  spirit  intended  for  general  use,  the 
nauseous  character  of  the  methylated  spirit 
being  sometimes  intensified  by  the  addition  of 
such  substances  as  pvridine  bases,  benzine,  &c. 

In  Francey  spirit  for  general  use  contains  one- 
eleventh  of  its  volume  of  officially  approved 
wood-naphtha,  with  an  addition  (when  used  for 
lighting  and  heatins  purposes)  of  0*5  p.o.  of  heavv 
benzine  distilling  oetween  160^  and  200"  and 
4  p.c.  of  gum  resin  for  *  finish.' 

In  Qermany,  the  official  formula  is  2  p.c.  of 
wood  naphtha,  0*5  p.o.  of  pyridine  bases,  and 
(optionally)  0-125  p.c.  of  rosemary  oiL  Spirit 
intended  for  motor  cars,  and  internal  combustion 
engines  is  denatured  by  adding  1  p.c.  of  wood- 
naphtha,  0*25  p.c.  of  pyridine  bases,  0*25  p.c.  of 
a  solution  of  methyl  violet  dye,  and  from  2  to  20 
p.c.  of  benzol  to  the  pure  spirit. 

In  the  United  States  of  America,  10  p.c.  of 
approved  methyl  alcohol  and  0*5  p.c.  of  benzene 
is  prescribed  to  be  added  to  spirit  denatured  for 
general  use. 

AtuiriO'HuTigaryi  Two  p.c.  of  wood-naphtha, 
0-5  p.c.  of  pyridine  bases,  and  a  trace  of  phenol 
phthalein  are  added  to  spirit  intended  for  general 
purposes. 

In  Belgium  and  Russia  specific  denaturants 
are  prescribed  for  each  of  the  principal  manu- 
facturers, and  this  practice  obtains  in  certain 
other  countries,  as  Germany,  I^nce,  Switzer- 
land, and  the  United  Kingdom,  when  it  can  be 
shown  that  ordinary  methylated  spirit  is  un- 
suitable. In  such  cases  tne  denaturants  are 
naturally  very  varied  in  character,  being  specially 
adapted  to  the  particular  necessities  of  each 
manufacturer. 

(Minutes  of  Evidence  and  Report  of  the 
Departmental  Committee  on  Industrial  Alcohol, 
1005 ;  Herrick,  Denatured  or  Industrial  Alcohol.) 

AIXIOHOLOHETRY  is  the  term  applied  to 
any  process  for  estimating  the  amount  of  alcohol 
in  a  spirituous  liquid.  In  simple  mixtures  of 
alcohol  and  water  a  determination  of  specific 
gravity  at  a  standard  temperature  afforas  an 
accurate  index  of  alcoholic  content,  and  it  is 
by  taking  advantage  of  tlus  fact  that  the  assay 
of  spirit  for  revenue  and  commercial  purposes 
is  usually  carried  out. 

When  alcohol  and  water  are  mixed  together 
the  volume  of  the  mixture  is  invariably  less 
than  the  sum  of  the  initial  volumes,  and  the 
degree  of  contraction  varies  with  the  proportion 
of  alcohol  present.  In  countries  in  which  the 
revenue  from  spirit  is  of  great  importance  it  has 
therefore  been  found  necessary  to  ascertain  by 
experiment  the  specific  gravities  of  mixtures  of 
alcohol  and  water  in  all  proportions  and  at 
various  temperatures.  These  experiments  have 
in  general  been  carried  out  at  the  request  of  the 
Governments   interested,  and   the   results   are  | 


embodied  in  tables  associated  with  the  names  of 
those  entrusted  with  the  investigations. 

In  1794  Sir  Charles  Blagden  and  Mr.  Gilpin 
completed  an  extensive  series  of  experiments, 
undertaken  at  the  request  of  the  British  Govern- 
ment (Phil.  Trans.  1790-1794),  the  results  of 
which  have  since  served  as  the  basis  of  systems  of 
alcoholometry  in  this  and  other  countries.  At 
that  time  anhydrous  alcohol  had  not  been  pre- 
pared, Blaffden  and  Gilpin's  tables  having  refer- 
ence to  spurit  of  a  sp.  gr.  0-825  at  15-6715-6'' 
(60760*F.).  Tralles,  in  1811,  conducted  a 
like  investigation  for  the  Prussian  Government 
(Gilb.  Ann.  1811),  and  adopted  0*7946  as  the 
specific  gravity  of  alcohol  at  \6'%^/lb'&*.  He 
incidentally  confirmed  the  general  accuracy  of 
the  results  of  Blagden  and  Gilpin,  and  constructed 
tables  of  spirit-strengths  which  for  upwards  of 
sixty  years  formed  the  batfis  of  German  alcoholo- 
metry. Similar  researches  were  undertaken  by 
Gay -Lussac  (Paris,  1824),McOulloch(Washington, 
1 848),  Baumhauer  (Amsterdam,  1800),  Mendeleeff 
(St.  Petersburg,  1805),  and  more  recently  by 
the  Kaiserliche  Normal  Eichungs  Kommission 
(Berlin,  1889),  the  several  results  of  which  have 
from  time  to  time  been  incorporated  in  the 
systems  of  alcoholometry  adopted  by  the  respec- 
tive Governments.  The  unofficial  investigations 
of  Fownes  (Phil.  Trans.  1847),  Drinkwater 
(Chem.  Soc.  Mem.  1848),  and  Squibb  (Ephemeris, 
1884),  are  likewise  entitled  to  consideration. 

Drinkwater  prepared  alcohol  of  a  specific 
gravity  0*79381  at  15-6715-6**  (in  air),  whilst 
Squibo  obtained  it  as  low  as  0*7935,  but  this 
result  lacks  confirmation. 

The  work  of  Mendeldeff  for  the  Russian 
Government  admittedly  coi^itutes  the  most 
comprehensive  and  exact  of  the  researches 
hitherto  made  in  the  field  of  alcoholometry. 
Mendeleeff  obtained  alcohol  of  a  specific 
^vity  0*79425  at  15716^  which  at  15-6715*6° 
IS  equivalent  to  0*79384  in  a  vacuum,  or  to 
0*79359  in  air,  and  he  assigned  to  Drinkwater's 
alcohol  an  alcoholic  content  of  99*95  p.c,  and  to 
the  strong  spirit  of  Blasden  and  Gilpin  89*06 

E.c.  by  weight.  The  resiuts  of  Tralles'  and  Gay- 
lUssac's  experiments,  being  based  on  alcohol 
less  dehydrated  than  that  of  Drinkwater,  com- 
pare less  favourably  with  those  of  Mendeleeff. 

Mendel^ff  was  so  well  satisfied  with  the 
work  of  Blagden  and  Gilpin,  and  Drinkwater, 
that,  for  spirituous  mixtures  of  low  strength,  he 
included  many  of  their  results  in  his  tables  of 
spirit-densities,  and  after  a  critical  investigation 
and  subsequent  verification  by  the  Kaiserliche 
Normal  Eichungs  Kommission,  his  results  have 
been  substantiuly  adopted  as  the  basis  of  the 
present  system  of  German  alcoholometry  in  place 
of  the  relatively  less  accurate  data  of  Tralles. 

The  results  of  the  work  of  these  four  autho- 
rities have  been  incorporated  in  the  accompany- 
ing table  of  spirit-densities,  which  may  serve 
for  the  pyknometrical  determination  of  the  true 
strength  of  spirits.  In  the  assessment  of  duty 
and  in  commercial  transactions,  the  standard  of 
strength  is  termed  '  proof.*  Spirit  of  proof 
strength  is  defined  as  that  which  at  the  tem- 
perature of  51°r.  (10*6*C.)  weighs  exactly  Jjths 
of  an  equal  measure  of  distillea  water '  also  at 
10*6°.  According  to  the  best  available  data 
this  mixture  of  alcohol  and  water  has  a  specific 
gravity  of  0-91976  at  16*6715-6°,  and  contains 
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SD6ClflC 

Percentage  of  alcohol 

1 

Specific 
gravity  in  air 

Percentage  of  alcohol 

" 

m^  mir%^^^mm^^^ 

Percentage 
of  flscal 

Percentage 

1 

of  flacai      1 

at 

16-6° 

by  weight  1 

by  volnme 
at  16-6° 

100-00 

proof  ipirlt 

1 
1 

at 
16-6° 

by  weight 

by  voiume 
at  15-6° 

proof  spirit  ; 

1 

0-79369 

100-00 

176-35 

0-898 

58-93 

66-67 

116-81 

0-794 

99-87 

99-92 

176-21 

0-900 

68-06 

65-83 

115-33 

0-796 

99-22 

99-52 

174-62 

0-90^ 

57-18 

64-98 

113-84 

0-798 

98-57 

99-12 

173-80 

0-9d4 

56-31 

64-13 

112-35 

0-800 

97-91 

98-70 

173-07 

0-906 

55-42 

63-26 

110-82 

0-802 

97-25 

98-28 

172-33 

0-908 

54-54 

62-39 

109-29 

0-804 

96-57 

97-84 

171-56 

0-910 

53-65 

61-61 

107-74 

0-806 

95-89 

97-39 

170-77 

0-912 

52-77 

60-63 

106-20 

0-808 

95-20 

96-93 

169-96 

0-914 

51-88 

69-74 

104-63 

0-810 

94-50 

96-45 

169-13 

0-916 

50-98 

68-83 

103-06 

0-812 

93-80 

95-97 

168-28       1 

0-918 

50-08 

57-92 

101-43 

0-814 

93-08 

95-47 

167-41 

0-91976 

49-28 

57-10 

100-00 

0-816 

92-36 

94-97 

166-51 

0-920 

49-17 

66-99 

99-80 

0-818 

91-63 

94-45 

165-60 

0-922 

48-25 

66-05 

98-16 

0-820 

90-90 

93-92 

164-67 

0-924 

47-33 

55-10 

96-49 

0-822 

90-16 

93-38 

163-72 

0-926 

46-40 

54  14 

94-80 

1     0-824 

89-41 

92-83 

162-75 

0-928 

46-47 

53  16 

93-09 

0-826 

88-65 

92-26 

161-76 

0-930 

44-53 

52-18 

91-36 

0-828 

87-88 

91-69 

160-76 

0-932 

43-59 

51-18 

89-61 

.     0-830 

87-11 

91-11 

169-73 

0-934 

42-62 

5015 

87-81 

0-832 

86-34 

90-52 

158-69 

0-936 

41-64 

4910 

85-97 

0-834 

85-66 

89-91 

157-63 

0-938 

40-65 

48-04 

84-10 

0-836 

84-78 

98-30 

156-56 

0-940 

39-65 

46-95 

82-19 

0-838 

83-99 

88-68 

156-47 

0-942 

38-64 

46-86 

80-26 

0-840 

83-20 

88-06 

154-37 

0-944 

37-60 

44-71 

78-26 

0-842 

82-40 

87-42 

163-25 

0-946 

36-54 

43-64 

76-21 

0-844 

81-60 

86-77    - 

162-12 

0-948 

35-46 

42-36 

74-12 

0-846 

80-79 

8612 

150-97 

0-960 

34-37 

41-13 

71-98 

0-848 

79-98 

86-46 

149-80 

0-952 

33-25 

39-87 

69-76 

0-860 

79-17 

84-78 

148-62 

0-964 

32-09 

38-57 

67-48 

0-852 

78-35 

84-11 

147-43 

0-966 

30-90 

37-20 

66-09 

0-854 

77-53 

83-42 

146-23 

0-958 

29-66 

36-79 

62-60 

0-866 

76-71 

82-73 

145-01 

0-960 

28-39 

34-33 

60-03 

0-858 

75-88 

82-03 

J43-78 

0-962 

27-06 

32-79 

57-33 

0-860 

76-05 

81-32 

142-54 

'     0-964 

26-68 

31-18 

54-51 

0-862 

74-22 

80-61 

141-28       1 

0-966 

24-23 

2948 

51-53 

0-864 

73-39 

79-89 

140-22       1 

0-968 

22-71 

27-69 

48-38 

0-866 

72-56 

7916 

138-74 

0-970 

21  14 

25-83 

45-14 

0-868 

71-72 

78-43 

137-46 

0-972 

19-53 

23-91 

41-77 

0-870 

70-88 

77-69 

13616 

0-974 

17-90 

21-96 

38-35 

0-872 

70-04 

76-94 

134-84 

0-976 

16-25 

19-98 

34-87 

0-874 

6919 

76  19 

133-53 

0-978 

14-61 

18-00 

31-42 

0-876 

68-35 

75-44 

132-19 

0-980 

12-99 

16-04 

27-99 

0-878 

67-51 

74-68 

130-86 

0-982 

11-42 

14-13 

24-66 

0-880 

66-66 

73-91 

129-60 

0-984 

9-91 

12-29 

21-44 

0-882 

66-81 

73  13 

128  14 

0-986 

8-46 

10-51 

18-34 

0-884 

64-96 

72-34 

126-77 

0-988 

7-08 

8-80 

15-38 

0-886 

64-10 

71-55 

126-37 

0-990 

5-76 

7-18 

12-63 

0-888 

63-24 

70-75 

123-97 

0-992 

4-51 

5-63 

9-82 

0-890 

62-38 

69-95 

122-56 

<    0-994 

3-31 

4-14 

7-24 

0-892 

61-52 

69  14 

121-14 

0-996 

2-17 

2-71 

4-73 

0-894 

60-66 

68*33 

119-70 

0-998 

1-07 

1-34 

2-33 

0-896 

59-80 

67-60 

118-26 

1-00000 

0-00 

0-00 

0-00 

49-28  p.c  by  weight  and  57 '10  p.c.  by  volume 
of  anhydrous  alcohoL  Spirits  which  contain  a 
greater  proportion  of  alcohol  than  is  contained  in 
proof  spirit  are  said  to  be  of  overproof  strength 
(o.p.),  and  those  which  contain  a  smaller  propor- 
tion are  said  to  be  of  underproof  strength  (u.p.)* 
Variations  of  temperature  are  deem^  not  to 
afifect  the  fiscal  strength  pf  spirits.  Spirits 
which  are  of  proof  strength  at  10-6^  are  conse- 
quently deemed  to  be  of  proof  strength  at  other 
Vol.  L— r. 


temperatures,  and  the  same  applies  to  spirits  of 
any  other  strength,  provided  that  no  change  in 
comx>08ition  has  occurred.  In  computing  the 
strength  of  a  spirit  mixture  reference  is  made 
to  the  volume  of  proof  spirit  it  contains,  if  under- 
proof, or  will  produce  if  overproof,  at  the 
dominant  temperature,  which  for  revenue  pur- 
poses in  this  country  is  fixed  at  10^  (60^F.). 
Mendel^ff's  alcohol  is  thus  found  to  be  75-35 
overproof,  or  100  volumes  at  10**,  when  diluted 
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with    water    to    proof    strength,    yield    175*35  \  strength  of   73 '6   overproof,  or   98*24   p.c.   of 


volumes  at  that  temperature. 

In  the  table  on  p.  65  specific  gravities  of 
aqueous  alcoholic  mixtures  are  correlated  with 


alcohol,  whilst  the  '  10  *  mark  corresponds  to 
66*7  overproof,  or  92*60  p.c.  of  alcohol  by  weight, 
the  strength  proper  to  the  *  0  *  mark  on  Sikes' 


percentages  of  alcohol  by  weight  and  by  volume,  •  hydrometer, 
and  fiscal  nroof  spirit.     The  specific  gravities  In  the  United  States  of  America  TralJes' 

are  reduced  to  air  values  and  represent  the  ,  tables  are  legalised,  and,  as  in  England,  revenue 
ratio  of  the  weight  of  a  given  volume  of  spirit  :  is  raided  with  reference  to  a  mixture  of  alcohol 
to  the  weight  of  the  same  volume  of  water  at  and  water  termed  *  proof.*  American  proof 
15*6®  uflder  the  same  atmospheric  conditions ;  spirit  is  defined  as  containing  one-half  of  its 
they  may  be  converted  to  specific  gravities  in  ,  volume  of  Tralles'  alcohol  at  15*6®.  For  Excise 
vaeuum  by  means  of  the  expression —  purposes  a  series  of  alcoholometers  are  employed. 


each  having  a  limited  range,  and  incucating 
percentages  of  proof  spirit--'  0 '  representing 
water,  *  100  *  proof  spirit  and  *  200  *  alcohol — 
and  readings  at  temperatures  other  than  15*6® 
are  correct^  by  means  of  tables  to  what  they 


g  +  0-0012 

1-0012 

Althouflh  it  is  probable  that  the  density  of  a 
spirituous  liquid  can  be  determined  more  accu- 
rately by  the  use  of  a  pyknometer  than  by  other  '  would  be  in  the  same  spirit  at  that  temperature, 
means,  in  practical  operations  where  regard  ^  In  comparing  American  with  British  proof  it  is 
must  be  had  to  convenience,  it  is  preferable  to  necessary  to  remember  that  the  American  gallon 
employ  one  of  the  many  hydrometers  or  alcoholo-  ,  is  smaller  than  the  British  Imperial  gallon, 
meters,thestem8of  which  are  variously  graduated  100  British  being  equivalent  to  120  American 
to  show  densities,  percentages  of  alcohol  by  !  gallons.     Consequently,  100  British  proof  gallons 


weight  or  by  volume,  or  again  arbitrary  indica- 
tions which  can  be  interpreted  by  suitable 
tables. 

Since  the  year  1816,  Sikes*  hydrometer  has 
been  the  legal  instrument  for  ascertaining  the 


are  equal  to  137  American  proof  gallons. 

Similarly,  in  Holland  a  proof  standard  is 
recognised.  Dutch  proof  contains  60  p.o.  by 
volume  of  anhydrous  alcohol  at  15®.  As  in 
the  United  States,  a  series  of  alcoholometers 


Btren^h  of  spirits  for  revenue  purposes  in  Great  are  employed,  differing  only  in  regard  to  the 
Britain  and  Ireland,  as  well  as  in  most  of  the  range  of  their  strength  indications.  The  alco- 
British  Colonies.  It  is  made  of  brass,  gilded,  bolometer  scale  is  divided  into  28  principal 
and  consists  of  a  hollow  sphere  provided  at  one  '  divisions  or  degrees,  which  are  equal  in  length, 
pole  with  a  graduated  rectangular  stem  uniform  |  and  again  subdivided,  each  principal  division 
m  section,  and  at  the  other  with  a  conical  '  representing  j^  of  the  volume  of  the  instru- 
spindle  terminating  in  an  oval  counterpoise  to  I  ment  below  the  zero  mark.  Spirit  tables  based 
ffive  stability  to  the  instrument  when  floating  i  on  the  results  of  Baumhauer's  investigations 
m  a  liquid,  and  also  to  serve  as  an  attachment  I  accompany  the  instruments  and  translate 
for  various  poises.  The  graduated  portion  of  degrees  on  the  scale  into  percentages  of  alcohol 
the  stem  contains  ten  principal  divisions,  which  at  15®  on  which  the  revenue  charge  is  based, 
are  equal  in  length,  and  marked  *  0 '  at  the  In    Italy    Tralles'    alcoholometer    is    used 

upper,  and  *  10 '  at  the  lower  end,  and  between  officially.  This  instrument  is  made  of  glass, 
these  points  the  stem  is  again  subdivided  to  and  at  the  standard  temperature  of  15*6® 
2  tenths  of  a  division.  When  the  instrument  is  '  directly  indicates  the  volume  of  alcohol  con- 
floating  at  the  '  0 '  mark  in  spirit  at  a  tempera-  '  tained  in  100  volumes  of  spirit  when  measured 
ture  of  15*6®,  it  indicates  a  strength  of  66*7  '  at  the  same  temperature.  Indications  at  other 
overproof,  or  92*50  p.c.  of  alcohol,  whilst  the  <  temperatures  are  corrected  by  means  of  tables 
*  10  mark  corresponds  to  a  strength  of  58  to  true  percentages  by  volume  at  15*6®. 
overproof,  or  86*11  p.c.  of  alcohol  (by  weight).  ,  In  Austria-Hungary  an  alcoholometer  closely 
For  strengths  weaker  than  these  a  series  of  nine  resembling  Tralles',  and  indicating  percentages 
poises  or  weights  are  used,  numbered  consecu-  of  alcohol  by  volume  at  15®  is  used.  Its  in- 
tively  from  10  to  90.  The  poises  are  made  of  dications  are  uniformly  higher  than  those  of 
hammered  brass,  gilded,  and  can  be  attached  by  Tralles'  to  the  extent  of  from  one  or  two  tenths 
means  of  a  slot  in  the  poise  to  the  spindle  of  percent.  Readings  on  this  instrument  are  taken 
the  hydrometer.    The  series  of  principal  divi-    at  the  highest  point  of  the  capillary  meniscus. 


sions  can  thus  be  repeated  ten  times,  reading 
from  *  0  *  to  *  100,'  which  latter  indication  repre- 
sents distilled  water.  Sikes'  hydrometer  indica- 
tions refer  to  readings  on  the  stem  at  the  surface 


which  extends  1-2  mm.  on  the  stem  above  the 
normal  surface  of  the  liquid. 

Tralles'   alcoholometer   and  tables  are  used 
commercially  in  Russia,  but  for  Revenue  purposes 


of  the  liquid  in  which  it  is  floating,  the  capillary  a  metal  hydrometer  with  nine  poises  similar  in 
meniscus  being  disregarded,  and  are  interpreted  character  to  Sikes'  hydrometer  is  officiaL  On 
into  proof-strengths  by  means  of  tables  which  '  this  instrument,  however,  Sikes'  indications  are 
are  arranged  so  as  to  identify  a  sample  of  i  reversed,  so  that  MOO '  is  made  to  represent 
spirits  at  any  temperature  between  —  1  *1®  (30®F.)  '  strong  spirit,  and  '  0 '  distilled  water.  The  hydro- 
and  +37  *8®  ( 100®F. ).  '  meter  scale  is  arbitrary,  and  indications  are  inter- 

The  hydrometer  which  is  used  for  strong    preted  into  percentages  by  volume  of   Tralles' 
spirits  beyond  the  range  of  the  ordinary  Sikes^    alcohol  at  the  standard  temperature  of  15*6®. 
instrument  is  known  as  the  *  A '  or  *  Light  hydro-  Previous  to  the  year  1887,  Tralles*  instrument 

meter,'  and  tables  proper  to  this  instrument  are  was  also  used  in  Grcrmany.  It  has  now  been 
also  issued.  It  is  made  of  brass,  gilded,  and  replaced  by  a  system  of  weight  alcoholometry, 
graduated  on  the  stem  similarly  to  Sikes'  hydro-  based  on  Mendel^ff's  data,  whereby  the  pro- 
meter.  When  floating  at  the  '  0  '  mark  in  portion  by  weight  of  alcohol  is  determined.  The 
spirit  at  a  temperature  of  15*6®,  it  indicates  a    official  ajcoholometers  are  made  of  glass,  and 
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Percentage  of 


Indications  of  hydrometer  o 


Indication  of 
Slkes'  b^dro- 
meterat  lS-6° 


BriUsh  proof 
spirit 


19 


27 


American 
proof 

spirit  at 
16-^6 


198-2 
197-6 
196*8 
1961 
195-3 
194-6 
193-8 
193-0 
192-2 
191-3 
190-4 
189-6 
188-7 
187-7 
186-8 
185-8 
184-9 
183-9 
182-9 
181-8 
180-8 
179-9 
178-9 
177-9 
176-8 
176-7 
174-6 
173-4 
172-3 
171-1 
170-0 
168-8 
167-7 
160  6 
166-3 
164-0 
162-7 
161-6 
160-2 
168-9 
167-6 
166-3 
166-0 
163-7 
1624 
161-0 
149-6 
148-2 
146-8 
145-4 
144  0 
142-6 
1411 
139-7 
138-2 
136-7 
135-2 
133-7 
1321 
130-6 
129-0 
127-4 
126-8 


AIcoliol 

by 

weight 

(G«r- 

many) 


98-2 

98-9 

97-7 

98-6 

97-2 

98-2 

96-6 

97-8 

96-1 

97-5 

96-6 

97-1 

94-9 

96-7 

94*3 

96*3 

93-7 

96-9 

93-1 

96-4 

92-5 

95-0 

91-9 

94-7 

91-3 

94-2 

90-7 

93-8 

90-0 

93-3 

89*4 

92-8 

88-8 

92-3 

88-1 

91-8 

87-6 

91-3 

86-8 

90-8 

86-1 

90-3 

85-6 

89-9 

84-9 

89-4 

84-2 

88-8 

83-6 

88-3 

82-8 

87-7 

82-1 

87-2 

81-4 

86-6 

80-7 

80*6 

80-0 

86-6 

79-3 

84-9 

78-6 

84-3 

77-9 

83-8 

77-2 

83-1 

76-6 

82-5 

76-8 

81-9 

75-0 

81-3 

74-3 

80-6 

73-6 

80-0 

72-8 

79-4 

72-1 

78-7 

71-3 

78-1 

70-6 

77-4 

69-9 

76-8 

69-1 

76-1 

68-4 

75-4 

67-6 

74-7 

66-8 

74-0 

66-1 

73-3 

66-3 

72-6 

64-6 

71-9 

63-8 

71-2 

63-0 

70-5 

62-2 

69-7 

61-4 

69-0 

60-6 

68-3 

69-8 

67-5 

59-0 

66-7 

58-2 

65-9 

57-4 

65-1 

56-6 

64-3 

55-8 

63-5 

55 -0 

62-7 

Alcohol  by  volume 

at  16° 

i  at  166° 

(France) 

(Tralles) 

98-9 

99-1 

98-6 

98-8 

98-2 

98-4 

97-8 

98-0 

97-5 

97-7 

97-1 

97-3 

96-7 

96-9 

96*3 

96-6 

96-9 

96-1 

95-4 

96-6 

95-0 

95-2 

94-7 

94-8 

94-2 

94-3 

Russia 


93-9 
93-4 
92-9 
92-4 
91-9 
91-4 
90-9 
90-4 
90-0 
89-5 
88-9 
88-4 
87-8 
87-3 
86-7 
86-1 
86-6 
85-0 
84-4 
83-9 
83-2 
82-6 
82-0 
81-4 
80-7 
80-1 
79-5 
78-8 
78-2 
77-5 
76-9 
76-2 
75-5 
74-8 
74-1 
73-4 
72-7 
72-0 
71-3 
70-6 
69-8 
69  1 
68-4 
67-6 
66-8 
66-0 
65-3 
64-5 
63-7 
62-9 


Holland 


99-2 
98-3 

96-3 

944 

92-4 

90-5 

88-5 

86-6 

84-6 

82-6 

80-6 

78-7 

76-7 

74-8 

72-8 

70-9 

68-9 

67 

65 

63-1 

61  1 

69-2 

57-2 

65-3 

63-3 

51-3 

49-4 

47-4 


Spain 
(Cartler) 


26-3 
25 

24-6 

24 

23-5 

23 

22-6 

22 

21-6 

21 

20-6 

20 

19-6 

19 

18-6 

18 

17-6 

17  0 

16-3 

15-9 

15-4 

14-9 

14-5 

14 

13-5 

131 

12-4 

11-9 

11-5 

11 

10-5 


43-5 
43-2 


42-2 
41-2 
40-1 
39-1 
38-1 
37-2 
36-2 
36-2 
34-2 

33 

32 

311 

30  1 

29-2 

28-2 

27 
26  1 
25-2 


24 


F  2 
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Indication  of 
8ikeB'  liydro- 
meter  at  15*6^ 

British  proof 
■pirft 

Overproof 

Percentage  of 

American   ^^""^ 
JJSlt     w|ht 
many) 

-        Indl 
Russia 

cations  of  hydrometer  of 

Alcohol  by  volume 

at  160°  latlG-a" 
(France) !  (Tralles) 

Holland 

Spain 
(CarUer) 

Switter- 
1    land 
(Beclc) 

1 

A.10=63 

8-7 

124-2 

64-2 

610 

621 

10-1 

— 

17 

64 

7-3 

122-6 

63-4 

61  1 

61-3 

46-6 

23  1 

— 

66 

6-8 

120-0 

62-5 

60-2 

60-4 

— 

— 

— 

66 

4-4 

110-2 

61-7 

60-4 

60-6 

43-6 

0-4 

— 

160 

67 

2-0 

117-6 

600 

68-6 

68-7 

— 

22-2- 

— 

68 

1-4 
Underproof 

116-7 

60-0 

67-7 

67-0 

41-6 

0 

■' 

161 

60 

0-2 

1140 

40-2 

66-8 

67-0 

— 

— 

60 

1-7 

112-2 

48-3 

66-0 

66  1 

:    30-6 

21-3 

61 

3-3 

110-6 

47-6 

66  O 

66-2 

— 

8-3 

— 

14 

62 

4-8 

108-7 

46-6 

1    641 

64-3    = 

37-6 

— 

— 

— 

63 

6-4 

106  0 

46-8 

63-2 

63-4 

7  0 

— 

13-3 

64 

8-1 

106-0 

44  0 

'    62-3 

62-6    ' 

36-6 

— 

20-1 

66 

0-7 

103-1 

44-0 

51-3 

61-6 

— 

— 

— 

66 

11*4 

101-2 

43  1 

60-4 

60-6 

33-6 

7-2 

— 

12-2 

67 

131 

00-3 

42  1 

40-4 

40-6 

— 

— 

— 

— 

68 

14  0 

07-2 

411 

48*4 

48-6 

31-6 

6-8 

10 

— 

60 

16-7 

06  1 

40-2 

47-3 

47-6 

— 

— 

— 

11 

70 

18-6 

03-0 

30-2 

46-3 

46-6 

20-7 

— 

— 

— 

71 

20*6 

00-8 

38-2 

46-2 

46-4 

— 

6  1 

181 

— 

72 

22-4 

88-6 

37-2 

441 

44-3 

27-7 

— 

— 

0-0 

73 

24*4 

86-4 

36-2 

43-0 

43-2 

— 

6-7 

-~ 

— 

74 

26*4 

84-2 

36-2 

41-0 

421 

26-7 

— 

— 

— 

76 

28-6 

81-8 

341 

40-7 

40-0 

— 

16  0 

8-8 

76 

30-7 

70-4 

33-0 

30-5 

30-7 

23-7 

61 

— 

77 

32  0 

76-0 

31-0 

38-3 

38-6 

— 

^^^^ 

— 

8-1 

78 

36-3 

74-3 

30-7 

36-0 

37  1 

21-8 

— 

16-1 

— 

70 

37-7 

714 

20-6 

36-6 

36-7 

_^ 

4-4 

— 

— 

80 

40*3 

68-6 

28-2 

340 

34-2 

10-8 

— 

"7 

81 

42-0 

66-4 

26-0 

32-6 

32-7 

4-0 

___ 

82 

46-7 

62-3 

26-6 

31-0 

31-2 

17  0 

16 

83 

48-6 

68-0 

24-2 

20-3 

20-6 

— 

3-6 

6 

84 

61-7 

66-4 

22-7 

27-6 

27-7 

150 

— — 

_^ 

— 

86 

64-8 

61-7 

21-1 

26-6 

26-8    i 

— 

141 

86 

68-2 

47-0 

10-6 

23-7 

23-0    • 

13  0 

3-0 

— 

4-0 

87 

61*6 

441 

18-0 

21-8 

2-.-0 

— 

— 

— 

88 

•660 

40-2 

16-4 

100 

201 

110 

— 

13-3 

— 

80 

68-4 

36-2 

14-7 

18-0 

18-1 

—- 

2-3 

— 

3-8 

00 

71-0 

32-2 

131 

16-0 

16-1 

0-0 

— ^ 

— 

01 

76-2 

28-4 

11-6 

14-1 

14-2 

— 

1-0 

12-4 

3  1 

02 

78-4 

24-7 

10-0 

12-3 

12-4 

7-0 

— 

— 

— 

03 

81-4 

21-3 

8-6 

10-6 

10-7 

— 

1-6 

i._ 

~- 

04 

84-4 

17-0 

7-2 

8-0 

0-0 

6 

11-6 

21 

06 

87-3 

14-6 

6-8 

7-2 

7  3 

i._ 

_ 

— 

06 

OOO 

11-4 

4-6 

6-6 

6-7 

4 

0  0 

._ 

.^ 

07 

02-6 

8-4 

3*4 

41 

4-2 

— ~ 

— 

10-8 

1 

08 

06-1 

6-6 

2-2 

2-7 

2-8 

2 

— 

— 

00 

07-6 

2-8 

11 

1-4 

1-4 

— 

— 

..- 

— . 

100 

lOOO 

0-0 

0-0 

0-0 

0-0 

0 

0 

10-1 

01 

graduated  to  show  percentctges  of  alcohol  by 
weight  at  16^ — apparent  percentages  at  other 
temperatures  being  converted  into  true  percent- 
ages by  means  ol  tables.  Duty  is,  however, 
charged  on  the  volume  of  anhydrous  alcohol  pro- 
sent  in  a  spirit  when  measured  at  16*6^.  This 
system  is  therefore  analogous  to  the  British,  with 
the  exception  that  the  dominant  temperature  at 
which  British  proof-strengths  are  computed  is  10®. 
In  France  Gay  -  Lussac's  original  volume 
alcoholometer  and  tables  have  been  corrected 
to  the  new  values  for  densities  of  mixtures  of 
alcohol  and  water  det-ermined  by  the  *  Bureau 


national  des  poids  et  mesures '  (1884).  The 
density  of  anhydrous  alcohol  at  16^/16®  is  given 
as  0*70433  in  vacuum,  as  against  0*7047  assumed 
by  Gay-Lussao,  and  the  difference  between 
the  graduations  of  the  old  and  new  official 
instruments  reaches  a  maximum  of  0*4  p.c.  for 
spirits  containing  from  20  to  21  p.c.  of  alcohol 
by  volume.  Thus  20®  at  a  temperature  of 
16®  on  the  new  legal  centesimal  alcoholometer 
indicates  spirit  containing  20  p.c.  by  volume 
of  alcohol,  and  corresponds  to  20*4®  on  Gay- 
Lussac's  original  instrument.  The  French  spirit 
tables  indicate,  at  temperatures  extending  from. 
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0®  to  30®,  the  percentage  by  volume  of  alcohol 
which  a  liquid  contains  at  15®. 

Previous  to  the  adoption  of  Gay-Lussac's 
alcoholometer  and  tables  by  the  French  Govem- 
ment»  Gartier*s  areometer  was  used  as  the 
Revenue  instrument.  Its  stem  is  graduated  from 
10  to  46  in  divisions  of  equal  length,  and  in- 
dicates the  concentration  of  a  spirituous  liquid 
by  arbitrary  degrees,  which  serve  as  spirit - 
strengths  for  charging  duty.  Cartier's  areometer 
is  stiU  used  in  Spain  and  South  America. 

In  Switzerland,  Beck's  hydrometer  is  used 
for  spirit  assaying,  and,  like  Cartier's  instrument, 
of  which  it  is  a  modification,  floats  at  the  lowest 
indication  in  distilled  water  at  12-5°  (10®R.). 

By  means  of  the  table  on  p.  67  the  indica- 
tions of  any  one  of  these  instruments  at  15-6® 
can  be  converted  into  degrees  of  any  other,  and 
British  fiscal  strengths  compared  with  those  of 
other  countries.  • 

An  indispensable  step  to  a  correct  assay  of 
spirit  is  the  removal  of  any  foreign  matter  which 
may  be  in  solution  in  the  alcoholic  mixture.  In 
the  case  of  potable  spirits,  wines,  liqueurs,  &c., 
the  spirit  is  freed  from  saccharine  and  other 
dissolved  matter  by  distillation.  The  distilla- 
tion of  a  strong  spirituous  liquid  into  its  own 
volume  so  as  to  obtain  an  accurate  determina- 
tion of  the  amount  of  alcohol  present  is  im- 
practicable with  the  apparatus  and  the  methods 
of  distillation  commonly  used,  so  that  although 
it  is  possible  to  distil  without  loss  spirits  of 
underproof  strength  into  the  same  volume,  it  is 
necessary  to  dilute  overproof  spirits  and  distil 
into  two,  three,  or  four  times  the  original 
volume^  The  amount  by  which  the  true  alco- 
holic strength  of  brandy  or  rum  differs  from  the 
apparent  strength,  as  indicated  by  the  hydro- 
meter or  a  density  determination,  is  termed  the 
*  obscuration.* 

In  the  case  of  medicinal  preparations,  flavour- 
ing essences,  &c.,  which  yieul  distillates  con- 
taining essential  oils  and  volatile  substances, 
special  treatment  is  necessary  before  a  pykno- 
metrical  determination  of  spirit  is  possible. 
In  these  circumstances  the  sample  or  dis- 
tillate is  mixed  \iith  water  in  a  separator  so 
that  the  mixture  shall  contain  not  more  than 
20-25  p.c.  bv  volume  of  alcohol,  and  common 
salt  is  addecf  in  quantity  sufficient  to  saturate 
the  liquid.  The  mixture  is  then  shaken  vigor- 
ously with  50-100  c.c.  of  light  petroleum,  and 
after  remaining  a  short  time,  the  aqueous  layer 
is  extracted,  if  necessary,  a  second  time  with 
petroleum  (for  instance  when  chloroform  or 
ether  is  present),  and  Anally  drawn  off  into  a 
flask  and  distilled.  In  the  case  of  soap  lini- 
ments and  similar  preparations,  dilute  sulphuric 
acid  is  used  instead  of  salt,  and  the  aliphatic 
acids  and  volatile  matters  removed  by  petroleum 
before  distilling  (Chem.  Soo.  Trans.  1903,  314). 
Preparations  containing  iodine  are  decolourised 
with  sodium  thiosulphate,  and  excess  of  caustic 
soda  added  to  prevent  decomposition  of  the  tetra- 
thionate  during  distillation.  Similarly,  volatile 
acids  must  be  neutralised,  and  ammoniacal  liquids 
distilled  from  dilute  sulphuric  acid  solution. 

For  the  estimation  of  ethyl  alcohol  in  fusel 
oil,  or  liquids  containing  fusel  oil,  the  salt- 
petroleum  process  may  be  employed,  but  as 
the  higher  alcohols  cannot  be  wholly  elimi- 
nated by  this  method,  the  specific  refraction 


of  the  distillate  is  determined  by  the  Zeiss 
Immersion  Kefractomctcr.  The  refractions  of 
'  mixtures  of  ethyl  alcohol  and  water  have  been 
determined  at  various  temperatures  by  Wagner 
and  Schultze  (Zeitsch.  aned.  Chem.  1007,  508) 
and  others,  and  a  near  approximation  to  the  true 
alcoholic  content  of  a  fusel  oil  mixture,  treated 
as  above  described,  can  be  obtained  by  applying 
to  the  apparent  percentage  by  volume  of  alcohol, 
as  indicated  by  the  density  of  the  distillate,  a 
subtractive  correction  of  0*5  p.c.  for  each  degree 
of  difference  between  the  renractometer  reading 
!  as  found  at  15-6®,  and  that  required  for  a 
mixture  of  ethyl  alcohol  and  water  correspond- 
ing to  the  ascertained  density.  This  method  of 
eliminating  foreign  matters  in  spirit  assaying, 
from  a  knowledge  of  their  influence  on  the  specific 
refractions  of  aqueous  alcoholic  mixtures,  is 
capable  of  wide  application,  and  has  been  utilised, 
for  instance,  by  L^h  and  Lythgoe  ( Amer.  Chem. 
J.  1905,  064)  for  determining  the  proportion  of 
methylated  spirits  in  a  spirituous  liquid  (v. 
Refbagtomrtbr).  J.  H. 

ALCORNIN  or  ALCORNOL.  An  alcohol, 
CjjHj^O,  of  the  nature  of  phytosterol  found  in 
Alcomoco  bark  (Hartwich  and  Diinnenberger, 
Arch.  Pharm.  1000,  341). 

ALCOVINOMETER.  An  instrument  for  de- 
termining the  alcoholic  content  of  a  wine  by 
observing  its  ascent  in  a  capillary  tube. 

ALDEHYDE  Acetaldehyde  C^H^O  or 
CHj'COH.  A  product  of  the  oxidation  of  ordi 
nary  (ethylic)  alcohol.  Aldehyde  occurs,  together 
witn  its  polymerides  metaldchyde  and  paralde- 
hyde, in  the  *  first  runnings-'  from  the  stills  in 
the  rectification  of  alcohol  which  has  been 
filtered  through  charcoal  (Kramer  and  Pinner, 
Ber.  2,  403 ;  4,  787 ;  Johnson,  J.  Soc.  Chem. 
Ind.  8,  57;  Hewitt,  ibid.  21,  07);  the  best 
yield  is  obtained  from  the  alcohol  manufactured 
from  potatoes  and  from  the  sugar  beet.  It 
is  also  present  in  crude  wood  spirit  (Kramer 
and  Grodzki,  Ber.  0,  1021) ;  in  crude  petroleum 
(Robinson,  J.  Soo.  Chem.  Ind.  18,  232) ;  in  wine 
during  the  process  of  ageing  (Trillat,  Compt.  rend. 
136,  171);  and  in  certain  circumstances  in 
the  fermentation  products  of  alcohol  (Trillat, 
Compt.  rend.  146,  646;  IVillat  and  Souton,  146, 
006 ;  Kayser  and  Demolon,  146,  783). 

Aldehyde  is  also  formed  when  calcium  formate 
is  heated  with  calcium  acetate  (Limpricht, 
Annalen,  07,  360),  and  when  lactic  acid  and  the 
lactates  are  distilled  with  manganese  dioxide 
and  sulphuric  acid  (Stadeler,  Annalen.  60,  333) ; 
it  is  also  one  of  the  products  of  the  dry  dis- 
tillation of  sugar  (Volckel,  Annalen,  87,  303). 

Preparation. — Aldehyde  is  formed  by  the 
oxidation  of  alcohol  by  means  of  platinum 
black  (Ddbereiner,  Gm.  8,  274),  of  manganese 
dioxide  and  sulphuric  acid  (Liebig,  Annalen,  14, 
133),  of  potassium  dichromate  and  sulphuric  acid 
(Stadeler,  J.  1850,  320),  of  metallic  catalysers 
(Bouveault,  Bull.  Soc.  chim.  1008,  3,  117; 
Sabatier  and  Senderens,  Compt.  rend.  136,  738), 
or  when  alcohol  is  passed  through  an  iron  tube 
heated  to  710®-750®  (Ipateiff.  Ber.  34,  506). 

According  to  IjAus  (J.  Soo.  Chem.  Ind.  22, 
571),  the  most  useful  oxidising  agents  for 
converting  alcohol  to  aldehyde  are  the  manganic 
salts.     When    prepared    by    Liebig*s    method, 

2  parts  of   80    p.c.    alcohol   are  heated   with 

3  parts    of    manganese  dioxide,    3    parts    of 
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sulphuric  acid,  and  2  parts  of  water,  and 
the  distillation  carried  on  until  the  distillate 
begins  to  show  an  acid  reaction ;  this  point 
is  reached  when  about  three  parts  have  col- 
lected in  the  well-cooled  receiver.  The  dis- 
tillate containing  alcohol,  acetal  and  ethereal 
salts  is  then  distilled  with  an  equal  weight  of 
calcium  chloride,  and  H  parts  collected;  this 
is  again  rectified  with  an  equal  weight  of  calcium 
chloride  and  }  part  distilled  over.  The  product 
so  obtained  is  nearly  anhydrous,  but  still  contains 
alcohol  and  small  quantities  of  ethereal  salts ; 
to  free  it  from  these,  it  is  dissolved  in  2  vols,  of 
ether,  saturated  with  ammonia  in  the  cold,  and 
the  aldehyde-ammonia  which  separates  is  col- 
lected, dissolved  in  water,  distilled  with  dilute 
sulphuric  acid  in  a  water- bath,  and  the  distillate 
rendered  anhydious  by  rectification  over  calcium 
chloride  at  as  low  a  temperature  as  possible. 

Improved  methods  and  apparatus  for  oxi- 
dising alcohol  into  aldehyde  are  described  by 
Boult  (J.  Soc.  Chem.  Ind.  15,  668 ;  Foumier, 
ibid.  16,  695). 

Commercially,  aldehyde  is  obtained  from  the 
*  first  runnings '  of  the  alcohol  stills.  A  special 
form  of  still  in  which  the  separation  of  aldehyde 
from  alcohol  is  brought  about  during  the  recti- 
fication of  the  latter  is  figured  and  described  by 
Galland  (Dingl.  poly.  J.  259,  225). 

Substituted  acetaldehydes  applicable  to  per- 
fumery can  be  obtained  by  condensing  a  ketone 
with  a  halogen  or  amino  substituted  acetic  ester 
in  the  presence  of  sodium.  The  a-hydroxy- 
acrylic  ester  thus  obtained  is  saponified  and 
decomposed  by  heat  or  distillation  under  reduced 
pressure  (J.  Soc.  Chem.  Ind.  23,  455). 

Properties, — Aldehyde  is  a  colourless  liquid 
b.p.  20•8^  m.p.  —120-7°,  and  sp.firr.  0-80092 
at  0°  (Kopp,  Annalen,64,  214) ;  0-79509  at  10°, 
0-79138  at  13°.  0-78761  at  16°  (Perkin,  Chem. 
Soc.  Trans.  45,  475).  It  has  an  extremely 
pungent  suffocating  odour ;  it  is  very  inflam- 
mable, and  bums  with  a  feebly  luminous  flame. 

It  is  soluble  in  all  proportions  in  alcohol, 
ether,  and  water,  and  is  separated  from  the 
aqueous  solution  as  an  ethereal  layer  on 
addition  of  calcium  chloride.  When  heated 
with  aqueous  soda,  potash,  or  barium  hydioxide, 
so-called  aldehyde  resin  is  obtained  as  a  bro^Ti 
mass  (Liebig,  l,c. ;  Weidenbusch,  Annalen,  66, 
153 ;  Lederer,  Monatsh.  22,  536).  Sodium 
amalgam  converts  aldehyde  into  ethyl  alcohol, 
a  small  quantity  of  /8-butyleneglycol,  which  is 
also  formed  by  the  action  of  magnesium  amalgam 
(Meunier,  Compt.  rend.  134, 472 ;  Tistschenko  and 
Grigoreeff,  J.  Russ.  Phys.  Chem.  Soc.  38,  540 ; 
Voronkoff,  ibid.  38,  547),  being  formed  simul- 
taneously (Kekule,  Annalen.  162,  310).  With 
sodium,  acetaldehyde  reacts  violently,  pro- 
ducing the  compound  CHg :  CH-ONa,  which 
rapidly  polymerises  to  a  bro^vn  substance, 
whilst  if  the  reaction  takes  place  in  presence 
of  benzoic  chloride  in  ethereal  solution  aldc- 
hydoaldoibenzoate  C,3Hig04,  m.p.  86°-87°,  is 
formed  (Freer,  Amer.  Chem.  J.  18,  652 ;  Annalen, 
293,  326).  Phosphorus  pentachloride  reacts 
with  it,  yielding  ethylidene  dichloride  (Geuther, 
Annalen,  105,  323). 

In  presence  of  reduced  nickel  hydrogen 
reduces  aldehyde  to  ethyl  alcohol,  a  good  yield 
and  pure  product  beins  obtained  (Sabatier  and 
Sendcrens,  Compt.  rend.  137,  301).     With  potas- 


sium permanganate,  acetic  acid  is  formed,  but  in 
presence  of  excess  of  potash,  oxalic  and  carbonic 
acids  are  also  formed  (Denis,  Amer.  Chem.  J. 
38,  561). 

When  subjected  to  electrolysis  in  faintly 
alkaline  or  neutral  solution  it  is  decomposed  into 
alcohol  and  acetic  acids  (Slaboszewicz,  Chem. 
Zentr.  1903,  i.  279 ;  Law,  Chem.  Soc.  Trans. 
1905,  198 ;  Jackson  and  Laurie,  ibid,  1906, 
156),  whilst  when  heated  alone  to  high  tempera- 
tures carbon  monoxide  and  methane  are  the 
chief  products  (Bone  and  Smith,  Chem.  Soc. 
Trans.  1905,  910). 

Acetaldehyde  and  its  dimethyl  derivative 
have  antiseptic  properties  (Coblenz,  J.  Soc. 
Chem.  Ind.  17,  728;  Pasqualis,  Chem.  Zentr. 
1897,  ii.  10,  12).  It  is  also  useful  in  photo- 
graphic developing  (Seyewetz,  BulL  Soc.  chim. 
19,  (3)  134),  and  the  vapour  or  solution  in 
alcohol  or  benzene  slowly  hardens  dry  gelatine 
films  (Bcckmann,  Chem.  Zentr.  1896,  ii.  930). 

Aldehyde  readily  polymerises  in  the  presence 
of  small  quantities  of  various  substances,  such 
as  sulphuric  acid,  phosgene,  zinc  chloride, 
hydrogen  chloride,  sulphur  dioxide,  the  halogens, 
particularl}'  iodine,  &c.,  and  two  compounds 
are  obtained  the  relative  quantities  of  which 
depend  upon  the  temperature ;  the  chief  pro- 
duct beins  metaldehyde  (CaH^O),  (Hanriot  and 
Oeconomides,  Ann.  Chem.  Phys.  [5]  25,  227 ; 
Mcintosh,  Chem.  Soc.  Trans.  1905,  790; 
Zecchini,  Gazz.  chim.  ital.  22,  ii.  586),  when 
the  action  takes  place  in  a  freezing  mixture; 
and  the  isomeric  paraldehyde  (elaldehyde)  when  it 
occurs  at  the  ordinary  temperature  (Kekule  and 
Zincke,  Annalen,  162,  125 ;  Desgrez,  Bull.  Soc. 
chim.  11,(3)  362 ;  Wachhausen,  Chem.  Zentr.  1897, 
i.  493 ;  Ciamician  and  Silbcr,  Bor.  35,  1080). 

Paraldehyde,  is  a  colourless  liquid,  crystallising 
below  10°  in  large  transparent  prisms  ;  b.p.  124° 
at  759-8  mm.  and  sp.gr.  0-998  at  15°  (Kekule 
and  Zincke);  sp.gr.  0-99925  at  15°  (Perkin, 
Chem.  Soc.  Trans.  46,  479) ;  b.p.  123-2°-123-5° 
at  744  mm.  (Bruhl,  Annalen,  203,  26).  When 
condensed  vnXh  hydroxyquinol,  it  produces 
yellow  dyes  (Liebermann  and  Lendenbaum, 
Ber.  37,  1171,  2728). 

Metaldehyde  crystallises  in  needles  or  tetra- 
gonal prisms,  sublimes  without  previous  fusion 
at  112°-115°,  and  when  heated  in  sealed  tubes 
at  120°  is  entirely  reconverted  into  ordinary 
aldehyde  (Friedel,  Bull.  Soc.  chim.  9,  (3)  384). 
According  to  Troeger  (Ber.  25,  3316),  after 
standing  for  ten  years  a  sample  was  converted 
into  aldehyde  and  paraldehyde,  but  according 
to  Hantzsoh  and  Oechslin  (Ber.  40,  4341), 
metacetaldehyde  is  not  isomeric  with  paracet- 
aldehyde,  and  is  quite  stable  when  pure. 
Orndorff  and  White  (Amer.  Chem.  J.  16, 43) 
state  that  when  it  is  allowed  to  stand  for 
some  time  the  metaldehyde  is  converted  into 
tetraldehyde  (CaH^O)^. 

Neither  polymeride  is  resinised  by  aqueous 
soda  or  potash,  but  in  other  reactions  they 
Ijehavc  generally  as  ordinary  aldehyde  and  yield 
similar  products  (Kekule  and  Zincke). 

Reactions. — Aldehyde  in  aqueous  solution 
very  readily  reduces  an  ammoniacal  solution  of 
silver  nitrate  giving  a  bright  metallic  mirror. 
Acetaldehyde  (and  all  aldehydes  which  are 
stable  in  aqueous  soda  solution)  can  be  de- 
tected by  adding  to  a  solution  of  the  suspected 
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substance  in  dilute  alkali  a  fre^h  solution  of  Gazz.  chini.  ital.  31,  i.  265 ;  Fiquct,  Bull.  Soc. 
1  part  of  paradiazobenzenesulphonic  aoid  in  |  chim.  7,  (3)  767);  with  phenyl  hydrazones 
60  parts  of  water  rendered  alkaline  ynih  a  little  (Fischer,  Ber.  29,  793 ;  30, 1240  ;  Pechman,  Ber. 
soda,  and  then  some  sodium  amalgam ;  if  an  31,  2123 ;  Bamberger  and  Pemsel,  Ber.  36,  85  ; 
aldehyde  is  present,  a  reddish-brown  colour  is  i  Lockmann  and  laesche.  Annalen,  342,  14 ; 
developed  after  the  mixture  has  stood  for  10-20  i  Medvedefif,  Ber.  38, 1046, 2283  ;  Maurenbrecher, 
minutes  (Penzoldt  and  Fischer,  Ber.  16,  657).  Ber.  39,  3583).  Substances  capable  of  use  in 
A  solution  of  rosaniline  decolourised  by  sul-  ;  perfumery  can  be  obtained  by  condensing  aide- 
phurous  acid  (VUliers  and  Fovolle,  Compt.  rend,  i  hydes  with  negatively  mono-  substituted  acetic 
119, 75),  or  magenta  bleached  by  sunlight  (Blaser,  ^  acids  in  presence  of  ammonia  or  a  primary  or 
Chem.  Zentr.  1899,  ii.  848),  regains  its  original  secondary  amine  (J.  Soc.  Chem.  Ind.  24,  689, 
colour  on  addition  of  an  aldehyde.  This  re-  I  1323).  (For  compounds  of  other  substances 
action  Ib  due  to  the  formation  of  coloured  with  aldehydes,  see  Hooker  and  Carnell,  Chem. 
compounds  by  the  condensation  of  the  aldehyde  ,  Soc.  Proc.  1893,  Fischer,  Ber.  27,  165 ;  Claisen, 


and  magenta  (Urbain,  Bull.  Soc.  chim.  1896, 
iii.  15,  455).  With  salts  of  m-diamines  alde- 
hydes give  coloured  solutions  with  intense 
greenish    fluorescence    (Bitto,    FrdL   36,    369). 


Annalez^  237,  261 ;  Conncler,  Chem.  Zeit.  20, 
585 ;  Kietreiber,  Monatsh.  19,  735 ;  Bamberger 
and  Miiller,  Ber.  27,  147;  Rassow,  J.  pr. 
Chem.  172,  136,  129 ;   Betti,  Qazz.  chim.   ital. 


With  sodium  nitroprusside  and  alkali  acetalde-  I  30,  ii.  310 ;  33,  i.  27 ;  Koenigs,  Ber.  34,  4336 ; 
hyde  gives  a  cherry-red  colouration,  whilst  if  '  Moureu  and  Desmots,  Compt.  rend.  134,  355 ; 
trimethylamine  ia  first  added  a  blue  colour  is  i  Knoevenagel,  Ber.  36,  2136 ;  Hann  and  Lap- 
produced  (Bitto,  Annalen,  267,  372  ;  269, 377  ;  worth,  Chem.  Soc.  Trans.  1904,  46  ;  Simon  and 
Dcnig6s,  Bull.  Soc.  chim.  17,  (3)  381 ;  Simon,  ,  Conduche,  Compt.  rend.  138,  977 ;  Darzens, 
Compt.  rend.  125,  1105 ;  BulL  Soc.  chim.  |  Compt.  rend.  142,  214 ;  Eissler  and  Pollock, 
19,  (3)  297).  Thioscmicarbazide  mixed  with  an  Monatsh.  27,  1129 ;  Rolla,  Qazz.  chim.  ital. 
aldehyde  in  acetic,  alcoholic,  or  aqueous  solution  I  37,  623  ;  Senier  and  Austin,  Chem.  Soc.  Trans, 
yields  characteristic  thiosemicarbazones.  Acet-  j  1907,  1233  ;  Wohl,  Ber.  40,  4679 ;  Braun,  Ber. 
aldehydethioBemicarbazonehasm.p.l46^(Freund  '  41,  2169  ;  Zeiseland  Bitto,  Monatsh.  29,  591.) 
and  Schander,  Ber.  35,  2602).  Additive    compounds. — ^Aldehyde    not    only 

Other  tests  for  aldehydes  aro  described  by    shows  a  strong  tendency  to  yield  polymerides 
(I hi,  Chem.  Zeit.  14, 1571 ;  Doebner,  Ber.  27, 352,    and  condensation  compounds,  but  unites  directly 
2020 ;   Lumi^re  and  Seyewetz,  Bull.  Soc.  chim.    with  a  large  number  of  substances. 
19,  (3)  134 ;  Rimini,  Atti  Real.  Acad.  Lincei,  (1)  Compounds  with  alcohols  {v.  Acetal). 


1901,  10,  355 ;  Murco,  Compt.  rend.  31,  943 ; 
Ricgler  Frdl.  42,  168 ;  Bohrens,  Cliem.  Zeit.  26, 
1125;    Sadtler,  J.    Soc.   Chem.   Ind.  23,  387  ; 


(2)  Compounds  with  acids  : — Qeuther, 
AnnaleUf  106,  249 ;  Lieben,  ibid,  106, 336 ;  178, 
43  ;  Riibencamp,  ibid.  225,  279;   Schiflf,  Ber.  9, 


Prud*homme,  Bl.  Soc.  Ind.  Mulhouse,  1904,  .  304;  Ponzio,  J.  pr.  Chem.  161,431 ;  Schroeter, 
74,  169  ;  Leys,  J.  Pharm.  Chim.  1905,  22,  107 ;  i  Ber.  31,  2189  ;  Annalen,  303,  114 ;  Del^pine, 
Auld  and  Hantzsch,  Ber.  38,  2677.  ;  Compt.  rend.  133,  876 ;  Mcintosh,  Amer.  CLem. 

Aldehyde  readily  yields  condehsation  com-  •  J.  28,  588. 
pounds ;    thus  when   allowed  to  remain  in  the  (3)  Compounds   with   alkaline   sulphites  : — 

cold  with   dilute    hydrochloric    acid,    or    with    Aldehyde  forms  definite  crystalline  compounds 


aqueous  solutions  of  zinc  chloride  or  of  salts 


when  dissolved  in  concentrated  aqueous  solu- 


having  an  alkaline  reaction,  such  as  potassium  tions  of  the  acid  sulphites  (bisulphites)  of  the 
carbonate,  aldol  is  obtained,  whilst  croton-  alkali  metals.  Thep<iassiumBaltC^liAO,KHSO^ 
aldehyde  is  formed  when  it  is  heated  with  con-  ■  crystallises  in  indistinct  needles ;  the  sodium 
ccntrated  hydrochloric  acid  (Kelnile,  Annalen,  |  salt  C^H^OyNaHSOa+iHgO,  in  fine  needles  or 
162,  92  ;Kling  and  Roy,  Compt.  rend.  144, 1111).  <  nacreous  plates.  The  ammonium  compound 
Aldehyde  has  also  been  condensed  with  other  ;  has  the  formula  CsH4(OH)S02'NH2.  These  salts 
aldehydes  and  ketones  (Wallach,  Chem.  Zentr.  are  almost  insoluble  in  excess  of  the  sulphite, 
899,  ii.  1024;  Schmalzhoffer,  Monatsh.  211,  and  separate  in  the  crystalline  state ;  from  them 
671  ;  Wogrinz,  ibid.  22,  1 ;  Weiss,  ibid.  25,  aldehyde  can  be  obtained  by  distillation  with  a 
1065  ;  Schachner,  ibid.  26,  65;  Salkind,  J.  Russ.  <  stronger  acid,  an  alkaline  carbonate,  or  by  alkali 
Phys.   Chem.  Soc.  37,  484 ;  Rainer,  Monatsh.    nitrites  (Buntc,  Annalen,  170,  305  ;    Freundler 

25,  1035;  Ehrenfreund,  ibid.  26,  1003);  with  and  Bunel,  Compt.  rend.  132,  1338.  Seye- 
amines  (Eibner  and  Peltzer,  Ber.  33,  3460;  wctz  and  Burdin,  Compt.  rend.  141,  259;  Rosen- 
Eibner,  Annalen,  328,  121 ;  Knoevenagel,  Ber.  hcim,  Ber.  38,  2005 ;  Coppock,  Chem.  News, 
37,  4461);  with  ifaodanic  and  substituted  rho-  ;  1907,  225).  With  hyposulphites  in  neutral  or 
danic  acids  forming  stable  dyeing  compounds  acid  solutions  aldehyde  hyposulphites  are 
(Andreasch  and  Zipser,  Monatsh.  24,  499;  26,  ,  obtained;  2RCHO,M2S,04  (J.  Soc.  Chem.  Ind. 
1191;   Zipser,    ibid.  23,   592;    Stachetz,   ibid.    25,  475) ;  by  varying  the  condition  sulphoxylates 

26,  1209;  Bereellini,  Atti  Real.  Acad.  Lincei,  of  typo  RCHgSOsM  can  be  formed  (D.  R.  P. 
15,  35,  181;  Andreasch,  Monatsh.  27,  1211;  180629).  Crystelline  thioaldehydes  are  obtained 
29,  399;  Wagner,  ibid.  27,  1233);  with  methyl  by  the  action  of  hydrogen  sulphide  on  an  acidified 
ketole  forming  leuco-  bases  of  the  dyes  of  alcoholic  solution  of  aldehyde  (Baumann  and 
rosaniline  type  (Freund  and  Lebach,  Ber.  Fromm,  Ber.  22,  2600 ;  Ber.  24,  1419,  1457 ; 
36,  308;  Freund,  Ber.  37,  322);  with  indole  '  Klinger,  Ber.  32,2194;  Drugman  and  Stockings, 
dyes,  also  forming  leuco-  bases  (Loew,  Ber.  36,  Chem.  Soc.  Proc.  1904,  116;  Vanino,  J.  pr. 
4326);    with    cyanides    and    cyanacetic  esters  '  Chem.  185,  367). 

(daisen,  Ber.  25,  3164 ;  Barbier  and  Bouveault,  (4)  Compound    with    ammonia: — Aldehyde- 

Compt.  rend.  120,  1269;  Kohn,  Monatsh.  19,  ,  ammonia  CjH^O-NH,,  obtained  by  leading  dry 
519;  Wade,  Chem.  Soo.  Proc.  1900,  156;  Bertini,  i  ammonia   into   aldehyde   in   ethereal   solution 
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(Liebig,  Aonalen,  14,  144 ;  Jean,  Bull.  Soc. 
chim.  13,  (3)  474 ;  Trillat,  ibid.  13,  (3)  689 ; 
Delepine,  Compt.  rend.  125,  961;  128,  105; 
137,  984;  144,  853;  Coninck,  Compt.  rend. 
126,  1042;  Tsohitschibabio,  J.  Russ.  Phys. 
Cham.  Soc.  37,  1229 ;  Duden,  Bock  and  Bcid, 
Ber.  38,  2036 ;  Ciamician  and  Silber,  Ber.  38, 
1671;  39,  3942),  crystalliaes  in  large  rhombo- 
hedra,  melts  at  70**-80%  boils  at  lOO**  without 
decompoeition,  and  is  decomposed  into  its 
constituents  on  distillation  with  dilute  acids. 
When  hydrogen  sulphide  is  passed  through  a 
mixture  of  aldehyde  ammonia  and  ether  a 
crystalline  substance  SH-OHMe-NHCHMeOH, 
m.p.  60'*-63**,  is  obtamed  (Chabrie',  C.  R.  Soc. 
Biol.  1896,  3,  72). 

(5)  Ck)mpounds  with  hydrocyanic  acid : — 
(Tiemann,  Ber.  14,  1965;  Strecker,  Annalen, 
91,  349 ;  Erlenmeyer  and  Passavant,  ibid.  200, 
120). 

(6)  Compounds  with  metallic  salts : — With 
mercuric  sulphate  it  forms  the  compound  SO4: 
(HgO),:HgCjH40  (Denigte,  Compt.  rend.  128,  i 
429) ;  with  mercuric  nitrate,  C^jHgjNO^H  (Hof-  , 
mann,  Ber.  31,  2212) ;  and  with  mercuric  acetate 
alkaline  solution  at  0**,  CMcHOHgO  (Lasserre,  ; 
J.  Pharm.  1905,  22,  246).     With  gold  chloride  it 
forms  a  coloured  colloidal  solution  (Oarbowski, 
Ber.  36,  1215) ;  and  with  magnesium  bromide, 
the  compound  MgBr2,3CH3CHO  (Menschutkin, 
Zeitsch.  anorg.  Chem.  53,  26). 

Stibstitutum-derivativea.  —  The  action  of 
chlorine  on  aldehyde  has  been  studied  by  Wurtz 
(Annalen,  102,  93),  Wurtz  and  Voigt  (Bull.  Soc. 
chim.  17,  402),  and  by  Pinner  (Annalen,  179, 
21 ;  Coblenz,  l,c.  ;  Freundler,  Bull.  Soc.  chim. 
1,  (4)  66;  Freundler,  Compt.  rend.  143,  682). 
Pinner  finds  that  when  chlorine  is  passed  into 
ordinary  aldehyde  at  10°,  metaldehyde  and  par- 
aldehyde arc  first  formed,  and  these  subsequently 
yield  substitution-derivatives,  of  which  chloral 
IS  the  chief  product,  butyric  chloral  and  dichlor- 
aldehyde  being  formed  in  smaller  quantity.  The 
following  derivatives  have  been  prepared : — 
Chloraldehyde  CHjClCHOH-JHjO  (Natterer, 
Monatsh.  3,  446) ;  dicKlordldekyde,  CHCl.-CHO 
(Grimaux  and  Adams,  Bull.  Soc.  chim.  34, 
29 ;  Wohl  and  Roth,  Ber.  40,  212) ;  tricMoralde- 
hyde  {v.  Chloral). 

The  bromine  derivatives,  and  the  action  of 
bromine  on  aldehyde,  have  been  examined  by 
Pinner  (Ber.  7, 1499,  and  l.c. ;  Bugarsky,  Zeitsch. 
physikal.  Chem.  48,  63 ;  Freundler,  Compt.  rend. 
140,  1693 ;  Mauguin,  Compt.  rend.  147,  747). 

Aldehyde  blue  is  obtained  by  treating  para- 
rosaniline  with  aldehyde  or,  better,  paralaenyde 
in  aqueous  acid  solution,  and  precipitating  the 
dye  with  sodium  chloride.  It  is  soluble  in 
alcohol  and  ether,  and  when  treated  with  strong 
hydrochloric  acid  is  converted  into  a  reddish 
yellow  base  which  shovi's  all  the  properties  of  a 
rosaniline  dye  (Oattermann  and  Wichmann,  Ber. 
22,  227).  By  slightly  varying  the  conditions  in 
the  preparation  of  aldehyde  mue,  aldehyde,  green 
can  also  be  obtained  (Miller  and  Pliichl,  Ber.  24, 
1700). 

ALDEHYDES.  The  name  aldehyde  origi- 
nally assigned  to  the  compound  obtained  by  the 
limited  oxidation  of  ethyl  alcohol,  has  come  to 
possess  a  wider  signification,  and  is  now  used 
as  a  generic  term  for  a  class  of  organic  sub- 
stances which  are  similarly  derived  from  the 


primary  alcohob.  In  composition  the  aldehydes 
differ  from  the  alcohols  from  which  they  are 
derived  by  containing  two  atoms  of  hydrogen 
fewer  in  the  molecule  ;  whilst  in  their  chemical 
behaviour  they  all  exhibit  the  genertd  pro- 
perties of  the  typical  member  of  the  series, 
acetaldehyde. 

There   are   general   methods  for   preparing  . 
aldehydes:     (1)   By    the     action    of    organo- 
magnesium  compounds  on  the  esters  of  ortho- 
formic  ester  thus : 

HC(OR),  H-  R'Mgl  =  ROMgl  -f  R'HC(OR), 
R'HO(OR),  +  H,0  =  R'HCO  -f  2R0H 

(Tschitschibabin,  Ber.  37,  186  ;  Gattermann  and 
Maffezzoli,  Ber.  36,  4152 ;  Williams,  Chem.  Soc. 
Proc.  1906,  22).  (2)  By  decomposing  with  water, 
the  products  of  reaction  between  di-substituted 
amino-  formaldehydes  on  alkyl,  aryl,  or  hydroxyl 
magnesium  halides  (J.  Soc.  Chem.  Ind.  23, 1237  ; 
Bouveault,  Bull  Soc.  chim.  31,  (3)  1306,  1322). 
(3)  By  the  action  of  oi^ano-roafnesium  com- 
pounds on  formic  acid  or  alkyl  formates  (J. 
Soc.  Chem.  Ind.  24,  690 ;  Cliem.  Zentr.  29,  667  ; 
D.  R.  P.  157573). 

Other  methods  are  described  by  Stoermer 
(Ber.  39,  2288) ;  Blaise  (Compt.  rend.  138, 697) ; 
Faworsky  (J.  Russ.  Phys.  Chem.  Soc.  38,  741) ; 
Tiffeneau  (Compt.  rend.  37,  1260) ;  Behal  and 
Sommelet  (D.  R.  P.  177614,  Compt.  rend.  138, 
89) ;  Guerbet  (Compt.  rend.  146,  132) ;  Mossier 
(Monatsh.  29,  69) ;  Mcrling  (Ber.  41, 2064, 2217) 
Aliphatic  dialdehydes  have  been  prepared  by 
Wohl  and  Schweitzer  (Ber.  39,  890) ;  Suais  (Bl. 
Ind.  Mulhouse,  1907,  75). 

ALDEHYDE  GREEN  v.  Triphbnylmkthane 

COLOURINO  MATTERS. 

ALDEHYDINE  v,  Bons  oil. 

ALDEHYDIlfES.  Compounds  formed  by  the 
condensation  of  ortho-diamines  ^ith  aldehydes 
(Ladcnburg,  Ber.  10,  1126)  {v.  Amines). 

ALDER  BARK.  {Anne,  Fr. ;  Erie,  Ger.) 
Alnus  glutinoaa  (Gaert.).  Used  for  tanning  ana 
dyeing.  The  percentage  of  tannin  varies  from 
16  to  18  (Eitner,  Zeit.  f.  d.  Chem.  Grossgew. 
3,  668  ;  4,  279). 

The  tannin  appears  to  be  a  methvl  tannin 
like  that  of  the  oak ;  it  gives  a  reddish-bluo 
precipitate  with  ferrous  acetate,  an  olive-green 
precipitate  with  ferrous  sulphate,  and  is  precipi- 
tatocl  by  a  gum  solution. 

A  solution  of  the  bark  is  employed  for  ob- 
taining black,  greys,  and  browns  on  linen ;  in 
Germany  for  reds ;  and  in  Kamchatka  for 
colouring  skins  a  red  tint. 

ALE  V.  Brewing. 

ALEMBROTH,  SALT  OF.  A  compound  of 
mercuric  chloride  and  sal  ammoniac 

2NH4Cl,Hga„H,0. 
formed  by  mixing   the   two   salts   in   suitable 
proportions.     Also  called  by  the  alchemists  Salt 
of  Wisdom. 

ALEURITES  CORD  ATA  (Steud. ).  The  seeds 
of  this  euphorbiaceous  plant,  which  is  found 
largely  in  Japan,  yield  Japanese  wood-oil 
(g.r.). 
I  ALEURONE  GRAINS.  Organised  granules 
I  deposited  in  the  cells  of  many  seeds  of  plants, 
generally  near  the  exterior,  in  which  the  proteins 
arc  mainly  concentrated.  They  were  so  named 
by  Hartig,  who  first  described  them.  In  many 
plants,  the  aleurone  grains  possess  the  shape  of 
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crystftlB.  Botanists,  indeed,  regard  them  as  con- 
Bisting  of  two  parts:  (1)  a  crystalloid,  crystal- 
like protein  body,  and  (2)  one  or  more  rounded 
globoids  mainly  composed  of  mineral  matter,  in 
Dirhich  phosphoric  acid,  lime,  and  magnesia  are 
usually  the  largest  constituents. 

When  the  aleurone  grains  exhibit  the  form 
of  crystals,  it  is  generally  found  that  they  are 
soft  and  swell  up  if  treated  with  weak  acids  or 
alkalis.  The  term  'crystalloid/  as  used  by 
botanists  in  this  connection,  has  reference  to 
the  appearance  of  the  aleurone  grains,  and  not 
to  their  property  of  difihision  when  dissolved 
throush  me  m  branes.  According  to  Tschirch  and 
ELritzler  (Chem.  Zentr.  1900,  ii.  685),  the  aleurone 
grains  of  a  variety  of  plants  consist  mainly  of 
globulins.  The  crystalloids  consist  of  at  least 
two  globulins,  which  are  soluble  in  dilute,  but 
insoluble  in  concentrated  saline  solutions  {e.g. 
ammonium  sulphate,  sodium  chloride  with  trace 
of  acetic  acid,  potassium  dihydrogen  phosphate). 


A  small  amount  of  an  albumose  is  also  probably 
present.  The  globoids  contain  a  globulin  and 
mineral  matter,  especially  calcium,  magnesium, 
and  phosphoric  acid ;  they  are  soluble  in  con- 
centrated solutions  of  ammonium  sulphate, 
acidified  sodium  chloride,  or  potassium  dihy- 
drogen phosphate.  The  grains  with  their  en- 
closures are  reserve-food  materials  which  are 
consumed  when  the  seed  germinates.  They 
originate  as  liquid  *'  vacuoles,*  in  which  an  in- 
creasing amount  of  protein  material  is  gradually 
deposited.  The  germinating  power  of  seeds 
probably  depends  upon  the  solubility  of  the 
crystalloids  in  dilute  sodium  chloride  solution. 

According  to  Postemak  (Compt.  rend.  1905, 
140,  322),  aleurone  grains  often  contain  anhydro- 
oxy methylene  diphosphoric  acid  (phytine).  He 
found  the  following  amounts  of  nitrogen  and 
mineral  substances  in  the  aleurone  grains  of 
(1)  spruce  fir,  (2)  sunflower,  (3)  hemp,  (4)  white 
lupin : — 


12-97 

K 

Ca 

Mg 

Fe 

Mn 
0-26 

P 

8 

Si 

1. 

2-50 

0-37 

1-25 

• 

0-09 

2-67 

0-64 

0-36 

2. 

10-22 

2-20 

0-33 

1-46 

006 

trace 

2-78 

0-64 

0-24 

3. 

12-88 

2-71 

0-27 

1-67 

0-06 

trace 

3-83 

0-81 

0-36 

4. 

1 

10-70 

Oil 

0-28 

■ 

Oil 

0-61 

■■ 

0-01 

Sodium  and  chlorine  were  not  found.    H.  I. 

ALFA  V.  Halfa. 

ALFALFA.  The  Spanish  name  for  luoeme, 
Medieago  sativa  (Linn.). 

ALG&  ( Varech  or  Algues,  Fr. ;  Algen,  Get.) 
A  class  of  cryptogamous  plants  including  the 
green,  brown,  and  red  seaweeds  and  vegetable 
plankton  growing  in  sea- water,  and  allied  mainly 
sreen  fr^h-water  plants,  including  diatoms, 
desmids,  and  '  conferva  '-like  forms.  Manv  of  the 
salt-water  species  are  edible;  none  of  them  is 
poisonous. 

Rhodymenia  palmaia  (Linn.)  (dulse,  dylish,  or 
dellish)  and  Alaria  esculenla  (murlins)  are  used 
as  food  by  the  peasantry  of  the  Highlands  and 
of  Ireland.  Porphyra  laciniata  (Lightf.)  (laci- 
niated  purple  laver),  very  abundant  on  the 
British  coasts,  is  sold  in  England  as  laver,  in 
Ireland  as  sloke,  and  in  Scotland  as  slaak. 
Chondrus  crisptis  (Linn.)  (carrageen*  Irish  or 
pearl  moss)  is  collected  on  the  west  coast  of 
Ireland,  and  is  frequently  used  there  by  painters 
and  plasterers  as  a  substitute  for  size.  It  is 
also  used  in  making  jellies,  &c.,  in  medicine ; 
and  a  thick  mucilage  scented  with  some  prepared 
spirit  is  sold  as  *  bandolin,'  *  fixature,'  or 
'  clysphitique,'  and  is  employed  for  stiffening 
silks. 

Amongst  other  algse  having  an  economic 
value  are  Ceylon  moss  or  edible  moss  {Qracilaria 
lichenoides),  found  in  the  Indian  archipelaco ; 
the  agar-agar  of  Malacca,  or  asal-agal  of  China, 
which  is  derived  from  Gracnaria  lichenoides, 
Eucheuma  spinosum  (Linn.)  and  other  algae 
{see  Aqab).  The  substance  is  now  much  used 
in  bacteriological  research  as  a  nutrient  jelly ; 
for  gumming  silks,  paper,  &c.,  and  for  making 
a  pfMte  not  liable  to  be  eaten  by  insects. 

Manna,  or  mannite,  can  be  obtained  from 
Laminaria  saccharina  (Lamx.)  or  sugar  WTack, 
found  on  sandy  shores,  attached  to  pebbles. 


The  following  table  shows  the  composition 
of  various  species  of  algss ;  the  quantity 
of  nitrogen  in  some  of  them  is  remarkably 
large : — 


Alga 


Chondrus  erispust  bleadied 
from  Bewlay  Evans     . 

Chondrus  erispus,  bleached 
second  experiment .     . 

Chondrus  crismu,  un- 
bleached Baliycastle    . 

Chondrus  erispus,  un- 
bleached, second  ex- 
periment   . 

Oiaartina  mamiUosa,  Bal- 
iycastle 

Laminaria  digikUa,  or 
dulse  tangle 

Rhodumenia  ^mata 
\  Porphyra  laanvata . 
I  iSarcophyUis)  eduHs 

Alaria  eseulenta 


Water 


Dry 
matter 


17-02  i  8208 
19-70    80-21 


Per 
cent, 
nitro- 
gen in 

dry 
matter 


21-47 


78'53 


19-96    80-04 


21-56 

21-88 
16-56 


78-45 

78-62 
83-44 


17-41  82-59 
19-61  80*39 
17-91  1  80-09 


1-534 
1-485 
2-142 

2-510 

2-198 

1-588 
8-465 
4-650 
3088 
2-424 


Protein 
con- 
tained 
in  dry 
matter 


9-587 

9-281 

12-387 

15-687 

13-737 

9-925 
21-656 
29-062 
19-300 
15150 


In  addition  to  the  large  amount  of  chlorine 
in  marine  algss  (up  to  38  p.o.  of  the  ash)  there 
are  often  not  inconsiderable  quantities  of  iodine, 
the  presence  of  which  is  responsible  for  the 
employment  of  seaweeds  in  the  composition 
of  certain  *  anti-fat '  specifics. 

Certain  algse  are  characteristic  of  water  con- 
taining sewage  and    putrefactive  substances  in 
quantity,  ana  some  algae  play  an  important  rdle 
in  the  disinfection  of  polluted  rivers. 
I        ALGAROBILLA.      Algarobilla    consists    of 
'  the  pods  of  CoBsdlpina  hrevifolia.     The  tannin, 
which  appears  to  be  a  mixture  of  allagetannin 
'  and  gaUotannin,  lies  in  semi-resinous  particles 
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adhering  loosely  to  the  Hoint^what  o{)en  frame-  '  by   Martius  and  Gricss,  who  obtained  thus  a 

work  of  the  fibre.     It  is  one  of  the  strongest  substance  of  the  formula  Cj^iUfO,,  which  was, 

tannin   matters  knoAin,   and  contains  on  the  however,  not  identical  with  alizarin,  and  was 

average  45  p.c.     In  character  it  resembles  divi-  therefore  supposed  to  be  isomeric  with  it. 
divi,   and   its   extract   is   somewhat   prone   to  Some  time  after  these  experiments  of  Martius 

fermentation.     It  is  very  suitable  for  tanning  and  Grioss,  Graebe  commenced  his  research  on 

and  also  for  dyeing  purposes.  quinones,  the  working  out  of  which  led  not  only 

ALGAROf  H,  POWDER  OF.    Ptdvis  Alga-  to  results  which  proved  beyond  a  doubt  what  the 

rotki,     English    Powder.     A     crystalline    oxy-  chemical  nature  of  alizarin  really  was,  but  also 

chloride  of  antimony,  obtained  by  pouring  anti-  eventually  resulted  in  the  artificial  production  of 

mony  chloride  into  hot  water."  Used  m  the  this  important  colouring  matter.     In  pursuing 

preparation  of  tartar  emetic  (v.  Antimony).  this  investigation  Graebe  succeeded  in  preparing 

ALGIN.     A  nitrogenous  body  obtained  from  chloranil  CsCl^O.,  by  treating  phenol  with  potas- 

seawecd,    somewhat    resembling    albumen    {v.  slum  chlorate  and  hydrochloric  acid,  and  in  acting 

Iodinb).  on  this  with  caustic  potash  he  found  that  two  of 

ALGODONTTE.      A    copper   arsenide    of   a  the  atoms  of  chlorine  in  this  compound  became 

steel-grey  colour.     Found  in  the  Lake  Superior  replaced  by  (OK),  producing  the  potash  salt  of 

copper-mining  district.  chioranilic   acid   i\(A^{01^)Jd^,   a   change   the 

ALHAGI CAMELORUM  (Fischer),  JAWXSA,  .  knowledge  of  which  proved  to  be  of  the  utmost 
or    JAWANI.     A    leguminous    thorny    shrub,  \  importance  in  his  subsequent  experiments  on 
widely  spread  from  Greece  to  dry  parte  of  India,  !  *^®  artificial  production  of  alizarin, 
where  a  drug  extracted  from  it  is  used  for  Chloroxynaphthalic  acid  was  now  considered 

rheumatism,  and  also  as  a  laxative  and  diuretic  ^  Graebe  to  be  related  to  naphthalin  in  much 

(Pharm.  J.  [3]  9,  145).  the  same  way  as  chloranil  was  to  benzene,  ».c.  to 

ALIZABiM     AMD     ALLIED     COLOURING  ^  *  derivative  of  naphthaquinone. 
MATTERS.      Madder,    Rvbia   tijictoria,    which  Soon  after  this  the  attention  of  Graebe  and 

was  for  a  long  time  used  on  a  large  scale  in  Liebermann  was  turned  to  alizarm,  which  they 


the  *  Turkey-red '  industry,  contains  two 
colouring  matters,  alizarin  and  purpurin,  of 
which  the  former  is  by  far  the  more  important. 


also  thought  might  belong  to  the  quinone  series. 
In   determining    the    constitution    of    this 
substance,  the  first  step  was   to  obtain  some 


Alizarin  is  not  found  ready-formed  in  the  information  as  to  the  nature  of  the  hydro- 
madder-root,  but  exists  there  as  a  glucoside  carbon  from  which  alizarin  was  derived,  and 
called  *  ruberythric  acid,*  which  when  allowed  '  ^^^  was  ^^^^  i^  ^-^o  following  way :  Alizarin 
to  ferment,  or  when  boQed  with  dilute  acid,  ;  prepared  from  madder  was  mixed  with  zinc-dust 
splits  up  readily  into  alizarin  and  glucose.  *°<i  heated  strongly  in  a  furnace,  according  to 

The  colouring  matter  itself  was  first  isolated  '  Baeyer's  method  of  reducing  benzenoid  oom- 
from   the   madder-root  in   1827  by  Colin   and    pounds,  and  in  this  way  a  crystalline  hydrocarbon 


Robiquet,  who  obtained  it  by  extracting  ground 
madder  with  hot  water  and  subliming  the  puri- 
fied extract  carefully  in  a  glass  tube. 


was  obtained  having  the  composition  G^fii^ 
which  on  examination  was  found  to  be  identical 
with  anthracene,  a  hydrocarbon  previously  ob- 


This  method  of  sublimation  was  not  con-  tained  by  Dumas  and  Laurent  from  coal  tar. 
sidcredsufficientproof  of  the  existence  of  alizarin  i  Using  the  information  akeady  obtained  in  the 
in  madder,  and  it  was  not  till  Schunck  sue-  !  research  on  quinone,  Graebe  and  Liebermann 
ceeded  in  isoUting  this  substance  by  chemical  "ow  assumed  that  alizarin  must  be  a  dihydroxy- 
means    from    the    madder   extracts    used    by    quinone   of   anthracene,  the  relation  of   these 


dyers  that  this  important  point  was  definitely 
settled. 


substances  to  one  another  being  seen  from  the 
following  formulae : — 


In  assigning  the  correct  formula  to  alizarin,  C^Hio                  G^Jlfi^          Ci4H,0g(0H), 

considerable  difference  of  opinion  existed  at  first,  Anthracene.              Anthraquinone.              Alizarin, 

owing  no  doubt  to  some  extent  to  the  difficulty  Having  thus  obtained  anthracene  from  ali- 

experienced  m  obtemmg  ahzarin  m  a  condition  j^^rin,  it  was  now  only  necessary  to  reverse  the 

pure  enough  for  accurate  analysis.  operation  and  convert  anthracene  into  alizarin, 

Schunck   proposed   the   formula   C^HioO^.  ^^^  ^^c  problem  of  the  artificial  production  of  a 

whiktStrecker  believed  it  to  bo  C    H,0,  and  vegeUbio  colouring  matter  would  be  solved  for 

related  to     chloroxynaphthalic  acid  *   (chloro-  '  ^jj^  ^^^  ^jj^g 

hyclroxynaphtJ^quinone),  a  derivative  of  naph-  j^  i862  Anderson,  while  investigating anthra- 

thalene,  since  both  these  substances  on  oxidation  penc.  obtained  from  it  by  oxidation  a  substance 

yield  phthahc  acid.  ^^  ^^ie  formula  Ci.H.O.,  which  he  named  ox- 

Streckers  formula  was  the  more  generally  anthracene 

accepted  by  chemists,  and  chloroxynaphthalic  j^  ^^is*  substance  Graebe  and  Liebermann 

acid  was  looked  upon  as  being  simply  chlormated  ,  ^cognised  the  quinone  of  anthracene  (anthra- 

ahzarm,  the  two  bodies  bemg  thus  related  ;  quinone),  the  first  step  in  the  sjTithesis  of  alizarin 

C,oH-0,                           Cj-H  QO,  irom  anthracene,  and  in  order  to  convert  this 

Alizuin.                      Chlorinated  alizarin  or  quinone  into  alizarin  all  that  was  necessary  was 

Chloroxynaphthalic  acid,  to  replace  two   atoms   of  hydrogen   in   it   by 

In  order  to  prove  the  relation  supposed  to  *\>''^^^J5>'^V*''  ^l^cration  which  is  easily  done  in 

exist  between  these  two  substances,  it  was  only  ^^^  following  way  :—       ,      ,   ,      .^,   ^            , 

necessary    to    replace    the    chlorine    atom    in  Anthraquinone  when  heated  with  two  mole- 

chloroxynaphthalic    acid    by    hydrogen,    when  ciiles  of  brommcm  sealed  tubes  is  converted  into 

alizarin  should  result.            -^      -^       «  dibromanthraqumone,  thus : 

This  operation  was  eventually  accomplished  Ci4Hg024-2Bra=Ci4HgBrjO,-f  2HBr. 


ALIZARIN  AND  ALLIED  COLOURING  MATrERS.  75 

ThiB  substance  when  heated  with  potash  ex-  black,  and  on  dissolving  this  in  watcT  a  rich 
chanses  each  of  its  bromine  atoms  for  (OK),  yield*  purple  solution  was  obtamed  which  when  acidi- 
ing  tne  potash  salt  of  alizarin,  Gn'H.^{OK)202,  a  tied  with  dilute  sulphuric  acid  gave  a  copious 
reaction  which  is  precisely  similar  to  the  forma-  |  i}recipitate  of  alizarin. 

tion  of  chloranilate  of  potash  from  chloranil  as  i        The  great  obstacle  to  the  preparation  of 
described  above.    The  potassium  alizarate  thus  j  alizarin — viz.  the  use  of  bromine — was  thus  re 


obtained,  when  decomposed  with  hydrochloric 
acid,  yielded  alizarin,  and  thus  the  problem  of 
the  artificial  production  of  alizarin  was  solved. 

In  considering  this  synthesis,  perhaps  the 
most  remarkable  fact,  from  a  chemical  point  of 


moved,  and,  as  the  future  has  proved,  a  process 
had  been  obtained  by  which  this  colouring 
matter  could  be  manufactured  in  quantity  and 
at  a  price  so  cheap  as  entirely  to  supersede  the 
old  method  of  dyeing  with  the  madder  root. 


view,  is  that,  in  consideration  of  the  number  of  Another  process  for  the  manufacture  of  arti- 

possible  isomers  of   alizarin,  just  that  dibrom-    ficial  alizarin  shortly  afterwards  discovered  by 
anthraquinone  prepared  by  Graebe  and  Lieber-    W.  H.  Perkin,  and  largely  used  by  him  on  a 
mann  should  on  treatment  with  potash  have    manufacturing  scale,  is  the  following : — 
yielded  alizarin.     Had  this  not   been  so,  the  Anthracene    is   treated    with   chlorine   and 

artificial  production  of  alizarin  would  no  doubt  thus  converted  into  a  beautifully  cn'stalline 
have  been  very  much  delayed.  compound  called  dichloranthracene  CifHgCls. 

The  great  importance  of  alizarin  as  a  dyeing  This  substance  combines  with  Nordhausen 

agent  induced  Graebe  and  Liebermann  to  patent  '  sulphuric  acid,  forming  a  bright-green  solution, 
this  process,  which  proved,  however,  to  be  of  no  which  contains  a  sulphonic  acid  of  dichloran- 
commercial  value,  owing  to  the  great  expense  '  thracene.  When  heated  with  sulphuric  acid 
attending  the  use  of  bromine,  and  it  was  there-  !  this  substance  undergoes  a  remarkable  change, 
fore  desirable  to  find  some  new  method  which  hydrochloric  acid  and  sulphurous  acid  are 
would  render  their  discovery  important  from  a  .  evolved,  and  a  disulphonic  acid  of  anthraquinone 
manufacturing  point  of  view.  ,  formed,  thus  : 

TTiis  was  first  achieved  by  W.  H.  Perkin  >  in    c,4HeCl,(S03H),-fH,S04 
the  following  way  :— Sulphuric  acid,  as  is  well  j  Dlchloranthracene-dluulphoiiic  acid, 
known,  forms  with  many  organic  bodies  com-  =Cj4H,0a(S0,H)2  +  2HCH-S02. 

pounds  called  sulphonic  acids,  which  in  oomposi-  Anthraquinone  disulphonic  acid, 

tion  simply  correspond  to  the  substance  acted  I  This  anthraquinone  disulphonic  acid  when 
on  plus  sulphuric  anhydride.  fused  with  potash  yields  alizarin. 

Thus  benzene  CgH,  when  treated  with  sul- 
phuric acid  yields  benzenesulphonic  acid  Alizarin  and  the  other  colouring  matters  of 
C,H^O,H;  naphthalene  C,oH-,  naphthalene- !  this  class  will  not  dye  unprepared  fabrics; 
sulphonic  acid  Oi^H^O.H.  When  fused  with  these  must  first  of  all  be  mordanted, 
caustic  potash  these  sulphonic  acids  are  split  up  ,  The  mordants  used  in  this  case  consist  of 
into  the  potassium  salt  of  the  corresponding  i  metallic  hydroxides — e.g.  of  aluminium,  iron, 
phenol  and  potassium  sulphite,  thus  :                    i  ^^^  chromium.     Chloride  of  tin  (tin  crystals)  is 


C,H^O,H+3KOH=C,HjOK+KjSO,+2H,0. 
Similarly  disulphonic   acids   when  fused   with 


also  extensively  employed. 

With  alumina  mordants  alizarin   produces 
shades  of  red  and  pink ;    with  iron  mordants, 


potash  are  converted  into  dihydrio  phenols,  thus:  'shades  of  black  and  purple;    with  chromium 

C«H4(SOsH),+6KOH=CeH4  S5  +  KiSOs+iHaO.      !  mordants,  a  dull  purple  ;  and  with  tin  crystols  a 

^'^  '  bright  yellowish  orange.     These  mordants  may 

also  be  mixed  and  thus  a  larpe  variety  of  different 
shades  produced.  A  description  of  the  method 
of  application  of  these  various  mordants  and  the 
processes  employed  in  dyeing  with  alizarin  will 


In  this  second  example  it  will  be  seen  that  a 
body  is  formed  which  bears  the  same  relation 
to  benzene  as  alizarin  does  to  anthraquinone, 
and  it  was  therefore  probable  that  if  anthraqui- 


none were  subjected  to  a  similar  series  of  re-  |  ^  found  in  the*  article  Dysinq. 

actions,  alizarin  would  result.  Since  the  first  production  of  artificial  alizarin 

l^e   great   obstacle   to   carrying    out   this  on  the  large  scale,  the  study  of  this  substance 

synthesis,  m  the  first  instence,  was  the  remark-  and  of  the  various  colouring  matters  related  to 

able  stability  of  anthraqumone  in  general  and  it  has  received  a  large  amount  of  attention  at 

particularly  towards  sulphuric  acid,  which  is  so  the  hands  of  chemists,  the  result  being  that  a 

great  that  it  dissolves  m  moderately  hot  sul-  considerable  number  of  derivatives  of  anthra- 

phuric  acid  without  change,  and  crystallises  out  quinone  have  been  prepared  and  examined, 
again  in  needles  on  coobng.  Most  of  these  are  either  colouring  matters 

When,  however,  a  mixture  of  anthraquinone  themselves,    or    easUy    converted    into    such, 

and  sulphuric  acid  was  heated  very  strongly,  several  of  them  being  obtained  on  the  large  scale 

combination  did  eventually  take  place,  the  pro-  in  the  manufacture  of  alizarin, 
duct  becoming  perfectly  soluble  in  water,  the  These  derivatives  may  be  divided  under  the 

solution  now  containing  mono-  and  disulphonic  following  heads : 

acids  of  anthraquinone.  (1)  Sulphonic  acids  of  anthraquinone. 

After  removine  the  excess  of  sulphuric  acid  (2)  Monohydroxyanthraquinones. 

from  the  new  product,  it  was  mixed  with  caustic  (3)  Dihydroxvanthraquinones. 

pota^,  and  heated  to  about  ISO**.  (4)  Trihydroxvanthraquinones. 

Dunng  the  heating  the  melt  became  darker  (6)  Higher  hydroxylated  anthraquinones. 

and  darker  m  colour,  and  eventually  almost  in  this  article  are  also   included  the  two 

•  It  shonld  be  mentioned  here  that  while  these  ex-  <*yeing  matters,   Gallein   and  CVerulein,   which 

periments  were  In  progress,  Caro,  Graebe  and  Lieber-  although  not  actually  anthracene  derivatives,  are 

maon  were  investlsating  the  same  reaction  in  Germany.  ,  very  closely  allied  to  them. 
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Sulphonle  aelds  of  anthraquinone. 
Anthraquinone  a-suiphonie  aeid 

C,H,<^g>C,H,.SO,H.  (1) 

It  is  a  remarkablo  instance  of  the  influence 
of  a  catalyst  that  whilst  anthraquinone  ordi- 
narily sulphonates  in  the  2-  position,  yet  in  the 
presence  of  quite  small  amounts  of  mercury  the 
1-  position  is  exclusively  attacked. 

In  preparing  anthraquinone  a-sulphonic  acid, 
100  pte.  of  antnraquinone  are  heated  for  three 
hours  at  130®  iiith  110  pts.  of  sulphuric  acid 
containing  29  p.o.  sulphuric  anhydride,  and 
0*5  part  of  mercury. 

The  free  acid  is  easily  soluble  in  alcohol  and 
water,  its  lead,  barium,  and  strontium  salts  are 
very  insoluble  in  hot  water.  The  calcium  salt 
is  fairly  soluble,  but  crystallises  on  heating  the 
solution.  The  potassium  salt  occurs  in  glistening 
yellow  leaflets. 

The  further  sulphonation  of  the  a  acid  in 
presence  of  mercury  leads  to  the  formation  of 
1 :  5-  anthraquinone  disulphonic  acid,  mixed 
with  1  :  8-  and  1 :  7-  acids.  The  same  mixture 
is  produced  by  the  direct  sulphonation  of  anthra- 
quinone (100  parts)  with  200  parts  of  sulphuric 
acid  containing  40  p.c.  sulphur  trioxide,  in  the 
presence  of  mercury  (I  part)  at  160**  for  one 
hour.  The  mixture  of  acids  is  converted  into 
calcium  salt  and  fractionally  crystallised.  The 
calcium  salt  of  the  1 :  8-  acid  is  least  soluble, 
the  middle  fraction  is  the  largest  and  consists 
of  1 :  6-  whilst  the  calcium  salt  of  1:7-  is 
easily  soluble. 

Similarly  it  has  been  found  that  anthra- 
quinone /3-sulphonic  acid  {see  below)  is  changed 
by  sulphuric  acid  in  presence  of  mercury  to  a 
mixture  of  2:8-  and  2  :  5-  anthraquinone  disul- 
phonic acids  (N.B.  2 :  8-  is  same  as  1:7).  It 
IS  strange  that  the  direct  sulphonation  of  anthra- 
quinone in  the  presence  of  mercuric  sulphate  also 
yields  the  2  :  8-  disulphonic  acid.  The  constitu- 
tion of  these  sulphonio  acids  has  been  demon- 
strated by  their  conversion  into  the  correspond- 
ing hydroxyanthraquinones  by  heating  under 
pressure  with  milk  of  lime. 

LUercUurc—Ujinaky  (Bcr.  36,  4194-4200); 
Schmidt  (Ber.  37,  66-72). 

Anthraquinone-  2  or  /s-sulphonie  aeid 

C,H4<^QQ^^]>C,Hj(S0,H). 

This  acid  is  formed  together  with  a  certain 
amount  of  anthraquinone  disulphonic  acid  by 
heating  anthraquinone  with  fuming  sulphuric 
acid  to  170®  or  with  ordinary  sulphuric  acid  to 
260^-260®. 

In  preparing  it  a  mixture  of  one  part  of 
fuming  sulphuric  acid  (containing  40-50  p.c. 
anhycuide)  and  1-1^  parts  of  anthraquinone  is 
gradually  heated  to  about  170®  and  kept  at  this 
temperature  for  eight  or  ten  hours,  the  whole 
being  well  stirred  during  the  operation. 

The  product  thus  formed  consists  chiefly  of 
the  monosulphonic  acid  together  with  a  little 
disulphonic  acid  and  unchanged  anthraquinone. 
On  diluting  with  water  the  anthraquinone  sepa- 
rates out,  and  can  easily  be  filtered  off,  leaving 
the  sulphonic  acids  in  solution.  In  order  to  sepa- 
rate the  mono-  from  the  disulphonic  acid  the 
clear  filtrate  is  neutralised  with  carbonate  of 


soda  (or  caustic  soda).  This  causes  the  difficultly 
soluble  sodium  salt  of  anthraquinone  mono- 
suljphonic  acid  to  separate  out,  leaving  the 
easily  soluble  salt  of  the  disulphonic  acid  in 
solution. 

The  pasty  mass  obtained  on  neutralising 
with  soda  is  thoroughly  pressed,  washed  with  a 
little  water,  and  then  if  required  pure  recrystal- 
lised  from  this  solvent.  In  this  way  a  beautiful 
brilliant  white  scaly  crystalline  mass  is  obtained, 
which  consists  of  pure  sodium  anthraquinone 
monosulphonate,  the  so-called  *  silver  salt '  of 
the  alizarin  manufacturer. 

The  free  acid  obtained  by  the  addition  of  an 
acid  to  the  soda  salt  crystallises  in  plates.  It 
is  very  easily  soluble  in  cold  water  and  alcohol, 
but  almost  insoluble  in  ether. 

When  fused  iiith  caustic  soda,  this  acid  (or 
rather  its  soda  salt)  gives  first  hydroxy  anthra- 
quinone     C,H4<^^iQ^^^>C,H,0H,    and     then 

alizarin;  and,  as  will  be  sho>vn  later  on,  alizarin, 
when  prepared  on  a  manufacturing  scale,  is  in- 
variably formed  from  the  monosulphonic  acid  of 
anthraquinone,  not  from  the  disulphonic  acid 
as  might  be  expected.  The  reason  for  this  is 
that  on  fusing  hydroxyanthraquinone  with 
caustic  soda,  a  continuous  process  of  oxidation 
and  reduction  is  carried  on,  the  change  being 
represented  by  the  following  equation  : — 

C,4H,(ONa)0,+NaOH+0 
Sodium  monohydroxyanttiiaqainonate. 


«CuH^g^*jO, 


+0H,. 


Sodium  alixarate. 

the  oxysen  being  supplied  at  the  expense  of  a 
part  of  the  hydroxyanthraquinone  which  is  there- 
by reduced  to  anthraquinone.  On  the  hucae  scale 
this  reduction  is  prevented  by  the  use  of  borate 
of  potash  in  the  fusion. 

Literature, — Graebe  and  Liebermann  (An- 
nalen,  160,  131 ;  212,  44  ;  Ber.  7,  805). 

Anthraquinone  dlsulphonie  acids 

C,H4<^QQ^^>C,H  j(SO,H ),. 

When  anthraquinone  is  heated  to  a  high  tem- 
perature with  2  or  3  parts  of  ordinary  or  better 
fuming  sulphuric  acid,  a  mixture  of  a-  and  /3- 
anthraquinone  disulphonic  acid  is  obtained, 
which  can  be  separated  by  fractional  crystal- 
lisation of  the  sodium  salts. 

Preparation. — 1.  A  mixture  of  10  kilos,  of 
anthraquinone  and  20  t-o  30  kilos,  of  fuming  sul- 
phuric acid  is  heated  to  a  temperature  of  160®- 
170®  until  a  sample  taken  out  is  found  to  dis- 
solve completely  in  water.  The  product  is  then 
heated  another  hour  to  convert  any  mono-  into 
disulphonic  acid,  poured  into  water,  neutralised 
with  caustic  soda,  and  evaporated. — 2.  10  kilos, 
of  anthraquinone,  12  kilos,  of  hydrogen  sodium 
sulphate,  and  40  kilos,  of  ordinary  concentrated 
sulphuric  acid  are  heated  in  pressure  tubes  for 
five  or  six  hours  to  260®,  the  product  treated 
with  water,  and  the  acids  converted  into  sodium 
salts  as  above. 

In  concentrating  the  solution  of  the  sodium 

I  salt  obtained  by  either  of  the  above  methods, 

I  the  sodium  salt  of  the  a-acid  crystallises  out 

first,  the  more  recidily  soluble  salt  of  the  /3-acid 

remaining  in  the  mother-liquors,  and  thus  by 
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repeated  Tecr3'staili8ation,  the  two  acids  are 
easily  separated  from  one  another. 

The  free  acids  obtained  bv  deoomposlne  the 
salts  by  an  acid  are  botb  readily  aoiuble 
in  alcohol  and  water,  but  insoluble  in  ether 
and  benzene;  the  a-acid  crystallises  in  small 
yellow  crystals,  the  /3-acid  in  beautiful  yellow 
plates. 

The  salts  of  the  a-acid  are  sparingly  soluble 
in  water  and  crystallise  with  dimciUty ;  those  of 
the  ^-acid  are  readily  soluble  and  crystallise 
i»ith  the  greatest  ease. 

Besides  these  two  important  acids,  two 
other  disulphonio  acids  of  anthraquinone  are 
known — viz.  X'^^^^^'^^^^^^^^  disulphonic  acid 
and  p-anthraquinone  disulphonic  acid. 

Liierature. — Schultz  (Chemie  des  Stein- 
kohlentheersy  709,  712) ;  Perkin  (Chem.  Soc. 
Trans.  1870,  133);  Graebe  and  Liebermann 
(Annalen,  160,  134). 

x-Anthraqolnone  dlsnlphonk  add.  This 
acid  is  formed  by  treating  sodium  a-anthracene 


disulphonate  with  nitric  acid.  The  sodium  salt 
crystallises  in  yellow  prisms,  which  are  sparingly 
soluble  in  water.  '  On  fusing  with  potash  tnis 
salt  yields  chrysazin  Ci4H,(0H),0s,  hydroxy- 
chrysazin  C,4H5(OH),02,m-hydroxybenzoic  acid, 
ana  salicylic  acid. 

Liierature. — Liebermann  and  Dehnst  (Ber. 
12,  1288). 

p-Anthraqulnone  disulphonio  aeid  is  obtamed 
by  oxidising  /3-anthracene  disulphonio  acid.  The 
soda  salt  crystallises  in  leather-yellow  plates, 
which  are  easily  soluble  in  water.  On  fusing 
>^ith  potash  it  yields  anthrarufin 

(0H).C.H3<gg>C.H,(0H). 

hydroxychrysazin    Ci4H5(OH),02,    m-    and    o- 

hydroxybcnzoic  acids. 

Literature. — Liebermann  and  Dehnst  (I.e.), 
The  relation  of  the  various  colouring  matters 

of  this  group  to  anthracene,  anthraquinone,  and 

its  sulphonic  acids  is  easily  understood  from  the 

following  table  (Schultz) : — 


Anthraquinone 


Anthracene 

I 


(a-  &  fi-)  Anthracene  disulphonio  acids 


(a-  &  3-)  Monosulphonic  acid        (a-  k  /3-)  Disulphonic  acids  (x-  &  p-)  Disulpnonic  acids 


iiphonii 


}noni( 


X  P 

o-  &  m-Hvdroxyanthraquinone  Anthraflavic  acid  Isoanthraflavic  acid    Chrysazin      Anthrarufin 

I    .       „  I       -.  .1 


1 


.1 


Alizarin 


Flavopurpurin 


Isopuipurin 
(Anthrapiirpiirln) 


Hydroxy-     (Hydroxyan- 
chrysazin      tbrarufin) 


The  behaviour  of  the  anthraquinone  disul- 
phonio acids  on  fusion  with  potash  is  exactly 
similar  to  that  of  the  monosulphonic  acid.  Just 
as  this  acid  on  fusion  with  potash  is  first  con- 
verted into  monohydroxyanthraquinone  and 
then  by  oxidation  into  dihydroxyanthraquinone 
(alizarin),  so  the  anthraquinone  disulphonio 
acids  in  the  first  place  yield  the  corresponding 
dihydroxyanthraquinones,  which  then  by  the 
further  action  of  the  potash  are  converted  into 
trihydroxyanthraquinones. 

Hydroxyanthraqnlnones. 
L  Monohydroxyanthraquinones 

C«H4<C^QQ^^>C,H,0H. 

1-  hydroxyanttmqnlnoDe.  Erythroxyanthra- 
qninone. 

This  substance  is  formed  together  with  2- 
hydroxyanthraquinone  by  strongly  heating  a 
mixture -of  phenol  and  phthalic  anhydride  with 
sulphuric  acid 

Also  by  heating  1-  bromanthraquinone  with 
potash  to  160**  or  by  acting  on  1-  amidoanthra- 
quinone  with  nitrous  acid  in  concentrated 
sulphuric  acid  solution. 

1-  hydroxyanthraquinone  crystallises  from 
alcohol  in    orange-red  needles  which    melt  at 


100**.  When  fused  with  potash  it  gives  alizarin. 
The  substance  does  not  aye  mordfuited  fabrics. 
I-  Acetoxyanthraquinone,  prepared  by  boil- 
ing erythroxyanthraquinone  with  acetic  anhy- 
dride and  sodium  acetate,  cr^'stallises  in  yellow 
needles  from  alcohol  and  melts  at  176**-179^. 

1-  methoxyanthraquinone  is  obtained  by 
the  action  of  boiling  methyl  aWoholic  potash  on 
1-  nitroanthraquinone. 

This  is  the  simplest  example  of  a  very  general 
reaction  in  the  anthraquinone  series.  The  sub- 
stance is  yellow,  microcrystalline,  and  melts  at 
140**-U6*. 

Literature. — Baeyer  and  Caro  (Ber.  7,  069) ; 
Pechmann  (Ber.  12,  2128);  Romer  (Ber.  16, 
1793),  Liebermann  and  Hagen  (Ber.  15,  1804) ; 
Hoechstc  Farbwerke  (D.  R.  P.  97688). 

2-  hydroxyanthnmuinone. 

This  substance  is  obtained  synthetically  (to- 
gether with  erthroxyanthraquinone)  by  heatins 
a  mixture  of  phenol,  phthalic  uihydnde,  and 
sulphuric  acid.  The  mixed  hydroxyanthra- 
quinones  can  be  separated  by  means  of  baryta 
water,  since  the  barium  sslt  of  1-  hydroxy- 
anthraquinone is  insoluble,  whilst  the  2-  hydroxy 
compound  is  easily  soluble.  It  crystallises  from 
alcohol  in  yellow  plates  which  melt  at  323**  and 
readily  sublimes  at  a  higher  temperature. 

It  can  be  obtained  in  various  ways  from 
anthraquinone  or  its  derivatives. 

An  easy  preparation  consists  in  melting 
anthraquinone  sulphonic  acid  or  2*  bromanthra- 
quinone with  potash. 

The  action  of  ammonium  persulphate  on  a 
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solution  of  anthraquinone  in  concentrated  sul- 
phuric acid  containing  sulphur  trioxide  leads  to 
the  production  of  2-  hydroxyanthraqutnone, 
alizarin,  and  purpurin. 

Alizarin  is  reduced  to  2-  hydroxy  anthra- 
quinone by  the  action  of  alkaline  stannous 
chloride;  or  alizarin  amide,  obtained  by  the 
action  of  ammonia  on  alizarin,  yields  this  sub- 
stance when  treated  with  ethyl  nitrite. 

A  very  curious  reaction  of  this  hydroxy- 
anthraquinone,  and  one  which  involves  migra- 
tion of  an  oxygen  atom,  is  its  conversion  to 
quinizarin  by  treatment  with  nitrous  acid  in 
sulphuric  acid  solution  and  in  the  presence  of 
boric  acid. 

LUeraiure. — Graebe   and   liebermann    (An- 
nalen,   160,   141) ;    Baeyer  and  Garo  (Ber.   7,  ' 
969);    Liebermann  and  Fisher  (Ber.  8,  975); 
Liebermann  (Annalen,  183, 208) ;  Wacker  (J.  Pr. 
Chem.  [2]  54,  89) ;  Bayer  &  Go.  (D.  R.  P.  86830). 

Dlhydroxyanthraquinones. 

Alizarin 

1 :  2-  dihydroxyanUiraqiiinone 

C.H,<^^,H.(OH).. 

Alizarin  occurs  in  madder  as  the  glucoside 
ruberythric  acid,  and  also  in  Chay  root  {Olden- 
landia  umhdlata)  and  some  species  of  rhubarb. 

It  is  obtained  from  its  glucoside  by  the  action 
of  dUute  acids  or  of  ferments. 

C.,H„Ou  +  2H,0  =  CuH.O,  +  2C,H,,0,. 
BrUberytiuic  acid.  Alizarin.  Glucose. 

It  may  be  prepared  artificially  by  many 
methods. 

Thus  alizarin  is  produced  by  fusing  dichlor- 
anthraquinone,  dibromanthraquinone,  anthra- 
quinone, mono-  or  di-sulphonic  acids  with 
potash.  Rufigallic  acid  yields  alizarin  when 
reduced  with  sodium  amalgam. 

On  the  other  hand,  anthraquinone  may  be 
directly  oxidised  to  alizarin  by  the  action  of 
ammonium  persulphate  in  concentrated  sulphuric 
acid  solution. 

Good  yields  of  alizarin  are  said  to  be  obtained 
by  heating  anthraquinone  with  sodium  chlorate 
and  a  mixture  of  sodium  and  potassium  hy- 
droxides in  aqueous  solution  at  200**.  This 
process  is  used  for  the  manufacture  of  alizarin, 
but  it  is  not  clear  that  it  has  entirely  displaced 
the  older  process  shortly  to  be  described. 

Hystazarin  undergoes  isomeric  change  to 
alizarin  when  heated  with  concentrated  sulphuric 
acid  to  200**  for  two  and  a  half  hours. 

Alizarin  may  be  synthesised  by  processes  not 
involving  the  intermediate  formation  of  anthra- 
quinone. 

Together  with  hystazarin  it  is  produced  when 
a  mixture  of  catechol  and  phthalic  anhydride  is 
heated  with  sulphuric  acid  at  200^ 

C.H.<CO>0  +  C,H.(OH). 
Phthalic  anhydride.    Catechol. 


Homipinic  anhydride  condenses  with  benzene 
in  the  presence  of  aluminium  chloride,  yielding 
the  methyl  ether  of  dihydroxybenzoylbenzoic 
acid.  This  latter  substance,  on  treatment  with 
hot  sulphuric  acid,  is  converted  into  alizarin 
methyl  ether,  which  is  hydrolysed  by  aluminium 
chloride  to  alizarin.  The  following  formulae 
represent  this  series  of  reactions  : — 
OMe     QQ 

Meo/\/    \  +  r^  +  Ha 
'\/\3o/      ^ 

^H      00 

->    MeO/\/      \/\ 

1         I  I         I+CH3CI 

\/\)00H^/ 


OH 


C0> 


=  <-\H,<^g6P^«H«(^")«l  •  2  +  H.O. 


Alizarin. 


Finally  the  following  synthesis  of  alizarin  is 
noteworthy : — 


-»    MeO/\/      \/\      „^ 
1         I  I         1+H,0. 

\/\co/\/ 

Alizarin  methyl  ether. 

Manufaotube  of  Alizarin. 

1.  Anthraquinone  process. — Anthracene,  the 
basis  of  alizarin,  is  obtained  entirely  from  the 
coal-tar  oils  boUins  above  300**,  the  so-called 
*  last  runnings  of  the  tar  distiller.  These 
heavy  oils  are  redistilled  and  the  anthracene 
oils  collected  as  soon  as  the  distillate  on  cooling 
commences  to  solidify.  In  this  way  a  semi- 
solid greenish-looking  mass  is  obtained,  which, 
after  roushly  freeing  from  excess  of  oil  by  treat- 
ment in  hydraulic  presses,  is  the  starting-point 
in  the  alizarin  factory.  This  crude  product  con- 
tains only  about  30-40  p.c.  anthracene,  the  re- 
mainder consisting  of  pnenanthrene,  naphthal- 
ene, carbazol,  and  small  quantities  of  other 
hydrocarbons. 

The  first  operation  necessary  in  the  manu- 
facture of  alizarin  is  that  of  punfying  the  crude 
anthracene  obtained  from  the  tar  distillers,  in 
order  to  obtain  a  product  fit  for  the  subsequent 
oxidation  to  anthraquinone. 

This  process  of  purification  varies  consider- 
ably in  different  countries,  but  the  following 
method  may  be  given  as  having  been  used  with 
much  success. 

The  crude  anthracene  is  first  ground  between 
ed^-runners,  and  then  thoroughly  agitated  with 
boiling  petroleum  spirit  in  lai^e  iron  vessels 
fitted  with  stirrers  and  heated  with  steam. 

About  1500  to  1800  lbs.  of  crude  antlu^cene 
and  300  gallons  of  petroleum  spirit  are  used  in 
one  operation,  the  amount  of  the  latter  varying 
slightly  according  to  the  quality  of  the  anthra- 
cene employed.  After  boiling  for  an  hour  or 
two,  the  product  is  allowed  to  cool,  filtered 
through  coarse  canvas,  and  the  anthracene  on  the 
filter  washed  with  a  little  clean  petroleum  spirit. 
The  pasty  mass  thus  obtained  is  next  treated 
%vith  steam  to  remove  the  excess  of  petroleum 
spirit,  and  then  sublimed.  The  sublimation  pro- 
cess is  best  carried  out  by  melting  the  anthra- 
cene in  an  iron  pot,  called  the  *  subliming  pot,' 
and  then  blowing  in  superheated  steam.  This 
carries  the  anthracene  vapour  forward  through 
a  long  pipe,  where  it  meets  a  spray  of  water, 
which  serves  to  condense  both  it  and  the  steam. 


ALIZARIN  AND  ALLIED  COLOURING  MATTERS. 


79 


The  anthracene  is  thus  obtained  in  an  extremely 
finely  divided  state,  much  more  suitable  for 
oxidation  than  when  simply  ground  under  edge- 
runners  as  it  used  to  be.  The  next  step  consists 
in  converting  the  anthracene  into  anthniquinone 
by  oxidation  with  bichromate  of  potash  (or  soda) 
and  sulphuric  acid — an  operation  which  is  usually 
done  in  the  following  way : — The  anthracene  is 
placed  in  lead-lined  tanks  with  about  twice  its 
weight  of  the  bichromate  (dissolved  in  water),  the 
requisite  amount  of  dilute  sulphuric  acid  is  slowly 
added,  and  the  mass  kept  well  boiled  and  agi- 
tated by  a  steam  jet  connected  with  a  Korting's 
injector. 

The  whole  is  then  transferred  to  settling 
tanks,  the  crude  yellowish-brown  anthraquinone 
well  washed  by  decantation  until  free  from  green 
chrome  liquors,  well  drained,  and  freed  from 
water  as  completely  as  possible  by  placing  it  in 
canvas  bags  and  exposing  it  to  great  pressure  in 
a  hydraulic  press.  The  amount  of  oxidiser  re- 
quired to  convert  the  crude  anthracene  into  an- 
thraquinone is  of  course  regulated  by  the  purity 
of  the  sample  employed,  pure  anthracene  re- 
quiring about  1-66  times  its  weight  of  potassium 
bichromate  to  convert  it  into  anthraquinone. 

Instead  of  potassium  bichromate,  the  sodium 
salt  is  now  very  often  used  on  account  of  its 
cheapness. 

The  anthraquinone  thus  obtained  is  still  very 
impure,  and  must  be  carefully  purified  before  it 
can  be  converted  into  sulphonic  acid.  In  puri- 
fying anthraquinone  two  methods  may  be 
employed : 

(1)  The  anthraquinone  is  sublimed,  and  then 
recrystallised  from  hi^h  boiling  ooal-tar  naphtha. 

(2)  The  anthraqumone  is  treated  with  con- 
centrat'Cd  sulphuric  acid. 

When  the  first  process  is  employed,  the  an- 
thraquinone is  melted  in  iron  pots  and  subjected 
to  the  action  of  super-heated  steam.  The  steam 
carries  the  vapour  of  the  anthraquinone  with  it, 
and  on  condensation  a  fine,  almost  impalpable, 
powder  is  obtained,  which,  when  driecl  and  re- 
crystallised  from  high-boiling  coal-tar  naphtha, 
consists  of  nearly  pure  anthraquinone. 

In  this  country  this  process  has  now  been 
almost  abandoned  ;  method  (2)  having  entirely 
taken  its  place. 

The  working  of  this  method  is  based  on  the 
fact  that  crude  anthraquinone  when  treated  with 
sulphuric  acid  at  100**  dissolves,  but  is  not  acted 
on.  The  impurities,  however,  become  converted 
into  sulphonic  acids,  which,  being  easily  soluble, 
can  be  removed  by  treating  the  product  with 
water,  when  nearly  pure  anthraquinone  is  left 
behind. 

In  carrying  out  this  operation  a  mixture  of 
1  part  of  crude  anthraquinone  and  3  parts  of 
sulphuric  acid  is  placed  in  large  circular  lead- 
lined  iron  pots,  and  heated  by  steam  for  twenty- 
four  hoTirs,  the  whole  being  continuously  agitated 
by  a  stirrer. 

The  blackish-looking  product  is  then  run  into 
shallow  tanks,  and  exposed  to  the  action  of  damp 
air,  or  a  gentle  current  of  steam,  until  the  acid 
has  become  diluted.  In  a  short  time  anthraqui- 
none separates  out  as  a  light-brown  crystalUne 
powder,  which,  after  washing  by  decantation, 
pressing,  and  thoroughly  drying,  is  found  to 
contain  about  95  p.c.  of  pure  substance. 

According  to  recent  patents  anthraquinone 


is  best  purified  by  crystallisation  from  liquid 
sulphur  dioxide  or  ammonia. 

The  anthraquinone  is  now  in  a  condition 
1  suitable  for  conversion  into  the  sulphonic  acid. 

This  operation,  which  consists  in  heating 
anthraquinone  with  fuming  sulphuric  acid,  is 
conducted  in  large  iron  pots  capable  of  holding 
from  30  to  40  gallons.  The  amount  of  fuming 
I  sulphuric  acid  employed  depends  on  the  nature 
of  the  sulphonic  acid  required.  In  preparing 
the  monosulphonic  acid,  1  part  of  fuming  acid 
(contained  40-50  p.c.  SO,)  and  1  to  1^  parts  of 
anthraquinone  are  used. 

The  mixture  is  gradually  heated  by  means  of 
an  oil-bath  to  170®,  or  even  to  190®,  and  kept  at 
this  temperature  for  eight  or  ten  hours,  the 
stirrer  being  kept  constantly  in  motion. 

The  product,  which  contains,  besides  anthra- 
quinonemonosulphonic  acid,  a  little  disulphonic 
acid,  and  some  unacted-on  anthraquinone,  is 
diluted  with  water,  passed  through  a  filter-press 
to  remove  the  anthraquinone,  and  neutralised 
with  caustic  soda. 

In  a  short  time  the  whole  becomes  quite 
thick  owins  to  the  separation  of  the  sparingly 
soluble  soda  salt  oi  anthraquinonemonosul- 
phonic  acid,  the  easily  soluble  salts  of  the  di- 
sulphonic acids  remaining  in  solution. 

The  crystalline  salt  is  collected  in  filter- 
presses,  washed  with  a  little  very  dilute  sul- 
phuric acid,  and  thus  obtained  practically  pure 
in  beautiful,  brilliant,  pearly  scales. 

In  preparing  the  disulphonic  acids  of  anthra- 
quinone, the  operation  is  similar  to  the  above, 
the  only  difference  being  that  more  fuming 
sulphuric  acid  is  used  and  the  sulphonation 
conducted  at  a  much  higher  temperature 
(about  260®). 

The  next  operation  consists  in  the  conversion 
of  the  product  just  described,  and  called  <  soda 
salt,'  into  colouring  matter,  a  change  which  is 
accomplished  by  heating  it  strongly  with  caustic 
soda  and  a  little  potassium  chlorate. 

If  the  potassium  chlorate  is  not  added,  a 
considerable  loss  is  incurred  owing  to  the  re- 
ducing action  of  a  large  quantity  of  nascent 
hydrogen,  always  formed  during  the  fusion, 
which  converts  the  soda  salt  partiaUy  into  an- 
thraquinone and  hydroanthraquinone.  The 
fusion  is  conducted  in  large  wrought-iron  cylin- 
ders fitted  with  stirrers  and  heated  with  hot  air. 
The  usual  charge  is  700  lbs.  caustic  soda  (70  p.c.) 
dissolved  in  water,  1300  lbs.  of  a  concentrated 
solution  of  '  soda  salt,*  and  13  to  15  p.c.  of 
potassium  chlorate,  the  amount  of  this  latter 
substance  varying  slightly  with  the  nature  of 
the  salt  used,  the  monosulphonic  salt  requiring 
more  chlorate  than  the  disulphonic  salt. 

The  temperature  is  maintained  at  about  180® 
for  at  least  twenty-four  hours  and  often  much 
longer,  the  progress  of  the  decomposition  being 
controlled  from  time  to  time  by  extracting  small 
quantities  of  the  melt  and  examining  them  in 
the  laboratory. 

The  product  thus  obtained  is  an  intense 
purple  fluid,  becoming  thick  on  cooling  and  con- 
taining the  colouring  matter  as  sodium  salt 
besides  sodium  sulphite  and  an  excess  of  caustic 
soda. 

To  separate  the  colour  the  melt  is  run  into 
large  wooden  tanks,  diluted  with  water,  and 
boiled  with  dilute  sulphuric  acid. 
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This  oanses  the  solution  to  become  orange  in 
colour  owing  to  the  precipitation  of  artificial 
alizarin. 

After  being  allowed  to  settle,  the  supernatant ' 
liquor  is  run  off,  the  alizarin  foroed  into  filter- 
presses  and  carefully  washed  until  free  from 
acid  and  saline  matter.  The  colouring  matter 
is  then  made  up  to  a  definite  strength  (10  p.c.  or 
20  p.c.  paste  as  required)  by  transferring  it  to 
larse  wooden  tubs  fitted  with  powerful  stirrers, 
ana  thoroughly  mixing  it  with  water. 

Pure  alizarin  thus  prepared  produces  a  blue 
shade  of  Turkey-red,  and  anthiapurpurin  (pro- 
duced by  fusing  sodium  anthraqumonedisulpho- 
nate  with  caustic  soda)  a  red  shade,  so  that  by 
varying  the  amounts  of  these  two  constituents 
any  intermediate  shade  required  by  the  market 
can  be  obtained. 

2.  DicMoranthracetie  process, — In  manufac- 
turing alizarin  by  this  process  it  is  necessary, 
in  the  first  place,  to  purify  the  anthracene  used 
much  more  thoroughly  than  is  the  case  in  the 
anthraquinone  process. 

For  this  purpose  the  anthracene,  after  washing 
with  petroleum  spirit  as  described  in  the  last 
process,  is  submitted  to  distillation  with  potash. 
This  removes  the  carbazol  and  the  phenolic  sub- 
stances present  in  the  crude  anthracene,  and  as, 
besides  this,  a  considerable  quantity  of  the  other 
impurities  are  charred  during  the  distillation, 
the  anthracene  resulting,  although  still  very  im- 
pure, is  found  to  be  greatly  improved  in  quality. 

In  carrying  out  this  operation  100  parts  of 
washed  anthracene,  30  parts  of  potash,  and  6 
parts  of  powdered  lime  are  thoroughly  ground 
together  under  edge-runners,  the  mixture  intro- 
duced into  iron  retorts  and  distilled.  The  dis- 
tillate, which  consists  of  pale-yellow  cakes  con- 
taining about  50  p.c.  of  pure  anthracene,  is  now 
sufficiently  pure  for  conversion  into  dichlor- 
anthracene. 

In  chlorinating  anthracene,  leaden  chambers 
are  used,  technicidly  known  as  *  chlorine  ovens.* 
These  are  10  ft.  long,  4  ft.  6  in.  wide,  and  1  ft.  6  in. 
deep,  and  are  used  in  pairs,  connected  at  one 
end  in  order  that  any  chlorine  escapins  from  the 
first  oven  mav  come  in  contact  witii  a  fresh 
amount  of  anthracene  and  thus  prevent  loss. 

400  lbs.  of  anthracene  are  put  into  each  oven, 
and  subjected  to  the  action  of  a  rapid  current  of 
chlorine  for  about  five  or  six  hours. 

The  anthracene  first  fuses  and  gets  dark  in 
colour,  hydrochloric  acid  being  evolved  in  abun- 
dance ;  but  after  a  time  this  fluid  product  begins 
to  deposit  crystals  and  soon  becomes  a  semi- 
solid mass.  In  order  to  purify  this  crude  pro- 
duct, it  is  first  freed  from  hydrochloric  acidt  by 
washing  with  dilute  caustic  soda,  and  then 
pressed  between  Unen  cloths  in  a  hydraulic 
press,  by  which  means  a  considerable  quantity 
of  a  thick  dark  oily  product,  technically  known 
as  '  chlorine  oils,'  is  got  rid  of. 

The  yeUow  cakes  of  dichloranthracene  thus 
obtained  are  still  not  pure  enough  for  use ;  they 
must  next  be  soaked  in  coal-tor  naphtha  for 
some  time  and  pressed,  this  operation  being  re- 
peated until  a  product  is  obtained  which  con- 
tains 84  p.c.  of  pure  substance. 

The  next  process  consists  in  converting  the 
dichloranthracene  into  the  sulpho-  acids  of 
anthraquinone  by  treating  it  with  ordinary  con- 
centrated sulphuric  acid.     This  decomposition 


is  accomplished  in  iron  pots  capable  of  holding 
about  30  gallons  and  fitted  with  iron  covers  in 
which  there  is  an  opening  for  the  escape  of  the 
acid  vapours  formed  during  the  reaction. 

These  pots  are  charged  with  350  lbs.  of  con- 
centrated sulphuric  acid  and  heated  to  140^-160° 
by  means  of  an  ordinary  fire,  the  dichloranthra- 
cene (70  lbs.)  beine  shovelled  in  in  small  quanti- 
ties at  a  time.  Alter  all  the  dichloranthracene 
has  beeo  added  and  the  frothing  due  to  the 
evolution  of  the  hydrochloric  and  sulphurous 
acids  produced  during  the  decomposition  has 
subsided,  the  temperature  is  gradually  raised 
to  260^  and  then  maintained  at  this  point  until 
a  sample  taken  out  on  a  glass  rod  and  diluted 
with  water  forms  a  nearly  clear  solution  devoid 
of  fluorescence. 

The  product  contains  now  the  mono-  and 
disulphonic  acids  of  anthraquinone,  the  latter  of 
which  greatly  predominates.  * 

Those  crude  sulphonic  acids  are  next  diluted 
with  water  in  a  large  wooden  tank  and  boiled 
with  slaked  lime  until  neutralised.  The  neutral 
product  is  then  forced  into  filter  presses  to  sepa- 
rate the  calcium  sulphate,  the  clear  filtrate  mixed 
with  the  washing  of  the  calcium  sulphate,  evapo- 
rated until  it  contains  about  15  p.c.  of  lime 
salts,  and  then  treated  with  sufficient  sodium 
carbonate  to  precipitate  all  the  lime  as  carbonate. 

The  solution  of  the  sodium  salts  of  the  sul- 
phonic acids  is  siphoned  from  the  precipitated 
calcium  carbonate,  concentrated  untu  it  contains 
30  p.c.  of  soda  salts,  and  then  converted  into 
colouring  matter  by  fusion  with  caustic  soda,  as 
described  in  the  last  process. 

PurlflestloD  of  artifleial  alizarin.  Com 
mercial  alizarin  contains  as  impurities  hydroxy 
anthraquinone,  anthrapurpurin,  flavopurpurin 
and  small  quantities  of  other  colouring  matters 

In  order  to  separate  the  alizarin  from  these 
the  crude  commercial  product  is  dissolved  in 
dilute  caustic  soda,  and  the  solution  treated  with 
carbonic  acid  until  two-thirds  of  the  colouring 
matter  has  been  precipitated  as  acid  sodium  salt. 
The  precipitate  is  collected,  washed  with  water, 
decomposed  with  hydrochloric  acid,  the  crude 
alizarin  thus  obtained  dissolved  in  caustic  soda, 
and  the  treatment  with  carbonic  acid  repeated 
twice  more. 

The  purified  product  is  then  boiled  with 
baryta  water  to  remove  hydroxyanthraquinone 
and  anthraflavic  acid  (which  dissolve),  the  bariun 
salt  of  alizarin  is  collected,  washed,  decomposed 
by  hydrochloric  acid,  and  the  alizarin  either  sub- 
limed or  recrystallised  from  alcohol. 

Another  method  of  separation  is  based  on 
the  temperatures  at  which  the  various  con- 
stituents of  the  mixture  sublime.  Alizarin  itself 
sublimes  at  110^,  flavopurpurin  and  anthra- 
purpurin at  160*  and  17(r  respectively. 

AUzarin  crystallises  from  alcohol  in  red 
needles  or  prisms,  which  melt  at  282**.  With 
care  alizarin  can  be  sublimed  in  magnificent 
deep-red  prisms,  which,  if  the  operation  be  per- 
formed on  a  large  scale,  may  be  obtained  over 
an  inch  in  length. 

It  dissolves  in  alkalis  with  a  purple  colour, 
and  is  completely  precipitated  from  this  solution 
by  the  addition  of  lime  or  bar]^  in  the  form  of 
a  blue  precipitate  of  the  calcium  or  barium  salt. 
Heated  with  acetic  anhydride  to  160**  aUzarin 
forms  a  diacetyl  compound  Ci4Hf02(CiH,0)202» 
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which  crystallises  from  alcohol  in  long  yellow 
needles,  melting  at  160**.  When  treated  with 
nitrous  aoid,  alizarin  3rield8  anthraquinone. 
Nitric  acid  aots  violently  on  alizarin  with  evoln- 
tion  of  red  vapours  and  formation  of  phthalio 
and  oxalic  ackfs.  Distillation  with  zinc  reduces 
alizarin  to  anthraoene. 

When  fused  with  alkaline  hydroxides  at  a 
fairly  high  temperature,  protocatechuic  acid  and 
benzoic  acid  are  formed.  Concentrated  aqueous 
ammonia  at  200^  replaces  the  hydroxyl  in  posi- 
tion (1)  by  amidogen.  The  l-amido-2-hydroxy- 
anthraqumone  so  produced  is  called  alizarm 
amide. 

Salt!  of  alixiriiu    Cakium  alizarate 

GaCi4H,04+H.O 

is  precipitated  by  adding  calcium  chloride  to  an 
ammoniacal  solution  of  alizarin  as  a  purple 
mass.  Barium  tOizaraU  BaCj^H^Of+HaO  is 
prepared,  like  the  calcium  salt,  by  mixing  an 
alkaline  solution  of  alizarin  with  banum  chloride. 
It  is  deep-violet  when  moist,  almost  black  when 
dry,  and  very  sparingly  soluble  in  water.  Alum- 
inium  aUzaraU  (C|4H.0s),Al,0,(?)  is  obtained 
by  precipitating  an  alkaline  solution  of  alizarin 
with  alum  or  aluminium  hydroxide.  It  is  a  very 
fine  red  or  rose-red  precipitate.  Lead  aUzaraie 
Cj4H,04pb  is  obtained  by  mixing  an  alcoholic 
solution  of  alizarin  with  an  alconolio  solution 
of  sugar  of  lead. 

A&zarin  can  readily  be  detected  by  means  of 
the  spectroscope,  as  it  gives  in  alkaline  solution 
two  sharp  absorption  bands,  one  at  i>  and  one 
near  o,  as  will  readily  be  seen  from  tiie  accom« 
panying   figure,   which   shows   the   absorption 


A*    ac 


spectrum  of  a  solution  of  alizarin  in  alcoholic 
potash. 

iiOera^icfe.  —  Anderson  (J.  1847-^8,  740); 
Stenhouse  (J.  1864,  543);  Rochleder  (Ber.  3, 
296);  Perkin  (Chem.  Soc.  Trans.  23,  141); 
Graebe  and  Liebermann  (Annalen  Suppl.  7, 300 ; 
Ber.  3,  360) ;  Baeyer  and  Caro  (Ber.  7,  972) ; 
Liebermann  (Annalen,  183,  206) ;  Liebermann 
and  Dehnst  (Ber.  12,  1203) ;  Schunck  (Annalen, 
66,  187) ;  Wolff  and  Strecker  (Annalen,  76,  8) ; 
Lagodzinski  (Ber.  28,  1428) ;  Widman  (Ber.  0, 
856) ;  Liebermann  Hohenemser  (Ber.  36,  1770) ; 
D.  R.  P.  116526;  Perkin  (Chem.  Soc.  Trans. 
75,  453). 

Dirifattvef  of  aliarin.  When  treated  with 
the  ordinary  re-agents,  such  as  bromine,  nitric 
acid,  &c,  alizarin  forms  a  variety  of  valuable 
substitution  products,  some  of  which  are  used  to 
a  considerable  extent  as  dyeins  agents.  The 
most  important  of  these  are  the  following : — 

AHiarin  nMtlurl  ether 


g  ^R  (1) 


^•^*\C0..-^«"«\0Me:  (2) 

The  synthesis  of  this  substance  from  hemipinic 
acid  has  already  been  described  (p.  78). 

It  can  also  be  produced  by  treating  the 
monopotassium  salt  of  alizarin  with  methyl 
iodide  or  methyl  sulphate. 

The  substance  cr3rstalliaes  from  alcohol,  and 
has  the  melting-point  224''-226^ 

The  dimeUiyfether  is  not  obtained  by  actine 
Vol.  L— r.  * 


on  the  potassium  salt  of  the  monomethyl  ether 
with  methyl  iodide. 

Alizarin  diethyl  ether    ^ 

^•^*<CjCO^>^«^«<CoEt.  (2) 

can,  however,  be  prepared  by  heatins  alizarin 
with  potash  and  potassium  ethyl  sulphate  at 
160"*  (Habermann,  Monatah.  6,  228). 

HonobromaUsarin 

^•^*<Cca>^»"^<CoH.^(2) 

This  derivative  can  be  prepared  by  heating 
alizarin  with  bromine  and  carbon  disulphide  to 
180M00*  for  foor  or  five  hours. 

It  is  better  prepared,  however,  by  sul- 
phonating  alizarin  with  fuming  sulphuric  acid, 
and  subsequently  treating  the  solution  with 
bromine. 

It  crystallises  from  glacial  acetic  acid  in 
orange-coloured  needles,  which,  when  heated, 
first  melt  to  an  orange-coloured  liquid  and  then 
sublime  in  orange-red  needles. 

As  a  dyeing  agent,  monobromalizarin  retains 
all  the  properties  of  combining  with  mordants 
possessed  by  alizarin,  and  the  colours  produced 
appear  to  be  equally  fast.  The  shade  of  colour 
poduced  is,  however,  not  the  same,  the  reds 
being  less  purple,  and  the  purples  less  blue  than 
those  produced  by  alizarin. 

Literaiure, — Perkin  (Chem.  Soc.  Trans.  27, 
401). 

a-NltroalizariiL    Alixarln  brown 

^•°*<ca>^«^^H  (2) 

->.uu^         ^NO,.  (4) 

This  substance  is  obtained  by  treating  diacetyl 
alizarin  with  nitric  acid. 

It  is  manufactured  by  dissolving  alizarin  in 
fuming  sulphuric  acid  and  after  cooling  to 
—6**  to  — 10*,  treating  with  the  caloubted 
quantity  of  nitric  acid  dissolved  in  sulphuric 
acid. 

o-Nitroalizarin  crystallises  from  alcohol  or 
glacial  acetic  acid  in  golden-yellow  needles.  It 
dissolves  in  caustic  alkali  with  a  blue- violet 
colour,  but  if  only  a  minute  quantity  of  alkali 
is  employed  the  solution  is  of  a  fine  crimson 
colour.  The  alkaline  solution  gives  two  absorp- 
tion bands  similar  to  alizarin.  Nitroalizarin  is 
easily  reduced  in  alkaline  solution  with  sodium 
amalgam  or  ammonium  sulphide  and  amido- 
alizarin  is  the  product. 

On  warming  with  sulphuric  acid  1:2:3:4- 
tetrahydroxyanthraquinone  is  produced. 

a-Amldoallzarln.  AlUarin  garnet.  Alizarin 
cardinal 

^•^*<CO>^»^<^^^  (2) 
^uu.^        ^NH,.  (4) 

This  valuable  dye-stuff  is  obtained  by  the 
reduction  of  a-nitroalizarin.  It  crystallises 
from  alcohol  in  small  needles  of  a  nearly  black 
colour,  but  possessing  a  slight  greenish  metallic 
reflection. 

Its  alcoholic  solutibn  gives  two  absorption 
bands;  the  first  is  a  little  beyond  p  and  the 
second  near  a  There  is  also  a  faint  line  close 
to  V. 

Dyeing  Properties  of  a-Nitro-  and  a-Amido- 

altzartn.    These  colouring  matters  possess  the 

o 
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power  of  dyeing  ordinary  madder  mordants. 
a-Nitroalizarin  gives  with  alumina  mordants 
very  clear  orange-red  colours,  not  unlike  some 
of  the  colours  produced  with  aurin,  and  with 
iron  mordants  reddish-purple  colours.  Amido- 
alizarin  gives  with  alumina  mordants  purple 
colours,  and  with  iron  a  bluish  or  stc^-like 
colour. 

it  is  used  for  wool-dyeing  and  calico-printing. 

Alizarin  Ibroon  is  a  mixture  of  amido- 
alizarins  and  purpurins  obtained  by  the  reduc- 
tion of  the  product  of  nitration  of  commercial 
alizarin  in  sulphuric  acid  solution.  On  alumina 
mordants  it  produces  a  garnet  red,  maroon  on 
chrome. 

LUeraiure, — Perkin  (Chem.  Soc.  Trans.  30, 
578);  Brasch  (Ber.  24,  1610);  Schunck  and 
Romer  (Ber.  12,  587) ;  D.  R.  PP.  668II,  74431, 
74598. 

/S-Nitroalizarin,  Alizarin  Orange 

^•H*<CO>^«^\^^  <2) 
-^CO.^         ^NO,.  (3) 

/3-Nitroalizarin  is  prepared  by  the  action  of 
nitric  acid  on  alizarin  and  also  by  boiling  dinitro- 
2-hydroxyanthraquinone  with  caustic   soda  of 

20  p.c. 

It  is  manufactured  in  large  quantities  by  the 
action  of  nitric  acid  on  alizarin  dissolved  in 
sulphuric  acid  containing  boric  acid.  The  in- 
fluence of  the  boric  acid  on  the  position  attacked 
by  the  nitric  acid  is  probably  due  to  the  forma- 
tion of  a  boric  ester  of  alizann. 

The  crude  /3-nitroalizarin  is  purified  by 
crystallisation  from  glacial  acetic  acid. 

/3-Nitroalizarin  crystallises  in  orange-yellow 
needles  which  melt  with  decomposition  at  244**. 
When  carefully  heated  it  sublimes,  with  a  good 
deal  of  decomposition,  in  yellow  needles.  Dis- 
solved in  alkalis  it  forms  a  purple  solution  ;  the 
9odxum  salt  is  insoluble  in  an  excess  of  caustic 
soda.  The  calcium  salt  is  an  insoluble  violet- 
red  precipitate,  which  is  not  decomposed  by 
carbonic  acid  (distinction  from  alizarin).  Treated 
with  glycerol  and  sulphuric  acid,  /3-nitroalizarin 
is  converted  into  alizarin  blue. 

The  diaoetate  of  /3-nitroalizarin  crystallises 
in  yellow  needles  melting  at  218^. 

/3-Nitroalizarin  is  prepared  on  the  large  scale, 
and  comes  into  the  market  under  the  name  of 
*  Alizarin  orange.'  In  dyeing  it  is  applied  to 
the  various  fibres  in  the  same  way  as  alizarin ; 
but  although  it  yields  fast  colours,  it  has  as  yet 
found  only  comparatively  limited  employment. 
Applied  to  wool,  it  gives  the  follo\\in^  shades : — 

With  an  aluminium  mordant  it  yields  a  very 
good  orange  ;  with  stannous  chloride  mordant,  a 
reddish  or  yellowish  orange,  according  to  the 
amount  of  mordant  used ;  with  copper  sulphate 
mordant,  a  good  reddish-brown  is  obtained  ;  with 
ferrous  sulphate,  a  purplish-brown ;  and  with 
bichromate  of  potash,  a  duU  brownish-red. 

Literature, — Rosenstiehl  (Bull.  Soc.  chim.  26, 
63) ;  Schunck  and  Romcr  (Ber.  12,  584) ;  Simon 
(Ber.  16,  692) ;  Bayer  &  Co.  D.  R.  P.  74562. 

Alizarin  Red  S 

^^  /OH  (1) 

This  dyestuff  is  the  sodium  salt  of  the  mono- 
sulphonio  acid  of  alizarin.    It  is  easily  prepared 


by  the  action  of  concentrated  sulphuric  acid  on 
alizarin.      * 

It  yields  brilliant  scarlet  red  shades  with  an 
aluminium  mordant,  bordeaux  red  with  chro- 
mium. 

Literature, — Graebe  and  Liebermann  (An- 
nalen,  160,  144). 

Alizarin  Blue 


/\y^\/\ 


OH 


^^\^o/Y\ 


I       il 
CH    CH 

CH. 
This  important  colouring  matter,  discovered 
by  Prud'homme,  is  obtained  by  treating  /3-nitro- 
aiizarin  'with  slycerol  and  sulphuric  acid  or  by 
treating  /S-amido  alizarin  with  glycerol,  nitro- 
benzene, and  sulphuric  acid.  Its  chemical 
constitution  was  fint  demonstrated  by  Graebe, 
who  showed  that  this  substance  was  related  to 
alizarin  in  precisely  the  same  way  as  quinoline 
is  to  benzene,  t.e.  that  alizarin  blue  is  a  quinoline 
of  alizarin. 

Preparation, — 1  part  of  /3-nitroalizarin,  5 
parts  sulphuric  acid,  and  1}  glycerol  (of  sp.gr. 
1*262)  are  mixed  and  gently  heated. 

At  107^  the  reaction  commences  and  soon 
becomes  very  violent,  the  temperature  rising  to 
200^  After  the  frothing  has  subsided,  the  mass 
is  poured  into  water,  tne  product  well  boiled, 
filtered,  and  the  residue  extracted  three  or  four 
times  with  very  'dilute  sulphuric  acid.  The 
combined  extracts  on  cooling  deposit  the  crude 
alizarin  blue  sulphate  in  bro\iii  crystals.  These 
aro  collected,  washed  with  water  till  neutral, 
mixed  i^ith  water,  and  borax  added  until  the 
solution  becomes  brownish-violet.  The  precipi- 
tate thus  formed  is  filtered  ofif,  washed  with 
water,  and  decomposed  with  a  dilute  acid,  the 
crude  alizarin  blue  thus  obtained  being  purified 
by  recrystallisation  from  benzene  or  glacial 
acetic  acid. 

Alizarin  blue  crystallises  from  benzene  in 
brownish- violet  needles  which  melt  at  270**,  and 
at  a  higher  temperature  gives  off  orange-red 
vapours  which  condense  in  the  form  of  blue 
needles. 

It  is  insoluble  in  water,  sparingly  soluble  in 
alcohol  and  ether,  n^ore  readily  soluble  in  hot 
benzene.  It  dissolves  in  ammonia,  potash,  or 
soda,  forming  blue  solutions  which  become  green 
when  mixed  with  an  excess  of  alkali. 

Alizarin  blue  combines  with  both  bases  and 
acids. 

The  barium  salt  BaCi^H^NOfBaO+iH^O  is 
a  greenish-blue  precipitate.  The  following  salts 
of  alizarin  blue  with  acids  have  been  prepared  : — 

Ci7H,N04,HCl  is  a  red  crystalline  precipitate 
formed  by  passing  dry  hydrochloric  acid  gas 
through  a  solution  of  alizarin  blue  in  boilmg 
benzene.  When  treated  with  water  it  is  com> 
pletely  decomposed  into  its  constituents.  The 
sulphate  crystallises  in  red  needles.  The  acetate 
Cj7H9N04,C2H40s  ciystallises  in  blue  plates. 

Alizarin  blue  also  combines  with  picric  acid 
forming  a  compound  0|7H,NO4*C^Hs(NOa)sO9 
which  crystallises  from  bsnzene  in  long  orange- 
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red  prisoifl  melting  at  245^.  This  compound  is 
completely  deoompoeed  by  water.  One  of  the 
most  important  oompowids  of  aliKarin  blue  is 
the  sodium  bisulphite  compound 

C„H^04-2NaHSO,. 

This  product  is  manufactured  on  a  Iftige  scale 
and  sold  under  the  name  of  '  Alizarin  Slue  S.' 
It  dissolves  readily  in  water,  with  a  brownish-red 
colour.  Alizarin  blue  is  met  with  in  commerce 
in  two  forms,  viz.  as  a  paste  containing  about 
10  p.c.  of  dry  substance,  and  as  a  powder. 
The  former  is  nearly  insoluble  in  water,  while 
the  latter,  which  is  the  bisulphite  compound 
(described  above),  dissolves  readily.  This 
soluble  kind  is  now  almost  entirely  used  in 
dyeing.  In  dyeing  cotton  with  alizarin  blue  a 
chromium  mordant  is  used,  but  in  the  case  of 
wool,  bichromate  of  potash  gives  the  best  results. 

Alizarin  blue  witn  an  alumina  or  iron  mordant 
is  also  used  for  dyeing  silk. 

Alizarin  blue  is  lued  largely  as  a  substitute 
for  indigo  in  calico-printing  works.  It  is  one  of 
the  most  stable  colouring  matters,  and  is  even 
said  to  be  faster  than  in£go  itself. 

Literature. — Prud'homme  (Bull.  Soc.  chim. 
28,  62);  Graebe  (Annalen,  201,  333);  Auerbach 
{Chem.  Soc.  Trans.  35,  800). 

AUnrin  Graen  S  (B). 

Alizarin  blue  can  be  oxidised  by  means  of 
sulphur  triozide,  and  the  product  on  treatment 
witn  sulphuric  acid  gives  a  dihydroxyalizarin 
blue  of  the  probable  constitution 

OH      p^      OH 

/\/^\/\0H 


\^X(X)/V\ 


CH 


CH 


V 


Alizarin  Green  S  (B)  is  the  bisulphite  com- 
pound of  this  tetrahydrozyanthraquinone 
quinoline.  It  dyes  very  fast  bluish-greens  on 
chromed  wool. 

AlLuriii  Indigo  Blue  8 
OH     nn     OH 
HO/\/^V>H 


CH 


N 

L 


V 


is  the  bisulphite  compound  of  the  pentahydroxy- 
anthraquinone  quinoline,  obtained  by  the  further 
oxidation  of  alizarin  Green  S  (B)  with  concen- 
trated sulphuric  acid  at  200^.  It  yields  fast 
indigo  blue  shades  on  chrome  mordanted  wool. 
AUsarln  Green  S  (M ) 
CO      OH 

./V^     \/\.0H 

CH 


N 


Se 


V 


This  dyestuff  is  prepared  from  a-amidoaJizarin 
by  treatment  with  glycerol,  nitrobenzene,  and 
sulphuric  acid.  Its  production  and  properties 
resemble  those  of  alizarin  blue.  It  is  employed 
in  printing,  and  is  used  with  a  nickel  magnesia 
mordant. 

Purpuroxanthln.     1  : 3-dihydrozyanthraqui- ' 
none 

C«H4<Jq^>C,H,<^jj  j3) 

Purpuroxanthln  exists  in  small  quantities  in 
madder.  It  can  be  prepured  by  heatinff  purpurin 
Ci4Hg(0H),0a  with  iodide  of  phosphorus  and 
water,  or  more  readily  by  boiling  purpurin  with 
caustic  soda  and  chloride  of  tin. 

Preparation,  —  Purpurin  is  dissolved  in  a 
boilixiff  solution  of  caustic  soda  (10  p.c.),  and 
chloride  of  tin  added  until  the  solution  loses  its 
deep-red  tint  and  becomes  of  a  yellow  colour. 
Hyorochloric  acid  is  then  added,  the  precipitate 
washed  with  strong  hydrochloric  acid,  dissolved 
in  baryta  water,  reprecipitated  with  hydrochloric 
acid  and  crystallised  from  alcohol. 

Purpuroxanthin  crystallises  in  reddish-yellow 
needles  which  melt  at  262*^-263^  It  dissolves  in 
alkalis  with  a  reddish  colour.  If  the  solution 
in  caustic  potash  be  boiled  in  the  air,  it  absorbs 
oxygen,  the  purpuroxanthin  being  reconverted 
into  purpurin. 

It  is  not  a  mordant  dvestuff. 

Literature. — Schiitzenoerger  and  Schiffert 
(Bull.  Soc.  chim.  4,  12) ;  liebermann  (Annalen, 
183,  213) ;  Schunck  and  Romer  (Ber.  10,  172). 

Quinizarln.    1 : 4-dihydroxyanthraquinone 

^•^^'C^CO-^i^'^C^H.  (4) 
is  obtained  by  heating  a  mixture  of  quinol  or 
p-chlorphenol    and    phthalio    anhydride    with 
sulphuric  acid. 

CtH4<^Q^^>0  +  C,H4<^Qjj  ^4j 

'•^«<<0H  (4)  +HiO. 


=  C,H, 


Together  with  alizarin  and  purpurin,  it  is 
obtained  by  the  action  of  ammonium  persulphate 
on  anthraquinone  in  sulphuric  acid  solution; 
also  on  heating  anthraquinone  in  sulphuric  acid, 
containing  boric  acid,  with  nitrous  fumes. 

Preparation. — Equal  parts  of  i7-chlorphenol 
and  phthalic  anhydride  are  heated  to  200^-210® 
for  some  hours,  with  ten  times  as  much  sul- 
phuric acid  as  chlorphenol  used.  The  product 
is  poured  into  two  or  three  times  its  volume  of 
water,  and  after  standing  for  twenty-four  hours, 
the  precipitate  is  filtered  off,  washed  and  pressed. 

The  crude  product  is  then  boiled  with  water 
to  free  it  from  phthalic  acid,  dissolved  in  caustic 
soda,  precipitated  with  hydrochloric  acid  and 
recrystallised  from  alcohol.  In  order  to  remove 
a  small  quantity  of  purpurin,  which  is  nearly 
always  present,  the  crude  quinizarin  is  then 
washed  with  cold  dilute  caustic  soda  as  long  as 
the  solution  is  coloured  red,  and  the  residue 
recrystallised  from  toluene. 

Quinizarin  crystallises  from  alcohol  in  red 
needles  which  melt  at  192^-193^,  and  sublime  at 
a  hiph  temperature  with  partial  decomposition. 
It  dissolves  readily  in  benzene.  The  solutions  in 
ether  and  sulphuric  acid  are  characterised  by  a 
beautiful  ereenish-yellow  fluorescence.  Quini- 
zarin dissolves  in  bar^'ta,  forming  a  blue  solution 

o  2 
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from  which  it  is  repredpitated  on  paaang  oar- 
bonio  acid  (diBtinction  from  alizarin). 

The  tinctorial  effects  produced  by  quinizarin 
on  fabrics  mordanted  with  iron,  chromium,  or 
aluminium  are  about  ^  of  those  produced  by 
an  equal  amount  of  alizarin. 

When  fused  with  potash  it  is  converted  into 
hydroxyohrysazin  C|4H,0|.  Quinizarin  forms  a 
diacetate  which  melts  at  200*. 

LUertUurc—Baeyer  and  Caro  (Ber.  8,  162) ; 
Schunck  and  Romer  (Ber.  10, 664) ;  Bayer  &  Go. 
D.  R.  P.  81246. 

Quinliariii  Blue 


0,Na. 


OH 

This  dyestuff  is  prepared  by  heating  quini- 
zarin and  aniline  in  molecular  prox^ortions  and 
sulphonatinff  the  product.  'From  an  acid  bath 
it  ayes  wo^  a  red  shade  of  blue,  and  gives  a 
greenish  blue  with  chromed  wooL 

Quinliariii  Green. 

Quinizarin  is  treated  with  an  excess  of 
aniline  and  the  product  sulphonated.  The  dye- 
stuff  is  the  sodium  salt  of  the  sulphonic  acid,  and 
has  the  constitution 


following  series  of  reactions : — Phthalic  anhydride 
condenses  with  veratrol  in  carbon  disulphide 
solution  under  the  influence  of  aluminium 
chloride.  / 

\/\(X)/  X/OUe 

Phthaltc  anhydilde.      V«ntnL 


,-a; 


OMe 


CO 


NH 


0,Na 


\/\co/ 


NH 


0,Na. 


Toluidine  and  other  amines  may  replace  the 
aniline.  The  green  shades  produced  on  wool 
from  an  acid- bath  are  fast  to  light  and  milling. 

HyBtanrin*  Hystazarin,  2  :  3-dihydrozyan- 
thraquinone 


This  substance  is  formed,  together  with  alizarin, 
when  a  mixture  of  pyrocatechol  and  phthalic 
anhydride  is  treated  with  sulphuric  acid — 6 
grams  of  pvrocatechol,  6*8  grams  phthalic 
anhydride  and  76  grams  sulphuric  acid  are  heated 
for  41  to  6  hours  to  340-160*"  on  a  sand-bath. 

The  resulting  product,  while  still  warm,  is 
poured  into  }  litre  of  water,  heated  to  boiling, 
and  filtered  hot. 

The  dark-green  precipitate  thus  obtained  is 
well  washed  with  hot  water,  dissolved  in  dilute 
potash,  and  the  dark-blue  solution  precipitated 
by  dilute  sulphuric  acid.  The  precipitate  is 
washed  with  water,  dried  on  a  porous  plate,  and 
treated  with  boiling  alcohol  m  an  extraction 
apparatus,  by  which  means  a  considerable  por- 
tion is  dissolved. 

The  dark-red  solution  on  evaporation  yields 
an  orange-red  mass,  which  consists  of  alizarin 
and  hystazarin.  These  two  substances  are 
readily  separated  by  treatment  with  boiling 
benzene,  which  dissolves  the  alizarin  and  leaves 
the  hystazarin ;  the  latter  may  then  be  further 
purified  by  recrystallisation  from  acetone. 

Yield  1}  p.c.  alizarin  and  12  p.c.  hystazarin 
of  pyrocatechol  used. 

Hystazarin    may    be   synthesiied    by    the 


8:4:  dlmethaxvbenzoyl- 
benioloaoid. 

The  3  :  4-dimethoxybenzoylbenzoio  acid 
thus  produced  yields  2:3:  dimethoxyanthra- 
quinone  on  heatijog  with  concentrated  sulphuric 
acid.  This  is  hystazarindimetiiyl  ether  and 
yields  hystazarin  on  demethylation. 

Hystazarin  crystallises  from  acetone  in 
orange-yellow  needles,  which  do  not  melt  at  260^ 

It  is  almost  insoluble  in  benzene,  difficultly 
soluble  in  xylene,  soluble  in  hot  alcohol,  ether, 
glacial  acetic  acid,  and  acetone. 

It  dissolves  in  alkalis  with  a  blue  (corn- 
flower) colour,  in  ammonia  with  a  violet  colour, 
and  in  concentrated  sulphuric  acid  with  a  blood- 
red  colour.  The  barium  salt  is  a  blue  precipi- 
tate, the  calcium  salt  a  violet  precipitate ;  both 
are  insoluble  in  water. 

Hystazarin  possesses  only  very  feeble  tinc- 
torial properties.  The  faint  red  colour  pro- 
duced with  an  aluminium  mordant  differs  in 
shade  from  the  alizarin  red.  The  solution  of 
hystazarin  in  dilute  sodium  hydrate  absorbs 
the  yellowish  red  and  violet  rays  of  the  spectrum. 
A  very  dilute  solution  shows  two  lines  in  the 
yellow,  \»619-8,  \i»687-4.  Distilled  over  zinc- 
dust,  hystazarin  yields  large  qusAtitiee  of 
anthracene. 

DIaeetyl  hystazarin  Ci4H,0,(0GaH,0),  crys- 
tallises from  acetic  acid  in  needles,  which  melt  at 
206°-207*. 

LitercUure, —  Liebermann  and  Schoeller 
(Ber.  21,  2601-2606) ;  Lagodzinski  and  Lore'Un 
(Ber.  28,  118). 

Antlttaflavio  aeld.  2 :  6-dihydroxyanthra- 
quinone 

(6)  HOC.H,<S>C.H.OH.  (2) 

Anthraflavio  acid  is  prepared  by  fusing  a-anthra- 
quinone  disulphonic  acid  with  potash,  and  is 
therefore   nearly   always   present   in   artificial 

I  alizarin.    Synthetically  it  has  been  obtained  by 
heating  m-hydroxybenzoio  acid  with  sulphuric 

I  acid  to  190°. 
20HC,H4C00H 

=0H<),H,<;^^Q^,H,0H :  H,0. 

This  mode  of  formation  proves  that  this  sub- 
stance contains  the  two  hydroxyl  groups  in 
different  benzene  rings. 

Anthraflavic  acid  crystallises  from  alcohol  in 
yellow  needles  which  melt  above  330^  The  pure 
substance  when  carefully  heated  sublimes  par- 
tially in  yellow  needles,  leaving  a  considerable 
quantity  of  a  carbonaceous  residue.  Anthraflavio 
acid  does  not  dye  mordanted  doth.  It  dissolves 
in  alkalis  forming  a  ydlowish-red  solution,  and 
in  sulphuric  acid  forming  a  green  solution,  the 
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absorption  spectrum  of  which  shows  a  broad 
band  oetween  the  blue  and  the  green.  Anthra- 
flavic  acid  forms  a  number  of  salts,  of  which  the 
sodium  salt  is  the  most  characteristic.  This  salt 
is  sparingly  soluble  in  water,  and  is  remarkable 
for  the  ease  with  which  it  crystaUises ;  this  dis- 
tinguishes it  from  Moanthraflavio  acid,  and  gives 
a  tobAj  means  of  separating  these  two  substances. 
When  treated  with  acetic  luihydride,  anthraflavio 
acid  forms  a  diaoetate  melting  at  228^-229^ 

LUenUure. — Perkin  (Ghem.  Soc.  Trans.  1871, 
24, 1100 ;  26, 19) ;  Schunok  and  Romer  (Ber.  9, 
379;  11,  970);  Liebermann  (Ber.  5,  908); 
Roeenstiehl  (Bull.  Soc.  chim.  29,  401-434); 
Barth  and  Senhofer  (Ber.  170, 100). 

/MAnthraflavte  acid.  2 : 7-dihydroxyanthra- 
quinone 

(7)  HO-CA<0a>C.H.OH  (2) 

is  formed  when  /3-anthraquinone  disulphonio  add 
is  fused  with  potash,  and  is  therefore  uways  con- 
tained in  crude  alizarin.  In  preparing  it,  crude 
alizarin  is  dissolved  in  dilute  caustic  soda,  the 
solution  precipitated  with  hydrochloric  acid,  and 
the  precipitate  dissolved  in  cold  ba^ta  water 
and  filtered.  (In  this  way  ieroanthradavic  acid, 
which  forms  a  soluble  baryta  compound,  is  easily 
separated  from  alizarin,  anthrapurpurin,  and 


Anthrarufin  forms  a  diacetate  which  melts 
at  244*'-246*. 

Anthrarufin  dimethyl  ether  is  obtained  on 
boiling  1:5:  dinitroanthraquinone  with  methyl 
alooh^c  caustic  soda.  The  substance  forms 
deep-red  needles  of  m.p.  230^ 

jjUerature. — Schunck  and  Romer  (Ber.  11, 
1175) ;  Liebermann  and  Dehnst  (Ber.  12,  1289) ; 
Bayer  and  Co.  D.  R.  P.  101220. 

Alliarln  Saphirol  B. 

OH     r^     NH, 


NaSO, 


0,Na 


is  an  important  blue  acid  wool-dye  derived  from 
anthrarufin  by  successive  sulphonation,  nitration, 
and  reduction.  This  dyestuff  excels  in  respect 
to  its  fastness  to  light. 

Metabenzdiozyanthraqulnone.     1:7-  dihy. 

droxyanthraquinone 

(7)  HO-C,H,<gg^  (1) 

Literature, — Schunck  and  Romer  (Ber.  11, 
1176) ;  Liebermann  and  Dehnst  (Ber.  12,  1289). 

Metabenzdihydiozyanthraquinone  CifHgO^ 
is  formed  together  with  anthraflavio  acid  and  an- 
I^thilflavic^Mid,  whicryidd'^li&Tbkrium  thrarofin  byWing  wi-hydroxy benzoic  add  w^^^ 
compounds.)  The  filtrate  is  treated  with  hydro-  fj^lph^c  »cid  {v,  supra).  It  is  separated  from 
chk)ric  acid,  and  the  precipitate  recrystafiised  i  *^^  ^y,*^^"*®'^^  ^**^  \^;azGae  aiid  subsequent 
from  alcohol  /wantliafla^o  acid  c^stallises  wcryBtallisation  from  dilute  alcohol.  Meta- 
in  long  yeUow  needles,  containing  1  mol.  H,0,  '  ^?^y15^Jy*^*^^^o"a^?''o®oo^''^  yellowish 
whichVn  be  driven  oflf  at  150*.  It  melts  ab^ve  ^^?  ^^^^  "^^^  **  291*»-293^  sjd  subhme  at 
330-  and  sublimes  at  a  high  temperature  in  *  ^'ff^^^  temnerature  almost  without  decom- 
lustrous  yellow  needles.  It  dissolves  easily  in  Po«**'on.  It  dissolves  m  alkabs  with  a  dark- 
alkalis  forming  a  deep-red  solution,  but  it  does  I  y®?i°^  ^^l^'"'  ^  in  conoentrated  sulphurio 
not  dye  mor&nted  cloth.  Fused  with  potash  '^'^^  forming  a  browmsh-yellow  solution,  which 
iwanthraflavio  acid  yields  anthrapurpurin.  i  ^^^^  no  absorption  bands. 

The  diacetote  of  Ooanthraflavio  acid  melts  at         .  ^^  ^tB,i^  of  metabenzdihydroxyanthra- 
]950  qumone  melts  at  199  . 

Literature, — Schunck  and  Romer   (Ber.  10. 
1225) ;  Rosenstiehl  (Ber.  9,  946). 

ChrysaitaL    1:8-  or   1 :  6-dihydroxyanthra- 

3uinone  is  formed  bv  fusing  X'>^^^^3^<l^^one- 
isulphonic  acid  with  potash,  or  by  treating 
.   .,.        ^    .   ,         ^ .      X,.        >  r.       .     «  hydroohrysamid  C,4H,(NH,)4(0H),0,  with  ni- 

Anthrarufin  is  formed  tether  with  anthraflavio  ;  trous  acid  and  alcohol.     (N.B.— Hydrochrysamid 
?!i*:«  *^    ^etobenzdioxyanthraqumone     by  \  jg  obtained  by  the  reduction  of  chiysammic  acid 

"*        *  "  '^       Ci4H4(NOj)404,   which  is  the  product  of  the 

action  of  nitric  acid  on  aloes.) 

Chrysazin     forms     reddish-bro^ii     needles. 


Literature,  —  Schunck  and  Romer  (Ber.  9, 
379). 

Anthrarofln.     1  :  5-dihydroxyanthraquinone 

(«)  H0-C,H,<g3>C.H.0H.  (1) 


heating  m-oxy benzoic  acid  with  sulphuric  acid. 
(2)  0H-C,H4<X)0H 

==OH-C^,<^QQ^>C,H,OH  +  2H,0. 

It  may  also  be  obtained  bv  fusing  o-anthra- 
quinone  disulphonio  acid  with  potash. 

The  process  employed  for  the  manufacture  of 


which  melt  at  191^.  It  dissolves  in  alkalis  and 
sulphuric  acid,  with  a  red  colour.  Its  diacetate 
melts  at  227*-232*. 

Crude  dinitroanthraquinone  contains  a  com- 


anthrarufin  depends  on  the  fact  that  it  is  the    pound  which  is  converted  into  chrysazin  dimethvl 
chief  product  when  anthraquinone  is  oxidized    ether  on  treatment  with  methyl  slcoholic  potash. 


with  sulphur  trioxide  under  the  following  con- 
ditions : — Anthraquinone  (60  pts.)  is  heated  with 
fuming  sulphuric  acid  (1000  pts.  containing  80  p.c. 
SO.)  and  boric  acid  (20  pte.)  for  36  hours  at  100"* 


Literature, — Liebermann  (Annalen,  183,  184). 
/tfoChrysazln.      1  :  6-  or    1  :  8-dihydroxy- 
anthraquinone  has  been  obtained  by  LifschUtz, 
by  treating  dinitroanthraquinone  with  concen- 
unaer  pressure.  trated    sulphuric    acid.     It    crystallises    from 

Antnramfin  crystallises  in  yellow  needles  ^cohol  and  ether  in  deep-red  needles,  which 
which  melt  at  280^  and  suUlme  easily  at  a  higher  melt  at  175^-180^  It  dissolves  in  alkalis  and  in 
temperature  (distinction  from  anthraflavio  acid),  ammonia  with  a  reddish  violet  colour,  and  in 
It  dissolves  with  difficulty  in  ammonia  and  soda,  i  sulphuric  acid  with  a  reddish  yellow  colour, 
but  more  readily  in  potash.  \  When  heated  it  sublimes  readily,  and  at  a  com- 

Anthrarufin    dissolves    in    sulphuric    acid,  ^  paratively  low  temperature,  in  orange-red  plates 
forming  a  deep-red  scdution,  the  colour  of  which  !  or  needles.     It  does  not  dye  mordanted  cloth. 
is  so  intense  that  it  is  still  easily  apparent  in  ,        The  diacetyl  compound  melts  at  160-166*^. 
Bolntions  containing  only  1  part  in  10,000,000.      [       Xt/eraiure.— LifschUtz  (Ber.  17,  897). 
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tonstlttttloii  of  the  dfliydroxyanthnuiiiInonM. 

The  synthesis  of  quinizarin  from  phthalic 
anhydride  and  quinol  establishes  its  constitution 
as  1  : 4-dihydioxyanthraquinone 

OH 


/\/^yS 


rin  and  hystazarin  are  produced  by 
tion  of  phthalic  anhydride  with 


Further  alizarin 
the  condensation 
catechol. 

It  follows  that  these  colouring  matters  are 
represented  by  the  following  formmse  : — 

OH 

/\/^^\y\oH  /N/"^ W 

\/\co/\/       \/\co/\/^« 


L 


IL 


The  synthesis  of  alizarin  from  hemipinio  acid  is 
conclusive  evidence  that  the  formula  I.  represents 
alizarin,  and  consequently  II.  is  the  structure  of 
hystazarin. 

Again,  purpurin  is  produced  by  the  oxidation 
of  both  alizarin  and  quinizarin,  and  must  there- 
fore be  1 :  2  :  4-trihy(lroxyanthraquinone 

CO      ^^ 


I 


^/\oo/V 


On  reduction  it  jrields  neither  alizaiin  nor 
quinizarin,  but  purpuroxanthin,  which  is 
obviously  2 : 4-dihydroxyanthraquinone  (the 
same  position  as  1 :  3). 

Similar  arguments  can  be  developed  with 
respect  to  anthraflavic  acid,  Moanthraflavic  acid, 
anthrarufin,  and  metabenzdioxyanthraquinone. 

There  remains  a  doubt  as  to  the  constitution 
of  chrysazin  and  Mochrysazin,  but  it  is  most 
probable  that  chrvsazin  is  1 : 8-dihydroxyanthra- 
quinone,  in  which  case  the  hydroxyl  groups  in 
Mochrysazin  must  be  in  the  1 :  6  position. 

The  properties  of  chrysazin  are  similar  to 
those  of  anthrarufin,  and  it  is  much  more 
probable  that  dinitroanthraquinone  is  a  mixture 
of  1  :  8  and  1 :  6  than  of  1  :  6  and  1 :  5. 

Trihydroxyanthraquinonei :  Anthraparpurin, 
J«opiirpurln,  HydroxyMoanthralUvle  add.  1:2:7- 
trihydroxyanthraquinone 

CO       ^^ 


to  boiling,  and  acidified  with  hydrochloric  acid. 
The  anthrapurpurin  thus  obtained  is  purified  by 
conversion  into  its  difficultly  soluble  sodium 
compound,  and  from  this,  by  precipitation  with 
barium  chloride,  the  barium  salt  is  obtained, 
which  is  decomposed  with  hydrochloric  acid. 
The  precipitate  is  collected  on  a  filter,  well  washed 
with  water  and  reorystallised  from  glacial  ace- 
tic acid. 

Anthrapurpurin  crystallises  in  orange- 
coloured  needleB,  which  melt  above  330®,  and, 
when  carefully  heated,  sublime  in  long  red 
needles.  It  dissolves  in  alkalis  with  a  violet 
colour ;  the  solution  shows  the  same  absorption 
spectrum  as  alizarin. 

With  acetic  anhydride  anthrapurpurin  forms 
a  triacetate  CwH,(C|H,0),0,,  which  crystallises 
in  yellow  needles,  melting  at  220^  When  heated 
with  ammonia,  anthrapurpurin  is  converted  into 
anthrapurpurinamide  Ci4H((NH2)(OH),Oa. 

Anthrapurpurin  has  the  same  affinity  for 
mordants  as  alizarin ;  the  colours  it  produces 
are  also  analogous  to  some  extent,  as  it  produces 
reds  with  alumina,  purples  and  blacks  with  iron 
mordants.  There  is,  however,  a  considerable 
difference  in  the  shade  of  colour  produced,  the 
rods  being  much  purer  and  less  blue  than  those 
of  alizarin,  whilst  the  purples  are  bluer  and  the 
blacks  more  intense.  When  used  in  Turkey-red 
dyeing  it  produces  very  brilliant  colours  of  a 
scarlet  shade,  which  are  of  remarkable  per- 
manence. 

Literature, — Perkin  (Chem.  Soc.  Trand.  25, 
659 ;  26,  425 ;  29,  851) ;  Caro  (Ber.  9,  682) ; 
Schunck  and  Romer  (Ber.  9,  679  ;  10, 972, 1823  ; 
13,  42) ;  Rosenstiehl  (BulL  Soc.  chim.  29,  405) ; 
Auerbach  (J.  1874,  488). 

Purparin  1:2:  4-trihydroxyanthraquinone 

OH 


\/\0H 


'"^/^XX)/ 


/• 


This  important  colouring  matter  is  contained 
in  crude  artificial  alizarin.  It  is  formed  by  fusing 
/3-anthraquinonediBulphonic  acid,  Moanthra- 
flavic  acid,  metabenzdihydroxyanthraquinone, 
or  a-dibromanthraquinone  with  potash. 

The  preparation  of  this  substance  is  a  some- 
what tedious  process,  dependent  on  the  fact  that 
anthrapurpurin  differs  from  alizarin  in  the 
behaviour  of  its  alumina  lake.  The  former,  on 
treatment  with  an  alkaline  carbonate,  is  dis- 
solved, whilst  the  alizarin  lake  remains  un- 
attacked.  The  solution  containing  the  anthra- 
purpurin is  filtered  from  the  alizarin  lake,  heated 


Purpurin  occurs  along  with  alizarin  in 
madder,  probably  as  a  giucoside.  In  order  to 
separate  it  from  alizarin,  the  mixture  of  the  two 
substances  is  repeatedly  recrystallised  from  a 
hot  solution  of  alum,  in  which  purpurin  is  more 
soluble  than  alizarin,  or  the  mixture  is  dissolved 
in  caustic  soda  and  the  solution  saturated  with 
carbonic  acid.  This  precipitates  the  alizarin, 
but  not  the  purpurin. 

Purpurin  is  obtained  when  alizarin  or 
quinizarin  (1  pt.)  is  heated  with  pyrolusite 
(1  pt.)  and  concentrated  sulphuric  acid  (8-10  pts. ) 
at  160®.  The  oxidation  of  alizarin  to  purpurin 
is  also  effected  bv  the  action  of  ammonium 
persulphate  in  sulphuric  acid  containing  sul- 
phuric anhydride.  a-Amidoalizarin  is  changed 
to  purpurin  by  the  action  of  nitrous  acid  in 
sulphuric  acid  solution. 

Purpurin  crystallises  from  dilute  alcohol  in 
long  orange-coloured  needles,  which  contain 
1  mol.  H,0.  The  pure  substance  begins  to 
sublime  at  150®,  and  melts  at  253®.  It  is 
slightly  soluble  in  water,  forming  a  deep  yellow 
solution ;  in  alkalis  it  dissolves  with  a  purple- 
red  colour ;  in  alkaline  carbonates  ynih.  a  red 
colour.  The  solution  in  alkalis  shows  two 
marked  absorption  bands  in  the  green.  Purpurin 
also  dissolves  readily  in  ether,  carbon  disulphide. 
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benzene,  and  acetio  aoid ;  these  eolutions  give 
two  absorption  bands,  one  at  f  and  the  other 
near  b  ;  the  solution  in  sulphuric  acid  shows 
another  line  in  the  yellow.  When  boiled  with 
acetic  anhydride  it  yields  a  triacetate, 

CuH.{C,H,0),0.. 

which  orvstalUses  in  yellow  needles,  melting  at 
192*»-193^ 

Aqueous  ammonia  at  160^  converts  purpurm 
into  purpurinamide 

C,H4<^C0^«^(N^»K0H^    (OH:OH:NH, 

=  1:3:4), 

which,  when  boiled  with  ethyl  nitrite,  yields 
purpnrozanthin, 

^•**«\CO,.'^^«"«\OH.  (3) 

Purpuroxanthin  is  also  the  product  when 
purpurin  is  reduced  with  either  alkaline  stannous 
chloride  or  sodium  amalgam.  If,  however, 
zinc-dust  be  employed  as  the  reducing  agent  in 
weakly  alkaline,  neutral,  or  acid  solution,  then 
the  leuco-  compound  of  quinizarin  is  obtained. 
Purpurin  is  converted  into  2-anilino-l :  4- 
dihydrozyanthraquinone  when  heated  with  a 
mixture  of  aniline  and  aniline  hydrochloride. 
A  certain  amount  of  dianilino-hydroxyanthra- 
quinone  is  produced  at  the  same  time. 

Purpurin  dyes  fabrics  much  in  the  same  way 
as  alizarin  and  anthrapurpurin,  there  beins;, 
however,  a  difference  in  the  shades.  The  reds 
produced  by  purpurin  axe  much  yellower,  and 
the  browns  (with  chrome  mordant)  much  more 
intense  than  are  produced  either  by  alizarin  or 
anthrapurpurin. 

The  following  figure  shows  the  absorption 
spectrum  of  a  solution  of  purpurin  in  aluminium 
sulphate : — 

A«    BO 


OMe 


MeO\/ 
Anisole. 


Flavopnrpurin. 

quinone 


1:2:6-  trihydroxyanthra- 


OH 


II  i        I 

Flavopurpurin  occurs  in  commercial  artificial 
alizarm,  but  is  with  difficulty  isolated  from  this 
product,  owing  to  the  fact  that  its  chemical 
properties  ame  so  closely  with  those  of  anthra- 
purpurin,  which  is  also  nearly  always  present 
in  artificial  alizarin,  that  it  can  only  with  diffi- 
culty be  separated  from  this  substance. 

It  is  prepared  by  fusing  iS-anthraquinone- 
disulphonic  acid  or  anthraflavic  acid  with 
potash. 

It  may  be  synthesised  by  the  following  series 
of  reactions : — 

.  Hemipinio  anhydride  condenses  with  anisole 
in  the  presence  of  anhydrous  aluminium  tri- 
chloride, yielding  the  trimethyl  ether  of  4  :  5  :  6- 
trihydroxybenzoyl  benzoic  acid. 


COv 

co-'x/ 

Hemiplnlc  aohydiide. 

,Q      OMe 

^-^NoMe. 
MeO\^/   HOCOX/ 

Trimethozybenioylbenzoic  acid. 

This  benzophenone  derivative  is  reduced  by 
zinc-dust  and  concentrated  hydrochloric  acid, 
and  the  product  is  4  :  6  :  O-trimethoxvdiphenyl- 
methanecarboxylic  acid,  which  is  changed  by 
sulphuric  acid  to  1 :  2  :  6-trimethoxyanthrone. 

^^        OMe 

/\/^«\/\0Me 
MeO'        •      HOOO'        1 

4:6:  B-trimetbozydiphenylmethaaecarbozylio  add. 

^TT         OMe 

"*V\coA/ 

1:2: 0-trimetboxyaatlirone. 

1:2:  6-trimethoxyanthrone  crystallises  from 
benzene  in  small  needles  melting  at  170°.  It  is 
oxidised  by  chromic  acid  in  glacial  acetic  acid 
solution  to  the  trimethyl  ether  of  flavopurpurin, 
which  consists  of  yellow  needles,  crystallises  from 
acetic  acid,  and  melts  at  225^  The  trimethyl 
ether  is  hy<^olysed  to  flavopurpurin  by  the  action 
of  aluminium  chloride  at  210  . 

Flavopurpurin  crystallises  from  alcohol  in 
anhydrous  yellow  needles,  sparingly  soluble  in 
water,  but  readily  soluble  in  cold  alcohoL  Its 
meltinff-point  lies  above  330°. 

It  dissolves  in  caustic  alkalis  with  a  purple 
colour ;  the  solution  shows  two  absorption  bands, 
one  in  the  blue  and  the  other  near  the  red, 
but  a  little  further  removed  than  the  alizarin 
band. 

Flavopurpurin  dyes  mordanted  fabrics  simi- 
larly to  alizarin,  there  being,  however,  a  slight 
difference  in  the  shades  produced.  The  red 
shade  is  somewhat  duller  and  yellower ;  the 
brown  shade  is  also  yellower.  Flavopurpurin 
dyes  wool  mordanted  with  tin  crystals  and 
cream  of  tartar  a  bright  yellowish  orange. 

When  heated  wiui  acetic  anhvdride,  flavo- 
purpurin yields  a  triacetate  C|4H,(C.H,0).0,, 
which  crystallises  from  alcohol  in  golaen-yeUow 
plates  melting  at  238°. 

Alizarin  Red  3  W.  S.  is  the  sodium  salt  of  the 
monostdphonic  acid  of  flavopurpurin. 

Alizarin  Orange  G.  Nitroflavopurpurin 

00       ^^ 

is  similarlv  constituted  to  /3-nitroalizarine.  It 
is  obtained  by  the  nitration  of  flavopurpurin  with 
ordinary  nitric  aoid.  Fast  orange  shades  can  be 
produced  by  applying  this  compound  with  an 
aluminium  moraant. 

On  treatment  with  glycerol  and  sulphuric 
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acid   a   trihydroxyanthraquinone    quinoHne  of  < 
the  constitution  | 

HO.     .        }        I 


^ 


! 


00 


is  produced,  the  bisulphite  compound  of  which  is 
the  dyestuff  ABzarin  Blaek  P. 

It  is  used  for  producing  a  fast  violet  grey  to 
black  in  cotton-printing. 

Ltiererfiiftf.— Caro  (Ber.  9,  682);  Sohnnok  and 
Romer  (Ber.  9.  679 ;  10,  1823  ;  13,  42) :  Bis- 
trzycki  and  Yssel  de  Schepper  (Ber.  31,  2798). 

Anthllgallol.     1:2: 3-trihydrozyanthraqu]- 


none 

OH 

/\/^\/\0H 

II  I      'oh 

Anthragallol  does  not  itself  occur  in  nature, 
but  its  three  isomeric  dimethyl  ethers  have  been 
found  in  Chay  root  {OlderUandia  umbeUaia). 
Anthragallol  is  formed  when  a  mixture  of 
gallic  acid  (1  pt),  benzoic  acid  (2  pts.),  and 
sulphuric  acid  (20  pts.)  are  heated  to  125^  for 
eight  hours. 

^v^^OOH  ^^3 

I      i  +  'oh 

^^  HOCO''^    ^^ 

Benzoic  add.  OaUic  add. 


strongly  heated  it  sublimes  in  red  needles.  It 
dissolves  in  potash,  forming  a  violet  solution, 
and  shows  in  its  reactions  ^^reat  similarity  to 
purpurin.  It  differs  from  this  substance  in  the 
fact  that  its  solution  in  alum  gives  no  absorption 
spectrum. 

The  solution  in  sulphuric  acid  shows,  however, 
two  weak  bands.  Tiie  substance  is  a  mordant 
dyestuff. 

The  triacetate  of  hydroxyanthrarufin  melts 
at  192*-193*. 

Literai'Wt, — ^Liebermann  (Annalen,  183, 191) ; 
Schnnok  and  Romer  (Ber.  11,  1179);  lieber- 
mann  and  Boeck  (Ber.  11,  1617);  Liebermann 
and  Dehnst  (Ber.  12,  1289). 

Totnhydroxyanthnqiilnoiiei. 

AnthrtehryiOllO.  1:3:5:  7-tetrahydroxy' 
anthraqninone 

CO       ^^ 

I 


00      OH 

/\/      \/\0H 


+  2H,0. 


The  preparation  of  this  body  is  effected  by 
heating  3 : 5-dihydroxybenzoic  acid  with  10 
parts  of  sulphuric  acid  for  3  to  5  hours. 

The  substance  consists  of  silky  yellow  needles 
when  ci^ystaUised  from  alcohol,  or  it  can  be 
sublimed  with  partial  decomposition  in  leaflets. 
It  does  not  melt  at  360^. 

Anthrachn^sone  has  a  very  feeble  affinity  for 
mordants,  its  tetraacetate  crystallises  in 
yellow  needles  from  acetic  acid,  and  melts  at 

253*. 

Various  dyestufEs  are  derived  from  anthra- 

chrysone. 

Dlnltroftnthnohiysonadbiilphonle  add 


Anthragallol. 

The  product  is  poured  into  water,  well 
washed,  and  recrjrstallised  from  alcohoL 

It  is  {^so  obtained  from  1 : 3-dinitro*2-hydro- 
xyanthraquinone  (the  nitration  product  of  2- 
hydroxyanthraquinone)  by  reduction  in  strongly 
alkaline  solution.  Or  1  :  3-diamido-2-hydro- 
xyanthraquinone  may  be  converted  to  anthra- 
gallol by  heating  with  hydrochloric  acid  under 
pressure. 

Anthragallol  crystallises  in  yellow  needles 
which,  when  heated  to  290^  sublime  without 
melting.  It  is  sparingly  soluble  in  water, 
chloroform,  or  carbon  diralphide ;  readily  soluble 
in  alcohol,  ether,  or  glacial  acetic  acid. 

It  dissolves  in  alkalis  forming  a  green  solution. 
Its  triacetate  Ci4H-(CaH,0),0.  melts  at  171*- 
173^ 

With  an  excess  of  ammonia  anthragallol 
reacts,  forming  anthragallolamide,  1-amido- 
2  : 3-dihydroxyanthraquinone. 

XtYercrfttrv.— Seuberlich  (Ber.  10,  39). 

Hydroxyanthranifln  (Hydroiqrclirysailii). 

1:4:  5-trihydroxyanthraquinone.  This  sub- 
stance is  formed  by  fusing  chrysazin,  anthrarufin, 

p-  or  X'^^^^^^^^^^^^'^^^^lp^^^^o  acids  with 
potash.  It  crystallises  in  small  red  needles, 
which  are  sparingly  soluble  in  alcohol.     When 


NO,      QQ       OH 
H0/\/     \/\SO,H 

is  prepared  by  sulphonation,  followed  by  nitra- 
tion of  anthrachrysone. 

It  is  a  fast  brown  wool  dye. 

On  reduction  it  jrields  diamidoanthrachry- 
sonedisulphonic  acid,  which  dyes  wool  violet 
from  an  acid-bath,  or  blue  on  a  chromium  mor- 
dant. 

If,  however,  the  reduction  is  carried  out  in 
alkaline  solution  with  sodium  sulphide,  then  the 
dyestuff  Add  AlUarin  Greon  B  and  G  results. 

The  constitution  of  this  product  is 

SH      ^       OH 

H0/\/''     \/\SO,Na 

It  dyes  chromed  wool  a  fast,  pure  green. 
Add  AUsarln  Bine  BB  and  GR 
OH      QQ       OH 

H0/\/      \/\SO,Na 


NaSO, 


OH 


CO' 


v"= 


I  is  obtained  by  boiling  diamidoanthrachrysone- 

disulphonic  acid  with  alkali.     A  red  shade  is 

I  produced  on  wool  from  an  acid- bath,  which  on 
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ohroming  derelope  s  beautiful  blue,  exceedingly 
fast  to  light  millW,  acids  or  alkalis. 

LUeraiure, — Hohenemer  (Ber.  36,  2305); 
Barth  Senhofer  (Annalen,  164, 109) ;  Noah  (Ber. 
19,  765). 

Ruflopln. 

This  tetrah3rdrozyaiithraqui]ione  is  obtained 
by  heating  opiuiio  or  hemipinio  acids  with 
sulphuric  acid  at  180^. 

Also  by  fusing  the  disulphonic  acid  of  anthra- 
nifin  with  potash. 

It  forms  a  reddish  yellow  crust  from  ether, 
and  can  be  sublimed  in  orange  needles. 

It  gives  a  violet-red  solution  in  dilute  alkalis 
or  in  sulphuric  acid.  A  curious  property  of 
rufiopin  is  its  stability  towards  fusion  with 
potash. 

The  substance  is  of  no  value  as  a  dyestuff, 
since  it  gives  only  duU-brown  shades  with 
mordants. 

LUerature. — ^liebermann  and  Chojnacki 
(Annalen,  162,  323) ;  D.  R.  P.  103988. 

a-  and  /s-hydroxyuithragalloL 

A  mixture  of  these  substances  is  produced 
when  equimolecular  proportions  of  gallic  and 
m-hydroxybenzoic  acids  are  heated  at  150^, 
with  10  parts  of  sulphuric  acid  for  twenty  hours. 

The  product  is  poured  into  water  and  the 
dried  precipitate  extracted  with  alcohol.  This 
extract  is  evaporated  and  the  residue  treated 
with  hot  benzene.  The  a-  compound  passes  into 
solution,  whilst  the  /3-  remains  undissolved. 

a-hvdro^nranthragallol  crystallises  from 
alcohol  in  golden  yellow  micro-  needles.  It  forms 
a  green  solution  in  alkalis,  whilst  that  in  sul- 

C*  ric  acid  is  violet,  and  shows  two  absorption 
ds  between  w  and  d.  With  mordants  it 
behaves  similariy  to  rufigaUic  acid. 

Its  tetraaoetyl  derivative  melts  at  207^- 
209*. 

^-hydroxyanthrapallol  crystallises  from 
alcohol  and  occurs  m  red  neeoles.  Its  brown- 
ted  solution  in  sulphuric  acid  shows  two  absorp- 
tion bands  between  M  and  H. 

The  tetra-aoetate  crystallises  from  glacial 
acetic  acid  in  lemon-yellow  tablets  of  m.p. 
189**. 

Literatwre.—'Soah.  (Annalen,  241,  270). 

1:2:3:  4-tetnhydroxyiiitlinuiiilnone  is 
obtained  by  heating  anthragallol  with  sulphuric 
acid  in  the  presence  of  boric  acid  at  200'*-240®. 
It  consists  of  green  needles  soluble  in  both 
alkalis  and  sulphuric  acid  with  red  colour. 
The  tetraacetyl  derivative  melts  at  205^. 

Xtlenilttre.— Bayer  and  Co.  D.  R.  P.  86968. 

AUnrinbordeaiu  (Quinalizarin).  1:2:5:8- 
tetrahydroxyanthraquinone 

OH      f^       OH 

/\/^\/\0H 

Alizarin  bordeaux  is  by  far  the  most  impor- 
tant of  the  tetrahydroxyanthraquinones. 

It  has  been  obtained  by  the  hydrolysis  of  its 
dimethvl  ether  {see  below)  with  a  solution  of 
hydrochloric  acid  in  acetic  acid  at  200*. 

It  is  prepared  by  heating  alizarin  (1  pt.)  with 
sulphuric  acid  (10  pts.  containing  80  p.c.  SO,) 
for  four  days  at  25*--60*.  This  yields  the 
sulphuric  acid  ester  of  alizarin  bordeaux,  to 


obtain  which  the  reaction  product  is  rendered 
alkaline  and  then  boiled  with  an  excess  of 
hydrochloric  acid. 

It  is  found  that  the  oxidation  of  alizarin 
occurs  more  readily  in  presence  of  boric  acid. 

Alizarin  bordeaux  can  be  obtained  in  deep 
red  needles  with  green  metallic  reflection. 

On  an  aluminium  mordant  it  produces 
bordeaux  shades ;  violet  blue  on  chromium. 

The  tetraacetate  cnrstallises  from  chloroform- 
alcohol  in  micro-  neecues  of  m.p.  201*. 

Dimethyl  ether  of  alizarin  bordeaux. 

This  substance  is  synthesised  by  heating  hemi- 
pinic  acid  and  quinol  with  sulphuric  acid  to  130*. 

The  brown-red  micro  leaflets  obtained  by 
crystallisation  from  benzene  melt  at  226*-230*. 

LUercaure,—8ohmidt  (J.  pr.  Chem.  [2]  43, 
239) ;  liebermann  and  Wense  (Annalen,  240, 
299). 

Pentahydroxyanthraqulnones. 

Alizarin  cyanlne  R.  1:^:4:5:  8-penta- 
hydroxyanthiaquinone 

OH  OH 


This  valuable  substance  is  obtained  by  the 
oxidation  of  alizarin  bordeaux  with  pyrolusite 
in  sulphuric  acid  solution.  The  sulphonic  acid 
ether  so  produced  is  hydrolysed  by  boilins  with 
dilute  acid.  This  oxidation  is  entirely  analogous 
to  that  by  which  purpurin  is  produced  nom 
alizarin.  The  substance  crystallises  in  bronze- 
coloured  leaflets  from  nitrobenzene.  The  blue 
solution  in  concentrated  sulphuric  acid  exhibits 
red  fluorescence. 

Alizarin  cyanine  R.  yields  a  handsome  blue 
chromium  lake. 

Dihydroxyanthragallol.  1:2:3:6:  7-penta- 
hydroxyantlu«quinone 

CO       ^^ 

OH    ^^ 

Equimolecular  amounts  of  gallic  acid  and  3  :  6- 
dinydroxybenzoio  acid  are  neated  to  160*  for 
ten  minutes  with  ten  times  their  weight  of 
sulphuric  acid.  The  product  contains  dihydroxy- 
anthragallol, rufigaliic  acid,  and  anthrachrysone. 
In  order  to  separate  them,  advantage  is  taJken  of 
the  fact  that  only  dihydroxyanthragallol  penta- 
acetate  is  soluble  in  alcohol.  The  acetate  so 
obtained  is  hydrolysed  with  cold  sulphuric  acid. 

Dihydroxyantmragallol  crystallises  from  al- 
I  cohol  in  small  red  needles,  which  do  not  melt  at 
360*.  The  substance  ia  similar  in  tinctorial 
properties  to  rufigaliic  acid. 

The  pentaaoetate  melts  at  229*. 

Literature, — Noah  (Annalen,  241,  276). 

Hexahydroxyantliraquinones.  Rufigallol.  Rufi- 
galiic acid,  1:2:3:6:6:  7-hexahydroxyanthra- 
quinone 

CO       ^^ 
HO/\/^\/\OH 


1 
H0\ 

OH 


CO 


OH 
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Rufigallio  acid  is  prcxiuced  when  gallio  acid 
is  heatm  with  concentrated  sulphuric  acid  at 
140^.  It  may  be  sublimed  in  yellow  needles. 
A  violet  solution  is  obtained  with  alkalis,  red 
with  sulphuric  acid.  Baryta  produces  a  blue 
insoluble  precipitate.  Alizarin  is  obtained  by 
the  reduction  of  rufigallic  acid  with  sodium 
amalgam.  The  substance  is  a  good  example  of 
a  polygenetio  dyestulF^and  yields  with  aluminium, 
iron,  and  chromium  mordants,  red,  violet,  and 
brown  respectively.  The  colours  are,  however, 
not  pure  in  tone. 

Anthraeane  Blue.  1:2:4:5:6: 8-hexa- 
hydrozyanthraquinone 

Anthracene  blue  is  an  important  dyestuff,  and 
can  be  obtained  from  erythroxyanthraquinone, 
anthrarufin,  or  anthrachrysone,  by  the  oxidising 
action  of  sulphur  trio^^de  in  sulphuric  acid  in 
the  presence  of  boric  acid. 

It  is  best  prepared  by  the  action  of  40  p.c. 
sulphuric  anhydride  on  1  :  5-dinitroanthra- 
quinone,  and  treatment  of  the  product  with 
ordinary  sulphuric  acid. 

The  solution  in  concentrated  sulphuric  acid 
is  violet-blue  and  shows  a  brown  fluorescence. 
The  aluminium  lake  is  violet  and  the  chromium 
lake  blue. 

Its  disulphonic  acid  is  Acid  alizarin  blue  B  B, 
mentioned  above,  and  prepared  from  anthra- 
chrysone. 

Benxoln  Yellow 

Ph 

I 

C O 

OH 
OH 


I        I 


is  prepared  by  the  condensation  of  benzoin  with 
gallic  acid  under  the  influence  of  sulphuric 
acid. 

It  dyes  wool  on  a  chromium  mordant  a  fast 
yellow  (except  to  light). 

Gallein  Ct^B^fi,  ' 

^      oh'      ^       OH 

1        I 


\/%o/\y 


COOH 

!        I 

Gallein  is  formed  by  heating  pyrogallol  with 
phthalio  anhydride. 

Preparation, — A  mixture  of  1  part  of  phthalic 
anhydride  and  2  parts  of  pyrogallol  are  heated  to 
190''-200*,  the  product  dissolved  in  alcohol,  and 
the  colouring  matter  precipitated  by  the  addi- 
tion of  water.  The  crude  gallein  thus  obtained 
is  dissolved  in  alcohol,  reprecipitated  with  water, 
and,  after  repeating  this  operation  a  few  times, 
converted    into   the   acetate   by  heating   with 


acetic  anhydride.     This  is  recrystallised  several 
times,  and  decomposed  with  potash. 

Gallein  crystallises  firom  alcohol  in  small 
greenish  crystals.  It  is  insoluble  in  chloroform 
and  benzene,  sparingly  soluble  in  water  and 
ether,  readily  soluble  m  alcohol,  forming  a  dark- 
red  solution.  It  dissolves  in  cold  concentrated 
sulphuric  acid  without  change ;  on  warming  the 
solution  coBrulein  is  formed. 

Gallein  dissolves  in  small  quantities  of  potash 
or  soda  with  a  red  colour ;  excess  of  alkali  pro- 
duces a  blue  solution.  Heated  to  150°  with 
acetic  anhydride  gallein  yields  a  tetracetate  of 
hydrogallein. 

GflJleln  (often  called  anthracene  violet)  is 
sold  in  the  form  of  a  reddish-brown  powder,  or 
a  10  p.c.  paste ;  not  very  soluble  in  cold  water, 
but  readily  so  in  hot.  With  all  the  usual  aliza- 
rin mordants  gallein  produces  purple  colours, 
which  are  fast  to  light  and  soap  ;  those  obtained 
by  the  use  of  chromium  and  iron  are  bluish,  those 
with  tin  reddish,  those  with  aluminium  inter- 
mediate in  tone. 

Liietature.—BaeyeT  (Ber.  4,  457  and  663): 
Buchka  (Annalen,  209,  261);  Omdorfl  and 
Brewer  (Amer.  Chem.  J.  1001,  97). 

Coeroleln  CsoH,oOc 

O       OH      o       OH 

I 


\/%c/\y 


CO 


\/' 

Osrulein  is  prepared  by  heating  1  part  of 
gallein  and  20  parts  of  sulphuric  acid  to  200°, 
and  precipitating  the  colouring  matter  by  addine 
a  la^e  quantity  of  water,  fi  is  thus  obtained 
as  a  bluish-black  mass,  which,  when  rubbed, 
acquires  a  metallic  appearance.  It  is  almost  in- 
soluble in  water,  ether,  and  alcohol,  more  readily 
soluble  in  acetic  acid. 

It  dissolves  in  alkalis  with  a  green  colour,  in 
acids  with  an  olive-brown  colour.  With  bisul- 
phite of  soda  coerulein  forms  an  easily  soluble 
compound.  With  acetic  anhydride  it  forms  a 
triacetate.  Coerulein  (anthracene  green)  is  sold 
in  two  forms,  either  as  a  bluish-black  paste  con- 
taining 10-20  p.c.  coerulein,  or  as  a  black  powder. 

The  former  is  insoluble  in  water,  the  latter, 
known  as  coerulein  S,  is  soluble  in  water,  and  is 
indeed  a  bisulphite  compound  of  coerulein. 

dksrulein  is  mostly  employed  in  calico-print- 
ing for  producing  very  fast  olive-green  shades. 
Whatever  the  mordant  used,  only  different 
shades  of  olive-green  are  produced. 

Literaiure.-^a^yeT  (Ber.  4,  556,  663) ;  Om- 
dorfl and  Brewer  (Amer.  Chem.  J.  1901,  97). 

W.  H.  P.  and  R  R. 

ALIZARIN  (Natural)  v,  Chay  boot  and 
Madder. 

ALIZARIN  AND  METHYL  ETHER  v.  Chay 

BOOT. 

ALIZARIN  BLACK,  -BLUE,  -BORDEAUX, 
BROWN,  -CARDINAL,  -CYANINE,  -GARNET, 
GREENS,  -MAROON,  -ORANGE,  -REDS,  -SA- 
PHIROL  V.  Atjzabin  and  allied  goloubing 

MATTERS. 


ALLANTOIN. 
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ALIZARIN    YELLOW  v,    Azo-  colourino 

MATTSBS.  V 

ALIZARIN  YELLOW  A  v.  Ketones. 
ALKAU  ALBUMIN  v.  Pboteins. 
ALKALI  BLUE.    Nichol8<m*s  blue.    Sodium 
tripkenyl-rosaniline    sulplumate    {v.   Tbiphbnyl 

MBTHAKE  COLOUBIKO  MATTBBS). 

ALKAU  BROWNS,  -YELLOW  v.  Azo-  co- 

IX)UBENO  MATTEBS. 

ALKALIMETRY  v,  Acidimetby. 

ALKALI  WASTE  v.  Soda  manufacture,  art. 
Sodium. 

ALKANET.  The  Arabic  name  Al-henneh, 
modified  to  aikanna  or  al-kenna,  was  originally 
applied  to  the'lythraceous  shrub  Lawaonta  aXoa 
(Lam.),  the  root  of  which  was  described  as  Radix 
AUcantuB  vera,  in  contradistinction  to  the  root 
of  our  aikanna,  which  is  Anchu^aa  iinctoria  (Lam.), 
and  which  became  known  as  Badix  AlkanncB 
spuria  Hnetoria.  The  latter,  or  FdUe  alkanet, 
is  also  known  as  Orcanette,  Fr. ;  Orkanet,  (xer. ; 
Languedoc  bugloss  or  Dyers'  bugloss,  Badix 
Aikanna  spuria,  A  rough  plant  with  downy 
spear-shimed  leaves,  and  clusters  of  purplish  or 
reddish  flowers;  belongs  to  the  BoraginacecB, 
Found  in  Asia  Minor,  Greece,  Hungary,  ftc. 
The  roots,  which  have  an  astringent  tiute,  occur 
in  commerce,  varying  from  the  thickness  of  a 
quill  to  that  of  a  finger. 

Alkanet  is  one  of  the  more  ancient  dye- 
stuffs,  having  been  employed  by  the  Romans, 
but,  on  the  other  hand,  it  does  not  appear  at 
any  time  to  have  attained  such  importance 
as  madder,  indigo,  or  even  turmeric.  The 
colouring  matter  of  alkanet,  known  as  an- 
chusin  or  alkannin,  has  been  examined  by 
several  chemists,  but  it  is  doubtful  whether  this 
compound  has  as  yet  been  obtained  in  a  che- 
mically pure  condition.  Its  composition  is 
variously  given  as  GjrHjgOi  (Pelletier,  Annalen, 
fi,  27)  C,.HjoOg  (Bolley  and  Wydlers,  Annalen, 
62,  41),  C,,H.«04  (Ctoielutti  and  Nasini,  Ber. 
13,  1614),  and  CijHi^O^  or  C„Hu04  (Lieber- 
mann  and  Romer,  Ber.  20,  242S). 

Alkannin  forms  a  dark-red  amorphous  powder 
possessing  a  beetle-green  iridescence,  is  readily 
soluble  in  most  of  the  usual  solvents,  and  its 
alkaline  solution  is  coloured  deep-blue.  On  dis- 
tillation with  zinc-dust  it  gives,  according  to 
liebermann  and  Romer,  both  methylanthracene 
and  anthracene. 

DiaMtylaDcaiintai  Ci.H,,04(CtH,0)2  forms  a 
dull  yellow  micro-crystalline  powder  (0.  and  N.). 

According  to  Eriksson  (Ber.  Beut.  pharm. 
Gee.  1910,  20,  202),  alkannin  consists  of  two  red 
pigments,  the  one  being  coloured  green  and  the 
other  blue  by  the  action  of  alkalis.  Red  crystals 
have  been  observed  by  Tschirch  in  spaces  in  the 
cortex  of  old  specimens  of  alkanet  root.  As 
alkannin  is  insoluble  in  water,  in  dyeing  with 
alkanet  an  alcoholic  extract  is  usufdly  employed  ; 
and  with  aluminium  and  iron  mordanted  fabrics, 
violet  and  grey  shades  are  respectively  produced. 
These  colours,  however,  are  not  fast  to  light,  and 
are  somewhat  readily  affected  by  weak  alkalis  or 
acids. 

Haussmann  of  Mulhouse  introduced  alkanet 
into  calico-printing,  and  for  a  short  time  it 
appcsars  to  have  played  a  quite  important  part, 
but  it  is  now  little  tf  at  all  employed  in  Europe 
for  ordinary  dyeing  purposes.  It  is  still  used 
fof  colouring  artificial  wines,  pomades,  hair-oils. 


sweets,  &c.,  and  for  those  purposes  it  is  well 
adapted  on  account  of  its  ready  solubility  and 
harmless  nature. 

Bottger  (J.  pr.  Ghem.  107,  146)  and  Eng 
(J.  70,  935)  recommend  the  use  of  papers 
stained  by  alkanet  as  indicators  in  alkalimetry. 

According  to  Jolin  (Chem.  Schriften  Qber 
Aikanna,  iv.  84),  Thompson  (Pharm.  J.  [3]  16, 
860),  and  Eriksson  ({.c),  alkanet  root  contains 
from  5  to  6  p.c.  of  anchusin.  A.  G.  P. 

ALKANNA  or  AL-KENNA.  The  powdered 
roots  and  leaves  of  the  Latosonia  aJba  (Lam.), 
used  in  the  East  for  dyeing  the  nails,  teeth, 
hair,  and  garments.  Used  in  Persia  mixed  with 
lime  for  (weing  the  tails  of  horses. 

ALKANNIN  (ANCHUSIN)  v.  Albanbt. 

ALKASAL  V,  Synthetic  drugs. 

ALLANTOIN.    Qlyoxyldiureidt  C«HeO,N« 


CO 


/NH-CH-NH-CO-NHa 


"m, 


1 
H-CO 


/NH-C:N-CONH, 
or    CO<f  1 

\nh-choh 

was  found  originally  in  the  allantoic  liquid  of 
cows  (VauqueUn  and  Buniva,  Ann.  Chim.  23, 
269;  Lassaigne,  Ann.  Chim.  Phys.  [2]  17,301) 
and  in  the  urine  of  newly-born  calves  (Wohler, 
Annalen,  70,  229) ;  it  occurs  also  in  the  young 
leaves,  buds,  and  stem  of  the  plane  tree  (PVaianua 
orientalis) ;  sycamore  {Acer  pseudoplatanue),  and 
in  the  bark  of  the  horse-chestnut  {^sctdus 
hippocasianum).  Under  normal  conditions  of 
growth  0*25  gram  allanto'in  may  be  isolated  from 
440  grams  of  fresh  young  leaves  of  the  plane, 
but  when  the  branches  are  cut  in  bud  and 
the  buds  allowed  to  open  in  water,  the  amount 
of  allantoin  increases  to  0*5  or  1  p.c.  of  the 
dried  leaves  (Schulze  and  Barbieri,  3er.  1881, 
14,  1602;  J.  pr.  Chem.  [2]  26,  146;  Schulze 
and  Bosshead,  Zeitsch.  physioL  Chem.  1884, 
9,  420).  It  has  been  found  in  the  nitrogenous 
constituents  of  wheat-germs  (Richardson  and 
Crampton,  Ber.  1886,  19,  1180);  in  tobacco 
seeds  (Scurti  and  Perciabosco,  Gazz.  chim.  ital. 
1906,  36,  ii.  626) ;  and  in  crude  beet  juice  (v. 
Lippman,  Ber.  1896,  29,  2652).  Allantoin  is  a 
normal  constituent  of  the  urine  of  mammals ;  the 
amount  varies  in  different  species,  being  greatest 
in  the  dog  and  least  in  man  (Frericho,  Stadeler, 
J.  1854,  7,  714 ;  Wiechowski,  Biochem.  Zeitsch. 
1909,  19,  368 ;  Schittenhelm,  Zeitsch.  physiol. 
Chem.  1909,  63,  248,  269,  283,  289).  In  the 
case  of  the  dog  the  amount  of  allantoin  in  the 
urine  is  increiMed  after  a  diet  of  animal  food 
(Salkowski,  Ber.  1878,  11,  600),  of  calf's  thymus 
(Ck)hn,  Zeitsch.  physiol.  Chem.  1898,  25,  607; 
Mendel,  Amer.  J.  Physiol.  6,  xiv.-xv. ;  M*Lach- 
lan,  Pioc.  Roy.  Soc.  Edin.  1906,  26,  95) ;  it  is 
also  increased  after  the  administration  of  uric 
acid  (Salkowski,  Ber.  1876,  9,  719;  Swain, 
Amer.  J.  Physiol.  1910,  6,  38;  Wiechowski, 
Beitr.  Chem.  Physiol.  Path.  1908,  11,  109; 
Biochem.  Zeitsch.  1910,  25,  431)  or  of  nucleic 
acid  (Mendel,  Lc. ;  Schittenhelm,  Zeitsch. 
physiol.  Chem.  1910,  66,  53;  Wiechowski,  Z.c). 
Aliantoin  is  therefore  to  be  regarded  as  an 
end-product  of  \iric  acid  metabolism  in  the  case 
of  such  animals  as  dogs  and  rabbits  (Wiechow- 
ski, I.e. ;   Schittenhelm,  l.c.). 

The  method  of  preparation  of  allantoin  by 
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oxidising  uric  acid  with  lead  peroxide  in  preeenoe 
of  water  is  due  to  Liebig  and  Wohler  (Anna> 
len,  1838,  26,  246) ;  it  has  been  modiBed  by 
Mulder  (Annalen,  1871,  159,  349),  who  effects 
the  oxidation  in  dilute  acetic  acid  solution  and 
in  brip;ht  daylight;  by  this  method  100  grams 
of  uno  acid  yield  30-32  orams  of  aUantoin. 
A  quantitative  yield  of  allantoln  is  obtained 
when  uric  acid  is  oxidised  by  an  alkaline  solu- 
tion of  potassium  permanganate,  and  the 
intermediate  compound 

<NH<X)O(0H)*NH\ 
I  XJO 

NH       C(OH)NH/ 

decomposed  by  acetic  acid  (Sundvik,  Zeitsch. 
physiol.  Chem.  1904,  41,  343 ;  Behrend, 
Annalen,  1904,  333,  141).  AUantoin  is  also 
obtained  by  the  action  of  nitrous  acid  on 
dialuric  acid  (Gibbs,  Annalen  Suppl.  1870,  7, 
337).  The  sjrnthesis  of  allantoln  has  been 
effected  (1)  by  Grimaux  (Gompt.  rend.  1876,  83, 
62)  by  heatinff  a  mixture  of  glyoxylic  acid  ( 1  part, 
and  carbamide  (2  parts)  at  100*  for  8-10  hours ; 
(2)  by  Michael  (Amer.  Ghem.  J.  1883,  5,  198)  by 
heating  a  mixture  of  mesoxalic  acid  and  car- 
bamide in  equalproportions  at  110*;  (3)  and 
by  Simon  and  Ghavanne  (Gompt.  rend.  1906, 
143,  51)  by  the  action  of  ammonia  or  alkali 
hydroxides  on  ethyl  allantoate  GH(NH>GG. 
KH,)sGO|Et,  obtained  by  the  condensation  of 
ethyl  fflyoxylate  with  carbamide. 

Allantc^n  is  readily  soluble  in  boiling  water, 
sparingly  so  in  cold  (1 :  131*5  at  21*8)  (Grimaux, 
Ann.  Chim.  Phys.  1877,  [v]  11,  389);  crystal- 
lises in  glassy  monoclinic  prisms  (Dauber, 
Annalen,  1849,  71,  511) ;  its  heat  of  combustion 
at  constant  pressure  is  +  413-8  Gal.,  and  heat  of 
formation  4- 170-4  Gal.  (Matignon,  Ann.  Ghim. 
Phys.  1893,  [vi]  28,  106). 

Allantoin  forms  a  silver  salt  G4H,0,N4Ag 
(Liebig  and  Wohler,  Z.c.)  and  a  potassium 
salt  C^Hfi^JK.  (Mulder,  he.) ;  it  also  com- 
bines with  certain  metallic  oxides  to  form  spar- 
ingly soluble  compounds;  the  mercury,  copper, 
zinc,  lead,  and  cadmium  derivatives  are  de- 
scribed by  Limpricht  (Annalen,  1853,  88,  94). 
(For  the  method  of  estimating  allantoln  based  on 
the  sparing  solubility  of  the  silver  and  mercury 
derivatives,  see  Loewi,  Zeitsch.  anal.  Ghem.,  1900, 
39,  266 ;  Poduschka,  ibid,  267.) 

Allantoin  is  oxidised  by  potassium  ferrioya- 
nide  in  the  presence  of  potassium  hydroxide  to 
potassium  allantoxanate 

/NH-GO 
G0<  f 

XNH-G:N-GG.K 

(van  Embden,  Annalen,  1873,  167,  39) ;  the  free 
acid  does  not  exist,  but  breaks  down,  when 
liberated  from  its  salts,  into  carbon  dioxide  and 
aUantoxaidin 

yNH<X) 

XNH-G:NH 

(Ponomareff,  Ber.  1878, 11,  2156).      M.  A.  W. 

ALLEMONITE.  A  native  alloy  of  arsenic 
and  antimony,  SbAs^,  found  at  Allemont  in  the 
Dauphin^,  Przibram  m  Bohemia  ;  and  Andreas- 
berg  in  the  Hartz. 

ALLOXAN.    Mesoxalylcarbsmide 

C0<Sh^>0(0H)„3H,0 


found  by  Liebig  (Annalen,  121»  81)  and  by 
Lang  (Zeitsch.  anal.  Ghem.  6,  294)  in  certain 
pathological  excretions,  is  one  of  the  oxidation 
TOoduots  of  uric  acid,  and  was  first  prepared  by 
Brugnateili  (Ann.  Ghim.  Phvs.  1817,  8,  201  ; 
from  Giomale  di  Fisica,  decade  seconde  i.  117), 
under  the  name  of  trythric  acid,  by  oxidising 
uric  acid  by  means  of  nitric  acid,  chlorine  or 
iodine.  Liebig  and  Wohler  (Annalen,  1838,  26, 
256),  who  systematically  studied  the  oxidation 
of  uric  acid,  gave  to  this  product  the  name  of 
alloxan,  regarang  it  as  bearing  the  same  relation 
to  allankftn  and  oxalic  acid  that  oxaluric  acid 
does  to  oxalic  €Uiid  and  urea.  According  to 
Liebig    and    Wohler    (2.c.)    and    to    Gregory 

I  (Mem.  Ghem.  Soo.  1848,  iii.  44),  alloxan  can 
be  obtained  most  readily  and  with  a  yield  of 
90  p.  c.  by  careful  oxidation  of  uric  acid  by  means 

j  of  nitric  acid,  sp.gr.  1*412. 

'  According  to  Sohlieper  (Annalen,  1845,  55, 
261),  the  oxidation  of  uric  acid  to  alloxan  is 
more  conveniently  effected  with  hydrochloric 
acid  and  potassium  chlorate ;  4  parts  of  uric  acid 
are  mixed  with  8  parts  of  hydrochloric  acid, 

j  and  1  part  of  finely  powdered  potassium  chlorate 
added  in  successive  small  quantities,  avoiding 
the  liberation  of  chlorine ;  after  two  or  three 
hours  the  dissolved  alloxan  is  reduced  by  means 
of  sulphuretted  hydrogen  to  the  sparingly 
soluble  alloxarUin,  This  is  separated  from  the 
sulphur  by  crystallisation  from  hot  water,  and 
oxidised  to  alloxan  by  the  action  of  diluted 
nitric  acid. 

Alloxan   crystallises   from   warm   saturated 

'  aqueous  solution  in  iMrge  triclinic  prisms  con- 
taining 4H.0 ;  on  exposure  to  the  air  or  on  heating 
at  100*  it  loses  3H,0,  and  the  dried  compound 
has  the  composition  expressed  by  the  formula 

(Lang,  GraUioh,  J.  1858,  308 ;  Hartley,  Ghem. 
Soo.  Trans.  1905,  87,  1802) ;  it  is  also  obtained 
in  oblique  rhombic  prisms,  belonging  to  the 
monoclinic  system  on  evaporating  an  aqueous 
solution  at  65*-70*.  The  remaining  molecule  of 
water  is  lost  at  150°. 

When  crystals  of  alloxan  are  kept  for  some 
years  in  dosed  vessels  they  sometimes  undergo 
spontaneous  decomposition,  forming  alloxantin, 
parabanic  acid,  and  carbon  dioxide.  According 
to  Gregory  (Annalen,  1853,  87,  126),  this  is  due 
to  the  pre8ence>  of  traces  of  nitric  acid  contained 
in  the  water  of  crystallisation.  Similar  pheno- 
mena were  observed  by  Baumcrt  (Pogg.  Ann. 
1860,  110,  93).  by  Heintz  (Pogg.  Ann.  I860,  111, 
436),  and  by  Otto  (Annalen  Suppl.  1865,  4,  256). 
Gases  of  spontaneous  explosive  decomposi- 
tion of  alloxan  are  recorded  by  Wheeler  and  by 
Bogert  (J.  Amer.  Chem.  Soc.  1910,  32,  809)  ; 
the  products  of  decomposition  being  carbon 
dioxide,  carbamide,  oxalic  acid,  and  alloxantin 
(Gortner,  J.  Amer.  Ghem.  Soc.  1911,  33,  85). 

The  molecular  heat  of  combustion  of  alloxan 
is  276-5  Gal.  (Matignon,  Ann.  Ghem.  Phys.  1893, 
[vi.]  28,  300);  the  dissociation  constant  is 
2*32  X  10-'  (Wood,  Ghem.  Soc.  Trans.  1906,  89, 
1835).  In  common  with  the  other  simple 
ureides,  alloxan  shows  no  absorption  bands  in 
its  spectrum  (Hartley,  CJhem.  Soc.  Trans.  1905, 
87,  1815). 

Alloxan  is  readily  soluble  in  alcohol  or  water ; 
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tho  solution  is  acid  to  liimnB,  stains  the  skin 
purple,  and  imparts  to  it  a  curious  and  un- 
pleasant odour.  In  its  physiological  action 
alloxan  affects  the  central  nervous  system,  pro- 
ducing first  stimulation,  then  paralysis.  When 
taken  internally  it  is  excreted  in  the  urine  as 
alloxantin  and  parabanio  acid  (Lusini,  Ohem. 
Zentr.  1896,  ii  311,  727,  838 ;  Koehne,  Chem. 
Zentr.  1894,  ii.  296). 

Alloxan  is  readily  oxidised  by  warm  dilute 
nitric  acid,  forming  carbon  dioxide  and  para- 
banic  acid  {ooBtdyla^famide)  (q^v.) ;  is  reduced  by 
sulphuretted  hydro^n,  stannous  chloride,  zinc, 
and  hydrochloric  acid,  or  by  boiling  with  excess 
of  sulphurous  acid  to  aUoxanHn  {q,v.) ;  and  is 
readily  hydrolysed  by  alkali  carbonates  or  by  the 
hydroxides  or  chlorides  of  the  alkaline  earths, 
forming  the  corresponding  salt  of  alloxanic  txcid. 
The  barium  and  calcium  salts  are  insoluble. 


/NH<X).  /CONH-CONH, 

CO  ^C0  +  H,0  =  CO 

\nh<x)  \cooh. 

If,  however,  excess  of  alkali  is  employed  or  the 
solutions  are  heated,  the  hydrol3r8i8  is  carried 
to  <M)mpletion  with  the  formation  of  mesoxaUc 
acid  and  carbamide  (Sohlieper,  Annalen,  1845, 
65, 263 ;  56, 1).  Alloxan  gives  a  deep-blue  colour 
with  ferrous  salts,  but  no  precipitate  is  formed 
unless  an  alkali  is  present.  According  to  ^^res- 
tin!  (BolL  Chim.  Farm.  1902,  41,  5-7 ;  Chem. 
Zentr.  1902,  i  631),  the  formation  of  Uue  colour 
is  dependent  on  the  presence  of  a  trace  of 
ammonia  or  caustic  alkali,  and  the  same  deep- 
blue  colour  is  also  given  by  pure  f eirlc  salts  under 
similar  conditions.  Alloxan  gives  the  murexide 
reaction,  and  Angrestini  ({.c)  finds  that  the 
ammonia  in  the  reaction  can  be  replaced  by 
certain  acid  amides,  amino  acids,  or  substituted 
amines;  Rosenheim's  alloxan  test  for  choline 
(J.  PhvsioL  1906,  33,  220),  namely,  the  forma- 
tion of  a  deep  led-violet  colour  when  a  drop 
of  a  1  p.c.  solution  of  choline  hydrochloride  is 
evaporated  on  the  water- bath  with  a  few  drops 
of  a  saturated  solution  of  alloxan,  is  probably  a 
reaction  of  the  same  order. 

Other  tests  for  alloxan  are  (1)  the  formation 
of  a  deep  violet-blue  colour  when  a  solution  of 
alloxan  is  boiled  for  a  few  minutes  with  a  drop 
of  pyrrole.  The  colour  changes  to  red  on  cooling, 
becoming  neen  and  then  intensely  blue  on  the 
addition  of  alkali  (2)  The  blue-green  solution 
obtained  on  mixing  concentrated  sulphuric  acid 
solutions  of  alloxan  (or  alloxantin)  and  pyro- 
catechol,  the  colour  changes  to  an  intense 
green  on  dilution  (A^restini,  Tc).  Hartley  (Chem. 
Soc.  Trans.  1905,  87,  1816)  finds  that  hydrated 
alloxan,  when  powdmd  along  with  pure  calcite. 
acquires  a  yellowish-i>ink  tince.  After  half  an 
hour  the  colour  is  decided  and  it  is  permanent ; 
on  adding  water  a  red  solution  is  obtained. 
When  alloxan,  dried  at  100^,  is  similarly  treated, 
there  is  no  colour  developed  until  water  has 
been  added.  Alloxanic  acid  gives  no  such 
colour  reaction. 

The  following  hcmoiogues  of  alloxan  have 
been  described : — MethylaUoxan 


9, 1092) ;  from  f-uric  acid  (Fischer,  Ber.  1899, 
32,  2731) ;  from  theobromine  (Maly,  Andieasch, 
Monatsh.  1882,  3, 108  ;  Fischer  and  demm,  Ber. 
1897,  30,  3090).  It  crystallises  from  water  in 
brilliant  colourless  prisms,  becomes  anhydrous 
at  60^  in  a  vacuum,  and  decomposes  at  166^. 
DimethylaUoxan 

co<^m:«o>C(oh).,h.o 

prepared  by  oxidising  caffeine  (Fischer,  Annalen, 
1882, 216, 267  ;  Maly,  Andreasch,  Monatsh.  1882, 
3,  96),  by  boiling  dichlorodimethylbarbiturio 
acid  with  water  or  silver  oxide  (Techow,  Ber. 
1894,  27,  2083),  loses  IH^O  when  dried  over 
sulphuric  acid,  decomposes  at  100*;  the  an- 
hydrous compound  is  a  pale  yellow  powder 
soluble  in  alcohoL  DieihyUUloxan  C.Hif04K^, 
prepared  by  oxidising  1 : 3-dieth^lDarDitunc 
acid  with  nitric  acid,  containing  a  httle  nitrous 
acid  (Sembritzki,  Ber.  1897,  30,  1820).  MethyU 
eihylaUoxan,  from  ethyltheobromine  by  oxidation 
(Pommerehne,  Apoth.  Zeit.  1897,  12,  5).  Some 
derivatives  of  1 : 3-diphenylalloxan  have  been 
described  by  Whiteley  (CJhem.  Soc.  Trans.  1907, 
91,  1344). 

Inasmuch  as  the  alloxan  molecule  contains 
the  mesoxalyl  radical 

(OH,c<^:  o,  oc<^o: 

I  it  forms  a  wide  series  of  condensation  products 
I  through  the  medium  of  the :  C(OH),  or  :C0  group 
yielding  derivatives  of  the  type 

RC(OH)         >C0  or  R :  C<:^*SS">CO 
^    CONH  ^CO-NH^ 

respectively.   These  compounds  will  be  described 
under  the  following  eight  headincs. 

1.  Condensatioii  of  Alloxan  mih  Bisulphites. 
— ^Alloxan  forms  condensation  products  of  the 
type  C4H,N204,NaHS0.,UH,0  with  aUcali 
bisulphites  (Lunpricht  and  Wutn,  Annalen,  1858, 
108, 41),  and  witn  the  sulphites  of  certain  organic 
bases  (Pellizzari,  Annalen,  1888,  248,  146). 
Alloxan  ethylamine  siUpkite  C.H^N-SO.H.* 
C.H,N,0-,H,0  ;  AUoxan  aniline  stUphiU  C.H^N- 
SO,H„C«H,N,04,2H,0 ;  AUoxan  methylanUine 
sulphiU C,H J^SO,H„C4H,N,04-2H,0  ;  AUoxan 
(i»me<Ay2a»»{»nenJp%aeC8HiiKSO,H,,C.H,N,04, 
4H,0,  are  described  and  the  cr^stallographic 
constants  are  given.  The  benzidine  compound 
contains  1H*0  ;  tohtidine,  amincbemoic  acta,  and 
aspartic  acid  yield  similar  compounds.  AUoxan 
pyridine  stUphite  is  triclinic,  and  anhydrous 
crystalline  derivatives  are  afforded  by  quino,ine, 
picoline,  morphine,  and  cinchonine ;  the  girychnine 
compound  has  IH^O,  and  the  brucine  compound 
1JH,0. 

2.  Condensatton  of  Allomi  with  Hydroxyl- 
amilie. — Alloxan  condenses  with  hydroxylamine 
hydrochloride  (Ceresole,  Ber.  1883,  16,  1133)  to 
form  the  oxime,  vicluric  acid 


co<jrS>o 


prepared  from  methyl  uric  acid  (Hill,  Ber.  1876, 


CO<^;CO>C=N<)H 

3.  CondoBsatloii  of  Allomi  with  Hydrazines. 

— Hydrazones  of  alloxan  and  its  homologues  can 
be  prepared  by  the  condensation  of  (a)  the 
alloxan  with  the  hydrazine 
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C0<5Hm>^  +  H,NNHPh 

=  CO<NH^>C  =  NNHPh, 

(6)  the  dibromo-  derivative  of  the  corresponding 
barbituric  acid  with  the  hydrazine 

C0<^2m>^'«  +  H^NHPh 

=  CO<rNH-Co!!^-  NNHPh  +  2HBr, 

(e)  the  oorreffponding'  barbituric  acid  with  the 
dJAzonium  omoride 

=  C0<3ra:C0>C  =  NNHPh. 

And  the  following  hydrazones  have  been  pre- 
pared by  one  or  more  of  these  methods : — AUoxan- 
phenylhydrazone 

CO<jjH'cO>C  =  NNHPh 

pale-yellow  crystals,  melts  and  decomposes  at 
298^-300* ;  1 :  ^-DimeihylaUoxanphenylhffdrazone 

slender  yellow  crystals,  m.p.  261^  the  o-  and  p- 
nitro  derivatives  are  yellow  crystalline  substances 
and  decompose  at  310^  and  300*^  respectively 
(Ktthling,  Ber.  1891,  24,  4140 ;  1898,  31,  1972) ; 
aUoxan^ienylfneihylhydrazone 

^^<^^o!>^  •  N-NMePh 

brick-red  hexagonal  plates,  decomposes  at  180^- 
191^(Whiteley,Ghem.  Soc.  Proc.  1906,  22,  201) ; 
aUoxandiphenyViydrtizone 

bright-yellow  powder,  melts  above  270**  (Arm- 
strong and  Robertson,  Ghem.  Soc.  Trans.  1905, 
87,  1291) ;    1 :  ^-diphenylalloacanphenylhydrazane 

«><JphCO>C=NNHPh 

bright-yellow  needles  that  decompose  at  265^,  the 
p-nitro  derivative  forms  yellow  prisms  with  a 
purple  reflex  and  melt  and  decompose  at  274® ; 
1 :  i'diphenyldUoxanphenylmetkylhydr€tzone 

CX><^J.Co^ :  N-NMePh 

decomposes  at  176^  and  crystallises  in  orange- 
red  prisms  or  bright-yellow  needles ;  1:3- 
diphenylaUoxandiphenylhydraxone 

«><^hCO>C  =  NNPh. 

melts  and  decomposes  at  254^-255®,  and  forms 
yellow  crystals  yielding  an  orange-red  powder  on 
trituration  ;  1 :  ^-dipMnyhUoxanphenylbenzylhy- 
drazom 

^^<JiPh^O^  '•  NNPhCHjPh 

melts  and  decomposes  at  130^  crystallises  from 
benzene  in  bright-yellow  needles,  and  from 
methyl  alcohol  in  bright-red  prisms ;  from 
toluene  a  mixture  of  the  red  prisms  and  yellow 
needles  is  obtained  (Whiteley,  Chem.  Soc. 
Trans.  1907,  91,  1344);  aUoxancyanophenyl- 
hydrtuume 

^<dra:co>c=NNPh-cN 


from  alloxan  and  aminophenyloyanamide,  straw- 
yellow  compound,  m.p.  286^(RolU,  Gazz.  chinu 
itaL  1907,  37,  i.  623). 

4.  Coiid«iintioii  of  Alloxan  with  Somlearba- 
ddo. — ^This  reaction  has  been  studied  by  Brom- 

:  becg  (Ber.  1897,  30,  131).  He  describes  the 
compounds  attotansemiearbazide  C.H.OeN,  and 
dwrndhylaUoxansemieafbazide  G^HpOgN,,  but  was 
not  successful  in  determining  their  constitution. 

5.  CoBdensatloii  of  Alloxan  with  Dtamlnes.— 
In  the  condensation  of  alloxan  with  o-diamines 
the  ketonio  carbonyl  and  one  of  the  adjacent 
carbimido-  groups  take  part,  and  the  product 
is  an  azine ;  alloxazine 

c.hZ     I       I 

\N:C-CONH 

obtained  from  o-phenylenediamine,  forms  yellow 
microscopic  crystals  that  decompose  above  300* ; 
similar  derivatives  were  obtained  from  3 : 4- 
diaminotoluene  and  a-/3-diaminonaphthalene 
(Kfihling,  Ber.  1891,  24,  2363) ;  for  the  efiFect  of 
oxidising  and  reducing  agents  on  these  com- 
pounds, compare  Kiihbng,  Ber.  1895,  28,  1968 ; 
1899,  32,  1650). 

The  condensation  of  alloxan  with  mono- 
substituted  o-diamines  results  in  the  formation 
of  two  compounds  according  as  one  or  more 
alloxan  molecules  take  part  in  the  reaction. 
Thus  alloxan  condenses  with  orthaminoditolyl- 
amine  at  the  ordinary  temperature  to  form 
aUoxanylorthaminoditolylamine 

C,H,NH-C,H.N :  C<S:^|>CO 

glittering  yellow  prisms,  that  melt  and  decompose 
at  252®,  and  dissolve  in  concentrated  sulphuric 
acid  with  a  deep  red  colour ;  if,  however,  the 
condensation  is  efiFected  in  the  presence  of  fuming 
hydrochloric  acid  and  the  mixture  is  boiled, 
diaUoxanylorthaminoditolylamine 

C(0H)N(C^7)-C,HeN  :C 

/\  /\ 

00      CO  00     CO 


HN    NH 

\/ 
00 


HN     NH 


I  is  formed.     It  is  crystalline,  and  blackens  at 

I  300®,  dissolves  readily  in  alkali  carbonates,  and 

I  gives    a   deep- blue    solution    in    concentrated 

'  sulphuric  acid.     Dimethylalloxan  gives  similar 

•  derivatives  (Kuhling,  Ber.  1893,  26,  540),  and 

I  similar    condensation   products    are    obtained 

from   alloxan   and   phenyl-o-phenylenediamine, 

o-aminodi-p-tolylamine,  and  N-methyl-o-pheny- 

lenediamine  (Kilhling  and  Kaselitz,  Ber.  1906 ; 

39,  1314) ;   and  from  tetramethyl-m-phenylene- 

diamine  (Sachs  and  Appenzeller,  Ber.  1908,  41, 

91). 

6.  Condensation  of  Alloxan  with  Aromatie 
amines. — Alloxan  condenses  readily  with  pri- 
mary aromatic  amines  (Pellizzari,  Gazz.  chim. 
ital.  1895,  17,  419)  to  form  aminoaryl  sub- 
stituted dialurio  acids,  yielding  on  hydrolysis 
with  alkali,  the  corresponding  tartronic  acid 
(ff.v.).  Thus  aniline  and  alloxan  give  p-amino- 
phenyldialuric  acid,  and  this  on  hydrolysis 
yields  j9-aminophenyltartronic  acid 
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W<3Jh;^>C(0H)C.H,NH,  +  4K0H 
=  NH,-CeH4-C(OH)(CO,K)8+2NH,+K,C08. 

In  view  of  the  importance  of  these  compounds 
as  BouToes  of  tartronio  aoids,  their  preparation 
forms  the  subject  of  a  patent,  D.  R.  P.  112174 
(PrdL  1900-1902,  168-169),  in  which  the  amino- 
aryl-  dialuric  and  tartronic  acids  obtained  from 
the  following  bases  are  described  :  ethylaniline, 
diethjlaniline,  benzylaniline,  methylbenzylani- 
line,  ethylbenzylaniUne,  diphenylamine,  o-tolu- 
idine,  o-ethyltoluidine,  o-anisidine,  methyl-o- 
anisidine,  o-phenetidine,  m-ohloranilme,  m-chlor- 
dimethylaniline,  and  m-chlordiethylanilme. 

By  careful  oxidation  with  potassium  perman- 
ganate of  the  alkali  salts  of  the  tartronio  acids, 
or  by  oxidising  the  corresponding  dialuric  acid 
with  mercuric  oxide  in  presence  of  potassium 
hydroxide,  the  corresponding  glyoxylic  acid  {q.v. ) 
can  be  obtained 
NH,C«H4-C(0H)(C0,H),+  O 

=  NH,-CeH--C0C03H  +  CO,  +  H,0 
and  the  preparation  by  these  methods  of  an 
important  series  of  glyoxylic  acids  forms  the 
subject  of  patents  D.  R.  P.  117021,  26/11, 
1900 ;  and  117168,  3/12,  1900. 

Alloxan  condenses  also  with  pyrazolone  bases 
to  form  deriyatives  of  dialuric  acid  (tartronyl- 
carbamide),  and  these  on  hydrolysis  with  cold 
caustic  alkali  yield  the  corresponding  substituted 
tartronimides  (PeUizzari,  Gazz.  chim.  ital.  1888, 
18,  340).  Thus  phenylmethylpyraxolonetartronyl- 
carbamide 

I  >CHC(OH)<^g.^g>C0.3H.O 

N  =  CMe/  ^^^  JM^--^ 

forois  long  yellow  needles  that  decompose  at 
170"-178**,  and  yield  phenylmelhylpyrazolonetar- 
tronimide 

on  hydrolysis ;  phenyldimethylpyrazolonetar- 
tronykarbamide 

melts    and    decomposes    at    261^,    and    yields 
phenyldimeih^pyraaolonetartranimide 
NPh-CO  V  .^O'^ 

decomposing  at  245''-250''. 

7.  Oondensatioii  of  Alloxan  with  Phenols.— 
Alloxan  condenses  in  the  presence  of  hydrogen 
chloride,  sulphuric  acid,  or  zinc  chloride  with 
mono-  or  polyhydroxy-  phenols  to  form 
derivatives  of  dialuric  acid  (tartronylcarbamide), 
that  promise  to  be  of  value  for  pharmaceutical 
purposes,  and  are  readily  converted  bv  hydrolysis 
into  the  corresponding  tartronic  acid  : 

0HO.H,  +  (OH).C<^g:Ni>CO 

yCO-NH 

-»    0H-CeH«.(5(0H)       yCO 

\CONH 
-»    0H-C^4C(0HXC0,H),. 


A  description  of  the  compounds  obtained 
from  alloxan  and  the  phenolic  compounds,  phenol, 
m-cresol,  j9-cresol,  guaiacol,  pyrocatechol,  resor- 
cinol,  hydroquinone,  pyrogallol,  a-naphthol,  is 
given  in  D.  R.  P.  107720,  26/8,  1898;  113722, 
9/7,  1900  ;  114904, 17/9, 1900;  and  the  tartronic 
acids  derived  from  them  are  described  in  D.  R.  P. 
116817,  8/10,  1900. 

8.  Condensation  of  Alloxan  with  Ketones.— 
Alloxrfti  condenses  with  acetophenone  and  certain 
of  its  homologues  to  form  phenacyldialuric  acid 
or  its  derivatives  of  which  the  following  are 
described  by  Kuhling  (Ber.  1906,  38,  3003), 
Kuhling  and  Schneider  (Ber.  1909,  42,  1285)  : 
phenacyldialuric  acid 

yCONH 

COPh-CH.-qOH)       \C0,H,0 

\CO-NH'^ 

m.p.  212^,  with  decomposition ;  the  brotno- 
derivative  decomposes  at  217** ;  p-ethoxyphen- 
acyldialuric  acid  CifHifO^Nj,  m.p.  214°;  the 
bromo-  derivative,  decomposes  at  201°  ;  ay-di' 
phenylaceionyldialuric  acid 

yCO-NH 

CHjPhC0CHPh-<5(0H)       ^O 

\C0NH 

> 

m.p.  233^  with  decomposition ;  p-methylphen^ 
acyldialuric  acid 

yCONH 

CeH^Me-COCH.qOH)       yCO 

\C0-NH 
m.p.  241°-242°,  with  decomposition ;  the  acetyl 
derivative  decomposes  at  220^,   the  benzoyl  at 
216° ;  p-methoxypnenacyldialuric  acM{0i,H.  ,0^  Nj 
decomposes  at  227%  and  yields  an  acetyl  aeriva- 

I  tive,  m.p.  207*.  M.  A.  W. 

I        ALLOXANIC  ACID  v.  AixoxAir. 

AIXOXANTIN  CgHeOgN«,2H,0  (Ritthausen, 
Ber.   1896,   29,   892)  exists  in  small  quantities 

,  in  crude  beet- juice  (Lippmann,  Ber.  1896,  29, 
2646),  and  forms  34  to  36  p.c.  of  the  products 
when  convicin  from  sow-beans  ( Viciafaba  minor) 
or  from  vetches  {Vicia  eativa)  is  hydrolysed 
by  dilute  mineral  acids  (Ritthausen,  Ix.  ; 
J.  pr.  Chem.  1899,  [ii]  69,  487).  Alloxan- 
tin  was  first  prepared  by  Liebig  and  Wohler 
(Annalen,  1838,  26,  262)  by  oxidising  uric  acid 
with  dilute  nitric  acid ;  or  by  the  direct  union 
of  alloxan  and  dialuric  acid,  or  by  reducing  a 
cold  aqueous  solution  of  alloxan  with  sulphur- 
etted hydrogen  or  stannous  chloride.  According 
to  Vitali  ((£em.  Zentr.  1898,  i.  666,  from  Boll. 

;  CSiim.  Farm.  37,  66),  the  reduction  can  also  be 

;  effected  by  means  of  hydriodic  acid.  Alloxantin 
was  synthesised  by  Grimaux  (CJompt.  rend.  1878, 
87,  762)  by  heating  malonic  acid,  carbamide  and 
phosphoryl  chloride  at  160^,  and  passins 
sulphuretted  hydrogen  through  a  nitric  acid 
solution  of  the  crude  product ;  or  by  passing 
sulphuretted  hydrosen  through  a  hot  aqueous 
solution  of  dibromobarbituric  acid  (Compt.  rend. 
1879,  88,  86).  Koech  (Annalen,  1901,  316,  246) 
describes  the  conversion  of  Modialuric  acid  into 
alloxantin  by  heating  it  with  guanidine  and 
acetic  acid ;  the  change  seems  to  be  due  to  the 
transformation  of  the  Modialuric  acid  into 
dialuric  acid  by  the  action  of  the  base,  and  the 
subsequent  oxidation  of  the  dialuric  acid  to 
alloxantin,  since,  if  the  reaction  is  conducted  in  an 
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atmosphere  of  carbon  dioxide,  dialuric  acid  only 
is  obtained. 

Alloxantin  crystallises  from  aqueous  solutions 
in  small  sharp  rhombic  prisms,  containiog  2  mols. 
H,0 ;  it  becomes  anhydrous  after  heating  for 
1-1 J  hours  at  160*,  or  for  6  hours  at  107M10* ; 
it  decomposes  at  170*  into  hydurilic  acid, 
ammonia,  carbon  monoxide,  carbon  dioxide,  and 
oxalic  acid.  It  is  decomposed  into  barbituric 
acid  and  parabanic  acid  when  heated'  with 
concentrated  sulphuric  acid  at  120*,  or  into 
allituric  acid  CfifiJ^^  when  boiled  with  excess 
of  hydrochloric  acid  (Schlieper,  Annalen,  1845, 
66,  20).  Alloxantin  is  sparingly  soluble  in  cold 
water,  yielding  an  acid  solution  that  reduces 
solutions  of  silver  salts,  and  ^ives  a  characteristic 
violet-blue  precipitate  with  baryta  water, 
changing  on  warming  into  the  colourless  barium 
alloxanate  which  undergoes  further  decomposi- 
tion into  barium  mesoxalate  and  barium  car- 
bonate (Liebig  and  Wohler,  Annalen,  1838,  26, 
312).  Alloxantin  has  a  molecular  heat  of  com- 
bustion » 684-7  Cals.  (Matignon,  Ann.  Qiim. 
Phys.  1893,  [6]  28,  323),  and  a  freshly  prepared 
aqueous  solution  shows  a  remarkable  abiBorption 
band  in  the  ultra-violet,  which  disappears  upon 
keeping  the  solution,  owing  to  the  decomposition 
of  the  alloxantin  into  alloxan  and  dialuric  acid 
(Hartley,  Chem.  Soc.  Trans.  1905,  87,  1814). 
For  this  reason  Hartley  expresses  the  constitution 
of  alloxantin  by  the  formula 

/NH-CO\  /CX)-NH. 

C0<        HO-^COCK-H         \C0 
NNHOOX  XoONH/ 

{ibid.  1819).     PUoty  and  Finckh  (Annalen,  1900,  | 
333,  22)  found  that  alloxantin  was  resolved  into 
alloxan  and  dimethylamine  dialurate,  by  boiling 
with   dimethylamine  acetate,  and  suggest  the 
constitutional  formula 

in  which  the  relationship  between  alloxantin  and 
alloxan  ia  the  same  as  that  existing  between 
quinhvdrone  and  quinone. 

Alloxantin  is  readily  converted  into  murexide 
(g.v.)  by  the  action  of  ammonia,  into  alloxan 
by  mild  oxidising  agents,  and  into  dialuric 
acid  by  reducin^g;  agents.  In  its  physiological 
action  alloxantin  resembles  alloxan,  but  is 
especially  poiBonous  to  cold-blooded  animals, 
the  blood  showing  strong  reducing  properties; 
when  taken  internally  it  appears  in  tne  uiine  as 
parabanic  acid,  and  in  smaller  quantities  as 
dialuric  acid,  murexide,  and  alloxantin  itself 
(Kowalewski,  Chem.  Zentr.  1887,  1296 ;  Susini, 
Ann.  Chim.  Farm.  1895,  21,  241 ;  1896,  22,  341, 
385). 

AcetylaHaxaniin  Ci^'H.fiJS^fB.fi,  obtained 
by  the  interaction  of  acetyl  dialuric  acid  and 
aUoxan,  crystallises  in  thm  leaflets,  becomes 
anhydrous  when  kept  in  a  vacuum  over  sulphuric 
acid,  melts  and  decomposes  at  263*-265  ,  and 
is  slowly  hydrolysed  by  hot  water  with  the 
formation  of  alloxantin. 

BenzoylaUozantin  Ci^Kifi^^fKfi,  simi- 
larly formed  from  benzoyl  dialuric  acid  and 
alloxan,  crystalUses  in  colourless  six-sided  plates, 
and  melts  at  263*-255*  (Behrend  and  Friedrich, 
Annalen,  1906,  344,  1). 

Alloxantin  is  decomposed  when  boiled  in  an 


aqueous  solution  of  the  hydrochloride  of  a 
primary  amine,  yielding  alloxan,  together  with 
the  coiresponding  dibarSiturykUkylamine,  These 
are  colourless  crystalline  dibasic  acids,  hydrolysed 
by  boiUng  with  aqueous  alludi  hydroxides  into, 
dialuric  acid  and  the  amine.  Dibarbitnrylme' 
thylamine 


'NH<X) 


^^^^h<x).P'^^<vsH  h^^\co-nhP>^ 

decomposes  at  280*,  dibarbUurylethylamine  de- 
composes at  236*,  dibatbiturylphenylamine  be- 
comes blue  at  240*,  dibcuhituryUa-naphihylamint 
becomes  black  at  260*,  the  corresponding  iS- 
compound  decomposes  at  260*,  and  wbofbituryl- 
carbamide  G0(NH*C4H,0,Ka).  decomposes  above 
300*. 

The  following  homologues  of  alloxantin  have 
been    fcepared :    methylaUoxafUin    C^fijii^, 
3H,0   from   methylalloxan   and   dialuric   acid 
(Andreasch^    Monatsh.    1882,    3,    431);     sym- 
dimethylaUoxaniin      CioH,oO.N4,4H,0       from 
methylalloxan  (Maly,  Andreasch,  Monatsh.  1882, 
3,  109),  UDBym-dimeihylaUoxafUin  C^fiifi^N^, 
H,0  from  dimethyldialurio  acid  and  alloxan 
(Andreasch.   Montash.    1882,    3,    428).     Tetra- 
methylaUoxantin,  C^JS-ifiJ^f^  amalic  acid  (from 
iifjM\6s  =s:  soft,    so    called    on    account   of    its 
feebly  acid  reaction),  prepared  (1)  by  oxidising 
caffeme  with  chlorine  or  nitric  acid  (Rochleder, 
Annalen,  71, 1) ;  (2)  by  reducing  dimethylalloxan 
with    sulphuretted    hydrogen     (Fischer,    Ber. 
1881,    14,    1912)    or   with    stannous   chloride 
(Andreasch,  Monatsh.  1895,  16,  19)  -,  (3)  from 
dimethyldialurio     acid     and     dimethylalloxan 
(Maly  and  Andreasch,  Monatsh.  1882,  3, 105); 
(4)  by  the  electrolysis  of  caffeine  in  sulphuric 
acid  solution  (Pommerehne.  Arch.  Pharm.  235, 
365).       Te^raethylailoxaiUin     OteH„OsN«,    ob- 
tained by  reducing  diethylalloxan,  melts   and 
decomposes     at    162*   (Sembritzki,  Ber.   1897, 
30,  1821).  M.  A.  W. 

AIXOXAZINE  V.  Alloxah. 
AIXiOYS  v.  Mbtallooraphy. 
ALLYL.    A   univalent  radicle    0,H. — ,  or 
CH,:CH*GH2 — ,  isomeric  with  propenyl  CH,* 
OH  •  GH.'^ 

Allyl^tete  CH,-CO,C|H„  boils  at  103*- 
1047733-9  mm.  (Brilhl),  and  has  sp.er.  0-9376  at 
0*  (Schiff).  It  is  only  slightly  soluble  in  water, 
and  has  a  rather  sharp,  smell.  It  is  prepared 
by  the  action  of  allyl  iodide  on  silver  acetate 
(Zinin,  Annalen,  96, 361 ;  Cahours  and  Hofmann, 
Annalen,  102,  295 ;  Bruhl,  Annalen,  200,  179 ; 
Schiff,  Annalen,  220,  109). 

Allyl  aeetie  aeld  G,H,-GH,*CO,H  boils  at 
187*-189*,  and  has  sp.gr.  0-98416  at  16*  (Perkin). 
It  is  slightly  soluble  in  water  and  its  smell 
resembles  that  of  valerianic  acid.  It  is  unaffected 
by  reduction  with  sodium  amalgam,  but  readily 
unites  with  two  atoms  of  bromine.  It  is  prepared 
by  hydrolysing  allyl  acetoacetic  acid  ethyl  ester 
with  dry  sodium  ethoxide,  or  by  heating  aUyl 
malonic  acid  (Zeidler,  Annalen,  187,  39  ;  Conrad 
and  Bisohoff,  Annalen,  204,  170 ;  Henry,  Chem. 
Zentr.  1898,  il  663). 

The  chloride  C,H,-CH,-COa  is  a  thick, 
pungent-smelling  syrup,  boillnff  at  128*/765  mm., 
and  of  sp.gr.  1-0739  at  16*  (Henry,  Z.c.). 

AUylacetone  CH,COCH,-C,H,  boils  at 
128*-130*,  and  has  sp.gr.  0-834  at  27*.  It  is 
an   unpleasant-smelling  liquid.      It  forms   an 
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amorphoui!  compound  with  sodium  bisulphite,  |  to  remove  ezooss  of  bromine  and  cooling.  This 
and  is  reduced  by  sodium  amalgam  to  hexenyl  liquid  contains  dihydroxyacetone,  and  in  the 
alcohol.  It  is  prepared  by  hydrolysing  aUyl  {  presence  of  concentrated  sulphuric  acid  gives  a 
acetoacetio  acid  ethyl  ester  (70  grams)  with  >  deep-blue  colour  wii^h  codeine,  orange-red  with 
crystallized  baryta  (216  grams)  and  water  ,  resorcinol,  blood-red  with  thymol,  or  green  with 
(1660  C.C.)  (Zeidler,  Annalen,  187,  36;  Merlins,  <  green  fluorescence  with  /3-naphthol  (Denig^s, 
Annalen,  264,  323).  Treated  with  hydrojcvi-  i  C!ompt.  rend.  148,  172  and  282)^ 
amine  it  yields  aUylaceiozime  OH,C( :  NOH)CHa.  '        Allylamlnes. 

C3H.,  which  is  a  liquid  boiling  at  188®  (corr.),  '  Monoallylamine  CsH.'NHj  is  a  liquid  boiling 
soluble  in  alcohol,  benzene,  ether,  acids  and  at  53*3®  and  of  sp.gr.  0-7700  at  4®  and  0*7688  at 
alkalis.  I  16®  (Perkin,  Chem.  Soo.  Trans.  1880,  607) ;  b.p. 

AllylaleoholCjHsOH,  ».cCHa:CHCH,OH,  58®  and  sp.gr.  0-864  at  16®  (Rinne,  Annalen, 
occurs  in  raw  wood  spirit,  but  only  to  the  extent  168,  262) ;  b.p.  66®-66-6®/756-2mm.  (Schiff,  Ber. 
of  about  0-2  p.c.  (Aronheim,  Ber.  1874,  1381  ;  1886,  565).  It  is  prepared  from  allyl  i^ocyanate 
Grodzki  and  Kramer,  ibid,  1402).  It  is  a  1  and  potash,  or  from  allyl  iodide  and  ammonia, 
pungent  liquid  with  a  burning  taste,  and  mixes  |  or  by  reduction  of  allyl  mustard  oil  with  zinc 
reaiuly  with  alcohol,  water,  or  ether.  It  boils  and  hydrochloric  SLcid  (Oeser,  Annalen,  134,  8).  It 
at  96-6®  (corr.),  and  has  sp.gr.  0-87063  at  0®  and  possesses  a  penetrating  smell,  which  excites  tears 
0-8573  at  15®/15®  (Thorpe,  Chem.  Soc.  Trans.  \  and  produces  sneezing.  It  is  miscible  with  water 
1880,  208).  I  in  all  proportions,  arid  is  a  strong  base,  forming 

It  is  prepared  by  slowly  distilling  glycerol  '  a  crystalline  platinichloride  (C8Hj*NH,)2PtCl0, 
(400  pts.)  with  crystallized  oxalic  acid  (100  pts.)  1  and  sulphate  (C,Us-NH,)2HsS04.  The  hydro- 
and  a  little  ammonium  chloride  (1  pt.)  to  chloride  melts  at  105®-110®  (Del^pine,  Bull, 
convert  any  potassium  oxalate  into  chloride.  Soc.  chim.  [3]  17,  294)  and  the  picrate  at 
The  receiver  is  changed  at  190®  and  distillation  ,  140®-141®  after  sintering  (Gabriel  and  Eschen- 
continued  up  to  260®.     The  distillate,  containing    bach,  Ber.  1897;  1 125). 

aqueous  allyl  alcohol,  allyl  formate,  acrolein,  Diallylamiite  (C3H.),NH   boils  at   111®  and 

and  glycerol,  is  rectified  and  dried,  first  with  is  prepared  from  allyfamine  and  allyl  bromide 
potassium  carbonate,  then  over  solid  potash  and  {  (Ladenburg,  Ber.  1881,  1879  ;  Liebermann  and 
distilled.     When  the  last  traces  of  water  are    Hagen,  Ber.  1883,  1641). 

removed    by  quicklime   it   boils   at  96®.     The  TricMylamine  (i^fi^)^  is  a  very  unpleasant- 

yield  is  one-sixth  of  the  weight  of  oxalic  acid  smelling  liquid,  boUing  at  160®-151®  (Pinner,  Ber. 
taken  (Tollens  and  Henninger,  Bull.  Soc.  chim.  1  1879,  2054) ;  156®-156®,  sp.gr.  0-8094  at  14-3'' 
[2]  9,  394;  Br&hl,  Annalen,  200,  174;  Linne-  (Zander,  Annalen,  214,  151).  It  is  prepared  by 
mann,  Ber.  1874,  854).  Further  purification  '  distilling  tetrallylammonium  bromide  with  large 
may  be  effected  by  prolonged  heating  with  |  excess  of  recently  fused  potash  (Grosheintz, 
sodium  bisulphite  and,  after  removal  of  the  j  Bull.  Soc.  chim.  [2]  31, 391)  or  from  allyl  chloride 
bisulphite,  redistilling  several  times  from  quick-  [  and  alcoholic  potassium  cyanide  in  the  cold 
lime  (Thorpe).  >  (Pinner,  2.c.);  or  from  allyl  chloride  and  am- 

It  is  oxidised  by  chromic  acid  solution  to  ,  monia  (Malbot,  Bull.  Soc.  chim.  [2]  50, 90).  It  is 
acrolein  and  formic  wAA ;  and  by  dilute  nitric  '  displaced  from  its  aqueous  solution  by  potash, 
acid  to  formic  and  oxalic  acids  ;  whilst  potassium  1  and  forms  a  crystalline  platinichloride  and 
permanganate  produces  acrolein,  glycerol,  and  |  hydrochloride. 

formic  acid.     It  combines  directly  with  chlorine  Tetrallylammonium  bromide  {Ctli^)^'SBT  is  a 

bromine,  iodine  chloride,  and  cyanogen,  producing  I  crystalline  solid,  soluble  in  alcohol  and  water, 
additive  products.  It  is  partially  reduced  by  but  only  slightly  so  in  ether.  It  is  prepared  by 
boiling  for  some  hours  with  zinc  and  dilute  leading  a  stream  of  ammonia  into  an  alcoholic 
sulphuric  acid  to  n-propyl  alcohol.  Potassium  solution  of  ally]  bromide.  The  product  is  puri- 
displaces  the  hydroxybc  hydrogen  atom  and  '  fied  by  recrystaUisation  from  alcohol  containing 
forms  gelatinous  potassium  allylate.  I  a  little  ether  (Grosheintz,  Bull.  Soc.  chim.  [2]  31, 

Denigto  (Bull.  Soc.  chim.  1909,  5,  878)  I  390).  Treated  with  moist  silver  oxide  it  yields 
describes  the  following  colour  reactions  for  the  |  tetrallylammonium  hydroxide, 
detection  of  allyl  alcohol,  depending  on  the  ,  TetrctUylammonium  iodide  (C,Hg)4NI  is  the 
formation  of  (1)  glyceraldehyde  and  (2)  di-  I  main  product  of  the  reaction  of  allyl  iodide  on 
hydroxyacetone  ana  the  condensation  of  these  ammonia  at  the  ordinary  temperature  (Cahours 
products  with  various  reagents.  Bromine  |  and  Hofmann,  Annalen,  102,  305  ;  Malbot,  Ann. 
water  (0*6  c.c.  in  100  c.c.  water)  is  added  to  Chim.  Phys.  [6]  13,  488).  It  is  a  crystalline 
O'l  C.C.  of  allyl  alcohol,  till  a  slight  permanent  1  solid,  insoluble  in  strong  potash  solution, 
colouration    is  inroduced,   and    the    liquid    is  AUylanlUne    CgHj^'NHCaH.    is  a  yellow  oil 

then  boiled,  cooled,  and  divided  into  portions  '  produced  by  the  action  of  allyl  iodide  on  aniline. 
of  0*4  C.C  To  each  of  these  0*1  c.c.  of  a  6  p.c.  I  It  boils  at  208®-209®  and  has  sp.gr.  0-982  at  26® 
solution  of  codeine,  resorcinol,  thymol,  or  /3-  (Schiff,  Annalen  Suppl.  3,  364). 
naphtiiol  is  added,  followed  by  2  c.c.  of  sulphuric  |  DiaUylanlline  CjHg-N(C,H,)2  is  prepared  by 
acid  (8p.gr.  1-84)  and  the  mixture  warmed  adding  allyl  bromide  (1  mol.)  to  aniline  (1  mol.) 
during  3  or  4  minutes  at  100®.  Codeine  and  in  a  flask  fitted  with  reflux  condenser,  separating 
thymol  give  reddish-violet  colourations,  resor-  I  the  allyl  aniline  by  the  addition  of  potash,  ana 
cinol  wine-red,  and  /3-naphthol  yellow  with  ,  converting  it  into  diallyl  aniline  by  repeating 
greenish  fluorescence.  The  second  series  of  the  process  with  more  allyl  bromide  (1  mol.). 
colour  reactions  is  obtained  by  adding  to  the  1  It  boils  at  243*6®-245®,  and  has  sp.gr.  0-9538  at 
brominated  liquid  above  described  5  c.c.  of  19*8®  (Zander,  Annalen,  214,  149). 
bromine  water  (0*6  c.c  in  100  c.c.  water),  j  Allyl  benzene  CeH.*CH,-CH:CH3  is  obtained 
heating  during  20  minutes  at  100®,  then  boiling  by  heating  together  oenzene,  allyl  iodide  and 
Vol.  I.— iT.  h 
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zino-dust  to  lOO"*  (Ghojnaoki,  J.  1873,  559; 
Fittig,  Annalen,  172,  132).  It  boils  at  155^ 
The  isomerio  propenyl  benzene  (and  phenyl 
propylene — CeH--CH:CH*CH,)  is  sometimes  in- 
correctly referred  to  as  allyl  benzene. 

Ally!  bromide,  monobrompropylene  CH^tCH. 
OH^Br,  boils  at  70''~71^  and  has  sp.gr.  1-4336 
at  17""  (Zander,  Annalen,  214, 144).  It  is  formed 
by  the  action  of  phosphorus  tribromide  on 
allyl  alcohol,  and  is  prepared  by  dropping  allyl 
alcohol  into  a  hot  solution  of  potassium  bromide 
in  sulphuric  acid  (1  vol.  acid  to  1  vol.  H^O) 
accorcHnff  to  Grosheintz  (Bull.  Soc.  chim.  [2]  30, 
78) ;  or  by  saturating  allyl  alcohol  with  hydro- 
gen bromide  at  0°  and  subsequently  heating  to 
boilins  for  several  hours  (Jaoobi  and  Merling, 
Annalen,  278,  II). 

Allyl  ehloride  CKtiCtiCH^Gi  boils  at  46^ 
and  has  sp.gr.  0*9547  at  0®  (Tollens,  Annalen, 
156, 154) ;  0-9371  at  19*3''  (Zander,  Annalen,  214, 
142).  It  is  prepared  by  the  action  of  mercuric 
chloride  on  allyl  iodide,  or  from  allyl  oxalate 
calcium  chloride  and  alcohol  at  100^  (Oppenheim, 
Annalen,  140,  205) ;  or,  best,  by  heating  ally] 
alcohol  and  concentrated  hydrochloric  acid  to 
100^  for  some  hours  (Mtekow).  It  combines 
with  hydrogen  chloride  to  form  propylene 
chloride  CmK^Cl^,  and  with  fuming  hydrobromic 
acid  yielding  l-chloro-3-bromopropane  CM^Cl- 
CH,CH.Br. 

Allyl  eyanamlde,  sinamine,  C,H,-NH*CN,  is 
produced  by  warming  allyl  thiocarbamide  with 
lead  hydroxide  on  the  water-bath  (Will,  Annalen, 
52,  15).  On  standing  for  some  months  crystals 
separate  from  the  resulting  product.  It  is  pre- 
pared by  shaking  an  aqueous  solution  of  allyl 
thiocarbamide  with  mercuric  oxide  until  the 
solution  no  longer  blackens  ammoniacal  silver 
nitrate  (Andreiuch,  Monatsh.  2,  780).  It  is 
alkaline  in  reaction,  precipitating  metallic  oxides 
and  replacing  ammonia  in  its  salts.  The  crystals 
contain  iH^O  and  melt  at  100^,  giving  up  their 
water.  It  forms  a  difficultly  crystallisable  salt 
with  oxalic  acid,  but  not  with  other  acids,  and 
double  compounds  with  mercuric  and  platinic 
chlorides. 

Allyl  cyanide,  cro(onon»Yr»7e.  C,Hq'CN,  boils  at 
119''  (oorr.),  and  has  8p.gr.  0-8491  at  O''  and 
0-8351  at  1 5^.  It  is  obtained  by  the  action  of  allyl 
iodide  on  potassium  cyanide,  and,  together  with 
other  products,  by  allowing  allyl  mustard  oil  to 
remain  in  contact  with  water  for  some  weeks, 
and  also  by  the  action  of  acetic  anhydride  on 
crotonaldoxime.  It  has  been  prepared  by  Henry 
(Chem.  Zentr.  1898,  ii,  662)  by  the  action  of 
phosphorus  pentoxide  on  a-  or  /S-hydroxy-bu- 
tyronitrile.  It  is  a  liquid  with  an  unpleasant, 
onion-like  smell.  On  warming  to  50**-W*  with 
fuming  hydrochloric  acid  for  two  hours,  chloro- 
butyric  acid  is  produced.  Chromic  acid  oxidises 
it  to  acetic  acid,  nitric  acid  to  oxalic  acid. 

Aliylenes.  Two  allylenes  are  possible  and 
kno^Ti :  symmetrical  allylene  CHjrCrCHj, 
and  unsymmetxical  allylene  CH,*C:CH. 

Symmetrical  9X}iy\BnB,propadiene,'CHf :  C  :CHs, 
is  a  gas  which  burns  with  a  sooty  luminous 
flame.     It  is  prepared  by  dropping  a-bromoallyl 
bromide  (10  grams)  into  a  mixture  of  20  grams  ' 
zinc-dust  and  25  grams  alcohol  (70  p.c.)  (Gus-  ' 
tavson  and  Demjanow,  J.  pr.  Chem.  [2]  38,  202).  j 
It  does  not  precipitate  ammoniacal  solutions  of  I 
silver  nitrate  or  cuprous  chloride.     It  is  readily  ! 


absorbed  by  ctrong  sulphuric  acid,  and  acetone 
is  produced  on  dilution.  When  dissolved  in 
absolute  other  and  heated  with  sodium  to  100^, 
it  changes  into  the  isomerio  methyl  acetylene. 
It  readily  forms  a  tetrabromide  CjH4Br4  by 
addition  of  bromine. 

Unsymmetrical  allylene,  methyl  acetylene 
CH,-C  CH,  results  from  propylene  bromide, 
monobromopropylene,  or  monochloropropylene 
bv  withdrawal  of  HCl  or  HBr  by  means  of 
alcoholic  potash,  and  from  symmetrical  allylene 
;  (t;.  supra).  It  is  an  unpleasant-smelling  gas, 
which  is  liquefied  under  a  pressure  of  3-4 
atmospheres.  It  bums  with  a  bright  sooty 
flame.  It  dissolves  readily  in  ether  (30  vols,  in  1 
of  ether  at  16**).  Potassium  permanganate  in 
the  cold  oxidises  it  to  formic,  oxalic,  and  malonic 
acids.  Explosive  compounds  are  produced  by 
leading  it  into  ammoniacal  solutions  of  silver 
nitrate  or  cuprous  chloride.  Concentrated  sul- 
phuric acid  readily  absorbs  it,  forming  on  dilution 
and  distillation  acetone  mesitylene  and  allylene 
sulphonic  acid  C,HjSO,H  (Schrohe,  Ber.  1875, 
18  and  367).  The  bartum  saU  of  the  latter  is 
crystalline,  easily  soluble,  and  not  decomposed 
on  boiling  with  water. 

Allyl  ether  C,H,-0*C,H^  boils  at  94-3''  and 
has  sp.gr.  0-8046  at  18°.  It  is  prepared  from 
allyl  iodide  and  sodium  allyl  alcoholate,  or  from 
allyl  iodide  and  mercuric  oxide  (Ci^ours  and 
Hofmann,  Annalen,  102,  290;  Berthelot  and 
Luca,  Ann.  C^im.  Phys.  [3]  48,  291). 

Allyl  ethyl  ether  CsHs-O-C^Hs  boils  at  66''- 
677742-9  mm.  (Bruhl,  Annalen  200, 178).  Pre- 
pared from  allyl  iodide  and  sodium  ethoxide. 

Allyl  iodide  C,H^1  boils  at  102-5''~102-8''  and 
has  spj^.  1-8293  at  23''.     Berthelot  and  Luca, 
Ann.  C£im.  Phys.  [3]  43,  257)  obtained  it  by 
the  action  of  PI,  on  glycerol.      It  may   be 
prepared  by  leaving  together  for  24  hours  red 
phosphorus  (20  grams),  allyl  alcohol  (160  grams), 
and  iodine  (254  grams)  (Tollens  and  Henninger, 
Annalen,  156, 156) ;  or  by  the  following  process : 
100  grams  of  iodine  and  1500  grams  of  carefully 
I  dehydrated   glycerol    are  brought  together  in 
a  large  vessel,  the  air  displaced  by  a  current  of 
carbon   dioxide,    and   300   grams   of   ordinary 
phosphorus  gradually  added.     The  allyl  iodide 
is  distilled  on  in  a  stream  of  carbon  dioxide,  and 
then  contains  as  impurity  some  Mopropyl  iodide. 
To  purify  it  from  this  it  is  dissolved  in  alcohol 
and  shaken  with  mercury,  when  the  compound 
HgCgH^I  is  precipitated.    This  is  recrystalliBed 
from  water  and  decomposed,  regenerating  allyl 
iodide,    by    distillation    with    water    and    the 
theoretical    quantity    of    iodine    (Linnemann, 
Annalen   Suppl.    3,    263).      It   combines    i^ith 
bromine    to    form    tribromhydrin,    and    with 
hydriodic   SMid   to   give   diiodopropylene.     By 
long  heating  with  about  20  part-s  of  water  it  is 
converted  into  allyl  alcohol  and  hvdriodic  acid. 
Allyl    mereaptan    C.HgSH    ^ils    at    90^ 
With   mercuric  chloride  it  yields   CjHjSHgCl, 
which  crystallises  from  alcohol  in  plates  (Hof- 
mann and  Cahours,  Annalen,  102,  292 ;  Gerlich, 
Annalen,  178,  88). 

Allylmethylal  Mothiocyanate  is  the  name 
given  to  the  compound  C,HgO-S-CH,-CN,  pre- 
pared by  passing  a  current  of  formaldehyde  gas 
through  glycerol  (1  kilo)  and  allyl  i$othiocyanate 
(5  grams)  heated  to  190^*  until  the  weight  of  the 
whole  is  1400  grams.    When  cool  the  product 
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is  filtered  and  the  resulting  methylal  i^othiocya- 
nate  used  as  an  antiseptic  (Piot,  Fr.  Pat.  330988, 
1903). 

Allyl  mustard  oil  vi  Mustard  oil  and  Essen- 
tial OILS. 

AUyl  nitrite  C,H,NOa  is  obtained  by  addins 
glycerol  trinitrite  to  ice-cold  allyl  alcohol  ana 
cautiously  distilling  off  the  allyl  ester  (Bertoni, 
Gazz.  chim.  ital.  15,  364).  It  boils  at  43-5''- 
44'5^  and  has  sp.gr.  0*9546  at  0^  It  is  readily 
decomposed  by  shaking  with  water,  and  yielcis 
ethj'l  nitrite  on  treatment  with  ethyl  alcohol. 

Allyl-phenyl-thioiirea  SO<^h!q»h»  may  be 

prepared  from  aniline  and  mustard  oil  (Zinin, 
Annalen,  84,  348);  or  from  aUylamine  and  phenyl 
mustard  oil  (Weith,  Ber.  8,  1529).  It  forms 
monoclinic  crystals,  melting  at  98^,  and  is 
readily  soluble  in  ether,  but  not  in  water. 

Allyl  pyrrol  G^H^NCaH,  is  readily  obtained 
by  the^  action  of  allyl  bromide  on  potassium 
pyrrol  in  ether  (Ciamician  and  Dennstedt,  Ber. 
1882,  2581).  It  is  a  light-yellow  oU,  turning 
brown  on  exposure  to  air.  It  boils  at  105^^8  mm. 
It  is  insoluble  in  water,  but  dissolves  in  Hd, 
producing  a  red  colour. 

AUyl  sulpliate  C,H,HSO«  is  prepared  by 
adding  allyl  alcohol  (1  vol.)  to  sulphuric  acid 
diluted  with  its  own  volume  of  water  (1  voL), 
and  leaving  at  ordinary  temperatures  for  five 
days.  Subsequently  the  mixture  is  heated  to 
70®  for  12  hours,  diluted  with  water  (10  vols.), 
and  saturated  with  barium  carbonate  (Szyman- 
ski,  Annalen,  230,  44;  v.  also  Cahours  and 
Hofmann,  Annalen,  102.  293).  It  forms  cha- 
racteristic salts,  a  number  of  which  are  described 
by  Szymanski  (2.c.). 

Aliyl  sulphide,  oil  of  garlic,  (6er.  Knoblau- 
chiSl)  (C^Hj)^,  occurs  in  garlic  {Allium  sativum) 
and  other  plants.  It  is  prepared  from  mustard 
oil  and  potassium  sulphide  at  100®  (Wertheim, 
Annalen,  55,  297);  or  from  allyl  iodide  and 
potassium  sulphide  (Hofmann  and  Cahours, 
Annalen,  102,291).  It  is  a  liquid  boiling  at  138-6®, 
and  has  8p.gr.  0-88765  at  26-874°.  It  has  a  very 
strone  odour  of  garlic  and  is  only  slightly 
soluble  in  water. 

AUyl  thioearbamlde,  aUyl  thiourea,  thiosina- 

mine,  'BhodaUin '  SOC^^!^  ^    ,  is  produced 

by  the  prolonged  action  of  aqueous  ammonia 
on  mustard  oil  (Dumas  and  Pelouze,  Annalen, 
10,  326).  It  forms  clear  six-sided  tables,  which 
melt  at  78-4®,  after  sintering  at  71®.  It  is 
insoluble  in  benzene,  sparingly  soluble  in 
water,  and  readily  so  in  alcohol  and  ether.  It 
combines  directly  with  halogens,  cyanogen, 
ethyl  iodide,  acids,  Ac.  Deprived  of  its  sulphur 
by  mercuric  oxide,  or  lead  oxide,  it  yields  nna^ 
fn»Ji€  (allyl  cyanamide)CaH5-NH-CN.  It  has  been 
used  in  surgery  for  the  removal  of  scar  tissue, 
being  injected  as  a  10  or  15  p.c.  solution  in 
dilute  glycerol. 

AUyl  tribromide,  '  Tribromhydrin '  C.H.Br,, 
was  obtained  by  Wurtz  by  treating  allyl  iodide 
with  bromine,  and  by  Berthelot  and  Luca  by 
the  action  of  phosphorus  tri-  and  pentabro- 
mides  on  glycerol.  It  is  a  slightly  yellow  liquid 
of  8p.gr.  2-430  at  16-5®,  and  boils  at  217®.  It  is 
a  strong  sedative  and  anodyne. 


-^NH, 


AUyl  urea  OC<\Tjjfn  xj      crystallizes   in 

3      6 

needles,  melting  at  85®  (Cahours  and  Hofmann, 
Annalen,  102,  299 ;  Andreasch,  Monatsh.  5,  36). 

J.  A.  P. 

ALUASCA.  A  soft  grey  resin  soluble  in 
chloroform,  ether,  and  absolute  alcohol.  Pro- 
bably derived  from  the  burseraceous  Proiium 
heptaphyUum  (March.)  [Icica  heptaphylla  (Aubl.)] 
(Symes,  Pharm.  J.  [3]  13,  213). 

ALHATEIN.  Irade  name  for  a  condensa- 
tion product  of  hsBmatoxylin  and  formaldehyde. 
Used  as  an  antiseptic. 

ALHIRAO.  Indian  name  for  Launcea  pinna- 
iifida  (Cass.)  Microrhynchus  aarmentosus  (DC) 
which  belongs  to  the  family  Compositse  and  is 
used  at  Goa  as  a  substitute  for  taraxacum 
(Dymock,  Pharm.  J.  [3]  6,  730). 

ALMOND.  The  kernel  of  the  fruit  of  Prunua 
amygdalus  or  Amygdalus  communis. 

Two  principal  varieties  exist — the  sweet  and 
the  bitter  almond.  Both  contain  amygdalin, 
but  the  latter  is  much  richer  in  this  substance 
(2  to  3  p.c.),  and  contains  an  enzyme,  emulsin, 
which,  in  the  presence  of  water,  decomposes  the 
amygdalin,  yielding  glucose,  benzaldehyde,  and 
hydrocyanic  acid 

CaoH„NO„H-2H,0 

=CeH5CHOH-HCN+2C,HiaOe. 
In  addition,  almonds  contain  about  60  p.c.  of 
their  weisht  of  a  fixed  oil  (mamly  oleln,  and 
liable  to  become  rancid)  and  smaller  quantities 
of  proteins,  sugar,  starch,  gum,  fibre,  and  ash. 

Analyses  of  almonds  made  at  various  stages 
of  growth  and  ripenine,  show  the  percentage  of 
am^loses,  glucose,  and  saccharose  to  steadily 
diminish,  whilst  the  proportion  of  oil  increases 
(Du  Sablon,  Compt.  rend.  1896,  123,  1084). 

According  to  Valine  (Compt.  rend.  1903,  136, 
[2]  114),  reducing  sugars  in  the  immature  almond 
decrease  as  the  fatty  oil  increases ;  sucrose 
increases  until  oil  -  formation  begins,  then 
decreases  during  oil-production,  and  towards  the 
end  again  increases.  Ripe  almonds  contain 
about  3  p.c.  of  sucrose.  According  to  Osborne 
and  CampbeU  (J.  Amer.  Chem.  Soc.  1896,  18, 
609),  the  protein  in  almonds  is  amandin  and  not 
conglutin  or  vitellin.  H.  I. 

ALMOND  OIL  is  obtained  from  the  seeds 
of  Prunus  amygdalus  (Stokes)  [Amygdalus 
communis,  ( Linn. )].  The  almond  tree  appears  to 
have  been  indigenous  to  Turkestan  and  Middle 
Asia,  and  has  been  transplanted  from  there  to 
Greece,  Italy,  Spain,  France,  and  to  Northern 
Africa.  The  mean  percentage  composition  of 
the  almond  is  given  by  Konig  as  follows  : — 

OU 41  00  p.c. 

Water 27-72 

Albuminoids             .         .         .     16-50 
Extracted  matter,  free  from  nitro- 
gen         ....     10-2 
Crude  fibre     ....       2-81 
Ash 1-77 
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The  commercial  oil  is  chiefly  expressed  from 
bitter  almonds,  the  seeds  of  Prunus  amygdalus, 
var.  amara.  Bitter  almonds  contain,  besides 
the  oil,  amygdalin  and  emulsin,  which  give 
rise  to  the  formation  of  benzaldehyde,  glucose, 
and  hydrocyanic  acid.     Hence  the  press-cakes 
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ALMOND  OIL. 


from  almonds  find  a  profitable  outlet  in  the 
manufacture  of  genuine  *  ethereal  bitter  almond 
oil,'  by  triturating  the  meal  with  water. 

Sweet  almonds  (from  Prunus  amygdalua, 
var.  dulcis)  are  but  rarely  used  alone  for  the 
preparation  of  almond  oil.  Mogador  bitter 
almonds,  which  are  chiefly  used  in  this  country 
for  the  manufacture  of  idmond  oil,  are  always 
more  or  less  mixed  with  sweet  almonds.  Sweet 
almonds  yield  from  44r^55  p.c.  of  oil,  bitter 
almonds  yield  less  and  may  contain  as  low  a 

Proportion  of  oil  as  20  p.c.     On  an  average, 
owever,  bitter  almonds  yield  from  38  to  45  p.o. 
of  oil. 

The  oil  is  pale  yellow ;  it  has  a  very  pleasant, 
mild  taste,  and  is  almost  free  from  odour.  The 
specific  gravity  of  the  oil  varies  from  0*917  to 
0-9105  at  15^  The  oil  soUdifies  at  -15^  has 
the  saponification  value  of  the  majority  of  oils 
which  are  free  from  volatile  acids,  and  an  iodine 
value  of  93-100.  This  points  to  the  presence  of 
linolio  acid,  of  which  about  10  p.c.  may  be 
contained,  on  an  averase,  in  almond  oil,  the 
remainder  being  practically  oleic  acid,  since  the 
oil  contains  no  stearic  acid,  and  is  most  likely 
also  free  from  palmitic  acid. 

Almond  oil  is  chiefly  used  in  pharmaceutical 
practice.  Owing  to  its  high  price  almond  oil  is 
largely  adultera^  with  other  oils  of  the  PrunuB 
family,  chiefly  with  apricot  kernel  oil,  from 
Prunua armenicuM  (Linn.),  and  with  peach  kernel 
oil,  from  Prunus  per8ica{Sieh.  et  Zucc).  These 
two  oils  are  very  similar  to  almond  oil ;  they 
differ  from  it  by  their  higher  iodine  values,  and 
in  having  a  less  pleasant  taste  than  almond  oil. 
They  are  used  to  such  an  extent  as  adulterants 
that  frequently  they  completely  substitute 
almond  oil ;  indeed  *  foreign  '  almond  oil,  or 
*  oil  of  sweet  almonds,  French  *  {Oleum  amygda- 
larum  gallicum),  is  nothing  else  than  a  mixture 
of  apricot  kernel  oil  and  peach  kernel  oil. 
Qenume  almond  oil  is  sold  in  commerce  under 
the  name  *  almond  oil,  English.* 

The  close  relationship  m  which  apricot  and 
peach  kernel  oils  stand  to  almond  oil,  renders 
their  detection  in  almond  oil  a  difficult  problem. 
For  methods  of  solving  it  the  reader  is  referred 
to  Lewkowitsch,  Chemical  Technology  and 
Analysis  of  Oils,  &c.  ii.  234.  J.  L. 

ALMONDS,  BITTER,  EaeenUtd  oU  of  (v.  Bbk- 

ZALDIEHYDB  ;    also  OlL3,  ESSENTIAL). 

ALOfi.  A  genus  of  succulent  plants,  having 
stiff,  pointed,  fleshy  leaves,  belonging  to  the 
Liliaceffi.  (Plants  figured,  and  structure  of 
leaves  described,  Pennetier,  560,  579.)  Of  the 
85  species  60  are  natives  of  Cape  Colonv,  and  the 
other  species  are  mainly  sub- tropical  African, 
though  a  few  occur  in  the  tropics  ;  a  number  of 
species  have  been,  however,  introduced  into  the 
West  and  £ast  Indies.  (For  a  list  of  the  species 
and  their  distribution,  v.  Pharm.  J.  [3]  11,  746.) 

The  fibre  is  used  for  rope,  &c. ;  experiments 
made  in  Paris  have  shown  it  to  be  five  times  as 
strong  as  hemp.  The  fibre  has  also  been  used 
for  paper-making  (Nat.  20,  484). 

ALOE  RESINS  v.  Aloss  or  Bittkr  aloes. 

ALOES  or  BITTER  ALOES.  {Alo^s,  Fr. ; 
Alo^,  Ger.)  The  inspissated  juice  or  extract  of 
the  aloe.  The  principal  varieties  found  in  the 
market  are  : — 

1.  Barbados  Aloes  (aloes  in  sourds.  The 
juice   of  A.  vera  (Linn.)  growing  m  Barbados, 


Jamaica,  and  St.  Helena.     It  is  opaque,  lustre- 
less,   and   of  a   brown   colour,  with    a    bitter 
nauseous  taste  and  very  disagreeable    odour 
it  gives  a  powder  of  a  dull-yellow  colour. 

2.  Cape  Aloes  {A,  Perryi,  A,  lucida  ?), 
obtained  from  A,  spkata,  A.  africana,  A.  ferox, 
and  other  Cape  species.  Its  odour  is  stronger 
and  more  disagreeable  than  that  of  Barbados 
aloes ;  it  is  of  a  deep  greenish-brown  colour,  is 
resinous  and  shining,  and  its  powder  is  of  a 
greenish-yellow  colour,  and  is  almost  completely 
soluble  in  boilins  water. 

3.  Hepatic  Aloes,  Imported  from  Bombay 
and  MadLras.  It  is  probably  the  juice  of  the 
Socotrine  aloe  solidified  without  the  aid  of  arti- 
ficial heat  (Pereira,  Pharm.  J.  [3]  11) ;  it  is  of  an 

,  opaque  liver  colour,  its  powder  contains  much 
matter  insoluble  in  weak  alcohol. 

4.  Socotrine  Aloes,  The  juice  of  A.  Perryi 
(Baker)  imported  from  Bombay  and  Madras.  It 
is  of  a  garnet-red  to  golden-red  colour,  is  aro- 
matic, and  has  an  intensely  bitter  taste ;  its 
powder  is  of  a  bright  golden-yellow  colour 
(Cooley,  1). 

5.  Zanzibar  Aloes,  from  Zanzibar. 

Alo'ins.  By  extracting  aloes  with  water  the 
purgative  principles,  aloins,  can  be  obtained. 
Shenstone  (Pharm.  J.  [31  13,  461 ;  Chem.  Soc. 
Trans.  44,  480)  divides  tnem  into  two  classes : 
1.  Nataio'ins,  which  onlv  yield  picric  and  oxalic 
acids  with  nitric  acia,  and  which  are  not 
reddened  by  it,  even  on  heating  (flUckiger, 
Aich.  Pharm.  [2]  149,  11 ;  Tilden,  Chem.  Soc. 
Trans.  25,  153).  2.  Barbakfins,  which  yield 
alootio  acid  Ci4H.(N0s)40,,  ohrysammic  acid 
Ci4U2(N02)4(0H)|0(,  picric  and  oxalic  acids, 
and  are  reddenea  by  nitric  acid.  a-Barbalotins, 
from  Barbados  aloes  reddened  in  the  cold  by 
strong  nitric  acid  (Tilden,  Pharm.  J.  [3]  2,  845  ; 
Chem.  Soc.  Trans.  25,  488).  fi-BarbaUnns,  from 
Socotrine,  Zanzibar,  and  Jafferabad  aloes, 
coloured  only  on  heating  with  ordinary,  and  in 
the  cold  with  fuming,  nitric  acid  (Fliickiger,  l,c.  ; 
Tilden,  Chem.  Soc.  Trans.  28,  1270;  Pharm. 
J.  [3]  4,  208). 

Barbados  aloes,  analysed  by  Tschirch  and 
Pedersen  (Arch.  Pharm.  236,  200),  was  found  to 
contain  12*25  p.c.  harbal(Hn,  12*65  p.c.  resin, 
1*75  p.c.  ash,  10*5  p.c.  amorphous  constituents 
soluble  in  water,  and  0*15  p.c.  of  an  orange 
colouring  matter,  aloe-emodin  Ci.U|qO.,  m.p. 
216°.  Barbaloin  C^jfiifi,  or  C.Ji^JbJ^)  was 
isolated  by  Smith  (Chem.  Gaz.  1851,  107),  and 
first  examined  by  Stenhouse.  It  consists  of  pale- 
yellow  needles,  which  melt  at  147^  and  readily 
become  discoloured  when  moist.  Leger  (Compt. 
rend.  125,  185 ;  127,  234),  by  recrystallisation 
of  partially  purified  barbaloin  from  methyl 
alcohol,  has  obtained  isobarbalain,  isomeric  with 
barbaloin.  /^obarbaloln  crystallises  from  methyl 
alcohol  in  efflorescent  crystals  with  three  mok.  of 
methyl  alcohol,  or  from  water  with  two  mok.  of 
water  of  crystallisation.  On  fusion  with  caustic 
potash,  barbaloin  yields  orcin,  ;9-hydroxybenzoio 
and  alorcinic  acids  (Hlasiwetz,  Annalen,  134,  237; 
136,  31),  and  on  oxidation  with  chromic  acid 
breaks  up  into  carbon  dioxide,  acetic  acid,  and 
aloexanthin  (Tilden,  Pharm.  J.  [3]  8,  231 ;  Chem. 
Soc.  Trans.  32,  264,  903).  Oesterle  and  Babel 
(Chem.  Zentr.  1904,  ii.  340)  have  shown,  how- 
ever, that  Tilden's  aloexanthin  is  a  mixture 
of  aloe-emodin  and  rhein,  the  latter  compound 
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being  identical   with  the  rhein  isolated   from 
rhulmrb  by  Hesse  (Annalen,  309,  43). 

The  resin  from  Barbados  aloes  on  hydro- 
lysis ^ves  cinnamic  acid  and  a  resin  alcohol 
alorestnotannol  C^tRffit*  consisting  of  a  greyish- 
brown  powder  (Tschiroh  and  Pedersen).  By  the 
action  of  alcoholic  hydrogen  chloride,  Oesterle 
(Arch.  Pharm.  237,  81)  obtained  a  trihydroxy- 
methylanthraqninone  C^JEl^fi^,  m.p.  224^, 
identical  with  the  aloe-emodm  of  Tschiroh  and 
Pedersen;  also  Leger  (Compt.  rend.  134,  1111) 
has  obtained  aloe-emodin  by  treatment  of  barba- 
loin  or  i^obarbaloin  with  sodium  peroxide. 

According  to  Leger  (J.  Pharm.  Chim.  iv.  20, 
145;  Compt.  rend.  150,  083),  both  barbaloin 
and  wobarCMilom  left  in  contact  with  alcohol 
for  a  long  time,  give  a  pentose  aloinose.  This 
sugar  has  since  been  shown  by  Leger  (Compt. 
rend.  150,  1695)  to  be  identical  with  d-arabinoae. 

The  aloin  from  Natal  aloes  has  the  composi- 
tion C^tB-tfiio*  ^^^  varjdng  amounts  of  com- 
bined water.  It  softens  at  180°  and  melts 
with  decomposition  at  210°.  On  acetylation  a 
penta-acetyl  derivative  is  formed.  NcUdUnn 
difiFers  from  barbaloin  by  its  resistance  to  alkalis, 
and  by  containing  a  methoxyl  group  (Groenwold, 
Arch.  Pharm.  [3]  28,  115).  Leger  ((>)mpt.  rend. 
128,  1401)  has  isolated  two  aloins  from  Natal 
aloes:  naialotn,  the  compound  more  soluble  in 
methyl  alcohol,  to  which  he  gives  the  formula 
CieH.gO,;  and  homonataic^n  CijHi.Op  the  less 
soluble  constituent.  Tschirch  anci  Klaveness 
(Arch.  Pharm.  239,  231),  however,  could  not 
detect  any  substance  corresponding  with  Leger*s 
homonataloin. 

The  resin  from  Natal  aloes  when  hydrolysed 
gives  naialoresinotannol  C,,H.g04(OH)4,  con- 
sisting of  a  brown  powder,  and  i>.coumaric 
acid.  Nataloresinotannol  eives  a  tetra-benzoyl 
derivative ;  it  ^elds  oxiSic  and  picric  acids 
when  oxidised,  with  nitric  acid,  and  on  fusion 
with  potash  gives  phloroglucinol  and  fatty  acids. 

Nataloin,  heated  with  sodium  peroxide, 
yields  nataloemodinmethylether,  m.p.  238°, 
which  on  heating  with  concentrated  hyorochloric 
acid  is  converted  into  nataloemodin,  consisting  of 
oranse-red  needles,  melting  at  220*5°  (Leger). 

Tne  aloIns  from  Cura^o,  Cape  Socotra, 
Uganda,  and  Jafferabad  aloes  are  probably 
identical  with  barbaloin.  Zanal&in  from  Zanzi- 
bar aloes  appears  to  be  different  (Leger,  J. 
Pharm.  25,  [vL]  513  ;  Tschirch  and  Hoffbauer, 
Arch.  Pharm.  243,  399).  The  latter  chemists 
show  that  Barbados  aloes  contain  but  little 
woaloin,  Jafferabad  none,  whilst  that  from 
Curacao  contains  a  considerable  proportion. 

uses, — Chiefly  in  medicine  and  as  a  hop- 
substitute.  It  lias  also  been  used  as  a  source  of 
certain  dyeing  materials  (Ure,  1,  104 ;  Preston, 
Chem.  Zentr.  1876,  390;  Chem.  Soc.  Trans. 
32.  378).  Kayser  (Chem.  Tech.  Report,  1876-80) 
finds  aloe  colouring  matters  make  certain  aniline 
dyes  faster. 

Properties  and  Reactions, — Pure  aloes  is 
soluble  in  ether  and  almost  completely  soluble 
in  water,  the  solution  being  coloured  dark-brown 
by  alkalis,  black  by  ferric  chloride,  and  grey  by 
lead  acetate  (Fluckiger).  "Rj  adding  a  solution 
of  copper  sulphate  or  chloride  to  a  solution  of 
aloes,  an  intense  yellow-coloured  solution  is 
obtained,  which,  warmed  with  potassium 
bromide  or  chloride,  turns  to  a  deep-red  and 


.  reddish- violet  tint  (Klunge,  Ber.  16,  691 ;  Arch. 
'  Pharm.  1883,  363).  This  reaction  is  due  to  »>o- 
barbaloin,  for  barbaloin,  recrystallised  several 
times  from  methyl  alcohol,  does  not  give  the 
test  (Leger,  Compt.  rend.  131,  55).  Bomtrager 
(Zeitsch.  anal.  Chem.  19,  165;  Ber.  13,  1040) 
extracts  with  twice  the  volume  of  benzene,  and 
adds  to  the  clear  extract  a  drop  of  ammonia, 
when,  on  warming  and  shaking,  the  solution 
becomes  violet-red ;  Groves  (Pluirm.  J.  [3]  11, 
1045)  finds  that  this  colour  is  not  due  to  aloin, 
but  probably  to  a  tannin-like  substance.  Accord- 
ing to  Tschirch  and  Pedersen,  this  test  depends 
on  the  presence  of  aloe-emodin.  Lenz  (Zeitsch. 
anal.  Chem.  21,  220)  extracts  with  amyl  alcohol, 
evaporates  the  extract,  treats  with  nitric  acid, 
and  then  with  potassium  cyanide  and  hydroxide, 
when  a  blood-red  colouration  is  obtained. 
Cripps  and  Dymond  (Pharm.  J.  [3]  15,  633) 
test  for  aloTn  by  dissolving  1  srain  in  16 
drops  of  strong  sulphuric  acid,  then  adding 
4  drops  of  nitric  acid  (1*42)  and  1  ounce  of 
water,  when  a  deep  orange  or  crimson  colour 
is  produced,  deepened  by  ammonia  ;  substances 
containing  chrysophanic  acid  behave  in  a  similar 
manner,  but  their  aqueous  solution  turns  pink 
upon  the  addition  of  ammonia.  Aschan  (Arch. 
Pharm.  241,  340)  gives  in  tabular  form  a  com- 
parison of  the  reactions  of  the  chief  varieties  of 
aloes. 

For  the  estimation  of  aloin  in  aloes,  Schaefer 
(Jour.  Pharm.  [vi.]  5,  296)  recommends  the 
following :  50  grams  of  aloes  are  dissolved  in 
300  c.c.  of  warm  water  to  which  a  few  drops  of 
hydrochloric  acid  have  been  added.  When 
cold  the  solution  is  separated  from  the  resin, 
50  c.c.  of  20  p.c.  aqueous  ammonia  and  a  solution 
of  15  grams  of  calcium  chloride  in  30  c.c.  of 
water  are  added,  and  the  whole  rapidly  shaken. 
At  the  end  of  fifteen  minutes  the  precipitate  is 
separated  and  triturated  in  a  mortar  with 
hydrochloric  acid.  The  free  alo'in  and  the 
calcium  chloride  are  dissolved  in  as  little  water 
as  possible,  filtered  if  necessary,  and  the  residue 
washed  with  boiling  water.  The  aloin  separates 
from  the  aqueous  solution  on  cooling.       A.  S. 

ALOES,  ESSENTIAL  OIL  OF.  A  pale-yellow 
mobile  liquid  to  which  the  odour  of  aloes  is  due. 
Sp.gr.  0-863,  boils  at  266^-27 1°.  It  exists  in  small 
quantities  in  aloes,  and  when  pure  has  the  taste 
and  odour  of  peppermint  (Pharm.  J.  [3]  10,  613). 

ALOES  WOOD.  A  name  applied  to  the  wood 
of  AquiUaria  AgaUocha  (Roxb.),  a  leffuminous  tree 
of  Cochin  China,  and  to  that  of  A,  nuUaccensis 
(Lam.)  of  tropical  Asia.  Both  are  highly 
fragrant  and  aromatic  ;  used  in  fumigations  and 
pastilles,  and  occasionally  by  cabinet-makers  and 
inlayers. 

The  same  name  is  applied  to  the  rosin.  Of 
all  perfumes  this  ia  said  to  be  the  most  esteemed 
by  Orientals. 

ALOIN  V.  Glucosides. 

ALOO  BOKHARA,  ALPOGADA,  PAZHAM. 
The  Bokhara  plum  {Prunus  insititia  (Linn.)  [P. 
hokhar\ensi8\  largely  imported  into  Bombay. 
Used  as  a  laxative.  The  root  is  astringent ;  the 
gum  is  used  as  a  substitute  for  gum  arabic  under 
the  name  of  Persian  gum  (Dymock,  Pharm.  J. 
[3]  9,  145). 

ALOUCHI  RESIN  t^.  Aluchi  resin,  art.  Repin. 

ALPHOL  V.  Synthetic  drugs. 

ALPINIA  OFnClNARUM  v.  Galanga  root. 
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ALPIKIA  OIL.  An  essential  oil  obtained 
from  the  leaves  of  Alpinia  makiccensis ;  Bp.gr. 
102  at  26®,  rot.  power  -f  e-S".  Consists  mainly 
of  methyl  oinnamatc,  together  with  (^-pinene 
(Van  Romburgh,  Proc.  K.  Acad.  Wetensch. 
Amsterdam,  1900,  3,  451). 

ALPININ  V.  Galanoa  root. 

ALPOGADA  V.  Aloo  Bokhara. 

ALQUIFON.  Black  lead  ore  or  Potters*  ore. 
A  native  lead  sulphide,  used  by  potters  to  glaze 
coarse  ware. 

ALSOL  V.  Sykthstio  druos. 

AL5T0NIA  BARIL  The  bark  of  AlsUmia 
constricta  (F.  Muell.),  an  apocynaceous  tree 
growing  in  Australia.  It  has  a  bitter  taste, 
slightly  camphorous  odour,  contains  a  neutral 
bitter  principle  (similar  to  cailcedrin  and 
iulucumin),  a  volatile  oil  smelling  like 
camphor,  an  iron>greening  tannin,  resin,  fat, 
wax,  a  protein-like  substance,  oxalic  and  citric 
acids  (Palm,  J.  1803,  615). 

Miiller  and  Rummel  (Chem.  Soo.  Trans.  35, 
31)  obtained  a  yellow  substance  to  which  they 
gave  the  name  <d$tonint^  Oberlin  and  Schlag- 
denhauifen  (Pharm.  J.  [3]  10,  1059;  Chem. 
Soc.  Abstr.  38,  127)  showed  that  this  body 
consisted  of  two  compounds  alBionine  and 
alstonicintt  the  former  being  soluble  in  acids 
with  fluorescence,  the  latter  without. 

Hesse  subsequently  (Ber.  14,  264 ;  Annalen, 
205,  360)  isolated : 

AlaUmine  (chlorogenine)  C^^'H-^^fiif  a  brown 
amorphous  mass,  a  strong  base,  soluble  in  chloro- 
form, alcohol,  and  sparingly  soluble  in  ether,  and 
melting  when  anhydrous  at  195"  (uncorr.) 

Porphyrine.  CjiH^^NjO,,  a  white  powder 
melting  at  97"  (uncorr.),  soluble  in  alcohol,  chlo- 
roform, ether,  and  acids,  with  blue  fluorescence. 

Porphyrosinet  soluble  in  acetic  acid,  forming 
a  pink  solution. 

Algtonidine,  colourless  needles,  melting  at 
181"  (uncorr.),  soluble  in  chloroform,  ether, 
alcohol,  and  acetone. 

Hesse,  however,  could  not  find  a  trace  of 
quinine  (Ber.  11,  1546,  1753). 

AL5T0NIA  SPECTABILIS.  PoeUhark.  Con- 
tains cdstonamine  (Hesse,  Ber.  11,  1548),  and 
the  alkaloids  of  dita  bark.  It  contains  six 
times  as  much  echitammonium  hydroxide  as 
dita  bark  (Hesse,  Annalen,  203,  144). 

Its  physiological  action  is  like  that  of  curare. 

ALSTONITE.  A  rare  mineral  consisting  of 
barium  and  calcium  carbonate  (Ba,Ca)C02, 
crystallising  in  the  orthorhombio  system.  The 
small  crys^ls  have  the  form  of  acute  six-sided 
P3rramids,  and  consist  of  complex  twin  inter- 
growths.  Found  in  1834  in  a  lead-  and  zinc- 
mine  near  Alston  in  Cumberland,  and  in  1909 
in  a  coal-mine  near  Durham.  L.  J.  S. 

ALTI.  Indian  name  for  a  root  used  at  Coa 
as  a  substitute  for  Althiea  (Dymock,  Pharm.  J. 
[3]  8,  101). 

ALUDEL.  The  aludels  of  the  earlier  chemists 
were  pear-shaped  pots  generally  made  of  earthen- 
ware, but  sometimes  of  glass,  open  at  both  ends. 
£!ach  aludel  had  a  short  neck  at  the  top  and 
bottom,  so  that  a  series  of  them  could  be  fitted 
together  by  means  of  the  necks.  The  earthen- 
ware pear-shaped  vessels  in  which  the  mercurial 
vapours  are  condense^l  at  Almadcn  in  Spain  are 
also  kno>\'n  as  aludels. 

ALUM  v.  Alumfnium. 


ALUMINATES  v.  Aluminium. 

ALUMINIUM.    Sym.  Al.    At.  wt.  271. 

Occurrence, — Aluminium  is  the  most  widely 
distributed  element  in  nature  with  the  exception 
of  oxygen  and  silicon.  It  is  not  found  in  the 
metallic  state. 

As  oxide,  Al^Oa,  aluminium  is  found  in  co- 
rundumt  or,  coloured  by  metallic  oxides,  in 
sapphire,  ruby,  emery,  &o.  The  hydrated 
oxide  Al^O^H^O  occurs  as  diaapore,  and,  to- 
gether with  ferric  oxide,  silica,  &o.,  as  the 
important  mineral  bauxite. 

Aluminium  occurs  in  combination  with 
oxygen  and  metals  as  alumifuUes,  in  spinel 
AlgOi'MgO,  ckrysoberyl  Alfi^'BeO,  gahnite 
Al^Og'ZnO.  As  hydrated  sulphate  it  is  found  in 
aluminiie  or  tothsterite  AlsO,S03,9H,0,  and  as 
alunogen  AlsO]|(SOs)3,18HsO ;  as  the  double  sul- 
phate of  aluminium  and  potassium  in  alumstone 
or  aluniU ;  and,  as  an  effloresoence  on  aluminous 
minerals  in  the  form  of  the  alums  of  potassium, 
sodium,  ammonium,  ftc. 

Aluminium  occurs  principally,  however,  as 
silicate  in  the  various  ctays  ;  as  silicate  contain- 
ini^  silicon  fluoride  in  the  topaz ;  and,  as  double 
silicate,  with  iron,  magnesia,  lime,  &c.,  in 
garnets ;  with  potassium,  sodium,  magnesium, 
and  calcium  in  immense  quantities  in  the 
varieties  of  feUpar, 

As  double  fluoride  of  aluminium  and  sodium 
it  is  found  in  cryoiiU  Al,Fc-6NaF ;  as  hydrated 
phosphate  in  the  turquoise  and  in  waveUite,  and 
as  borate  in  a  crystalline  mineral  occurring  in 
Siberia. 

Although  present  in  such  quantities  in  the 
soil,  aluminium  is  not  usually  considered  a 
constituent  of  the  ash  of  plants  except  of  cryp- 
togams ;  Yoshida,  however  (Chem.  Soc.  Trans. 
1887,  748),  has  found  it  in  a  number  of  phanero- 
gams in  Japan. 

History, — ^The  name  of  this  metal  is  derived 
from  alumen,  a  term  applied  by  the  Romans  to 
all  bodies  of  an  astringent  taste.  Pott,  in  1746, 
stated  that  the  basis  of  alum  is  an  argillaceous 
earth ;  and  in  1754  Marggraf  pointed  out  the 
distinction  between  alumina  and  lime,  and  its 
presence  in  combination  with  silica  in  clay. 

Davy,  in   1807,  having  isolated  the  alkalT 
metals  by  electricity,  endeavoured,  unsuccess- 
fully, to  reduce  alumina  in  the  same  manner. 

Oersted,  in  1824,  prepared  aluminium  chloride 
by  passing  chlorine  over  a  mixture  of  alumina 
and  carbon  heated  to  redness.  He  appears  to 
have  reduced  the  chloride  to  the  metallic  condi- 
tion by  heating  with  potassium  amalgam : 
(Berzelius,  Jahresb.  1827,[6]  1 18).  The  amalgam 
produced  oxidised  rapidly  in  the  air,  and  left,  on 
volatilising  the  potassium,  a  tin-white  metal. 

Wohler,  in  1827  (Annalen,  1828,  37,  66), 
having  faUed  to  procure  the  metal  by  Oersted's 
method,  obtained  it  by  the  decomposition  of  the 
anhydrous  chloride  with  potassium,  as  a  grey 
I  powder,  which  became  brilliant  under  the 
burnisher. 

Bunsen  and  Deville,  in  1854,  independently, 
obtained  the  metal  by  electrolysis  of  the  fused 
chloride.  Deville,  in  the  same  year,  much  sim- 
plified the  manufacture  by  substituting  sodium 
for  the  more  expensive  potassium.  In  1854 
he  was  installed  in  the  manufactory  of  Javcl 
by  the  Emperor  Napoleon  III.,  and  supplied 
with  the  necessary  apparatus  for  experiments 
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on  the  large  scale.  Afterwards  his  process  was 
removed  to  Nanterre  and  finally  to  Salindres. 
A  deecription  of  his  method  is  given  in  Ann. 
Chem.  Phys.  [3]  43,  6-36,  and  specimens  of  the 
metal  produced  were  shown  at  the  Paris  Exhibi- 
tion of  1866. 

Shortly  after  the  publication  of  these  results, 
Messrs.  Dick  and  Smith,  under  the  direction  of 
Dr.  Percy,  prepared  aluminium  by  the  action  of 
sodium  on  the  then  newly  discovered  mineral 
erffoUie,  some  of  the  product  beine  shown  by 
Faraday  at  the  Royal  Institution  in  March,  1866 
(Phil.  Mag.  10,  366). 

About  six  months  subsequently.  Rose,  inde- 
pendently, prepared  it  in  the  same  manner,  and 
published  his  results  in  an  extended  article  in 
P.  96,  162  (Phil.  Mag.  10,  233). 

Deville  at  once  turned  his  attention  to  this 
process  (Ann.  Chim.  Phys.  [3]  46,  461) ;  but  on 
account  of  the  impurity  of  the  metal  produced, 
he  preferred  the  aoubfe  chloride  of  aluminium 
and  sodium,  using  cryolite  as  a  flux  only. 

The  first  manmaotory  in  England  was  started 
at  Battersea,  London,  in  1869,  by  F.  W.  Gerherd. 
Some  of  his  metal  was  shown  at  the  Society  of 
Art«  Exhibition  in  1860.     Messrs.  Bell,  of  New- 
castle, also  prepared  aluminium  and  aluminium 
bronze  in  1863,  using  Netto*s  process.  A  mixture 
of  200  lbs.  of  cryofite  and  an  equal  weight  of  | 
common  salt  was  brought  to  fusion,  and  4^  lbs.  i 
of  sodium  gradually  lulded.     The  charge  thus  ' 
contained  only  6  p.a  of  aluminium,  but  less  than 
half  of  this  was  ootained  in  the  yield. 

Hie  manufacture  ceased  in  1874.  In 
Grabau's  process  (J.  Soc.  Chem.  Ind.  1891, 
433)  alummium  fluoride  was  subjected  to  the 
action  of  metallic  sodium.  Other  modifica- 
tions were  proposed  from  time  to  time,  but 
the  production  of  aluminium  made  no  notable 
advance.  Weldon,  in  1883,  summed  up  the 
position  of  the  industry  in  the  statement  that 
the  only  method  known  for  the  manufacture  I 
of  alummium  is  Deville's.  M.  Pechiney  has  ' 
improved  and  cheapened  the  modes  of  working, 
and  the  appliances  for  carrying  that  method  into  ^ 
effect,  but  this  is  all  the  progress  which  has  been  I 
made  in  the  manufacture  of  aluminium  during 
the  last  ^ye  and  twenty  years.* 

When  the  great  stability  of  the  available  ^ 
compounds  containing  aluminium  is  considered, 
it  is  not  to  be  wonderea  at  that  the  many  attempts  ' 


that  have  been  made  to  prepare  the  metal  by  the 
action  of  the  usual  reducing  agents,  such  as 
carbon,  hydrogen,  or  hydrocarbons,  have  met 
with  so  little  success.  The  heat  of  formation 
of  these  compounds  is  an  index  to  their  stability, 
and  may  be  taken  as  a  measure  of  the  energy 
requisite  for  the  isolation  of  the  aluminium. 
The  operation  is  not  likely  to  succeed  unless 
the  elements  which  become  separated  from  the 
aluminium  enter  into  new  combinations  of  still 
greater  stability.  The  nature  of  the  changes 
that  might  be  expected  to  take  place  may  be 
expressed  in  the  following  equations : — 


2A1,0,  +  30 
or  A1,0,  4-  30 
A1,0,  -h  6H 
A1,0,  -f  6Na 
AljCle  -f  6H 
Al.Cle  -h  6Na 
A1,F,  -f  6Na 


4A1  -h  300, 
2A1  -h  300 
2A1  -f  3H,0 
2A1  -h  3Naj0 
2A1  +  6H01 
2A1  +  6Naa 
2A1  -h  6NaF. 


In  order  that  there  may  be  a  likelihood  of 
these  reactions  occurring,  the  heat  arising  from 
the  formation  of  the  compounds  on  the  right 
hand  should  exceed  the  heat  concerned  in  the 
decomposition  of  the  aluminium  compounds  on 
the  left.  The  following  table  will  show  how  far 
this  is  the  case : — 


For  amount 

Calories 

equivalent 

391,600 

to2Al 

A1.0. 

ico, 

145,600 

300 

86,400 

3H2O 

174,900 

3Na,0 

302,700 

Ai,a, 

323,600 

6Ha 

132,000 

6Na01 

687,400 

AI.F. 

668,000 

6NaF 

604,200 

It  will  be  seen  that  only  the  last  two  reactions 
will  be  at  all  likely  to  take  place,  and  these  heat 
values  indicate  that  sodium  is  a  much  more 
favourable  reagent  than  carbon  or  hydrogen, 
and  that  the  highest  excess  of  heat  evolved  over 
that  absorbed  occurs  in  the  case  of  the  aluminium 
chloride  in  presence  of  sodium. 

The  following  analyses,  taken  from  Hoff- 
mann's Ber.  Entwick.  Chem.  Ind.  (1)  603,  show 
the  composition  of  commercial  aluminium  as 
produced  under  Deville's  process: — 


1 

2 

8 
BerUn. 
MaUet 

96-26 

4 

6 



Paris 
Dumas 

92*6 

0 
Paris 

7 
Bonn 

8 

9               10 

Locality      . 
Analyst 

Aluminium 

Paris 
8alvetat 

Paris 

Salv6Ut 

Paris 
92*60 

Nanterre  (Moriu) 

96*16 

Kraut 

Kraut 

Kraut 

Sauerwein 

88*36 

92-97 

94*7 

97*2 

Silicon   . 

2-87 

216 

0-46 

0*46 

0*7 

0*47 

3-7 

0-04 

012 

0-26 

Iron 

2-40 

4-88 

3-29 

7*66 

6-8 

3-37 

1*6 

1-62 

2-26 

2*40 

Cc^r. 

6-38 
trace 

^— 

■ 

. 

^^ 

trace 

Sodium  . 

^— 

trace 

trace 

^^^^ 

Moissan  has  shown  (Oompt.  rend.  121,  861) 
that  it  contained  also  from  0*1  to  0*6  p.c.  of 
sodium ;  0*3  to  0*4  p.c.  of  carbon  and  other 
impurities.  These  impurities  would  have  a  very 
considerable  effect  on  the  properties  of  the  metal, 
and  any  statements  based  on  observations  with 


such  metal,  or  even  with  the  metal  now  being 
made,  must  be  accepted  with  caution. 

The  production  even  in  1886  was  small  and 
did  not  exceed  2J  tons  at  Salindres  and  2^  owt. 
in  the  United  States. 

According  to  Mallet,  pure  aluminium   may 
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be  prepared  by  the  method  adopted  by  him 
in  his  determination  of  the  atomic  weight  of 
that  element  (Phil.  Trans.  171,  1018).  Ordinary 
commercial  aluminium  is  converted  into  bromide 
by  the  direct  action  of  bromine.  On  account 
of  the  violence  of  the  action,  the  metal  should 
be  immersed  only  for  a  short  time,  at  intervals, 
until  dissolved,  or  should  be  added  in  very 
small  pieces.  The  bromide  so  produced  is  freed 
from  bromine  by  distillation  and  fractionally 
distilled,  that  portion  boiling  uniformly  at 
203*3^  being  reserved.  This  portion  is  colour- 
less, entirely  soluble  in  water,  and  consists  of 
the  pure  bromide. 

It  is  heated  with  sodium  (which  has  been' 
carefully  freed  from  oil  and  well  scraped)  in  a 
ci-ucible  made  of  a  mixture  of  pure  alumina  and 
sodium  aluminate.  The  amount  of  sodium 
used  should  not  be  sufficient  to  reduce  the 
whole  of  the  bromide,  or  the  aluminium  is 
liable  to  contain  sodium.  The  globules  of 
metal  are  fused  together  before  the  blowpipe 
on  a  bed  of  alumina,  immersed  for  a  short  time 
in  hydrochloric  acid,  washed  and  dried.  Pure 
aluminium  might  also  be  produced  by  the  elec- 
trolysis of  the  pure  bromide  or  chloride. 

The  purification  from  metallic  impurities  on 
the  large  scale  involves  many  difficulties.  The 
only  method  of  obtaining  satisfactory  metal  is 
to  ensure  as  high  a  state  of  purity  as  possible 
in  the  first  instance  by  making  use  of  selected 
materials  and  avoiding  contamination  in  the 
process  of  manufacture. 

By  the  establishment  of  Deville*8  process 
the  price  of  aluminium  had  been  brought  down 
from  18^  per  lb.  to  II.,  at  which  it  stood  till 
1887. 

The  double  chloride  of  sodium  and  aluminium 
used  contained  only  14  p.c.  of  aluminium,  and 
the  working  of  larse  charges  with  a  small  yield 
together  with  the  high  cost  of  sodium  and  fuel 
stood  in  the  way  of  any  prospect  of  reduction 
in  the  price  of  the  metal. 

The  introduction  of  Castner's  process,  by 
which  sodium  could  be  produced  much  more 
cheaply,  led  to  the  establishment  of  the  Alu- 
minium Company's  works  at  Oldbury,  and 
effected  some  reduction  in  .the  price  of  alu- 
minium. Meanwhile  Messrs.  Cowlos  (Patents 
Aug.  18,  1885,  and  Jan.  26,  1886)  brought 
electrical  heating  into  operation,  and,  though 
their  process  was  not  adapted  to  the  production 
of  aluminium,  it  was  capable  of  furnishing  alloys 
of  aluminium  with  copper  and  other  metals. 
These  could  be  made  at  one-tenth  the  price 
which  had  ruled  for  aluminium,  and  the  valuable 
properties  of  aluminium  bronze,  Hercules  metal, 
and  other  alloys  were  soon  recognised.  More- 
over, the  discovery  of  the  effect  of  the  addition 
of  minute  amounts  of  aluminium  to  iron  and 
steel  gave  a  further  stimulus  to  the  production 
of  aluminium.  C.  W.  Siemens  had  already 
described  an  electric  furnace  (1881)  capable  of 
giving  very  high  temperatures,  and  the  type  of 
furnace  patented  by  Messrs  Cowles  Bros,  was 
based  on  similar  lines. 

The  furnace  is  a  rectangular  box,  one  foot 
wide,  five  feet  long,  and  fifteen  inches  deep,  all 
inside  measures.  Two  carbon  electrodes  pass 
through  pipes  in  the  ends  ;  they  are  three  inches 
in  diameter  and  thirty  inches  long ;  this  size 
could  not  be  exceeded,  as  larger  carbons  dis- 


integrated under  the  intense  heat.     For  a  non- 
conducting   furnace    lining,    fine    particles    of 
charcoal  are  washed  in  lime-water,  exposed  to 
the  air  and  dried.     They  thus  become  coated 
with  lime  and  are  of  good  insulating  power. 
At  the  high  temperature  produced,   ordinary 
charcoal  becomes  converted  into  graphite  and 
forms  a  good  conductor.     The  two  electrodes 
being  within  a  few  inches  of  one  another,  the 
charge  of  twenty-five  parts  of  corundum,  twelve 
parts  of  carbon,  and  fifty  parts  of  granulated 
copper  is  placed  around  and  between  them, 
covered  with  small  lumps  of  charcoal,  and  the 
whole  covered  with  an  iron  top  lined  with  fire- 
brick.    The  Current  from  a  powerful  dynamo  is 
then    passed,    and    the    electrodes    moved    if 
necessary  to  produce  the  requisite  resistance. 
In  about  ten  minutes,  the  copper  having  melted 
between  the  electrodes,  the  distance   oetween 
them  is  increased  while  the  current  is  raised  to 
300  amperes    of    fifty  volts   E.M.F.   and   the 
yield  1  Id.  per  E.P.H.  hour.     As  the  resistance  is 
increased,  the  temperature  rises,  the  alumina 
is    reduced    to    the     metallic    condition    and 
alloys  with  the  copper,  while  its  oxygen  forms 
carbon    monoxide  and  bums  at  the  openings 
in    the     cover   with   a   white    flame.      After 
about  five  hours  the   operation   is  completed. 
The   alloy   produced    is   brittle,    consisting   of 
copper  and  15  p.c.  or  upwards  of  aluminium. 
When  boron  or  silicon  oxides  have  been  added, 
the  bronzes  produced  contain  these  elements. 
It  is  melted,  cast  into  ingots,  the  percent&ge  of 
aluminium   determined,    and   sufficient  copper 
added  to  produce  *  aluminium  bronze,'  or  the 
required  alloy. 

When  other  metals,  such  as  iron,  nickel, 
silver^  &c.,  are  substituted  for  copper,  corre- 
sponding alloys  are  produced. 

The  slag  produced  is  hard  and  compact,  but 
soon  falls  to  a  fine  alkaline  powder ;  it  contains 
alumina,  calcium  aluminate,  with  traces  of 
copper,  silicon,  &c. 

Pure  aluminium  cannot  be  produced  satis- 
factorily by  this  method,  as  it  remains,  to  a  great 
extent,  mingled  with  the  carbon. 

See  further,  W.  P.  Thompson  (J.  ^c.  Chem. 
Ind.  1886,  206);  Mabery  (Amer.  J.  Sci.  308, 
and  Amer.  Chem.  J.  1887,  11). 

The  Electruxd  Process, — A  new  principle  was, 

however,  introduced  into  metallurgy,  and  the 

I  application  of  electricity  for  purposes  of  heating 

I  and  reduction  of  metals  has  made  rapid  pro- 

gress  in  recent  years.  Its  full  development 
ad  not,  however,  been  reached  in  the  pro- 
cess just  described.  It  had  been  shown  that, 
j  though  the  fusion  of  a  substance  like  alumina 
!  could  not  be  economically  effected  owing  to  its 
high  resistance,  the  addition  of  copper  and  other 
metals  enabled  the  furnace  charge  to  conduct 
the  current.  If  a  suitable  solvent  could  be 
found  for  alumina  then  the  electrolytic  action 
of  the  current  could  be  brought  into  play. 
When  this  was  accomplished  the  chemical 
method  of  decomposition  would  give  place  to 
the  electrolytic  method,  and  the  isolation  of 
aluminium  become  a  question  of  a  sufficient 
current  at  the  necessary  voltage.  This  voltage 
can  readily  be  calculated  from  tne  heat  of  forma- 
tion of  the  compound  in  question  by  dividing 
the  number  of  calories  per  equivalent  by  23,250. 
We  thus   obtain   for  alumina   2*81   volts,  for 
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aluminium  chloride  2-32  volt-s,  for  aluminium 
fluoride  4*00  volts,  for  aluminium  sulphide  0-0 
volt. 

A  suitable  solvent  is  found  in  native  cnrolite 
3NaF*AlFa,  which  may  be  brought  to  fusion 
below  1000^  and  will  dissolve  15  to  20  p.c.  of 
its  weight  of  alumina,  and  in  this  condition  it  is 
likely  that  the  voltage  is  somewhat  lower — in 
the  case  of  alumina  a^ut  2*3  volts. 

In  the  year  1886  the  Heroult  process  was 
patented  and  soon  came  into  use  at  Neuhausen, 
and  at  the  8oci6t6  Electrom^tallurgique  at 
Froses,  near  Grenoble.  In  this  process  the 
anodes  consisted  of  carbon  and  tne  cathode 
was  the  carbon  lining  of  the  furnace,  the  distance 
between  the  anode  and  cathode  being  capable 
of  adjustment  by  raising  or  lowering  the  anode. 
The  cryolite  was  first  melted  in  the  bath  by 
utilising  the  heat  generated  by  the  resistance 
to  the  electric  current,  and  then  alumina  was 
added,  and  the  additions  continued  from  time  | 
to  time  as  the  bath  became  exhausted.  The 
metallic  aluminium  settled  at  the  bottom  of  the 
bath  in  the  neighbourhood  of  the  cathode,  and 
was  tapped  every  24  hours.  j 

The  purity  of  the  metal  at  first  was  97-99 
p.c.  There  were  at  disposal  360  kilowatts  at 
Froges,  and  just  over  1000  kilowatts  at  Neu- 
hausen  (J.  Soc.  Chem.  Ind.  1892,  910);  the 
yield  usually  obtained  was  about  1^  lbs.  of 
aluminium  per  kilowatt-day,  an  efficiency  of  less 
than  25  p.c. 

The  Hall  process,  brought  out  in  the  United 
States  about  the  same  time,  only  differed  from 
H^roult's  in  matters  of  detail,  the  anodes  being 
rods  of  carbon  3  inches  in  diameter,  or  of  larger 
dimensions  in  sections  banded  together,  the  elec- 
trolyte being  alumina  dissolved  in  mixed  fluorides 
of  calcium  and  aluminium  or  AlF^-NaF. 

Minet  (Compt.  rend.  112,  231)  used  a  bath 
composed  of  62-5  p.c.  of  common  salt  and  37-5 
p.c.  of  cryolite,  but  his  metal  seems  to  have 
contained  2  to  3  p.c.  of  impurity,  which  was 
chiefly  silicon,  owing  largely  to  the  impurity  of 
the  alumina  used  by  him.  Aluminium  so  pre- 
pared was  liable  to  contain  sodium,  owing  to 
the  fact  that  the  voltage  necessary  for  the 
decomposition  of  aluminium  fluoride  differed  so 
little  from  that  required  to  decompose  sodium 
fluoride — vi^  4*7  as  against  4. 

There  wtLB  added  to  the  bath  as  the  operation 
proceeded,  a  mixture  of  hydrated  alumina,  cry- 
olite, and  alumina  dissolved  in  cryolite. 

Kleiner  invented  a  furnace  for  the  decomposi- 
tion of  cryolite,  and  carried  on  the  production 
of  aluminium  at  Tyldesley  in  Lancashire ;  a 
plant  was  also  operated  on  the  lines  of  the 
Heroult  sjrstem  at  Patricroft  near  Manchester. 

In  this  case  the  dvnamos  were  run  by  steam 
power,  and  it  soon  became  manifest  that  this  \ 
could  not  compete  with  advantageous  supplies 
of  water  power  which  began  to  be  called  into 
requisition  wherever  such  power  was  available. 

Mention  should  also  be  made  of  the  method  of 
Bucherer,  D.  R.  P.  63995  (1892),  who  prepared 
aluminium  by  electrolysing  the  double  sulphide 
of  aluminium  and  an  alkali  or  alkaline  earth, 
the  chief  obstacle  to  success  being  the  expense 
and  difficulty  attending  the  production  of  the 
sulphide. 

It  soon  became  evident  that  the  Hall  and 
Heroult  process  must  hold  the  field,  and  that 


coal  could  not  compete  with  cheap  water  power 
in  this  industry,  and  rapid  expansions  of  the 
industry  were  made.  The  price  had  by  1891 
been  brought  down  to  one-fifth  of  that  which 
had  ruled  under  Deville's  process,  and  the 
production  had  increctsed  to  over  300  tons  per 
annum.  The  accompanying  statement  is  the 
cost  of  production  at  this  period,  as  given  by 
A.  E.  Hunt  (Eng.  and  Mining  Joum.  1891,  280). 
For  1  lb.  of  aluminium  there  was  requisite 
2  lbs.  alumina  costing  6  cente 
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1  lb.  carbon  electrode 
Chemicals,  pots,  &c. 
22  E.H.P  one  hour 
Labour,  interest,  repairs 
making  19  cents  in  all. 

The  following  firms  were  at  this  period 
manufacturing  either  aluminium  or  its  alloys : — 

In  England — 
Cowles  Syndicate  (Cowles  process). 
Reduction  Syndicate  (Hall  process). 

In  the  United  States — 

Pittsbun;  Reduction  Company. 
Cowles  Meotric  Smelting  Company. 
United  States  Aluminium  Metal  Co. 

On  the  Continent — 
Soci6t^  Electrom^tallurgique  at  Froges. 
Aluminium  Industrie   Actien-Gtesellschaft 
at  Neuhausen. 

Further  progress  was  mainly  in  the  direction 
of  increasing  the  yield  and  bringing  down  the 
cost  of  production  whilst  perfecting  the  various 
details  of  the  process  so  that  a  purer  product 
could  be  made. 

We  shall  now  describe  the  further  development 
of  the  industry  and  the  manufacture  as  it  stands 
to-day  after  over  20  years  of  experience  ;  and  in 
doin^  so  it  will  be  well  to  consider  in  greater 
detail  (a)  the  production  of  alumina,  (b)  the 
making  of  the  carbon  electrodes,  (c)  the  nature 
and  arrangement  of  plant,  including  the  reduc- 
tion furnaces. 

Development  of  the  Aluminium  Industry, — 
The  first  factory  established  on  electrical  lines 
was  that  started  in  1888,  at  New  Kensington, 
by  the  Pittsburg  Company,  which  is  now  known 
as  the  Aluminium  Company  of  America,  and 
conducts  operations  at  the  Niagara  FaUs,  the 
Shawingian  Falls,  and  at  Massena. 

Amongst  the  pioneers  of  the  industry  were 
also  (1)  Aluminium  Industrie  Aktien-Cesellschaft, 
who  control  works  at  Neuhausen,  Rheinfelden, 
and  Lend  Gastein ;  (2)  the  British  Aluminium 
Company,  with  reduction  works  operating  in 
1896  at  Foyers  and  now  at  Kinlochleven  (Argyll- 
shire), and  branch  works  at  Greenock,  Lame, 
and  Milton  (Staffordshire), — this  company  is 
also  associated  with  reduction  works  at  Stang- 
fiord  (Norway),  and  projected  works  at  Orsi^res 
(Switzerland) ;  (3)  Soci^t^  Electrom^tallurgique 
Fran9aise  at  Froges,  La  Praz,  and  St.  Michael, 
and  the  Cie.  des  Produits  Chimiques  d'Alais  et 
de  la  Carmargue. 

There  are  also  works  on  a  smaller  scale 
under  the  Aluminium  Corporation  at  Wallsend, 
with  construction  going  on  at  Dolgarrog  (N. 
Wales),  the  Anglo-Norwegian  Company  at 
Vigeland  Falls  (Norway),  and  developmente  in 
Italy  at  Bussi.  The  cost  of  production  of  the 
metal  to-day  is  said  to  be  611.  per  ton  as  a 
minimum,  though  at  most  works  it  would  reach 
80^.  (Mining  World,  June  26,  1909). 
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The  market  prioo  of  aluminium  ingots  in 
1902-4  was  1202.  per  ton,  but  it  rose  to  2002.  in 
1906,  and  has  since  then  fallen  to  662.  (1909), 
though  it  is  now  again  advancing.  Since  190^ 
no  trustworthy  record  has  been  made  of  the 
world's  output  of  aluminium.  It  remained, 
however,  fairly  statiopaiy  in  the  neighbourhood 
of  8000  tons  from  1900  to  1905  inclusive,  and 
since  then  has  grown  steadily,  and  may  be 
estimated  for  1909  at  30,000  tons.  In  the 
United  States  Geological  Survey  publications 
(Metallic  Products)  for  1908  there  may  be  found 
the  estimated  consumption  of  metal  in  the  United 
States,  from  which  it  appears  that  in  1907  this 
amounted  to  nearly  7700  tons,  and  in  1908  to 
nearly  5000  tons. 

Tne  following  is  a  statement  of  the  produc- 
tion of  aluminium  in  metric  tons  from  1889  to 
1899,  (a)  in  the  United  States,  (6)  total  out- 
put:— 

b 


1893 
1894 
1895 
1896 
1897 
1898 
1899 


a 

164 

250 

417 

591 

1814 

2359 

2948 


h 

870 
1491 
1835 
2250 
6220 
6860 
8950 


1889 
1890 
1891 
1892 


a 

22 

28 

68 

118 


93 
193 
302 
505 


The  Production  of  Alumina. — The  raw 
material  from  which  the  alumina  is  usually 
made  is  bauxite,  deposits  of  which  occur  at 
Beaux  and  in  the  Var  (S.  France),  at  Feistritz 
(Austria),  Wochein  (Styria),  Irish  Hill  (Ireland), 
Georgia,  Arkansas,  Alabama  (United  States), 
and  m  New  South  Wales.  The  physical  condi- 
tion of  the  bauxite  varies  considerably,  so  that 
some  kinds  are  more  readily  acted  upon  for  the 
production  of  alumina  than  others.  In  the  alu- 
minium industry  a  low  content  of  iron  and  silica 
is  desired,  especially  the  latter ;  it  is  therefore 
usually  found  advantageous  to  employ  the  red 
bauxites,  the  white  bauxites  being  used  prefer- 
ably in  the  manufacture  of  sulphate  of  alumina. 
The  following  table  gives  the  composition  of 
typical  samples ; — 


Locality 


A1,0, 

FejO, 

SiO, 

H,0 

TiO, 


Beaux 

Var 

1 

Wochein 

Feietriti 

i 

IiiBb 

Georgia 

1 

75 

Red 

50-62 

White 
65-74 

Dark 
coloured 

63-16 

Light 

coloured 

_ 

72-87 

Reddish 
brown 

44.4 

Yellow 
54-1 

White 

Raw 
35-0 

60 

64-6 

60-5 

25 

12 

24-28 

0-3-3 

23-56 

13-49 

30-3 

10-4 

2-0 

38  0 

1-9 

3 

1 

1-7 

12-18 

415 

4-25 

160 

120 

7-5 

3-5 

3-3 

1  12 

12 

12-13 

14 

8-34 

8*60 

9-7 

21-9 

24-7 

21-5 

321 

01-4 

— 

trace 

trace 

— 

— 

2-0 

2-2 

The  following  analyses  by  Leop.  Mayer  and  O.  Wagner  (Dingl.  poly.  J.  248,  213)  show  that 
the  appearance  of  bauxite  cannot  be  relied  on  as  a  criterion  of  its  value.  The  origin  of  the 
samples  is  not  given  : — 


Appearance 

1 

Pure  whi 

te      . 

2 

YeUow 

3 

»» 

4 

Red 

6 

t» 

6 

»> 

7 

Hygroeoopic 

Combined 

moistiire 

water 

233 

13-86 

103 

27-86 

1-30 

27-70 

1-34 

2312 

1-31 

23-81 

0-95 

20-83 

1-17 

4-76 

A1208 


29-80 
43-22 
50*38 
33-86 
46-18 
62-10 
21-80 


FejOs 


3-67 
14-39 
11-68 
25-69 
22-05 
611 
3-75 


SiOa 


44-76 

10-43 
8-34 

12-41 
4-82 
5-06 

6010 


H11O2 


trace 
2-42 

201 


CaO 

MgO 

PtOfi 

2-75 

0-84 

1-47 

1-61 

113 

trace 

trace 

0-61 

trace 

— 

0-53 

0-89 

0-66 

3-20 

trace 

trace 

606 

2-49 

trace 

The  amount  of  bauxite  mined  in  1907  was 
260,000  tons,  three-fifths  of  which  was  produced 
in  France. 

For  the  manufacture  of  the  purest  form  of 
alumina  the  bauxite  is  first  roughly  powdered 
and  calcined  to  get  rid  of  water  and  any  organic 
matter.  It  is  then  more  finely  ground  and  intro- 
duced gradually  with  agitation  into  kiers  contain- 
ing caustic  soda  solution  of  1  -45  8p.gr.  The  kiers 
are  now  closed  and  the  charge  heated  for  some 
hours  under  high- pressure  steam — about  70-80 
lbs.  The  contents  of  the  kiers  are  then  trans- 
ferred to  the  filter  presses,  and  the  filtrate  further 
cleared  through  wood  pulp  in  lead-lined  vats. 
The  liquor  contains  essentially  sodium  aluminate, 
which  may  be  decomposed  by  passing  carbon 
dioxide  into  it.  but  it  is  now  more  usual  to  adopt 
the  Bayer  method  of  precipitating  the  alumina. 


This  method  depends  on  the  fact  that  the 
addition  of  alumina  effects  the  decomposition 
of  the  aluminate  and  throws  down  some  70  p.c. 
of  the  alumina.  The  dissolved  liquor  now 
contains  alumina  and  soda  in  the  proportion 
AljO,  :  Na,0  :  :  1  :  6.  The  precipitated  hydrate 
of  alumina  is  allowed  to  settle,  and  the  liquor 
with  its  undecompoeed  portion  is  run  off  into 
weak-liquor  tanks.  The  hydrate  is  filter- 
pressed,  sufficient  being  left  in  the  vat  to  serve 
as  precipitant  for  the  next  charge.  The  weak 
liquor  may,  after  concentration,  be  used  over 
again  for  reacting  upon  a  further  amount  of 
bauxite. 

The  hydrate  of  alumina  so  obtained  ought  to 
contain  less  than  1  p.c.  of  mineral  impurity, 
sodium  and  silicon  being  the  more  objectionable 
impurities.     To  bring  it  into  a  suitable  physical 
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condition  for  use  in  the  reduction  furnaces  it 
must  be  calcined  at  1100''-1200'',  so  that  it 
shows  no  tendency  to  give  up  moisture  when 
used  in  the  furnace  or  to  absorb  moisture  when 
exposed  to  air. 

The  alumina  of  to-day  is  superior  to  that  of 
fifteen  years  aeo,  and  the  cost  of  production 
less  than  one-naif.  It  constitutes,  however, 
about  one- fifth  of  the  whole  cost  of  manufacture 
of  aluminium,  and  many  processes  have  been 
brought  forward  with  a  view  to  improve  or 
cheapen  the  product.  Of  these  may  be  men- 
tionm  the  patents  of  Penokoff  (£iig.  Pat. 
Nov.  19,  1895,  Mar.  18  and  May  13,  1896,  &c.). 
Endeavours  have  been  made  to  obtain  alumina 
of  sufficient  purity  from  bauxite,  day,  felspar,  or 
kaolin  by  electrically  heating  them  with  iron  (or 
its  oxide),  carbon  and  cryolite,  thus  separating 
ferrosilioon  from  alumina ;  Moldenhauer  (J. 
Soc.  Chem.  Ind.  1909,  148),  Sinding-Laraen 
{ibM.  1908,  409),  and  Tone  (Electrochem.  and 
Metallurg.  Ind.  1909,  36),  Hall  (J.  Soc.  Chem. 
Ind.  1902,  49).  Recently  Serpek  has  proposed 
to  prepare  alumina  bv  forming  the  carbide  and 
acting  upon  this  with  producer  gas  consisting 
of  77  p.o.  nitrogen,  23  p.c.  carTOn  monoxide, 
and  a  little  carbon  dioxide.  He  claims  that  a 
tolerably  pure  nitride  of  aluminium  is  formed, 
and  this  oecomposed  by  steam  yields  alumina 
and  ammonia  (Journal  du  Four,  Electrique, 
315,  1 ;  J.  Soc.  Chem.  Ind.  1911,  26;  Fr.  Pat. 
406712  and  418059). 

The  Making  of  Carbon  Electrodes. — Bitumi- 
nous coal,  anthracite,  retort  carbon,  natural  or 
artificial  graphites,  soot  and  oil-coke  are  all 
materials  which  have  from  time  to  time  been 
used  in  the  production  of  carbon  electrodes.  In 
deciding  which  of  these  materials  should  be 
used,  account  must  be  taken  of :  (a)  Supply 
and  cost  of   raw  material ;    (5)  ash   content ; 

(c)  amount  of    volatile   matter    and    sulphur; 

(d)  conductivity  for  electricity  and  heat.  It 
must  also  be  understood  that  electrodes  used 
for  the  production  of  aluminium  differ  in 
character  from  those  used  for  lightmg  or  for 
the  production  of  calcium  carbide  and  many 
other  purposes  where  graphitisation  of  the 
carbon  is  an  advantage  and  the  presence  of 
mineral  matter  is  quite  permissible  and  even 
necessary.  The  graphitisation  of  amorphous 
carbon  is  indeed  effected  by  exposmg  it  to  a 
high  temperature  under  electrical  heating  after 
admixture  with  finely  divided  iron. 

It  is  said  that  at  the  temperature  employed 
the  iron  volatilises.  Be  this  as  it  mav,  the  ash 
of  such  carbon  contains  a  considerable  amount 
of  oxide  of  iron.  Aluminium,  boron,  silicon, 
and  other  elements  which  form  carbides  can  be 
used  as  graphitising  agents,  as  also  to  some 
extent  the  oxides  of  these  elements. 

It  may  be  taken  that,  so  far  as  it  is  capable 
of  reduction  in  the  aluminium  furnace,  the 
mineral  ash  contained  in  the  carbon  alloys 
itself  with  the  aluminium,  as  also  the  foreign 
matter  present  in  the  alumina.  The  amount  of 
alumina  used  should  be  about  double  that  of 
the  aluminium  resulting  therefrom,  and  the 
electrode  consumption  about  two-thirds  of  the 
aluminium,  so  thiat  an  estimate  may  be  made 
of  the  impurity  as  silicon  contained  in  the 
metal.  Amuming  the  silica  in  the  alumina  and 
in  the  electrode  as  0-3  p.o.,  in  each  case,  the 


amount  of  silicon  in  the  metal  will  be  that 
contained  in  0*8  p.c.  of  silica,  i.e,  0*37  p.o. 

The  electrical  resistance  is  in  microhms  per 
cubic  inch  of 

Amorphous  carbon  (pressed)  1*63  1*45 
Graphitic  carbon  .  .  0*42  0*25 
Electrodes  for  aluminium    .  3*00    2*60 

The  resistance  per  cubic  centimetre  would  be 
2*54  times  these  values.  (For  further  detail.  The 
Electric  Furnace,  Stansfield,  or  the  pamphlet 
issued  bv  the  Acheson  Graphite  Co.,  may  be 
consultea.)  In  addition  to  low  resistance  to  the 
electrical  current,  it  is  desirable  that  electrodes 
should  be  of  low  conductivity  for  heat,  that  they 
should  be  sufficiently  hard  and  resistant  to 
superficial  oxidation,  of  low  porosity  and  of  even 
character  throughout  their  whole  mass. 

To  produce  electrodes  having  these  qualities 
the  material  (oil-coke  is  largely  used)  must  be 
carefully  selected,  ground,  calcined,  and  sub- 
jected to  high  pressure  with  the  admixture  of 
tar  or  other  material  to  act  as  binder.  They  are 
then  baked  at  a  temperature  of  about  1200^. 
in  a  kiln,  in  principle  resembling  a  pottery  kiln, 
the  surface  of  the  blocks  being  protected  from 
oxidation  by  being  embedded  in  carbon.  The 
permissible  current-density  for  good  electrodes 
of  this  type  is  26  to  60  amperes  per  square  inch 
of  transverse  section,  though  in  practice  a  much 
lower  current-density  ia  employed.  For  further 
details  and  description  of  Mendheim  and  other 
kilns  suitable  for  baking  the  blocks,  reference 
may  be  made  to  Die  Kiinstlichen  Kohlen,  by 
Julius  Zellner.  The  connection  of  the  carbon 
blocks  with  the  anode  beam  carrying  the  current 
may  be  effected  by  means  of  an  iron  claw  let 
into  the  block  or  a  copper  hanger  fitted  into  it 
by  a  screw  contact. 

The  Reduction  Furnaces, — These  consist 
essentially  of  an  iron  casing  lined  with  car- 
bon, the  general  character  and  arrangement  of 
which  is  shown  in  transverse  section  (p.  108).  The 
electrodes  vary  in  size  and  form  in  different 
works,  and  are  not  necessarily  arranged  in  two 
rows  as  indicated  in  the  figure.  Their  total 
sectional  area  is,  however,  uways  adapted  to 
the  current  to  be  used  and  good  electrodes  will 
act  satisfactorily  under  a  current-density  of  8 
to  10  amperes  to  the  square  inch.  The  lower 
part  of  the  carbon  body  serves  as  the  cathode, 
and  a  special  form  of  cathode  is  let  into  the 
carbon  at  the  base  of  the  furnace.  In  starting 
a  furnace  it  is  usual  to  introduce  first  the  cryolite, 
which  is  brought  to  a  state  of  fusion  by  electrical 
heating.  Alumina  is  then  fed  in  gradually  at  the 
surface  of  the  cryolite,  and  as  it  dissolves  the 
resistance  gradually  falls  to  about  5  or  6  volts, 
and  the  temperature  of  the  bath  will  be 
generally  1000°.  The  electrolytic  action  brings 
about  a  decomposition,  which  has  been  usually 
taken  to  result  in  the  formation  of  carbon 
monoxide,  according  to  the  equation 

AljO,  -f  3C  =  2A1  -f  3C0, 

but  there  is  little  doubt  that  primarily  carbon 
dioxide  is  formed,  and  the  change  should  bo 
expressed  as 

2A1,0,  -f  3C  =  4A1  +  3C0a. 

In  the  former  case  the  carbon  used  would 
be  two-thinis  of  the  weight  of  the  aluminium 


produced,  whilut  in  the  latter  it  nould  be  one- 
third.  In  practice  the  ntio  of  carlion  to  Rlumi- 
nium  lies  between  these  extremea. 


The  production  of  alatniniuni  is  discoii' 
tinuous,  for  about  2  hours  ftfter  the  proper 
chaive  of  alumina  hu  been  added  the  voltage 
oF  the  furnace  rises  rapidly  and  affords  an 
indication  thiit  more  alumina  must  be  added. 
The  aluminium  coUecls  at  the  bottom  of  the 
bath  of  electrolyte,  and  is  tapped  oS  at  stated 
periods,  either  every  day  or  at  loneer  intervals. 
The  reduction  of  alumina  by  eleotrofytic  methods 
on  B  laboratory  ei^ale  is  beset  with  difficulties  ; 
an  account  of  experiences  in  this  direction  is 
given  in  papers  by  Neumann  and  Olsen  (Met. 
and  Chem.  Engineering,  1010,  186],  and  Tucker 
{ibid.  1909,  315). 

Physical  Properiia. — Commercial  aluminium 
is  a  metal  with  the  whiteness  of  tin.  It  has 
been  obtained  in  cryutals  resembling  octahedra, 
and  is  very  slightly  magnetic. 

Its  specilio  heat  '~     * 


-100° 


o-a 


300° 


100°      0-2236  650°      03200 

(Schmiti,  Proc.  Roy.  Soo.  72,177). 

The  total  heat  required  to  bring  a  kil^^ramme 
of  aluminium  from  0°  to  026°  is  239,400 
cals.,  and  its  latent  heat  of  fusion  is  SO.  It 
melts  at  654-6°  (Hejcock  and  Neville),  667'3° 
(Hotbom  aod  Day),  the  melting-point  being 
dependent  (as  are  other  physical  properties)  on 
its  purity-  Small  amounts  of  silicon  and  iron, 
which  arc  always  present,  have  a  considerable 
effect  on  ita  behaviour,  both  physically  and  in 
contact  with  reagents.  Lorcnz  found  its 
conductivity  for  heat  at  ,0°  0-3436,  at  100° 
0-3619 ;  whilst  Jaeger  and  Dresselhorst  for  metal 
containing  06  p,o.  iron  and  0-4  p.c.  copper, 
found  0-4923  at  100°.     Similarly  the  electrical 


conductivity  of  aluminium,  taking  copper  as 
100,  is  as  follows  :  98-6  p.c.  purity,  56  ;  99  p.c. 
69;  99-6  p-o.,  61 ;  100  p.c.,  66. 

A  sample  of  metal  produced  in  1S66,  having 
a  lower  degree  of  purity,  save  61-3. 

Its  elastkiity  modulus  (i.e.  load  in  kilogrammes 
per  square  miUimetre,  divided  by  its  all«ration 
in  length)  is  7462  as  compared  with  11,360  for 
copper,  and  the  torsion  moduli  of  these  metals 
are  3360  and  4460  respectively. 

The  specific  gravity  of  the  molten  metal 
is  2-64,  and  of  the  cast  metal  is  about 
2-66 ;  tiiis  may  be  increased  by  rolling.  Xta 
eiqiansion  coefficient  is  0-00002313  at  40° 
(Fizeau),  and  0-0000315  at  600°.  It  expands 
on  fusion  to  the  extent  of  4-B  p.o.  (Toepier). 
In  hardness  it  resembles  silver,  and  the  pure 
metal  is  softer  than  the  impure.  It  becomes 
more  elastic  and  also  harder  by  hammering  and 
rolling,  and  is  capable  of  being  drawn  down  to  a 
wire  of  ^,  inch  in  thickness,  or  rolled  into  plate 
or  beaten  into  foU  to  ,^  inch  thick.  It  can 
also  be  finely  granulatedfor  use  in  explosives,  or 
prepared  in  the  form  of  very  fine  powder,  wbjck 
is  lugely  employed  as '  thermite,'  or  as  aluminium 
paint.  The  tensile  strength  of  aluminium  is 
12  to  13  tons  on  the  square  inch,  but  this  varies 
with  the  temper  of  the  metal  between  6}  and 
tS^  tons  on  the  square  inch,  the  elongation 
varying  in  ijke  inverse  manner  from  23  p.c.  to 
1^  p.c.  Aluminium  has  been  largely  used  for 
overhead  electrical  transmission  and  it  possesses 
many  advantages  for  such  purposes  owing  to  its 
lightness.  Its  specific  gravity  being  only  ^  of 
that  of  oopper,  and  conductivity  over  60  p.c, 
itfollowsthatan  aluminium  cable  has  double  the 
efficiency  of  a  copper  cable  of  the  same  weight 
as  a  means  of  conveying  current.  The  tensile 
strength  of  aluminium  is  affected,  of  course,  by 
Ks  form,  method  of  casting  and  mechanical 
treatment.     Its  ultimate  strength  in  tons  per 


efron 


o  29  ton 


Although  corroded  in  the  atmosphere  of 
tome  large  towns,  it  is  not  more  so  than  other 
metals  used  for  cables,  and  under  ordinary 
lerely  becomes  coat«d  nith  a 


thin 

1 

wholly  satisfactory  solder  for  the  metal,  and  o 
that  shall  resist  corrosion.  Dagger  (J.  Chem. 
Soc.  Ind.  1891,  436)  quotes  as  useful  for  heavy 
soldering  Al  12  pts.  Cu  S  pts.  Zn  80  pts.,  and  for 
light  soldering  Al  6  pts,  Cu  4  pts.  Zn  90  pts. 
Joints  can,  however,  be  made  by  autogenous 
welding  with  an  oxyhydrogen  or  acetylene  flame 
or  electrically.  Butt  and  other  joints  may  be 
effected  by  various  mechanical  devices  with  the 
aid  of  fusion  at  the  surfaces  or  by  a  casting  of 
metal  around  the  junctions. 

Chemical  Properties. — Aluminium  absorbs 
about  ita  own  volume  of  hydrogen,  which  is, 
however,  expelled  on  heating  or  in  vacud.  It 
is  practically  unacted  upon  by  oxygen  at  or- 
dinary temperatures,  but  if  finely  divided  it 
undergoes  considerable  oxidation  at  400°,  or 
even,  though  less  rapidly,  at  lower  temperatures. 
If  of  sufficient  purity,  water  has  no  action  upon 
it,  though  when  sodium  is  present  in  the  metal 
a  slight  action  occurs.  This  is  accentuated  if 
copper,  brass,  or  other  raetala  are  in  contact 
with  it.     A  recent  use  to  which  the  metal  has 
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been  put  is  for  the  treatment  of  hard  waters, 
which  by  intimate  contact  with  the  metal,  are 
said  to  be  softened  and  become  less  liable  to 
form  incrustation  on  the  shell  of  the  boiler. 
The  halogen  elements  or  acids  readily  act  upon 
aluminium,  and  the  chemical  activity  of  the 
metal  is  such  that  a  large  amount  of  heat  is 
generated  on  combination  with  these  elements. 
The  heat  of  formation  of  A1,0,  is  391,600  cals., 
A1,S,  is  124,400  cals.,  AljF,  is  558,000  cals., 
Al^d.  is  323,600  cals.,  Al^Br,  is  243,900  cals., 
AlxL.  is  140,600  cals. 

The  very  great  affinity  which  aluminium 
possesses  for  oxygen  has  been  made  use  of  in 
the  application  of  '  thermite '  as  a  means  of 
reducing  oxides.  Qoldschmidt,  D.  R.  P.  96317 
(1895),  has  thus  used  the  finely  divided  metal  in 
the  production  of  iron,  manganese,  chromium, 
nickel,  cobalt,  titanium,  boron,  molybdenum, 
tungsten,  vanadium,  and  other  metals. 

Reagents  which  readily  part  with  the 
halogens,  such  as  SiCl4  and  PCI,,  also  attack  it, 
and  carbon  or  the  oxides  of  carbon  at  high 
temperatures  convert  it  into  carbide,  AI4C3. 
Concentrated  nitric  acid  has  very  little  action 
upon  it  unless  the  metal  is  impure,  but  more 
dilute  acid  dissolves  it  appreciably.  Sulphuric 
acid  only  reacts  if  hot  and  concentrated,  and 
in  these  circumstances  there  is  a  considerable 
evolution  of  sulphur  dioxide.  Alkalis  or  the 
hydroxides  of  the  alkaline  earths,  especially 
baryta,  attack  the  metal,  and  hence  vessels  used 
for  culinary  purposes  will  be  corroded  if  brought 
into  contact  with  soda.  MaUet  (Chem.  Soo. 
Trans.  1876,  340)  found  that  molten  aluminium 
is  acted  upon  by  nitrogen  with  the  formation 
of  nitride. 

If  brought  into  intimate  contact  with 
mercury  in  presence  of  moisture,  aluminium  is 
readily  converted  into  the  hydroxide,  and  when 
exposed  to  the  vapour  of  mercury  with  access 
of  air,  it  undergoes  rapid  oxidation. 

The  action  of  organic  acids  on  aluminium  is 
inconsiderable.  In  presence,  however,  of  sodium 
chloride  these  acids  have  a  slight  solvent 
action.  Under  like  circumstances,  tin  and 
copper  would  be  much  more  affected,  with  the 
production  of  injurious  salts ;  the  salts 'of  idu- 
minium  are,  however,  quite  harmless,  and  are 
almost  entirely  precipitated  and  rendered  in- 
soluble on  boUlng. 

Perspiration,  being  acid,  has  no  apparent 
effect ;  saliva,  on  account  of  its  slight  alkamiity, 
acts  very  slowly.  Aluminium  tubes  have  been 
used  for  insertion  in  the  human  body  where 
much  purulent  matter  was  present,  without 
perceptible  corrosion. 

Aluminium  when  fused  with  potash  or  soda 
is  unaffected  even  at  a  dull  red  heat,  but  the 
superficial  silicon  is  removed  ;  metal  so  treated 
takes  a  good  *  matt.' 

Dry  ammonia  gas  has  no  action  ;  solution  of 
ammonia  has  a  dight  action  upon  the  metal, 
converting  it  into  hydrate,  whilst  a  portion 
passes  into  solution. 

Part  aluminium  is  less  acted  upon  bv  most 
reagents  than  the  commercial  metal  (Mallet). 

For  burnishing  and  engraving  aluminium, 
the  ordinary  media  are  unsuitable.  According 
to  Mourey  and  others,  an  emulsion  of  equal  parts 
of  rum  and  olive  oil  is  most  satisfactory.  The 
finish  of  manufactured  articles  is  improved  by  a 


frosted  appearance.  This  is  produced  by  plung- 
ing the  article  momentarily  into  caustic  alkali, 
washing  weU,  and  immersing  in  dilute  nitric 
acid. 

Action  on  metallic  solutions, — Aluminium, 
especially  in  the  form  of  foil,  has  a  considerable 
action  on  many  salts  in  solution.  The  action  of 
sulphates  and  nitrates  is  usually  very  slow.  All 
chlorides,  except  those  of  the  alkalis  and  alka- 
line earths,  are  readily  decomposed,  even  alu- 
minium chloride  solution  dissolves  the  metal 
with  evolution  of  hydrogen.  Bromides  and 
iodides  have  corresponding  effects.  The  pre- 
sence of  chlorides  m  solutions  of  other  salts 
much  facilitates  their  action. 

From  a  neutral  or  feebly  acid  solution  of 
silver  nitrate,  silver  is  precipitated  slowly ;  from 
an  ammoniacal  solution  of  the  chloride,  silver  is 
rapidly  precipitated  as  a  crystalline  powder. 

From  the  nitrate  or  sulphate  of  copper,  pre- 
cipitation is  slow,  from  the  acetate  picker, 
and  from  the  chloride  or  other  salt  in  presence 
of  sodium  chloride,  rapid  and  complete. 

Mercurous  salts  are  decomposed  with  forma- 
tion of  an  amalgam.  Lead  and  zinc  are  readily 
precipitated  (v.  also  Cossa,  Zeitsch.  f.  Chem. 
[2]  6,  380  and  443). 

Action  of  dry  salts  and  oxides. — The  action 
of  aluminium,  when  heated  with  certain  salts 
and  oxides,  is  peculiar,  and  shows,  especially  at 
high  temperatures,  the  tendency  of  this  metal  to 
form  aluminates. 

It  is  not  affected  by  potassium  nitrate  except 
above  a  red  heat ;  it  is  then  rapidly  oxidised 
with  formation  of  potcissium  aluminate.  With 
alkaline  carbonates  combination  takes  place  at 
a  red  heat  with  separation  of  carbon,  and  with 
alkaline  sulphate  combination  takes  place  sud- 
denly at  redness  with  explosive  violence ;  in  both 
c€ises  aluminates  are  formed. 

When  finely  divided  aluminium  is  mixed 
with  oxide  of  copper,  lead,  or  iron,  combination 
takes  place  at  a  white  heat  only,  with  such  vio- 
lence as  frequently  to  shatter  the  crucible.  In 
the  case  of  lead  and  copper  oxides,  aluminates 
are  produced,  and  with  iron  an  alloy  of  iron  and 
aluminium  (Tissier). 

When  heated  with  silicates  or  borates,  alu- 
minium liberates  silicon  or  boron,  forming  an 
aluminate  with  the  base.  Fused  silver  chloride 
is  reduced  to  metal ;  zinc  is  reduced  from  its 
fused  chloride,  whilst  magnesium  chloride  is 
not  affected  (Flavitzky,  Ber.  6, 196).  The  vapour 
of  mercuric  chloride  is  reduced  with  such  energy 
by  heated  aluminium  that  the  metal  fuses. 

Detection, — Compounds  of  aluminium,  when 
heated,  moistened  with  solution  of  cobalt 
nitrate,  and  again  strongly  heated  produce  a 
fine  sky-blue  colour  (Thenard^s  blue,  q.v.,  art. 
Cobalt). 

Aluminium  compounds  are  usually  colour- 
less. Silicates  and  other  compounds  insoluble 
in  acids  require  to  be  finely  powdered,  mixed 
with  4  pcurts  of  sodium  carbonate  or  fusion  mix- 
ture, and  heated  strongly  in  a  platinum  crucible. 
The  aluminium,  having  thus  become  converted 
into  sodium  aluminate,  is  dissolved  out  with 
hydrochloric  acid,  evaporated  to  dryness  to 
render  any  dissolved  silica  insoluble,  and  treated 
with  dilute  hydrochloric  acid.  The  aluminium 
is  then  present  as  chloride. 

Aluminous  solutions,  on  addition  of  an  alkali. 


no 
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give  a  white  gelatinous  preoipitate  of  hydrate, 
soluble  in  excess  of  the  precipitant  and  in  acids. 
Ammonia  produces  the  same  precipitate,  which 
is  only  sligntly  soluble  in  excess,  and  is  entirely 
reprecipitatcd  on  boiling  ofif  the  excess  of 
ammonia  if  sufficient  ammonium  chloride  be 
present, 

EHimcUion, — ^Aluminium  is  always  precipi* 
tated  as  the  hydrated  oxide  A1,0,,3H,0. 

For  this  purpose  the  solution,  which,  in  pre- 
sence of  alkalis  or  alkaline  earths,  is  mixed 
with  excess  of  ammonium  chloride,  is  treated 
with  a  slight  excess  of  ammonia,  and  the  solu- 
tion boiled  until  the  free  ammonia  is  expelled. 
The  hydrate,  havins  thus  become  totally  pre- 
cipitated, is  filtered,  well  washed,  dried  and 
heated  in  a  platinium  crucible,  the  heat  being 
finally  raised  to  bright  redness  for  five  minutes 
over  the  blowpipe.  The  weighed  residue  consists 
of  anhydrous  oxide,  AI2O3,  and  contains  63  p.o. 
of  aluminium.  The  separation  from  otner 
metals  is  not  difficult.  The  heavy  metals  may 
be  precipitated  from  the  acid  solution  by  sulphu- 
retted hydrogen,  leaving  the  aluminium  in  solu- 
tion, whilst  the  precipitation  in  presence  of 
ammonium  chloride  in  excess  separates  it  from 
the  alkalis  and  alkaline  earths.  From  chro- 
mium and  iron  the  separation  is  less  simple. 
Chromium  may  be  separated  as  follows : — The 
precipitated  oxides  are  dried,  mixed  with  2 
parte  potassium  nitrate  and  4  sodium  carbonate 
and  fused  in  a  platinum  crucible.  Alkaline 
chromate  and  aluminate  are  thus  produced. 
The  mass  lb  digested  with  water  and  a  small 
quantity  of  potassium  chlorate  and  hydrochloric 
acid  are  then  added,  and  the  solution  is  evapo- 
rated to  a  syrup,  with  occasional  addition  of 
potassium  chlorate  to  destroy  the  excess  of 
hydrochloric  acid  and  prevent  ite  reducing 
action  on  the  chromate.  The  aluminium  in  the 
diluted  solution  is  precipitated  as  above  by 
ammonia,  leaving  the  chromate  in  solution. 

For  the  separation  from  iron,  the  precipitated 
hydrated  oxides  are  dissolved  in  the  minimum 
quantity  of  hydrochloric  acid  and  treated  with 
an  excess  of  pure  strong  potassium  hydroxide 
solution,  boiled  for  a  few  minutes,  diluted, 
filtered,  and  well  washed.  The  ferric  oxide  is 
thus  precipitated  and  separated  from  the  soluble 
alumina.  The  solution  and  washings  are  acidi- 
fied with  hydrochloric  acid  and  precipitated 
by  ammonia.  On  account  of  ito  solvent  action 
upon  glass,  the  treatment  with  potash  should 
be  performed  in  a  porcelain  dish,  which  is  much 
less  attacked,  or,  preferably,  in  one  of  silver. 

Commercial  Analysis  of  Aluminium, — The 
direct  determination  of  aluminium,  constituting 
as  it  does  usually  over  99  p.c.  of  the  metal  under 
examination,  presente  many  difficulties.  It  has 
been  proposed  to  estimate  the  aluminium  by 
ascertaining  the  volume  of  hydrogen  evolved  on 
dissolving  it  in  hydrochloric  acid  or  the  amount 
of  chloride  formed,  but  the  errors  to  which  such 
a  determination  is  liable  are  too  great  to  admit 
of  sufficient  accuracy ;  moreover,  the  impurities 
usually  present  give  rise  to  corrections  which 
detract  ttom  the  simplicity  of  the  method  and 
complicate  the  result.  The  solution  in  caustic 
soda  is  preferable  to  this,  the  iron  and  copper 
remaining  as  a  black  residue,  but  the  silicon,  in 
part,  at  least,  reacts  with  caustic  soda,  so  that 
even  in  this  case  the  hydrogen  evolved  cannot 


be  taken  as  a  measure  of  the  aluminium  present. 
In  these  circumstances  it  is  customary  to 
determine  the  impurities  and  arrive  at  the 
amount  of  aluminium  by  difference. 

The  impurities  generally  present  in  quantity 
are  iron,  silicon,  and  sometimes  copper.  Minute 
amounts  of  sodium,  carbon,  and  nitrogen  are 
also  conteined  in  the  metal,  but  these  should  not 
greatly  affect  the  result  unless  when  dealing 
with  specially  impure  metal.  Commercially, 
therefore,  iron  ana  silicon  alone  are  usually 
estimated.  For  the  iron,  the  metal  is  dis- 
solved in  caustic  soda,  and  this  solution  on 
acididation  with  sulphuric  acid  3rields  sulphates 
of  alumina  and  iron  which  redissolve  in  the  acid, 
whilst  the  presence  of  copper  is  indicated  by  the 
appearance  of  a  black  residue.  The  amount  of 
iron  LB  finally  determined  by  titration  with 
potassium  permanganate.  For  the  silicon,  the 
metal  is  digested  with  hydrochloric  acid  (in 
presence  of  nitric  acid  to  avoid  volatilisation  of 
any  silicon  as  chloride)  forming  a  turbid  solution 
owing  to  the  separation  of  tne  silica.  This  is 
then  boiled  down  with  sulphuric  acid  until  white 
fumes  of  this  acid  appear.  The  aluminium  and 
iron  salte  are  thus  converted  into  sulphate,  and 
redissolve  on  digestion  with  water,  the  silica 
being  left  in  suspension. 

After  filtration  and  washing,  the  silica  is 
strongly  heated  and  weighed.  Copper  may  be 
estimated  as  sulphide,  or  the  black  residue  above 
mentioned  may  be  dissolved  and  the  copper 
estimated  colorimetrically.  If  the  amount  of 
sodium  is  to  be  found,  the  metal  must  be  dissolved 
in  nitric  acid  to  which  a  little  hydrochloric  acid 
is  added.  The  solution  is  boiled  down  to 
dryness  and  exposed  to  a  dull  red  heat  so  long 
as  red  fumes  appear.  The  residue  is  extracted 
with  water,  care  being  taken  finally  to  remove 
all  alumina  or  other  metals  precipitated  by  the 
ordinary  reagents.  Ultimately  the  sodium  salt 
remaining  may  be  converted  into  sulphate  and 
weighed  as  such.  For  fuller  details  a  paper  by 
Seligman  and  Willott  may  be  consulted  ( Joum. 
Inst.  Metals,  vol.  iii.  p.  138). 

For  general  analytical  details,  the  following 
sources  of  information  may  be  consulted : 
Moissan  (Compt.  rend.  121,  851);  Gouthi^re 
(Analyst,  21,  270) ;  Jean  (Rev.  Chim.  Indust.  8, 
6).  The  better  qualities  of  commercial  metal 
should  not  contain  more  than  0'5  p.c.  of  iron 
and  silicon  together,  nor  more  than  0*03  p.c.  of 
sodium. 

Alloys, — ^The  addition  of  quite  small  quanti- 
ties of  aluminium  to  certain  metals  {e.g.  copper 
and  iron)  has  a  profound  effect  in  mcKlifying  the 
properties  of  these  metals.  Likevvise  tne  addi- 
tion of  small  quantities  of  certain  metab  {e.g. 
Fe,  Mn,  Si,  &c.)  to  aluminium  effecte  con- 
siderable change  in  the  properties  of  this  metel. 
The  addition  of  0*1  p.c.  of  aluminium  to  copper 
brings  down  ito  conductivity  23  p.c. ;  the 
addition  of  zinc,  copper,  nickel,  iron,  or  man- 
ganese to  aluminium  is  accompanied  by  con- 
siderable augmentation  of  the  tensile  strength. 
The  alloys  of  aluminium  may  be  classified  mto 
bronzes,  casting  alloys,  and  rolling  alloys,  accord- 
ing to  their  properties.  The  true  bronzes 
consist  of  copper  and  aluminium  alone,  but  there 
are  many  binary  (and  ternary)  alloys  which 
contain  metals  other  than  copper  and  yet  suffi- 
ciently resemble  bronze  to  be  classed  along  with 
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it.  The  bronzes  proper  chiefly  employed  are 
gold  bronze,  containing  3  to  5  p.c.  of  aluminium ; 
steel  bronze,  with  8*5  p.c.  Al  and  some  silicon ; 
acid  bronze,  with  10  p.c.  Al.  The  copper 
bronzes,  with  90, 92*5, 95  and  97*5  p.c.  of  copper, 
are  all  good  alloys,  showing  homogeneity  and 
freedom  from  crystallisation.  They  are  of  great 
hardness  and  high  tensile  strength. 

Such  alloys  possess  very  valuable  properties, 
the  ultimate  stress  of  the  90  p.c.  alloy  being 
38  tons  to  the  sq.  inch,  and  they  have  the 
further  valuable  property  of  being  practically 
noncorrodible  by  sea- water ;  this  property  is 
also  shown  very  markedly  by  bronzes  containing 
manganese.  These  bronzes  in  hardness  ana 
tensUe  strength  compare  favourably  with  the 
best  steel,  and  are  similarly  affected  by  temper- 
ing. The  alloys  high  in  aluminium  and  low  in 
copper  are  also  of  great  commercial  value ;  a 
bronze  with  4  p.c.  copper  by  rolling  and  drawing 
showed  a  steady  increase  in  tensile  strength 
from  9*6  tons  to  20  tons  to  the  sq.  inch. 

A  small  percentage  of  manganese  renders 
these  alloys  more  ductile  without  reducing  their 
ultimate  stress,  but  large  proportions  of  man- 

Sanese  increase  the  strength  and  lessen  the 
uctility. 
For  further  information  reference  may  be 
made  to  the  eighth  report  of  the  Alloys  Research 
Committee  of  the  Inst.  Mech.  Engineers  (Car- 
penter and  Edwards),  and  to  the  ninth  report 
(Rosenhain  and  Lantsberry),  also  to  The  Aletal 
Industry,  1909, 186  (Hioms).  The  composition  of 
other  bronzes  used  industriaUy  is  given  in  the 
following  table ; — 
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*  Phosphoriaed  copper. 

The  aluminium  aUoy  containing  20-^60  p.c. 
of  copper  or  nickel  is  brittle,  as  is  the  alloy  with 
35  p.c.  of  manganese. 

BoUing  Alloys, — Aluminium  alloys,  containing 
3  to  4  p.c.  of  copper  or  1*5  to  6  p.c.  of  nickel, 
roll  well,  as  do  many  other  alloys  containing 
copper  and  zinc,  the  former  in  small  quantity, 
amounting  to  from  I  to  3  p.c,  and  the  latter  10 
to  12  p.c.,  or  even  more. 

Magnaiium  consists  of  aluminium  alloyed 
ivith  2  to  10  p.o.  of  magnesium.  This  alloy  is 
lighter  than  aluminium,  and  in  strength  and 
workability  equal  to  good  brass. 

Casting  aUoys  are  uso  largely  used,  consisting 
most  frequently  of  aluminium,  zinc,  and  copper 
in  varying  proportions  (Richards,  Eng,  and 
Mining  Jonm.  1908,  715).  Magnalium  admits 
of  introduction  with  advantage  of  small  quanti- 
ties   of    copper    and    nickel    without    unduly 


raising  its  specific  gravity.  The  tensile  strength 
and  hardness  of  these  alloys  are  considerable,  and 
they  are  said  to  be  resistant  to  atmospheric 
corrosion  (Bamett,  J.  Soc.  Chem.  Ind.  1905, 
832).  Taps,  tuyeres,  and  the  like  are  made 
from  an  alloy  composed  of  aluminium,  to  which 
12  p.c.  Cd.,  6  p.c.  Cu,  5  p.o.  Sn,  2  p.o.  Ni  are 
added.  Pedestals  are  also  made  of  aluminium, 
containing  14  p.c.  Sb,  1*2  p.c.  Cu,  12  p.c.  Sn, 
37  p.c.  Zn,  and  0*8  p.c.  Pb  ;  copper,  with  10  p.c. 
Al  and  1  p.c.  Mn,  is  an  excellent  hard  alloy  for 
bearing  metal  or  tool  steel;  horse-shoes  are 
made  from  a  ternary  alloy  of  aluminium  con- 
taining either  12  p.c.  Cu  and  10  p.c.  Zn,  or  5  p.c. 
Cu  and  10  p.c.  Sn.  Aluminium  or  its  alloys 
have  proved  useful  where  there  is  contact  with 
concentrated  nitric  acid,  or  for  stills  and  plant 
used  in  the  sulphite  pulp  manufacture;  also 
where  stearic  or  other  organic  acids  are  dealt 
with.  These  alloys  resist  acid  corrosion  to  a 
remarkable  degree,  and  even  if  cooking  utensils 
were  made  from  an  aluminium  copper  alloy. 
Carpenter  and  Edwards  have  shown  that  if 
corrosion  does  occur  the  copper  is  not  dissolved 
out,  and  hence  there  is  no  danger  of  poisoning  in 
using  such  vessels,  since  the  salts  of  aluminium 
have  no  toxic  action. 

An  improvement  is  effected  by  the  addition 
of  aluminium  to  bmas.  An  alloy  containing 
aluminium  2*5  p.c.,  copper  70  p.c.,  and  zinc 
27*5  p.c,  is  said  to  show  nearly  double  the 
tenacity  and  considerably  more  than  double 
the  elongation  of  ordinary  cast  brass. 

The  presence  of  tin  in  aluminium  renders  it 
more  fusible  and  brittle.  According  to  Bourbouze 
(Compt.  rend.  102,  1317),  an  aUoy  of  aluminium 
100  and  tin  10  is  strong,  easily  worked,  may  be 
soldered  as  easily  as  brass,  is  whiter  and  less 
affected  bv  reagents  than  aluminium,  and  is 
very  suitable  for  parts  of  optical  instruments. 
Its  8p.gr.  is  2*85.  The  addition  of  aluminium 
to  tin  increases  its  hardness  and  tenacity.  The 
aUoys  containing  5,  7,  and  9  p.c  of  aluminium 
are  all  easily  worked  and  soldered.  A  larger 
proportion. of  aluminium  is  liable  to  separate  out 
on  melting. 

Aluminium  combines  in  all  proportions  with 
C€idmium,  forming  malleable  fusible  alloys. 

Small  quantities  of  silver  increase  the  hardness 
and  elasticity  and  lower  the  melting-point 
without  rendering  aluminium  brittle.  The  alloy 
containing  4  p.c.  silver  has  been  used  for  the 
beams  of  delicate  chemical  balances.  When  the 
addition  exceeds  5  or  6  p.c  the  metal  becomes 
brittle';  the  50  p.c  alloy  is  as  hard  as  bronze, 
but  very  brittle.  *  Tiers  argent*  consists  of  1 
part  silver  and  2  parts  aluminium ;  it  is  of 
considerable  hardness,  and  is  used  for  table- 
spoons, &c.  The  addition  of  6  p.c.  of  aluminium 
to  silver  renders  it  as  hard  as  standard  silver  and 
very  permanent. 

The  presence  of  aluminium  in  gold  consider- 
ably alters  its  properties.  The  addition  of  0*186 
p.c.  of  aluminium  to  pure  gold  increases  the 
tensile  strength  from  7  tons  to  8*87  tons  per 
square  inch,  a  greater  increase  than  is  produced 
by  the  same  amount  of  any  other  metal  (Roberts- 
Austen,  Roy.  Soc.  Rep.  April,  1888;  Chem. 
News.  1888,  v.  57,  p.  133).  With  1  p.c  alu- 
minium the  gold  has  the  colour  of  '  green  gold,' 
is  hard  but  easy  to  work  ;  with  5  p.c.  aluminium 
it  is  white  and  extremely  brittle,  and  with  10  p.c. 
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white,  brittle,  and  orystalline.    Alumiuium  con- 
tainlDg  10  p.0.  of  gold  is  white  and  hard. 

The  malleability  of  aluminium  is  not  much 
impaired  by  the  addition  of  gold,  silver,  or  tin, 
but  the  presence  of  iron,  and  especially  of 
silicon,  is  very  injurious. 

With  silicon  aluminium  unites  in  almost  all 
proportions,  either  directly  or  by  its  action  on 
silicious  materials ;  for  this  reason  the  fusion 
or  preparation  of  this  metal  should  not  be  per- 
formea  in  any  silicious  crucible  in  presence  of  a 
flux.  The  presence  of  silicon  renders  aluminium 
brittle  and  much  less  permanent.  The  alloy 
containing  10  p.c.  silicon  is  grey  and  brittle. 
Wohler  prepared  an  alloy  containing  70  p.o. 
silicon,  which  still  appeared  metaUio. 

With  iron  the  alloys  are  of  especial  interest. 
The  presence  of  a  small  quantity  of  iron  is  very 
injurious ;  it  renders  the  aluminium  crystalline, 
and  raises  the  melting-point.  The  aUoy  con- 
taining 5  p.c.  of  iron  is  hard  and  brittle ;  with 
8  p.c.  the  aUoy  crystallises  in  needles,  and  on 
heating  separates  into  a  more  liquid  alloy  con- 
taining but  little  iron  and  a  skeleton  very  rich 
in  that  metal.  Michel  (Annalen,  115,  102)  has 
prepared  an  alloy  which  crystallises  in  six-sided 
prisms,  corresponding  to  Al,Fe.  A  beautifully 
crystalline  substance  having  the  composition 
AI^Fe  is  often  found  in  the  neighbourhood  of 
the  cathode  of  a  reduction  furnace. 

The  valuable  properties  imparted  to  iron  and 
steel  by  the  presence  of  a  small  quantity  of 
aluminium  have  long  been  known;  Faraday 
(Quarterly  Joum.  Roy.  Inst.  1819,  290)  found 
from  0-013  to  0*069  p.c  of  aluminium  in  certain 
samples  of  Bombay  wootz,  though  it  has  been 
sho^n  by  Henry  and  others  that  this  metal  is 
not  always  present.  About  the  same  time 
S.  B.  Rogers  showed  the  presence  of  aluminium 
in  some  of  the  best  quality  of  pig-iron  made  in 
South  Wales,  and  found  that  a  steel  to  which 
0*8  p.c.  of  aluminium  had  been  added  in  the  form 
of  an  aUoy  'with  iron,  was  rendered  harder  and 
stronger  and  resembled  the  best  wootz  (Rogers, 
MetaUurgy,  1858,  14).  A  superior  steel  was 
prepared  by  Sir  Charles  Knowles,  which  was 
stated  to  owe  its  value  to  the  use  of  kcujUn  and 
consequent  introduction  of  aluminium  into  the 
metal  in  its  preparation  (Mining  Journal,  1859, 
118). 

Messrs.  Cowles  Bros,  have  exhibited  a  Sie- 
mens-Martin basic  steel  containing  0*2  p.c. 
aluminium,  which  welds  with  iron  and  shows  no 
mark  at  the  junction. 

The  addition  of  aluminium  to  iron  or  steel 
for  the  production  of  '  mitis  castings  *  has  been 
patented  by  P.  Ostberg  (Engineering,  1886,  360). 
Iron  and  steel,  especially  at  temperatures  far 
above  the  melting-point,  absorb  considerable 
quantities  of  gas,  which  impairs  the  value  of  the 
cantings.  The  addition  of  0-05  or  0-1  p.c.  of 
aluminium  to  the  fused  iron  or  steel  lowers  the 
melting-point,  prevents  the  absorption  of  gas, 
and  considerably  increases  the  fluidity.  The 
metal  can  then  be  easily  cast. 

Nickel  and  aluminium  combine  with  incan- 
descence when  heated  together.  The  presence 
of  under  3  p.c.  of  nickel  lowers  the  melting-point 
and  increases  the  hardness  and  elasticity. 

Pure  aluminium  combines  with  mercury,  al- 
though not  readily,  when  the  metals  are  heated 
together  in  an  inext  gas  such  as  carbonic  an- 


hydride. The  two  metals  combine  rapidly  in 
presence  of  alkalis.  The  amalgam  may  also  be 
produced  by  electrolysis  of  mercuric  nitrate, 
using  a  negative  plate  of  aluminium  dipping  in 
mercury.  When  aluminium  is  rubbea  with 
wash  leather  impregnated  with  mercury,  com- 
bination occurs ;  the  surface  rapidly  oxidises  and 
becomes  heated,  with  formation  of  concretions  of 
alumina  (Jehn  and  Hinze,  Ber.  7,  1498). 

Alloys  of  hismtUh  with  aluminium  are  hard 
and  brittle.  With  antimony  and  lead  aluminium 
does  not  unite,  although  traces  of  lead  are  fre- 
quently present  in  commercial  aluminium. 

Sodium  unites  readily  with  aluminium.  The 
last  traces  of  sodium  are  difficult  to  remove, 

Xially,  it  is  said,  when  the  metal  has  been 
ied  ^m  cryolite.  The  alloys  are  easily 
attacked  by  moisture,  and  bum  in  the  air,  witn 
oxidation  ooth  of  the  aluminium  and  sodium ; 
that  containing  2  p.c.  of  sodium  decomposes 
water  with  ease.  Tne  necessity  of  avoiding  the 
presence  oi  sodium  in  the  preparation  of  alu- 
minium is  therefore  obvious. 

Aluminium  also  unites  with  manffanese  ;  with 
platinwn  it  unites  easily,  forming  fusible  alloys. 
With  boron  aluminium  combines  in  varying  pro- 
portions. The  so-called  *  adamantine  *  and  *  gra- 
phitic '  boron  appear  to  be  borides  of  aluminium 
(Hampe,  Annalen,  1876,  75;  and  Deville  and 
Wohler,  ibid.  1867,  268)  (v.  Boron). 

Mallet  (Chem.  Soc.  Trans.  1876,  ii.  350)  has 
prepared  a  nitride  of  aluminium  in  small  crystab 
nard  enough  to  scratch  glass. 

For  further  information,  see  J.  W.  Richards, 
Aluminium  and  its  Alloys,  London. 

Aluminium  oxide.  Alumina,  Al^O,. 

Aluminium  forms  only  one  oxide,  AI9O3,  cor- 
responding to  and  isomorphous  with  the  ses- 
quioxides  of  iron  and  chromium. 

This  oxide  occurs  native,  colourless  as 
hyaline,  corundum;  or  coloured  by  metaUic 
oxides,  as  ruby,  sapphire,  oriental  topaz,  &c.  (^.v. ). 
Very  impure,  darK,  and  usually  associated  with 
magnetite  and  hctmatite,  it  occurs  in  large 
bomders  in  many  districts,  and  is  used  as  a 
grinding  and  polishing  material  in  the  form  of 
emery  (9. v.).  The  native  oxide  crystallises  in  the 
rhombohedral  system ;  in  hardness  it  comes 
next  to  the  diamond.  The  finely  coloured 
specimens  are  used  as  gems.  It  occurs  almost 
pure  in  considerable  quantities  in  the  Alleghanies 
in  Northern  Georgia. 

It  may  be  prepared  by  the  ignition  of  alu- 
minium foil  in  air  or  oxycen  ;  the  oxide  so  pro- 
duced is  fused  and  as  hara  as  corundum. 

Amorphous  alumina  may  be  produced  by 
ignition  of  the  precipitated  hydrate,  pure  alu- 
minium sulphate  or  ammonia  alum ;  in  either 
case  alumina  alone  is  left. 

It  is  white  and  soft,  but  becomes  hard  on 
strong  ignition.  According  to  H.  Rose  (Pogg. 
Ann.  74,  430)  the  sp.gr.  of  the  oxide  after 
heating  over  a  spirit-lamp  is  3*725 ;  its  density 
may  be  raised  to  4,  just  about  that  of  corundum 
by  heating  in  a  porcelain  furnace,  but  it  still  re- 
mains amorphous.  It  is  remarkable  that  though 
the  density  of  the  artificially  prepared  alumina 
is  nearly  4,  its  bulk  density  may  be  less  than 
one-fiftfi  of  this.  With  a  somewhat  lower 
density  the  bulk  density  is  higher,  but  is  still 
such  that  it  occupies  a  larger  bvJk  than  the 
same  weight  of  water. 
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When  heated  by  the  oxyhydrogen  blow-pipe, 
alumina  melts  and  czystallises ;  the  addition  of 
cbromiiim  oxide  or  a  chromate  imparts  a  rnby 
colour  to  the  crystals. 

Fremy  and  Vemeuil  (Compt.  rend.  1888, 
666)  have  prepfued  artificial  rubies  by  heating 
to  redness  a  mixture  of  barium  fluoride  and 
alumina  containing  a  trace  of  potassium  dichro- 
mate.  The  heat  requires  careful  management. 
Fine  rubies  are  thus  formed  in  a  friable  matrix 
which  may  be  separated  by  agitation  with  water. 
By  former  methods  the  matrix  was  hard  and 
difficult  to  remove  (Fremy  and  Feil,  Compt. 
rend.  1877,  1020,  and  1887,  737).  The  crystals 
contain  no  barium,  easily  scratch  the  topaz,  and 
possess  the  form  and  properties  of  natural  rubies ; 
their  crystalline  form  has  been  determined  by 
Descloiseaux  (Compt.  rend.  1888,  i567).  By  the 
addition  of  a  little  cobalt  oxide  before  the  fusion, 
sapphires-jnay  be  produced. 

Alumina  is  soluble,  when  strongly  heated,  in 
boric  acid  ;  the  latter  may  be  driven  oif  at  a 
very  high  temperature,  leaving  crystalline 
alumina.  By  the  addition  of  the  proper  oxide 
the  corresponding  spinels  may  be  produced, 
coloured  by  cobalt  oxide  (blue),  ohromnim  oxide 
(red),  iron  oxide  (black),  (Ebelmen,  Ann.  Chim. 
Phys.  3, 22,  21 1  and  33,  34).  Only  two  hydroxides 
of  aluminium  are  known,  viz. :  AljOj,H,0  and 
AltO^SHjO.  By  Graham's  method  an  aqueous 
dolution  of  the  hydroxide  mav  be  obtainea. 

When  the  hydroxide  is  n^shly  precipitated 
it  dissolves  readily  in  dilute  add?,  but  on 
standing,  or  after  filtration,  solution  is  more 
difficult,  and  is  best  achieved  by  a  mixture 
of  8  parts  of  sulphuric  acid  and  3  parts  of 
water.  When  heated,  the  hydroxide  loses  its 
water,  undergoing  a  contraction  of  about  30 
p.c.  in  bulk  as  it  passes  into  the  form  of  the 
anhydrous  oxide. 

When  boiled  with  water  containing  a  drop 
of  a  1  p.0.  solution  of  alizarin,  the  hydroxide 
assumes  a  bright  red  colour,  not  removed  by  a 
weak  solution  of  acetic  acid. 

This  test  easily  distinguishes  it  from  gelatin- 
ous silica.    Aluminium  hydroxide  possesses  a 
powerful  affinity  for  many  organic  substances, 
and  enters  into  association  wiuL  a  large  number 
of  colouring  matters,  precipitating  them  entirely 
as  lakes.    On  this  property  depends  the  use  of 
alum  mordants  (rwl  liquor,    Ac).     They  pre-  I 
cipitate  the  hydroxide  upon  the  fibre  of  the  I 
goods   to    be   dyed,  and   this   constitutes   the  i 
mordani  or  fixins  agent  which  retains  the  colour.  I 
Sodium  alumliiato  Al,03-3Na,0  or  Al^CNaO).. 
This  salt  is  now  prepareid  on  a  large  scale,  both 
to  be  used  as  such  and  as  an  intermediate  pro- 
duct in  the  preparation  of  the  sulphate  and  other 
salts  of  aluminium. 

Its  formation  depends  upon  the  property 
possessed  by  alumina  of  acting  as  an  acid  in  pre- 
sence of  a  powerful  base. 

Its  preparation  ^m  bauxite  has  been  de- 
scribed on  page  106.  It  may  also  be  produced 
by  passing  a  current  of  steam  through  a  heated 
mixture  of  bauxite  and  common  salt,  and  by 
strongly  heating  a  mixture  of  bauxite,  sodium 
sulphate,  and  carbon,  but  in  the  latter  case  its 
purification  from  the  sodium  sulphide  simul- 
taneously produced  is  difficult.  It  is  also  formed 
in  the  preparation  of  soda  from  crffolUe,  Accord- 
ing to  Thomson's  method,  powdered  cryolite  ia 
vox*,  x.*— z. 
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heated  to  redness  with  chalk,  forming  sodium 
aluminate  and  calcium  fluoride  : — 

Al,F,-6NaF+6C!aCO,=AIa(NaO),+6CaFa+6COa 

The  mass  produced  is  lixiviated  with  water  and 
fitered.  ftom  this  aluminate  the  hydroxide  is 
precipitated  by  carbon  dioxide  with  formation 
of  sodium  carbonate : — 

Al,(NaO),-|-3(X),+3H,0=Al,(OH),+3Na,CO, 

The  hydroxide  is  usually  made  into  aluminium 
sulphate  by  solution  in  sulphuric  acid,  or  it  is 
converted  mto  alum. 

An  entirely  different  process  has  been  intro- 
duced by  Sauerwein.  The  finely  powdered  cryolite 
is  boiled  with  milk  of  lime  forming  aluminate  as 
before : — 

Al,F.-6NaF+6CaO=Al2(NaO),+6CaFj. 

For  the  conversion  of  the  aluminate  into  oxide 
Sauerwein  applies  a  peculiar  poperty  possessed 
by  I  that  salt,  which  shows  the  readiness  with 
which  alumina  loses  its  acid  properties  and  acain 
becomes  basic.  Sodium  aluminate,  when  mixed 
in  equivalent  proportions  with  any  haloid  salt  of 
Eduminium,  is  decomposed  ;  the  sodium  combines 
with  the  halogen,  while  the  whole  of  the  alumi- 
nium is  precipitated  as  hydroxide.  On  the  large 
scale  the  haloid  scdt  used  is  cryoUte.  The  findy 
powdered  mineral  is  stirred  into  the  clear  liquid 
from  the  previous  operation,  and  the  alumina 
precipitated  as  hydroxide  : — 

Al,(NaO)e+Al,F,-6NaF-f6H,0 

=2Al2(OH),+12NaF, 

Sodium  aluminate  is  a  white,  infusible, 
amorphous  solid,  easily  soluble  in  both  cold  and 
hot  water.  The  concentrated  solution  rapidly 
deposits  alumina,  leaving  in  solution  a  oasio 
aluminate,  which  on  evaporation  is  obtained  as 
a  fusible  and  hygroscopic  mass.  The  addition 
of  any  acid  at  once  decomposes  it  with  precipita- 
tion of  alumina.  This  alumina  is  pure  and  free 
from  alkali,  which  is  never  the  case  when  alkaline 
precipitants  have  been  used.  It  may  be  employed 
as  a  mordant  in  dyeing  and  calico-printing,  in 
an  acid  and  not,  as  in  the  case  of  alum,  an 
alkaline  bath.  For  the  production  of  lakes  the 
colouring  matter  is  mixea  with  the  aluminate 
solution  and  precipitated  by  the  addition  of  sul- 
phuric acid.  According  to  Morin  these  lakes 
are  richer  than  those  obtained  from  alum  and  are 
produced  at  about  one  half  the  cost. 

Potassium  aluminate  Al^Os^K^O  or  Al2(K0)e 
is  obtained  in  hard  glistening  crystals  when 
alumina  is  fused  with  potash,  the  mass  boiled 
in  water  and  the  solution  evaporated  in  vacud. 

Aluminium  eUoride  A1,C1^  This  compound 
was  first  prepared  in  1824  by  Oersted,  by  passiog 
chlorine  over  a  mixture  of  alumina  aqd  charcocQ 
heated  to  redness.  The  meUiod  and  apparatus 
resemble  that  used  in  the  preparation  of  the 
double  chloride,  omitting  the  sodium  chloride. 

According  to  P.  Curie  (Chenu  News,  28,  307) 
it  may  be  easily  prepared  as  follows : — Anhy- 
drous alumina,  or,  less  satisfactorily,  clay,  is 
strongly  heated  in  a  tube  and  subjected  to  a 
current  of  hydrochloric  acid  impregnated  with 
carbon  disulphide  by  bubbling  through  that 
liquid.  Aluminium  sulphide  appears  to  be 
formed  and  at  once  decomposed  by  the  hydro- 
chloric acid,  yielding  aluminium  chloride  and 
sulphuretted  hydrogen.     The  condensed  chloride 
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may  be  freed  from  sulphur  by  distillation  with 
iron  filings. 

A  solution  of  the  chloride  may  be  obtained 
by  dissolving  the  hydroxide  in  hydrochloric  acid. 

The  pure  anhydrous  chloride  is  a  white,  waxy, 
crystallme  solid  ;  in  presence  of  a  trace  of  iron 
it  becomes  yellowish.  On  heating,  it  volatilises 
without  fusion.  If  large  pieces  be  quicklv  heated 
they  fuse  and  boil  at  180^  to  ISS""  (Liebig).  It 
is  very  hygroscopic,  and  evolves  hydrochloric 
acid  on  exposure  to  the  air ;  is  easily  soluble  in 
water;  soluble  in  alcohol  and  ether.  When 
deposited  from  a  solution  in  hydrochloric  acid, 
it  forms  crystals  of  the  formida  Al|Clyl2HgO. 

It  absorbs  ammonia  and  combines  with 
many  metallic  chlorides,  forming  double  chlor- 
ides, the  most  important  being  that  with  sodium. 
Aluminium  chloride  has  been  recommended  by 
Filsinger  (Chem.  Zentr.  10, 1270)  for  the  preserva- 
tion of  wood,  and  by  Saget  (C^em.  News.  45, 113) 
and  others  (J.  Hoc.  Chem.  Ind.  1882,  185  and 
230)  for  the  production  of  a  discharge  on  indigo 
blue.  An  impure  chloride  containmg  calcium 
and  sodium  salts  is  stated  to  be  largely  used  as  a 
disinfectant  under  the  name  '  Chloralum.* 

DottUe  chloride  o(  aluminium  and  sodium 
Alfii^f2Na.Cl.  This  compound  may  be  pro- 
duced by  fusing  together  the  proper  proportions 
of  aluminium  and  sodium  chlorides.  It  is  a 
colourless  crystalline  solid,  melting  at  185® 
(Deville)  and  volatilising  at  a  red  heat.  It 
is  slightly  hysrosoopic,  but  much  less  so  than 
aluminium  chloride ;  it  is  also  more  stable 
and  more  satisfactory  in  use  than  that  sub- 
stance, and  gives  up  nearly  the  whole  of  its 
aluminium  when  reduced  by  sodium. 

Aluminium  bromide  Al,Bre  is  most  readily 
prepared  by  the  action  of  bromine  on  metallic 
aluminium.  The  action  is  violent,  and  the  metal 
should  only  be  added ,  gradually.  A  lump  of 
aluminium  weighing  twenty  grams  becomes 
strongly  heated  and  even  fused  on  being  placed 
in  cold  bromine  (Mallet,  Phil.  Trans.  171,  1018). 

It  may  also  be  prepared  by  the  action  of 
bromine  on  a  strongly  heated  mixture  of  alumina 
and  carbon,  and,  in  solution,  by  dissolving  the 
hydroxide  in  hydrobromic  acid.  It  crystallises  in 
colourless  shining  laminsB,  which  melt  at  93® 
(Deville  and  Troost)  and  boil  at  263-3®  (at  747 
mm.)  (Mallet). 

Like  the  chloride,  it  forms  a  double  bromide, 
Al,Br„2KBr. 

Aluminium  iodide  Al^Ie  may  be  prepared  by 
heating  aluminium  with  iodine  in  a  closed  tube. 
It  melts  at  about  185®  (Wober)  and  boils  at 
360®  (Deville  and  Troost) ;  its  vapour  is  com- 
bustible. It  dissolves  in  water,  alcohol,  and 
carbon  disulphide. 

Aluminium  fluoride  AljF^,  may  be  pre|)ared 
by  the  action  of  gaseous  sibcon  fluoride,  or  of 
hydrofluoric  acid  upon  aluminium.  It  forms 
transparent  rhombohedra,  volatile  at  a  red  heat, 
insoluble  in  water  and  unacted  upon  by  acids. 
In  solution  in  hydrofluoric  acid,  it  appears  to 
form  the  compound  A1.2F,*6HF,  the  acid  cor- 
responding to  the  double  fluoride  of  aluminium 
and  sodium. 

Cryolite  AlsF^-eNaF.  This  imporUnt  com- 
pound may  be  prepared  artificially,  and  attempts 
have  been  macfe  to  produce  it  as  a  substitute  for 
the  natural  cryolite,  it  being  claimed  that 
the  artificial  cryolite  possesses  the  advantage 
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of  being  lighter  and  melting  at  a  lower  tem- 
perature (J.  Soc.  Chem.  Ind.  1800,  945).  Natural 
cryolite  occurs  in  quantity  only  in  one  locality, 
in  a  large  vein  in  the  gneiss  at  Ivistut  in 
Greenland.  Greenland  or3'olite  has  the  following 
composition :  Al  13-2,  Na  32*7,  F  54*2,  and  smaS 
quantities  of  manganese.  The  melting-point  of 
mixtures  of  cryolite  and  alumina  is  said  to  be— 

CryoUte  1000^ 

With  3  p.c.  Al.O,     .         .       974® 
6p.c.      „  .       960® 

10  p.c.      „  .       980® 

15p.c.      „        .  994® 

„    20p.c.      „  .     1015® 

(Chem.  Soc.  Abst.  1907,  469). 

It  is  a  semi-transparent,  white,  crystalline, 
brittle  solid,  which  melts  at  the  edses  in  a  candle 
flame.  Its  hardness  is  2*5  to  3  ;  its  sp.gr.  2*95. 
When  impure  it  is  frequently  yellowish-red  or 
even  black  (v.  Obyolits). 

Cryolite  is  used  as  a  flux  in  the  manufacture 
of  aluminium ;  formerly  for  making  salts  of 
sodium  and  aluminium  ;  and  for  the  manufac- 
ture of  an  opaque,  porcelain-like  glass.  It  is 
also  used  for  enamellmg  pans  and  as  a  glaze  for 
pots  as  replacing  lead  glaze.  {See  further,  Benzon, 
(Hoffmann's  Ber.  Entw.  Chem.  Ind.  [1]  660).) 

Aluminium  suipllide  A1,S„  may  be  prepared 
by  strongly  heatiog  a  mixture  of  aluminium 
and  sulphur,  or  by  heating  alumina  to  bright 
redness  in  the  vapour  of  carbon  disulphide. 
It  forms  a  yellow,  glassy  mass,  which  fuses 
with  difficulty,  and  bums  in  air  with  produc- 
tion of  alumina  and  sulphur  dioxide.  It  is  at 
once  decomposed  by  water.  Houdard  (Compt. 
rend.  1907,  801)  found  that  by  heating  alu- 
minium turnings  and  sulphides  of  manganese  iron 
and  chromium  in  a  carbon  boat,  sulphides  related 
to  the  spinels  are  formed,  of  which  ne  prepared 
MnS,Al,S„  FeS,Al,S3,  CYS,A1,S,. 

Aluminium  carbide  Al^C,  may  bo  obtained 
by  the  action  of  carbon  or  the  oxides  of  cartx)n 
on  alumina  at  very  high  temperatures,  and  often 
occurs  in  small  quantity  in  the  neighbourhood 
of  the  cathode  of  aluminium  reduction  furnaces 
in  the  form  of  a  yellow  powder;  it  is  formed 
when  a  mixture  of  alumina  and  carbon  is  sub- 
mitted to  a  current  of  300  amperes  at  36  volts. 
It  possesses  the  remarkable  property  of  being 
stable  at  high  temperatures,  and  yet  undergoing 
decomposition  at  a  dull  red  heat.  It  reacts, 
though  somewhat  slowly,  with  water  or  dilute 
acids  with  the  production  of  methane.  The 
formation  of  carbide  and  ultimately  its  decom- 
position has  been  proposed  as  a  means  of  pre- 
paring alumina  from  clay  or  other  crude  materials. 
Pring  ((;hem.  Soc.  Trans.  1905,  1530)  found 
that  up  to  1400®C.  the  carbide  acts  as  a  reducing 
agent  on  metallic  oxides, 

AI4C3  -|-12MO=2Al,03-|-3CO^-f  12M, 
but  at  higher  temperatures  alloys  of  aluminium 
and  the  metal  are  produced,  only  carbon  being 
oxidised 

'  Al4C,-|-3CuO=Al4Cu,+3CO, 
owing  to  the  fact  that  alumina  can  be  reduced 
by  carbon  at  veiy  high  temperatures  ;  at  lower 
temperatures    the   aluminium  is    oxidised    by 
carbonic  oxide  as  observed  by  Moissan, 

6AH- 3C0 = AI4C,  4- A1,0„ 
the  reaction  being  reversed  at  the  higher  tem- 
peratures. 
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Ahiinfatam  lulpbate  A],0,(S0,)„18H|0  or 

Al2(S04)3,lSHaO.  Alaminium  sulphate  occurs 
naturally  in  considerable  quantities.  As  the 
hydrated  salt  of  the  above  composition,  it 
forms  the  chief  constituent  of  the  mineral 
alunogcn,  haloirichite,  feather  alum,  or  Jiair  salt, 
which  is  found  in  volcanic  districts,  at  Bilin  in 
Bohemia,  Copiapo  in  ChUi,  &c.  It  also  occurs 
in  pyritic  shale.  A  sample  of  feather  alum  from 
Friesdorf,  Bonn,  was  found  by  Rose  to  contain 
A1,0,  14-9  p.c,  SO3  37*4  p.c,  FeO  2-5  p.c, 
H.0  45*2  p.c.,  with  traces  of  K,  Na,  Mg,  and 
SiO^ 

Aluminite  or  wAsteriie,  a  hydrated  basic  salt 
of  the  composition  Al20,S03,9H20,  has  been 
found  at  Auteuil,  HaUe,  Muhihausen,  &o. 

In  combination  with  potassium  sulphate,  the 
basic  salt  occurs  also  in  aluniie,  alumstane,  or 
oittm  rock  K2S04,3Al,03(SO,),6HtO,  a  mineral 
which  is  found  in  large  quantities  at  La  Tolfa 
near  Civita  Vecchia,  in  Hungary,  at  Puy-de- 
Sancy  and  Madriat  in  Auveigne,  and  in  many 
other  localities.  It  usually  oocurs  in  fibrous 
compact  masses  in  trachyte,  of  colour  varying 
from  white  to  red  or  bro^^n,  being  produced  by 
the  action  of  sulphurous  gases  upon  trachytic 
rocks  rich  in  felspar. 

The  alunite  from  La  Tolfa  contains  from 
35  p.c.  to  17*5  p.c.  alumina ;  the  average 
composition  of  the  mineral  is  AljO*  27*6  p.c, 
SOj  29-74  p.c.,  K,0  7*55  p.c,  FojOs  1-2  p.c, 
SiO,  22-7  PC  H,0  11-2  p.c 

Aluminium  sulphate  may  be  produced  by 
dissolving  either  the  hydrated  oxide  or  the 
silicate  in  sulphuric  acid.  Of  the  raw  materials 
available  for  its  manufacture,  the  two  which 
are  of  the  greatest  importance  at  the  present 
time  are  china  clay  (kaolin)  and  bauxite.  China 
clay  is  a  very  pure  variety  of  clay,  resulting 
from  the  natural  decomposition  of  felspar,  and 
approximating  in  composition  to  the  formiUa 
Ai,Os,2SiO„2H,0.  It  is  of  comparatively  rare 
occurrence,  being  found  chiefly  in  Devon  and 
Cornwall  in  England ;  at  St.  Yrieix  near 
Limoffes,  and  in  the  departments  of  AUier, 
Puy-cb-Dome,  and  Brittany,  in  France ;  at 
Seilitz  in  Saxony ;  and  at  Nassau  in  Bavaria. 

Bauxite  is  an  impure  aluminium  hydroxide 
A1«09\2H20,  containini^  widely  varyins  quan- 
tities of  silica  and  feme  oxide.  It  is  K>und  in 
Ireland,  in  the  south  of  France,  and  in  Austria, 
Calabria,  Senegal,  &c.  (v.  Bauxite). 

The  composition  of  typical  commercial  grades 
of  the  two  minerals  is  given  in  the  following 
table,  the  analyses  having  been  made  on 
material  dried  at  100®: — 


China  clay 


Source 


AljO, 

FeO, 

SiO, 

TiO, 

KjO+Na^O 

H,0(oomb.) 


Bauxite 


St.Stepben'8 


4015 

0-35 

45-00 

0-80 
13-70 


Total  !  100-00 


St.  Austell 

I  Antrim 

France 

41-10 

1 

41-08 

64-18 

0-20 

3-21 

3-47 

46-20 

,}33-17 

18-96 

' 

trace 

— 

— 

12-50 

22-54 
1 100-00 

13-39 

100-00 

100-00 

Production  of  aluminium  sulphate  from  china 
clay, — At  the  present  time  the  manufacture  of 
aluminium  sulphate  from  china  clay  is  carried 
out  on  an  extensive  scale  by  a  process  based 
upon  the  original  patent  of  Fochin  (Fat.  1855, 
14656).  The  clay,  containing  about  40  p.c. 
alumina,  is  obtained  from  Cornwall,  ana  is 
solc^cted  as  free  as  possible  from  grit  and  oxide 
of  iron.  It  is  reduced  by  milling  and  sifting 
to  the  finest  possible  state  of  division,  and  after 
a  preliminary  drying  by  exposure  to  a  warm 
atmosphere,  is  calcined  at  a  dull-red  heat  in  a 
reverberatory  furnace.  The  furnace  is  provided 
with  three  working  doors,  the  material  being 
introduced  by  the  door  which  is  most  remote 
from  the  firegrat-e,  and  gradually  raked  forward 
until  it  reaches  the  hottest  part  of  the  hearth. 
During  the  calcination  the  clay  suffers  a  loss  in 
weight  amounting  to  from  20  to  25  p.c.,  due  to  the 
expulsion  of  the  whole  of  the  moisture  present 
(10  to  15  p.c)  and  of  the  greater  part  of  the 
water  of  hydration. 

The  calcined  clay,  which  still  contains  about 
3  p.c.  of  water,  is  transferred  by  means  of  iron 
tubs  to>  <a  lead-lined  wooden  vat  containing 
the  requisite  quantity  of  sulphuric  acid,  heated 
to  a  temperature  of  85°,  and  having  a  strength 
at  this  temperature  of  96°Tw.  A  vigorous 
reaction  immediately  takes  place,  and  after  the 
lapse  of  15  minutes,  during  which  period  the 
contents  of  the  vat  are  kept  well  agitated,  the 
product  is  run  into  lead-lined  wooden  waggons 
(with  removable  sides),  in  which  the  reaction 
continues  for  a  considerable  time  and  the  pasty 
mass  gradually  solidifies.  Finally  the  solid 
block  is  brought  under  a  heavy  mechanical  knife, 
and  by  a  combined  cutting  and  crushing  action 
is  reduced  to  the  state  of  a  coarse  powder. 

The  product,  which  is  brought  on  the  market 
under  the  name  of  *  alum  cake,'  contains  the 
whole  of  the  silica,  iron,  and  other  impurities 
present  in  the  clay,  its  average  composition 
being:  A1«0,  (soluble)  12-25  to  13-0  p.c, 
FcjOa  012  to  0-22  p.c  ;  combined  80,  29-5  to 
31-8  p.c,  free  SO,  0-4  to  lO  p.c ;  insoluble 
matter  20-0  to  26-5  p.c 

About  60  p.c.  of  the  alumina  present  in  the 
china  clay  is  converted  into  sulphate 

The  commercial  ^  white  sulphate  of  alumina  ' 
is  prepared  from  alum  cake  in  the  following 
manner:  The  coarsely  crushed  alum  oake  is 
lixiviated  with  water  (or  with  weak  liquors  from 

Srevious  extractions)  in  lead-lined  vats  heated  by 
ve  steam ;  after  settling,  the  clear  solution  is 
decanted  by  means  of  a  hinged  pipe,  and  run 
into  lead-lmed  evaporators,  heated  by  steam 
coils,  where  it  is  concentrated  to  a  strength  of 
112'rrw.  at  the  boiling-point  (about  115*"). 
The  syrupy  liquid  is  then  run  into  a  series  of 
shallow  tiled  troughs,  where  it  solidifies  on 
oooling.  Before  solidification  occurs,  a  number 
of  leaden  partitions  are  inserted  in  the  troughs, 
and  the  product  is  thus  obtained  in  the  form  of 
rectangular  blocks  of  uniform  size  (24"  X  9"  X  6"). 
'  White  sulphate  of  alumina,'  prepared  by  the 
above  process,  contains  on  an  average  about 
14  p.c  of  alumina  and  0*25  p.c.  of  ferric  oxide, 
and  is  practically  free  from  insoluble  matter. 
Another  grade  of  the  material  is  prepared 
containing  17*5  p.c  alumina. 

Preparaiion  of  aluminium  sulphate  from 
bauxite, — The  substitution  of  bauxite  for  china 

I  2 
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clay  in  the  manufacture  of  aluminium  sulphate 
was  proposed  by  Lechatelier  in  1858,  and  its 
treatment  forms  the  subject-matter  of  numerous 
patents.  Bauxite  has  the  advantage  over  china 
clay  that  it  is  more  readily  soluble  in  acid,  and 
ne^s  no  preliminary  calcination,  the  chief 
drawback  to  its  use  being  the  presence  of  a 
comparatively  large  amount  of  iron. 

The  treatment  of  bauxite  for  the  preparation 
of  *  alumino-ferrio  cake,'  as  patented  by  Messrs. 
P.  and  F.  M.  Spence  (1876),  is  as  follows :— The 
mineral  is  digested  with  dilute  sulphuric  acid 
with  the  aid  of  steam  until  the  acid  is  neu- 
tralised ;  the  insoluble  matter  allowed  to  sub- 
side, and  the  solution  evaporated  to  lOO^w. 
and  run  into  shallow-partitioned  lead  coolers. 
It  there  solidifies,  and  is  removed  in  blocks 
18  or  20  inches  square,  each  weighing  about 
1  owt.  It  is  yellowish-ffreen  in  colour,  con- 
tains much  alumina,  and  a  small  proportion 
of  iron  and  free  acid.  It  is  used  in  the  prepa- 
ration of  all  but  the  finest  papers,  in  the  pre- 
cipitation of  sewage  and  refuse  liquids,  and  in 
the  clarification  and  decolourisation  of  water 
supplies.  The  following  analysis  shows  its 
general  composition :  ^gOs  14*26  p.c.  (corre- 
BpondingtoAlgO,3SOa47-61p.c.),Fe,03  0-28p.c., 
FeO  0-32  p.c.  SO,  (combined)  36-36  p.c.,  SO. 
(free)  0-46  p.c.     Insoluble  0-06  p.c. 

The  commercial  sulphate  of  alumina  which 
is  sold  under  the  names  of  '  concentrated  alum  ' 
and  *  alferite,'  resembles  alumino-ferric  in  com- 

?Dsition,  and  is  prepared  by  a  similar  process, 
he  following  details  concerning  its  manu- 
facture will  serve  to  exemplify  modem  prac- 
tice. 

As  raw  material,  it  is  usual  to  employ  a  mix- 
ture of  Irish  and  French  bauxites,  reduced  by 
means  of  disintegrators  to  the  state  of  a  coarse 
powder.  The  powdered  mineral  is  conveyed  by 
means  of  an  elevator  to  a  lead-lined  vat  contain- 
ing sulphuric  acid,  heated  to  its  boiling-point 
(about  112®),  and  having  a  strength,  at  this 
temperature,  of  96^w.  The  mixture  of  acid 
and  bauxite  is  boiled  vigorously  for  6  hours, 
after  which  it  is  diluted  with  weak  liquors  to 
70^w.  (measured  at  the  boiling-point)  and 
allowed  to  settle.  The  clear  liquor  is  decanted 
and  evaporated  in  lead-lined  vessels  until  its 
density  reaches  112'^w.  (boiling).  It  is  then 
run  into  partitioned  coolers  where  it  solidifies, 
forming  blocks  or  slabs,  containing  on  an  average 
13-8  p.c.  alumina,  0*7  p.c.  ferric  oxide,  and  0-1 
p.c.  insoluble  matter. 

If  French  bauxite  be  used  alone  in  the  above 
process,  great  difficulty  is  experienced  in  the 
clarification  of  the  liquor;  with  a  mixture  of 
Irish  and  French  bauxites,  however,  rapid 
settling  occurs,  and  a  perfectly  clear  liquor  is 
readily  obtained.  It  is  of  importance  luso,  in 
this  connection,  that  the  liquor  should  retain  a 
small  amount  of  free  acid,  as  the  fully  neutralised 
solution  settles  very  slowly. 

Sulphate  of  alumina  prepared    by  any  of 
the  above  processes  always  contains  appreciable 
quantities   of   iron,   and   the  removal  of  this 
impurity  is  a  problem  of  considerable  impor- 
tance, and  one  which  has  received  the  attention  I 
of  many  chemists.    Numerous  processes  have  I 
been  devised  for  the  purpose,  but  it  is  doubt-  | 
ful  if  any  of  these  is  satisfactory  in   woiks'  , 
practice.  t 


Newlands  (£ng.  Pat.  1880,  5287)  evaporates 
a  crude  solution  of  the  sulphate  to  a  density  of 
67'Tw.  (at  200'*F.)  and  cools  for  twenty-four 
hours  in  leaden  tanks. 

About  60  p.c.  of  the  sulphate  thus  crystallises 
out.  The  liquid  is  drained  off,  and  the  residue 
pumped  or  forced  into  lead -lined  filter  presses, 
the  plates  of  which  are  covered  with  thick  felt, 
and  separated  by  metal  rings.  Here  it  is  sub- 
jected to  a  pressure  of  about  200  lbs.  to  the 
square  inch.  The  hard  cake  so  produced 
contains  about  67  p.c.  of  the  total  aluminium 
sulphate,  and  0-05  to  0-1  p.c.  of  iron.  The 
mother  liquor,  evaporated  and  similarly  treated, 
yields  a  second  and  third  crop  of  crystals 
containing  increasing  quantities  of  iron. 

Chadwick  and  Synaston  have  patented  a 
method  for  the  removal  of  iron  from  bauxite 
before  converting  the  latter  into  aluminium 
sulphate.  The  powdered  mineral  is  mixed  to  a 
thick  cream  witn  water,  and  treated  with  6  to 
10  p.c.  of  oxalic  acid  and  sufficient  hydrochloric 
acid  to  prevent  the  formation  of  insoluble 
oxalates.  After  seven  to  ten  days  the  mass  is 
washed,  and  a  large  proportion  of  the  iron 
(together  with  some  of  the  alumina)  is  thus 
removed  as  oxalate. 

Condy,  in  1877,  proposed  the  reduction  of 
the  iron  hy  reducing  agents,  or  its  conversion 
into  sulphide  by  smphuretted  hydrosen,  and 
the  removal  of  the  metal  or  sulphide  By  dilute 
acid.  The  proportion  of  iron  may  thus  be  re- 
duced to  one-third. 

Weismann  suggested  the  precipitation  of 
the  iron  from  aluminium  sulpnate  liquors  by 
means  of  potassium  ferrocyanide.  The  method 
is  by  no  means  satisfactory,  as  the  precipitate 
contains  much  alumina  and  subsides  very 
slowly. 

Kynaston  precipitates  the  bulk  of  the  iron 
as  ferric  arsenite,  removing  the  last  portions 
with  calcium  ferrocyanide,  followed  oy  the 
addition  of  copper  or  zinc  sulphate. 

According  to  Fahlberg  and  Semper  (Eng. 
Pat.  1881,  6579),  both  ferrous  and  ferric  salts 
may  be  precipitated  from  aluminium  sulphate 
by  agitation  in  the  cold  for  about  thirty  minutes 
with  lead  peroxide,  ferrous  salts  being  first 
oxidised  ana  then  precipitated.  No  lead  passes 
into  solution  unless  chlorides  be  present.  The 
composition  of  the  precipitate  is  not  known,  but 
the  peroxide  may  be  regenerated  by  digestion  in 
cold  nitric  acid.  P.  ana  F.  M.  Spence  (Ihig.  Pat. 
1882,  3836)  use  manganese  oioxide  for  the 
same  purpose.  In  presence  of  reducing  agents 
such  as  ferrous  salts,  &c.,  manganese  passes 
into  solution,  and  requires  to  be  reprecipitated 
by  addition  of  chlorine  or  a  hypochlorite. 

The  use  of  metantimonic  acid  and  meta- 
stannic  acid  (Hood  and  Salamon)  has  also  been 
proposed  for  the  precipitation  of  iron.  The  iron 
IS  first  oxidised  by  the  addition  of  bleaching 
powder,  and  the  liquid  is  neutralised  with  chalk 
and  agitated  with  the  precipitant.  Both  sub- 
stances may  be  regenerated  by  digesting  the 
precipitate  with  sulphuric  acid. 

(For  further  information  regarding  these  pro- 
cesses, see  Beveridge  (J.  Soo.  (Mem.  Ind. 
1886,  16-22) ;  B.  £.  R.  Newlands  {ibid,  1882, 
124);  Kvnaston  (Chem.  News,  40,  191  and 
202U 

Tne    above-mentioned    processes    for    the 
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purification  of  aluminium  sulphate  from  iron 
possess  little  or  no  oommeroial  significance  at 
the  present  time.  *  Pure  aluminium  sulphate ' 
is  prepared  directly  from  pure  alumina,  which  is 
obtained  tem  bauxite  by  the  *  alkali  fusion ' 
process.  The  bauxite,  reauced  to  a  fine  powder, 
IS  mixed  with  soda  ash  in  such  proportions  that 
for  every  molecule  of  A1,0,  (including  Fe,0,) 
present  there  are  1  to  1*2  molecules  of  Na^O. 
The  mixture  is  strongly  heated  in  areverberatory 
furnace,  with  frequent  stirring,  for  a  period  of 
five  hours.  Carbon  dioxide  is  evolved  and  the 
alumina  and  ferric  oxide  are  converted  into 
sodium  ahiminate  and  sodium  ferrite  respec- 
tively. The  mass  is  lixiviated  by  successive 
extractions,  first  with  weak  liquor  from  previous 
batches,  and  finally  with  pure  water.  The 
sodium  aluminate  dissolves  as  such,  whilst  the 
sodium  ferrite  is  decomposed,  forming  insoluble 
ferric  oxide  which  remains  in  the  exhausted 
residue,  and  caustic  soda  which  passes  into 
solution.  The  clear  liquor  is  run  into  a  boiler 
and  saturated  with  carbon  dioxide  produced  by 
the  combustion  of  coke  or  by  the  decomposition 
of  limestone.  During  the  passage  of  the  gas 
the  contents  of  the  boiler  are  heated  to  70^  and 
kept  thoroughly  stirred  by  means  of  an  aj^itator. 
When  the  precipitation  of  the  alumina  is  com- 
plete, the  liquia  is  allowed  to  settle  and  the 
clear  liquor  decanted  and  concentrated  for  the 
recovery  of  the  dissolved  sodium  carbonate, 
whilst  the  alumina  is  drained  in  a  hydro- 
extractor. 

A  cheaper  process  for  obtaining  the  alumina 
from  the  sodium  aluminate  has  been  devised  by 
Bayer  (as  described,  p.  106). 

The  alumina  prepared  by  either  of  the  above 
processes  yields  by  treatment  with  sulphuric 
acid,  a  very  pure  quality  of  aluminium  sulphate. 
Two  grades  of  the  latter  are  commonly  prepared 
for  the  English  market — the  one,  sola  in  the 
form  of  fllaos  or  blocks,  contains  140  p.c.  of 
alumina  and  0*0025  p.c.  of  ferric  oxide,  the 
other,  sold  in  powder,  contains  18*0  p.c.  of 
alumina  and  0'0(>40  p.c.  of  ferric  oxide. 

Aluminium  sulphate  crystallises  with  diffi- 
culty in  thin,  six-sided  nacreous  plates,  con- 
taining 18  molecules  of  water  and  having  a 
density  of  1-6913  at  17*(Dewar).  The  following 
table  of  solubilities  is  given  by  Poggiale  (Ann. 
Chim.  Phys.  [31  8,  467)  for  the  crystalline  and 


of  aluminium  sulphate,  facilitates  the  crystalli- 
sation of  the  salt  (Persoz). 

Karl  Reuss  (Ber.  17,  2888)  gives  the  density 
of  solutions  of  pure  anhydrous  aluminium  sul- 
phate as  follows : — 
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The  addition  of  alcohol,  in  which  aluminium 
sulphate  is  almost  insoluble,  to  aqueous  solutions 


When  heated,  aluminium  sulphate  melts  in 
its  water  of  crystallisation,  swells  up,  and  gntdu- 
ally  forms  a  white  porous  mass  of  the  anhydrous 
sulphate,  which  only  dissolves  slowly  in  water. 
At  a  red  heat  oxides  of  sulphur  are  expelled 
and  a  residue  of  pure  alumina  remains. 

Aluminium  sulphate  combines  readily  with 
the  sulphates  of  the  alkali  metals,  forming 
crystalline  double  sulphates,  known  as  alums, 
which  are,  as  a  rule,  considerably  less  soluble 
than  aluminium  sulphate  itself.  "According  to 
Reuss  (Ber.  17,  2888),  the  addition  of  1  p.c.  of 
potassium  sulphate  to  a  solution  containing 
7  p.c.  or  upwards  of  aluminium  sulphate,  at 
once  produces  a  crystalline  precipitate  of  alum. 

The  general  industrial  uses  of  aluminium 
sulphate  are  the  same  as  those  of  ordinary 
alum.  It  is  largely  used  in  paper-making  and 
in  the  preparation  of  red  liquor  as  a  mordant. 
The  coarser  preparations  are  employed  for  the 
precipitation  of  sewage. 

For  the  detection  of  free  acid  in  aluminium 
sulphate,  Miller  (Ber.  1883,  1992)  recommends 
the  use  of  methyl  orange,  wfaich  yields  an  orange- 
coloured  solution  with  the  pure  sulphate,  but 
is  reddened  by  free  acid.  A  dilute  solution  of 
Congo  red  becomes  blue  in  presence  of  free  acid, 
but  is  not  affected  by  the  pure  salt. 

For  the  estimation  of  the  free  acid,  a  weighed 
quantity  (20  to  50  grams)  of  the  sample  is  dis- 
solved in  40  to  100  C.C.  of  water,  the  solution 
heated  to  boiling,  and  titrated  with  normal 
caustic  soda  until  a  drop  of  the  liquid,  taken  out 
with  a  glass  rod,  fails  to  yield  a  blue  colour  when 
mixed  with  six  drops  of  Congo  red  solution 
(prepared  by  dissolving  0*067  gram,  of  0>ngo 
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red  in  100  c.c.  of  boiling  water  and  diluting  to  a 
litre). 

T.J.  I.  Craig  (J.  Soc.  Chera.  Ind.  1911,  184) 
proposes  to  determine  the  free  acid  in  aluminium 
sulphate  by  tieatins  the  latter  with  excess  of 
neutral  potassium  ftuoride,  whereby  the  double 
salt  A1F,'3KF  is  formed  together  with  potassium 
sulphate.  As  these  products,  are  neutral  to 
phenolphthalein,  the  free  acid  present  may  be 
directly  titrated  with  a  standard  solution  of 
potassium  hydroxide. 

Iron,  in  the  ferrous  condition,  is  estimated 
by  titration  vnth  decinormal  potassium  per- 
manganate, and  total  iron  by  means  of  standard 
titanous  or  stannous  chloride  solution.     Tf  the 

Quantity  of  iron  present  be  very  small,  it  is 
ctermined  colorimetrically  {v.  AlVms). 

Several  basic  aluminium  sulphates  have  been 
prepared.  The  compound  Al,03,2SO,,12HfO  is 
obtained  by  heating  a  solution  of  aluminium 
sulphate  with  zinc,  or  by  dissolving  in  it  the 
calculated  quantity  of  aluminium  hydrate. 
Spence  and  Sons,  Limited  (D.  R.  P.  1903, 
1B7419),  prepare  a  basic  sulphate  of  similar 
composition  by  heating  sulphuric  acid  under 
pressure  with  15  to  30  p.c.  more  alumina  than 
is  required  for  the  formation  of  the  normal  salt. 
The  solution  is  then  treated  with  sufficient  chalk 
or  lime'  to  raise  the  basicity  by  20  to  28  p.c. 
The  strongly  basic  solution  is  rapidly  filtered  and 
concentrated  in  vacvA  until  its  density  reaches 
1-45.  On  cooling  with  agitation,  a  magma  of 
crystals  is  formed  and  is  separated  by  suit- 
able means  from  the  mother  liquor  which  con- 
tains normal  aluminium  sulphate  (compare  also 
Brig.  Pat.  1902,  25683,  and  Fr.  Pat.  1903, 
331836). 

ALUMINIUM  BRONZE  v.  ALUMn^iuM. 

ALUMS.  This  generic  name  is  given  to  an 
important  group  of  double  salts  of  the  general 
type  R,S04,R',0,(SO,)„24H,0,  where  R  is  a 
monovalent  metal  or  basic  radicle  such  as 
potassium,  sodium,  ammonium,  &c.,  and  R'^O, 
is  a  sesquioxide  such  as  that  of  aluminium,  iron, 
chromium,  or  manganese.  They  are  all  soluble 
in  water,  and  crystallise  therefrom  with  twenty- 
four  molecules  of  water,  in  forms*  belonging 
to  the  regular  system,  usually  octahedra  or 
cubes. 

The  alums  which  contain  the  sesquioxide  of 
alumina  will  alone  be  considered  here,  and  of 
these  the  most  important  are  the  potassium, 
sodium,  and  ammonium  compounds. 

'  Selenic  alums '  have  been  prepared,  in 
which  sulphuric  acid  is  replaced  by  selenic  acid. 

Potasslnm  alum,  Potash  alum 

KaS04,Al,0,(S03),.24H40. 

This  salt  is  found  in  nature  as  kalinitfy  in  the 
form  of  fibrous  crystals  or  as  an  efflorescence  on 
aluminous  minerals,  and  occasionally  also  in 
octahedra,  at  Whitby,  Campsic,  &c.  In  the 
Solfatara  near  Naples,  and  the  islands  of  Volcano 
and  Milo,  it  occurs  in  larger  quantities,  being 
formed  by  the  action  of  volcanic  gases  upon 
felspathic  trachyte. 

Of  greater  importance  is  the  mineral  alunite 
oralumstone,  which  is  a  double  salt  of  potassium 
sulphate  and  basic  aluminium  pulphatc,  having 
the  composition  KjS04,Al,(S04)„2Alj(011)e ; 
it  is  found  at  La  Tolfa  near  Civita  Vecchia  ;  at 
Montioni    in    the    Duchy    of     Piombino ;     at 


Mursaly,  Munkact,  and  Tokay  in  Hungary ;  in 
the  islands  of  Milo,  Argentino,  and  Nipoglio 
(Grecian  Archipelago) ;  at  Puy-de-6anoy  and 
Madriat  (Auvergne) ;  at  Samsoun  in  Asia 
Minor;  and  in  Australia.  An  ^alum  mountain,' 
composed  of  this  mineral,  is  reported  to  exist  in 
China,  and  is  stated  to  be  nearly  1900  feet  high 
and  to  have  a  circumference  at  its  base  of  about 
ten  miles  (U.  S.  Cons.  Report,  1903). 

The  manufacture  of  alum  is  of  great  an- 
tiquity. In  the  time  of  Pliny  alum  was  in  use 
as  a  mordant  for  the  production  of  bright 
colours,  and  was  even  tested  by  means  of  the 
tannin  in  pomegranate  juice  to  ascertain  its 
purity.  It  was  prepared  in  the  thirteenth  cen- 
tury at  Smyrna  from  alum  rock,  and  since  the 
fifteenth  century  has  been  largely  produced  at 
La  Tolfa  from  the  same  substance. 

Its  preparation  from  pyritic  shale  has  long 
been  known,  together  with  the  fact  that  the 
presence  of  an  alkali  was  necessary  to  induce 
crystallisation,  but,  until  proved  m  1797  by 
Chaptal  and  Vauquelin,  the  essential  presence 
of  alkali  in  the  crystals  was  not  recognised. 

Very  pure  alum  is  prepared  in  smaU  quan- 
tities at  Solfatara.  The  natural  alum  found  there 
is  digested  with  water  in  large  wooden  vats  under 
cover,  and  maintained  at  about  40®  by  the 
natural  heat  of  the  soil.  The  solution  is  de- 
canted and  crystallised.  A  second  crystallisation 
produces  extremely  pure  alum. 

Production  of  alum  from  €dunite, — The  pre- 
paration of  alum  from  alunite  is  an  industry 
which  dates  from  very  early  times.  Of  Oriental 
origin,  it  appears  to  have  been  introduced  into 
Europe  in  tne  thirteenth  century,  and  during 
the  fifteenth  centurv  several  alum  works  were 
established.  Amongst  these  may  be  mentioned 
the  celebrated  works  at  La  Tolfa  near  Civita 
Vecchia,  a  district  in  which  alum  manufacture 
still  ranks  as  an  important  industry. 

The  outline  of  the  La  Tolfa  process  given 
below  is  of  historical  interest.  The  mineral, 
broken  into  lumps  of  moderate  size,  is  calcined 
at  a  low  red  heat,  either  in  >  heaps  or  in  kilns. 
The  operation  requires  to  be  carefully  performed, 
and  is  stopped  as  soon  as  the  mineral  begins  to 
evolve  acid  fumes.  The  calcination  occupies 
about  six  hours  and  results  in  a  loss  in  weight 
amounting  to  about  33  p.c,  chiefiy  due  to  the 
expulsion  of  water ;  at  the  same  time  the  basic 
sulphate  is  decomposed,  yielding  alum  and  in- 
soluble alumina.  The  roasted  mass  is  trans- 
ferred to  brickwork  bins  and  exposed  to  the 
air  for  several  months,  during  which  time  it 
is  occasionally  moistened.  The  resulting  sludge 
is  lixiviated  with  water  at  70®,  and  the  clear 
decanted  liquor  concentrated.  The  crystals  of 
alum  which  separate  on  cooling  are  cubic  and 
have  a  reddish  tinge  owing  to  the  presence  of 
suspended  ferric  oxide ;  this  may  be  removed 
by  recrystallisation.  The  amount  of  soluble  iron 
present  is  stated  to  be  less  than  0*005  p.c.  The 
product,  knoAvn  as  Roman  alum,  was  in  former 
times  highly  valued  on  account  of  its  great 
purity. 

In  the  modem  process,  employed  on  the 
Continent,  the  alunite  is  calcined  at  a  higher 
temperature  and  the  product  treated  with 
sulpnuric  acid,  whereby  aluminium  sulphate  is 
formed  from  the  excess  of  alumina,  and  passes 
into   solution    together    with    the    alum.    The 
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latter  is  either  crystallised  out,  and  the  moro 
soluble  aluminium  sulphate  recovered  as  such 
from  the  mother  liquors,  or  sufiicient  potassium 
sulphate  is  added  to  convert  the  whole  of  the 
aluminium  sulphate  into  alum. 

According  to  C.  Schwartz  (Ber.  17,  2887), 
the  best  temperature  for  the  roasting  is  500**, 
and  the  acid  used  should  have  a  density  between 
1-297  and  1-530.  Ij,  Geschwind  (Manufacture 
of  Alum  and  the  Sulphates  of  Alumina  and 
Iron,  1001),  however,  states  that  in  France  a 
temperature  of  about  1000^  is  employed. 

Formerly,  the  greater  portion  of  the  alum 
manufactured  in  England  was  prepared  from 
alum  shale  (alum  ore),  alum  schist,  and  similar 
minerals,  which  occur  in  large  quantities  at 
Whitby  in  Yorkshire,  Hurlet  and  Campsie  in 
Scotland,  in  Sweden,  Norway,  Belgium,  and  in 
several  parts  of  Thuringia,  Westphalia,  &c. 
These  minerals  are  mixtures  of  aluminium 
silicate,  iron  pyrites,  and  bituminous  substances ; 
the  iron  pyrites  is  principally  present  in  the 
aluminous  schists  as  a  fine  black  powder, 
disseminated  throughout  the  mass,  and  not 
distinguishable  to  the  eye.  The  rapid  oxidation 
of  these  minerals  under  atmospheric  influences 
or  heat  is  due  to  this  state  of  fine  division. 

Alumifuma  -earihs  are  dark  brown,  friable, 
porous  masses  without  structure,  and  contain 
less  silica  than  the  schists.  They  usually  occur 
in  layers  with  lignite. 

Production  of  alum  front  aluminous  shah. — 
The  more  earthy  shales  are  porous,  and  if  piled 
in  heaps  in  the  open  air  and  occasionally  mois- 
tened unden^o  spontaneous  oxidation,  with  the 
formation  of  sulphates  of  iron  and  aluminium. 
Usually  they  require  roasting,  and  when  not 
sufficiently  bituminous  for  combustion,  are  first 
mixed  \iith  fuel. 

The  coarsely  broken  shale  is  built  up  with 
alternate  layers  of  coal  into  heaps,  which  are 
isnited.  As  the  mass  bums,  fresh  quantities  of 
the  mineral  are  added,  until  a  sufficient  mass  of 
material  has  been  accumulated.  By  pumping 
water  over  the  surface  at  intervals  the  tempera- 
ture is  regulated  to  a  degree  suitable  for  rendering 
the  decomposition  as  complete  as  possible.  Too 
high  a  temperature  is  to  be  avoided,  as  it 
results  in  the  loss  of  sulphur  dioxide  and  the 
formation  of  a  slag.  During  the  combustion 
of  the  shale  the  p3^te8  is  decomposed,  giving 
up  a  portion  of  its  sulphur,  which  is  converted 
by  burning  into  sulphur  dioxide,  and  this  in 
conjunction  with  atmospheric  oxygen  attacks 
the  clay,  forming  aluminium  sulphate.  The 
calcined  mass  is  aUowed  to  remain  exposed  to 
1^  air  for  a  considerable  period,  during  which 
A  further  absorption  of  oxygen  takes  place, 
resulting  in  the  conversion  of  the  lower  sulphide 
of  iron  mto  ferrous  sulphate  and  ferric  oxide. 

Lixitnaiion. — This  operation  is  carried  out 
in  large  lead-lined  boxes  with  perforated  bottoms, 
the  filtering  bed  being  formed  of  timber  topped 
with  brushwood.  A  layer  of  the  roasted  mineral 
about  13  inches  deep,  is  introduced  and  its 
extraction  is  efiFected,  first  with  the  mother 
liquor  from  the  alum  crystallising  pans,  and  later 
with  pure  water,  the  Uquid  in  each  case  being 
left  overnight  in  contact  with  the  material. 

The  exhausted  mineral  still  contains  a 
considerable  amount  of  alumina  and'  sulphuric 
acid.     The  liquors,   which  have  a  density  of 


l-OO  to  1*15,  are  run  into  fettling  tanks  and 
allowed  to  deposit  calcium  sulphate,  ferric  oxide, 
and  other  suspended  impurities,  and  are  then 
removed  for  concentration.  The  metb od  adopted 
for  this  purpose  varies  according  to  the  nature 
of  the  mineral  under  treatment.  In  the  case 
of  shales  from  Hurlct  and  Campsie  the  concen- 
tration is  effected  by  suriace  evaporation  in  a 
reverberatory  furnace. 

The  bed  is  of  stone,  coated  with  well-rammed 
clay,  4  or  6  feet  wide,  2  or  3  feet  deep,  30  or  40 
feet  long.  It  is  filled  to  the  brim  with  strong 
liquor,  and  the  flame  and  hot  air  from  the  fire 
carried  over  it.  As  evaporation  proceeds,  more 
liquor  is  added  until  the  proper  concentration 
is  reached.  It  is  then  run  into  leaden  pans, 
concentrated  to  about  1*4  sp.gr.  and  conveyed 
to  a  precipitating  cistern  containing  the  requisite 
i  quantity  of  dry  potassium  chloride ;  the  liquid 
is  well  agitated  and  the  chloride  soon  dissolves. 
In  about  5  days  the  liquor  is  drained  from  the 
large  crystals,  which  are  washed  and  recrystal- 
lised. 

The  Whitby  shales  differ  from  those  at 
Hurlet,  in  that  they  contain  a  considerable 
quantity  of  magnesia  which  passes  into  the 
extract  in  the  form  of  ma^esium  sulphate.  In 
this  case  surface  evaporation  is  not  satisfactory 
on  account  of  the  formation  of  a  crust  of  this 
salt  which  retards  f^vaporation.  The  evapora- 
tion of  the  liquor  is  carried  out,  therefore,  in 
leaden  vessels,  until  a  sp.gr.  of  1  '125  to  1  -137  is 
reached,  after  which  the  solution  is  allowed  to 
^tand  until  clear.  The  concentration  is  con- 
tinued up  to  sp.gr.  1  -25,  at  which  stage  a  sample 
of  the  liquor  is  withdrawn  and  the  percentage 
content  of  aluminium  sulphate  determined. 
After  further  evaporation  to  a  density  of  1  -4  to 
1*5,  the  hot  liquor  is  run  into  a  precipitating 
tank  and  mixed  with  a  saturated  solution  oi 
the  calculated  quantity  of  potassium  chloride 
or  sulphate,  the  whole  being  kept  in  constant 
agitation  to  induce  the  formation  of  small 
crj'stals  (alum  meal). 

When  much  ferric  sulphate  is  present  in  the 
solution,   the   addition   of   potassium   sulphate 
would  produce  iron  alum,  isomorphous  with  ordi- 
nary alum,  which  would  crystallise  out  and  con- 
taminate the  product.     The  use  of  potassium 
chloride  prevents  this,  by  producing  the  easily 
soluble  ferric  chloride,   while  ferrous  salts  are 
converted    into    the    equally    soluble    ferrous 
chloride,  an   equivalent  amount  of  potassium 
sulphate  being  formed  at  the  same  time.  Chloride 
of  potassium  is  generally  employed  in  preference 
to  the  sulphate,  whenever  sufficient  iron  sulphate 
is  present  to  supply  the  requisite  amount  of  sul- 
phuric  acid   for   the   formation   of   alum ;    its 
greater  solubility  is  also  in  its  favour.    Too  much 
chloride  should  be  carefully  avoided,  for  after 
the  iron  sulphates  have  been  decomposed,  the 
aluminium  sulphate  is  itself  attacked^  with  the 
production  of  the  very  soluble  chloride,  which 
is  lost. 

The  alum  meal,  consisting  of  small  brownish 
crystals,  is  drained  and  washed  twice  with  cold 
water.  The  adhering  mother  liquor,  containing 
much  iron,  is  thus  removed,  and  the  meal  is  left 
nearly  pure.  The  final  purification  is  effected  by 
dissolving  in  a  minimum  quantity  of  boiling 
water  and  allowing  the  solution  to  stand  for 
about  eight  days  in  ca.sks  fumiished  with  movable 
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staves.  At  the  end  of  this  period  the  staves  some  da^s  the  staves  are  removed  and  a  hole 
are  removed,  the  block  of  crystak  is  pierced,  is  bored  m  the  mass  of  crvstals  for  the  removal 
the  mother  liquor  drained  off  and  employed  for  of  the  liquor.  Each  block  weighs  about  3  tons, 
dissolving  fresh  quantities  of  meal.         *  while  the  mother  liquor  contains  about  1  ton. 

The  mother  liquor  from  the  alum  meal  has  a  To  produce  1  ton  of  ammonium  alum  by 

8p.gr.  of  about  14  ;  it  contains  sulphate  or  ,  this  method  on  an  average  about  ISowts.  of  the 
chloride  of  iron,  magnesium  sulphate,   &c.,  and  I  shale  is  required. 

will  yield  more  alum  on  evaporation.  In  a  final  ,  A  great  advantage  of  this  {irooess  is  the 
evaporation  it  yields  ferrous  sulphate  in  fine  speed  with  wiiich  the  crude  material  is  con- 
green  crystals.  When  iron  is  present  in  large  verted  into  marketable  alum.  By  the  old  pro- 
quantity,  the  liquors  are  evaporated  and  the  oeas  twelve  months  was  required  for  this  con- 
ferrous  sulphate  crystallised  out  before  the  ad-  version,  whilst  by  Spence*s  process  the  whole 
dition  of  the  potassium  salt.  In  this  case  the  i  operation  is  performed  in  one  month.  For  this 
iron  salt  is  loss  pure  and  less  soluble,  but  the  .  process  Spenoe  was  awarded  the  medal  for 
alum  subsequently  produced  contains  less  iron.      alum  manufacture  at  the  Exhibition  of  1862,  at 

Formerly,  potassium  alum  was  alone  pro-  which  date  he  manufactured  160  tons  of  alum 
duoed.  In  1845,  however,  the  potassium  sul-  I  weekly,  over  one-half  the  total  production  of 
phate  was  replaced  by  the  ammonium  sulphate  I  England  (v.  Hofmann's  Report  on  Chemical 
produced  from  the  then  waste  liquors  from  gas  i  PnK^esses  at  the  Exhibition  of  1862,  p.  62,  and 


works,  yielding  ammonium  alum.  This  great 
improvement  was  introduced  by  the  late  Peter 
Spence  ;  his  method  was  soon  generally  adopted 
both  in  England  and  on  the  Continent. 


J.  Carter  Bell,  Chem.  News,  12,  221). 

Alum  is  also  produced  by  the  addition  of 
potassium  sulphate  to  aluminium  sulphate,  pre- 
pared by  any  of  the  processes  already  described. 


Another  great  advance  was  made  by  Spence  |  It  is  prepared  in  great  purity  from  the  sulphate 
in  1845  in  the  manufacture,  by  the  treatment    produced  from  cryolite ;    1  ton  of  cryolite  pro- 
of the  refuse  shale  underlying  the  coal-seams    duces  3  tons  of  alum  {v.  Sodium  aluminate). 
of  South  Lancashire.    This  shale  contains  from  '        Many  other  proceeses  have  been  proposed 


5  to  10  p.o.  of  carbonaceous  matter.  It  is 
piled  upon  rows  of  loosely  placed  bricks  (to 
allow  a  free  passase  to  the  air)  in  heaps 
4  or  5  feet  high  and  20  feet  long.  The  com- 
bustion is  started  with  a  little  fuel,  but  the  shale 
contains  sufficient  combustible  matter  to  con- 
tinue burning.  The  calcination  is  performed 
slowly  at  a  heat  below  redness.  In  about  10  days 
the  roasting  is  completed,  and  the  material  has 
become  son;,  porous,  and  light  red,  whilst  the 


and  used  for  the  preparation  of  alum. 

Spence,  in  1870  (Ens.  Pat.  1676),  patented  a 
method  of  preparing  alum  from  mineral  phos- 
phates, especially  that  from  Redonda  near 
Antigua,  which  contains  26'1  p.c  of  alumina  as 
phosphate  with  ferric  oxide  and  silica.  It  is 
calcined  at  a  red  heat  to  render  it  porous, 
powdered,  and  dieted  with  sulphuric  acid  of 
sp.sr.  1*6  in  quantity  proportional  to  the  amount 
ot  fldumina,  in  lead-lined  vessels,  heated  by  steam. 


alumina  contained  in  it  has  oeoome  anhydrous    The  liquid  is  concentrated  to  a  density  of  145, 
and  soluble  in  sulphuric  acid.    Too  high  a  tern-  ,  and  treated  vnth  the  requisite  amount  of  potas- 


perature,  however,  partially  vitrifies  it,  in  which 
case  it  is  only  slowly  attacked  by  acid.  Charges 
of  20  tons  are  placed  in  large  covered  pans  40 


slum  sulphate  to  convert  the  whole  of  the 
alumina  into  alum.  Phosphate  containing  20 
p.c.  of  alumina  yields  about  1^  times  its  weight 


feet  long,  10  feet  wide,  and  3  feet  deep,  lined  '  of  alum,  from  which,  however,  the  last  traces 
with  lead,  and  are  digested  for  about  48  hours  ■  of  phosphoric  acid  are  removed  with  difficulty, 
with  sulphuric  acid  (of  sp.gr.  1*35)  at  110^,  The  phosphoric  acid  in  the  mother  liquors  is 
the  temperature  being  maintained  by  fires  be-  I  valuable  as  a  manure. 

neath  the  boilers.  Formerly  ammonia  was  forced  >  Methods  have  frequently  been  proposed  for 
into  the  liquid  from  a  Doiler  containins  gas  the  preparation  of  alum  from  felspar.  Ordinary 
liquor ;  ammonium  sulphate  was  thus  produced,  |  felspar  contains  both  potassium  and  aluminium 
with  considerable  rise  of  temperature,  and  com-    combined  with  silica  in  larger  proportions  than 


bined  with  the  aluminium  sulphate  forming  am- 
monium alum.  The  solution  of  alum  so  pro- 
duced is  run  into  cisterns  29  feet  by  17  feet,  and 


are  contained  in  alum  ;  the  problem  to  be  solved 
is  the  substitution  of  sulphuric  acid  for  silica. 
A  method  adopted  by  Turner,  said  to  have  been 


1}  feet  deep,  in  which  it  is  kept  in  constant  i  originated  by  Sprengel,  consisted  in  the  ignition 
agitation.  In  about  14  hours  the  small  crystals  '  of  a  mixture  of  one  part  of  the  powdered  mineral 
so  formed  are  drained^  washed  with  some  with  one  part  of  potassium  bisulphate  until 
mother  liquor  from  '  block  alum,'  and  dissolved  fused ;  one  part  of  sodium  carbonate  was  then 
by  a  process  known  as  *  rockins '  for  the  pro-  added,  and  the  whole  again  fused.  The  mass 
duction  of  pure  block  alum.  For  this  purpose  was  boiled  with  water  and  the  insoluble  double 
they  are  introduced  into  a  hopper,  at  the  silicate  remaining  was  decomposed  by  hot  sul- 
bottom  of  which  thev  encounter  a  current  of  phurio  acid  of  sp.gr.  1*20,  and  the  alum  crystal- 
steam  at  a  pressure  of  20  lbs.  per  sq.  inch,  both  lised  out.  On  account  of  the  high  temperature 
steam  and  crystals  '  being  supplied  in  such  required,  this  process  was  not  sucodssful. 
proportions  that  all  the  crystals  are  dissolved,  •  At  the  present  time  the  bulk  of  the  alum 
M'hile  no  Bteam  is  wasted.  In  this  manner  4  manufactured  in  England  is  prepared  either 
tons  of  crystals  may  be  dissolved  in  30  or  40  ;  from  shale  or  from  the  aluminium  sulphate 
minutes.  The  solution  is  run  into  a  leaden  tank,  ,  derived  from  bauxite  or  china  clay, 
and,  after  a  time,  treated  with  a  small  quantity  !  For  the  more  delicate  dyes  the  alum  used 
of  size,  which  precipitates  a  quantity  of  insoluble  '  must  be  of  extreme  purity.  Samples  containing 
matter.  The  clear  liquid  is  next  run  into  tubs  j  even  less  than  0-001  p.o.  of  iron  may  be  unsuit- 
about  6  feet  high  and  6  feet  wide,  tapering  '  able  for  certain  purposes.  The  percentage  of 
upwards,  with  movable  lead-lined  staves.     After  '  iron  in  alum  or  in  aluminium  sulphate  is  usually 
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determined  by  means  of  a  solution  of  ammonium 
ihiocyanate  standardised  with  iron  alum.  Many 
precautions  are  necessary  in  performing  the 
analyBis  (v.  Tatlock,  J.  ^oc.-  Ohem.  Ind.  1887, 
276  ;  G.  Lunge,  Mon.  Sci.  1897,  160). 

Potassium  alum  crystallises  ^nth  24  molecules 
of  water,  in  crystals  belonging  to  the  cubic 
system,  usually  m  large  colourless  octahedra  of 
8p.gr.  1*761  (Retgers,  Zeitsch.  physikal.  Chem. 
3,  289 ;  J.  B.  1889,  148). 

De  Boisbaudran  has  also  obtained  it  crystal- 
lised with  hemihedral  faces  of  the  tetrahedron. 
The  crystalline  form  is  affected  by  the  presence 
of  other  substances  in  solution,  and  by  the  tem- 
perature. When  formed  at  ordinary  temperatures 
in  the  presence  of  basic  alum,  the  crystals  are 
cubes,  frequently  dull  on  the  surface  from  the 
presence  of  the  basic  salt ;  for  this  reason  Roman 
alum  usually  forms  cubes.  At  40®,  even  in 
presence  of  mksic  salts,  octahedra  are  produced. 

Potassium  alum  possesses  the  property  of 
crystallising  with  hydrogen  peroxide  (Will- 
Btatter,  Ber.  36,  [1903]  1828). 

According  to  Poggiale  (Ann.  Ghim.  Phys.  [3] 
8»  467),  the  solubility  of  potassium  alum  and  of 
ammonium  alum  is  as  follows : — 

100  parts  water  dissolve  : 


^. 

Crystamsed 

GrystaUised 

Potassium  alum 

Ammoniam  alum 

0 

3-9 

5-2 

10 

9-6 

91 

20 

161 

13-6 

30 

22-0 

19-3 

40 

30*9 

27-3 

60 

44*1 

36-6 

60 

66-6 

61*3 

70 

90-7 

72  0 

80 

134-6 

103-0 

90 

209-3 

187-8 

.   100 

367-6 

421-9 

Conductivity  determinations,  made  on  alum 
solutions  of  different  concentrations,  indicate 
that  even  at  moderate  dilutions  the  alum  is 
resolved  into  its  component  salts. 

Potassium  alum  possesses  a  sweetish  astrin- 
gent taste  and  a  strongly  acid  reaction.  The 
aqueous  solution  decomposes  when  heated,  with 
precipitation  of  a  basic  alum,  especially  when 
dilute.  For  this  reason  a  smaU  quantity,  not 
sufficient  to  be  distinguished  by  taste,  is  fre- 
quently added  to  impure  water.  The  gelatinous 
precipitate  carries  with  it  the  colouring  matter 
and  most  of  the  organic  impurities,  producing  a 
slimy  deposit. 

Alum  is  almost  insoluble  in  a  saturated  solu- 
tion of  aluminium  sulphate,  and  is  quite  insoluble 
in  alcohol.  On  exposure  to  air,  the  crystals 
become  white  on  the  surface.  This  change  is 
due,  not  to  the  loss  of  water,  but  to  the  absorp- 
tion of  ammonia  from  the  air,  with  formation  of 
a  basic  salt.  Below  30**  they  lose  no  water ;  at 
42®  they  evolve  11  molecules  (Juttke,  Chem. 
Zentr.  18,  777).  In  a  dosed  vessel  over  sul- 
phuric acid  they  lose  18  molecules  at  61®  (Graham) 
and  become  dowly  anhydrous  at  100®,  more 
rapidly  in  a  current  of  air.  Alum  melts  in  its 
water  of  or3rstalli8ation  at  92-6®,  and  when 
heated  to  duU  redness  is  converted  into  a  porous 


friable  mass,  slowly  soluble  in  water,  known  as 
'  burnt  alum.'  At  a'  white  heat  alumina  and 
potassium  sulphate  alone  remain. 

When  burnt  alum  is  mixed  with  one-third 
its  weight  of  carbon  and  heated  to  redness,  the 
residue  is  spontaneously  inflammable  on  account 
of  the  presence  of  finely  divided  potassium 
sulphide,   and  is  known  as  Homberg's  pyro- 

Ehorus.  By  fusing  alumina  with  potassium 
isulphate  and  d^esting  the  mass  in  warm 
water,  anhydrous  potassium  alum  may  be 
obtained  in  crystals  of  which  6  parts  are  soluble 
in  100  of  water  at  10®  and  74-6  parts  at  100® 
(Salm-Horstmar,  J.  pr.  Chem.  62,  319). 

On  the  addition  of  caustic  soda  or  sodium 
carbonate  to  a  solution  of  alum  until  the  pre- 
cipitate at  first  produced  is  only  just  redissohred 
on  agitation,  t .e.  when  two-thirds  of  the  acid  has 
been  neutralised,  the  solution  contains  a  neutral 
basic  alum,  known  as  neutral  alum,  together 
with  sodium  sulphate.  This  solution,  on  ac- 
count of  the  ease  with  which  it  gives  up  its 
excess  of  alumina  to  the  fabric,  is  used  by  dyers 
as  a  mordant.  Commercial  potassium  alum  is 
frequently  mixed  with  ammonium  alum. 

Alum  is  extensively  used  as  a  mordant  in 
the  dyeing  industries,  and  in  the  production  of 
other  aluminium  mordants  such  as  the  acetate, 
sulphoacetate,  &c.,  employed  in  dyeing  and 
printing  and  for  shower-proofing  fabrics.  The 
alum  used  for  dyeing  with  alizarin  red  must 
be  free  from  iron,  otherwise  dull  shades  are 
produced.  It  is  also  employed  in  the  manu- 
facture of  lake  pigments,  in  the  dressing  of 
skins  ('  tawing ')  to  produce  white  leather,  in 
sizing  paper,   and  in   the   production   of   fire- 

g roofing  materials.  In  most  of  its  applications, 
owever,  it  is  being  replaced  by  aluminium 
sulphate,  the  use  of  which  is  considerably  more 
economical. 

Sodium  alum,  8oda  alum 

Na,S04,Al,08(SO,)„24HjO. 

Occurs  as  mendozite  in  S.  America  and  in  Japan 
(Divers,  Chem.  News,  44,  218). 

This  alum  was  prepared  by  Zellner  in  1816, 
by  the  spontaneous  evaporation  of  a  solution 
containing  the  sulphates  of  sodium  and  alumin- 
ium. Its  existence,  disputed  by  Ostwald,  has 
been  established  by  Wadmoro  (Chem.  Soc.  Proc. 
21, 160 ;  C.-B.  1906, 11, 18),  who  from  a  solution 
of  the  mixed  sulphates  obtamed  octahedral 
cr3rstal8  having  the  above  composition.  From 
a  hot  concentrated  solution  it  is  deposited  on 
cooline  as  a  pasty  mass  which  slowly  becomes 
orystaUine.  Contrary  to  the  statement  fre- 
quently made,  the  crystals  do  not  appreciably 
effloresce  in  the  air. 

Technically,  sodium  alum  may  be  prepared 
in  the  following  manner : — To  a  solution  of 
aluminium  sulphate  containing  676  grams  of 
the  crystalline  salt  per  litre,  and  maintained  at 
a  temperature  of  60®  to  60®,  is  added  a  solution 
of  sodium  sulphate  containing  146  grams  of 
the  anhydrous  salt  per  litre,  imtil  the  liquid 
attains  a  density  of  1  -36 ;  crystals  of  sodium 
alum  separate  on  cooling.  The  crystallisation 
should  be  effected  at  a  temperature  between 
10®  and  26® ;  at  28®  the  formation  of  crystals 
proceeds  very  slowly,  whilst  below  10®  separation 
of  sodium  sulphate  occurs  (Aug6,  D.  R.  P.  1899, 
60323  i  J.  1890,  2636). 
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Messrs.  F.  M.,  D.  D.,  and  H.  Spence  (Eng. 
Pat.  1900,  6644)  prepare  a  solution  of  sodium 
sulphate  saturated  at  40^  to  60",  which  is 
allowed  to  oool  during  agitation  until  a  consider- 
able proDortion  of  decahydrated  crystals  have 
separated.  The  mixture  of  liquid  and  crystals 
is  then  run  into  a  solution  of  aluminium  sulphate 
oontainine  the  solid  salt  in  suspension.  There 
is  thus  obtained  a  large  crop  of  well-defined 
soda  alum  crystals.  Alternatively,  the  solid 
aluminium  sulphate  may  be  added  to  a  suitable 
solution  of  sodium  sulphate  or  chloride,  in  which 
either  salt  may  be  suspended  in  the  solid  state. 

Sodium  alum  is  much  more  soluble  at  ordi- 
nary temperatures  than  potassium  or  ammonium 
alum,  in  consequence  of  which  it  is  more 
difficult  to  purify  from  iron.  On  account  of 
the  lower  cost  of  sodium  salts,  it  would  be 
largely  used  in  place  of  other  and  more  ex- 
pensive alums,  if  it  could  be  easily  purified  by 
crystallisation  (see  Eng.  Pat.  1881,  6660). 

Sodium  alum  crystallises  with  24  molecules 
of  water  in  regular  octahedra,  having  a  sp.gr.  of 
1-667  (Soret).  At  10-6*»  100  parts  of  water 
dissolve  107-11  parts  of  the  alum  (Wadmore) ; 
according  to  Ure,  the  solution  saturated  at  16-6** 
contains  110  parts  of  the  alum  in  100  of  water, 
and  has  a  density  of  1-296.  Sodium  alum  is 
insoluble  in  alcohol. 

Ammonium  alum 

(NH,),SO,.Al,03(SO,)3,24H,0 

occurs  as  Tschermigite  in  Bohemia,  and  in  the 
crater  of  Mount  Etna. 

It.s  preparation  is  analogous  to  that  of 
potassium  alum,  a  solution  of  aluminium  sul- 

Shate,  prepared  by  any  of  the  methods  already 
escribed,  being  treated  with  the  equivalent 
quantity  of  ammonium  sulphate,  and  the  alum 
separated  and  purified  by  crystalb'sation. 

Ammonium  alum  crystallises  witii  24  mole- 
cules of  water  in  regular  octahedra,  having  a 
conchoidal  fracture  and  a  density  of  1*631 
(Soret).  At  ordinary  temperatures  it  is  less 
soluble  in  water  than  potassium  idum  (v.  Table 
of  solubilities,  under  Potassium  alum).  The 
saturated  solution  boils  at  110-6*,  and  contams 
207-7  parts  of  the  alum  to  100  parts  of  water 
(Mulder).  When  heated  the  crystals  swell  up 
and  form  a  porous  mass,  losing  water  and 
sulphuric  acid ;  at  a  high  temperature  alumina 
alone  remains.  This  serves  as  a  useful  method 
for  the  production  of  very  pure  alumina. 

In  its  general  properties  and  uses,  ammonium 
alum  closely  resembles  the  corresponding 
potassium  compound. 

Aluminium  sulphite  AI,0,(SO,).. 

The  bisulphite  has  been  used  by  Becker 
(Dingl.  poly.  J.  267, 300),  Suchomel  (J.  Soc.  Chem. 
Ind.  1887,  143)  and  others,  for  the  purification 
of  beet  sugars.  Becker  prepares  for  this  purpose 
a  solution  of  8p.gr.  1*167  containing  4*37  p.c. 
alumina  and  13-9  p.c.  sulphurous  oxide,  by  dis- 
solving the  hydrated  oxide  in  sulphurous  acid. 

Aluminium  phosphates.  As  hydrated  phos- 
phate, aluminium  occurs  in  the  turqvmse,  and 
enters  into  the  composition  of  wavelliU,  lazu- 
liie  and  gibbsite.  It  is  found  in  considerable 
quantity  in  mineral  phosphates,  as  in  the 
Redonda  phosphates  which  have  been  used  for 
the  preparation  of  alum  and  for  fertilisers  (r. 
Alums;  Manures).     A  massive  stony  variety 


is  found  on  the  island  of  Anguilla  in  the  West 
Indies. 

Aluminium  thioeyanato  or  sulphoeyanate 
has  been  proposed  as  a  substitute  for  aluminium 
acetate  for  alizarin,  steam  reds,  &o. ;  the  colours 
produced  are  said  to  be  especially  permanent 
{v.  Storch  and  Strobel,  Dingl.  poly.  J.  241,  464 ; 
and  Gottlieb  Stein,  Dingl.  poly.  J.  260,  36). 

I/auber  and  Haussmann  (Dingl.  poly.  J.  246, 
306)  recommend  the  following  method  of  prepara- 
tion :  6  kilos,  aluminium  sulphate  are  aissolved 
in  6  litres  boiline  water,  260  grams  of  chalk  are 
added,  followed  l>y  11*6  litres  of  crude  calcium 
thiocyanate  solution  of  30^ w.,  and  the  whole 
well  stirred  and  aUowed  to  settle.  The  clear 
liquid  is  ready  for  use. 

Aluminium  permanganate  v.  Manganese. 

Aluminium  siileates.  These  compounds  are 
exceedingly  numerous  and  important.  As  an 
anhydrous  silicate,  with  silicate  of  iron,  calcium, 
magnesium,  &c.,  aluminium  occurs  in  the 
vaneties  of  garnet,  cnrstallising  in  the  regular 
system.  As  silicate  of  aluminium,  calcium,  and 
sodium  it  is  found  in  lapis-Unuli,  which  was 
formerly  used  as  ultramarine.  It  is  now  re- 
placed by  artificial  ultramarine  {v.  Ultramarine). 
As  silicate  of  aluminium,  combined  with 
potassium,  iron,  and  magnesium,  it  occurs  in 
the  micas.  As  double  silicate  of  aluminium, 
potassium,  sodium,  magnesium,  or  calcium,  it 
forms  the  varieties  of  felspar  which  occur  in 
immense  quantities  in  eruptive  rock.9.  By  the 
decomposition  of  felspar  by  the  carbonic  acid 
in  the  atmosphere  and  in  rain  or  spring  water, 
the  alkaline  compounds  are  removed,  leaving 
clay  of  more  or  less  purity  (v.  Clay),  which, 
under  pressure,  becomes  hardened  and  laminated, 
forming  sJude,  and  finally  slate  (q,v.).  Many  of 
the  silicates  of  aluminium  are  of  great  impor- 
tance, and  of  the  widest  application.  The  more 
important  of  them  are  specially  considered  under 
their  applications  {v.  Pottery  ;   Porcelafn). 

Aluminium  aoetete.  Red  liquor  {v.  Alumi- 
nium acetciteSf  art.  Acetic  acid). 

The  compounds  of  aluminium  with  the  higher 
fatty  acids  are  used  for  increasing  the  viscosity  of 
mineral  lubricating  oils,  under  the  names  '  oil 
pulp  '  and  '  fluid  gelatin  *  (L.  Marquardt,  Zeitsch. 
anal.  Chem.  26,  169). 

Aluminium  oleate  is  a  soft  white,  putty-like 
substance,  of  great  tenacity,  insoluble  in  water, 
soluble  in  ether  and  petroleum.  A  mixture  of 
oleate,  palmitate,  and  other  fatty  salts  is  pro- 
duced from  whale,  cotton-seed,  and  similar 
oils  by  saponification  with  soda  and  addition 
of  the  sodium  salt  so  produced  to  a  solution  of 
alum.  The  gummy  precipitate  is  known  as  *  oil 
pulp,'  and  is  dissolved  in  4  or  6  parts  of  mineral 
oil  to  form  a  '  thickener '  for  addition  to  the 
lubricator.  A  sample  of  oil  pulp  resembling 
thick  gelatin  had  a  sp.gr.  of  0*921,  and  contained 
A  p.c.  alumina  combined  with  30  p.c.  fatty  acids, 
together  with  16  p.c.  lard  oil,  and  48  p.c.  paraffin 
oil  (Oil  and  Colourman's  Joum.  4,  403). 

Aluminium  palmitote  is  a  constituent  of  oil 
pulp.  It  may  be  prepared  in  the  same  manner 
as  the  oleate,  from  palm  oil.  It  forms  a  resinous, 
elastic,  inodorous,  neutral  substance,  insoluble 
in  water,  but  readily  soluble  in  petroleum  and 
turpentine.  K.  Lieber  (Dingl.  poly.  J.  246,  166) 
recommends  the  use  of  the  latter  solution  as  a 
varnish.     It   imparts   a   glossy  appearance   to 
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paper,  leather,  &c.,  and  renders  them  waterproof 
without  affecting  their  elasticity.       G.  H.  B. 

ALUMNOL  V.  SYirrHETio  dbugs. 

ALUM-SHALE.  A  kind  of  shale  or  slate 
containing  disseminated  iron  pyrites,  which,  on 
prolonged  exposure  to  the  weather,  gives  alu- 
minium sulphate,  owing  to  the  action  of  sul- 
phuric acid  (from  the  decomposition  of  the 
iron  pyrites)  on  the  clayey  material.  The  heaps 
of  weathered  shale  are  leached  with  water,  and 
to  the  solution  of  aluminium  sulphate  and 
sulphuric  acid  so  obtained  potashes  are  added. 
The  alum  obtained  by  the  evaporation  of  this 
solution  is  purified  by  recrystallisation.  The 
alum-shales  of  Liassic  age  on  the  coast  of 
York.««hire,  in  the  neighbourhood  of  Whitby, 
have  been  largely  worked  by  this  method  since 
the  time  of  Queen  Elizabeth,  but  now  the 
industry  has  become  extinct.  Alum-shales  in 
the  coal- measures  of  the  West  Riding  of  York- 
shire are,  however,  still  worked  to  a  small 
extent  (r.  Alums,  art.  Aluminium).      L.  J.  S. 

ALuNDUBL  An  abrasive  manufactured  at 
Niagara  Falls  from  fused  bauxite  {v.  Abbaszvbs 
and  Bauxite). 

ALUNTTE  or  ALUM -STONE.  Hydrated 
basic  sulphate  of  aluminium  and  potassium 
KAl3(S04)2(OH)^  usually  found  as  white, 
compact,  granular  masses,  somewhat  resembling 
limestone  in  appearance.  It  mostly  occurs  in 
connection  witn  volcanic  rocks,  having  been 
formed  by  the  action  of  solfataric  vapours  on 
such  rocks.  In  some  cases,  however,  it  may  have 
been  formed  by  the  action  of  decomposing  iron- 
pyrites  on  clay.  Extensive  deposits  are  met 
with  at  Tolfa  near  Rome,  in  Tuscan3'  and 
Hungary,  and  at  BuUadelah  in  New  South 
Wales.  *  Alum  is  obtained  from  it  by  repeatedly 
roasting  and  lixiviating,  the  yield  being  from  6iO 
to  80  p.c.  In  Hungary  the  harder  and  more 
compact  varieties  have  been  used  for  millstones. 

Ltm    J.    S. 

ALUNOGEN.  Hydrated  aluminium  sulphate 
AIx(S04)„18H20,  occurring  as  a  white,  delicately 
fibrous  efflorescence  on  shale  and  other  rocks. 
It  has  been  formed  by  the  action  on  the  alu- 
minous rock  of  the  products  of  decomposition 
of  iron  p^Tites.  A  trace  of  iron  sulphate  is 
often  present,  imparting  a  yellowish  or  reddish 
colour  to  the  mineral.  L.  J.  S. 

ALVA  or  ALFA  v.  Espabto 

ALVELOS.  A  name  applied  to  the  Euphorbia 
heierodoxa  (Muell.),  growing  in  Brazil,  the  juice 
of  which  has  been  used  as  a  cure  for  cancer 
(Pharm.  J.  [3]  16,  614). 

ALYPIN.  Trade  name  for  henzoyUetramethyl- 
diaminoethyldimeihylcarhinol  hydroehlortde.  Em- 
ployed as  an  aniesthetic  and  as  a  remedy  for 
vomiting  and  in  the  treatment  of  diseases  of 
the  upper  respiratory  passages  and  of  the  organ 
of  hearing.  Used  also  in  veterinary  practice  in 
place  of  cocaine. 

It  occurs  in  crystals,  m.p.  169^,  sol.  in 
water,  forming  a  neutral  solution.  Aqueous 
solutions  may  be  sterilised  wiihout  undergoing 
decomposition  by  boiling  from  6  to  10  minutes 
(Neustatter,  Pharm.  J.  1905,  869). 

(For  distinctive  reactions,  v.  Lemaire,  Rep. 
Pharm.  1906,  18,  385.)  (v.  Synthetic  dbuos.) 

AMADOU  or  GERMAN  TINDER.  {Amadou, 
Fr.;  Zunderschiramm,  Ger.)  A  spongy  com- 
bustible substance,  prepared  from  a  speoiea  of 


fungus,  Fomes  {Pciyponis)  igntariua,  the  *  false  * 
tinder-fungus,  which  gi-ows  on  the  trunks  of  the 
oak.  but  also  on  alder,  willow,  and  various  other 
trees.  It  must  be  plucked  in  the  months  of 
August  and  Septemoer.  It  may  also  be  pre^ 
parod  from  Fomes  {Polyporus)  fomentarius,  the 
true  tinder-fungus,  also  indigenous,  found 
especially  on  the  beech,  elm,  and  various  fruit 
trees.  It  was  formerly  used  in  surgery,  and  has 
hence  been  called  surgeons'  agaric.  Amadou  is 
prepared  by  removing  the  outer  rind  and  care- 
fully separating  the  yellow-brown  spongy  sub- 
stance which  lies  within  it.  This  substance  is 
cut  into  thin  slices,  and  beaten  with  a  mallet  to 
soften  it,  tiU  it  can  be  easily  pulled  asunder 
between  the  fingers.  In  this  state  it  is  useful 
in  surgery.  To  convert  it  into  tinder,  it  is 
boiled  in  a  strong  solution  of  nitre,  dried,  beaten 
anew,  and  put  a  second  time  into  the  solution. 
Sometimes,  to  render  it  very  inflammable,  it  is 
imbued  with  gunpowder,  whence  the  distinction 
of  *  black  *  and  '  brown '  amadou. 

AMALGAM.  An  aUoy  of  mercury  with  some 
other  metal  or  metals. 

There  are  four  general  methods  for  preparing 
amalgams. 

1.  Metallic  mercury  is  brought  into  contact 
with  the  other  metal,  either  in  the  solid  or  in  a 
finely  divided  state  at  the  ordinary  or  at  a 
higher  temperature.  In  this  way  amalgams  of 
antimony,  arsenic,  bismuth,  cadmium,  mag- 
nesium, potassium,  silver,  sodium,  tellurium, 
thorium,  tin,  zinc,  and  lead  'inay  be  obtained. 

2.  Mercury  is  brought  into  contact  with  a 
saturated  solution  of  a  salt  of  the  metal,  when 
part  of  the  mercury  goes  into  solution  and  the 
remainder  combines  with  the  liberated  metal ;  or 
better  still,  zinc  or  sodium  amalgam  is  employed, 
when  the  zinc  or  sodium  displaces  the  metal  in 
the  solution.  By  this  method  amalgams  of  bis- 
muth, calcium,  chromium,  iridium,  iron,  magne- 
sium, manganese,  osmium,  palladium,  and  stron- 
tium may  be  prepared  by  using  sodium  amalgam, 
and  cobalt  and  nickel  by  usincr  zinc  amalgam 
(Moissan,  Compt.  rend.  1879 ;  6hem.  News,  39, 
84). 

3.  The  metal  to  be  amalgamated  is  placed  in 
a  solution  of  a  mercury  salt;  copper  may  bo 
amalgamated  by  this  process. 

4.  The  metal  is  placed  in  contact  with 
mercury  and  dilute  acid ;  this  is  the  method 
usually  employed  in  amalgamating  zinc.  Iron, 
aluminium,  palladium,  nickel,  and  cobalt  may 
be  made  to 'com  bine  with  mercury  by  this  process 
if  they  be  placed  in  contact  with  a  stick  of  zinc 
(Casamajor,  Chem.  News,  34,  36  ;  Arch.  Pharm. 
[3]  11,  64;  Chem.  Soc.  Trans.  [2]  34,  474). 

Amalgams  are  also  formed  when  mercury  is 
used  as  the  cathode  in  the  electrolysis  of  salt 
solutions ;  a  number  of  metals  can  thus  be 
obtained  as  amalgams,  although  they  cannot  be 
obtained  directly  in  the  free  state  by  the  elec- 
trolysis of  aqueous  solutions. 

The  combination  of  sodium  with  mercury  by 
method  I  takes  place  with  great  energy,  heat 
and  light  being  produced.  It  is  best  prepared  by 
combining  a  small  portion  of  the  mercury  with 
the  sodium,  and  then  adding  the  remainder  to 
the  amalgam. 

Native  amalgams  are  found  in  various  parts 
of  the  world.  The  following  table  contains  the 
analyses  of  a  few  : — 
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28-066 


92-454'   7*196 


300 


260 
27-6 

46-30 

56-70 


600 


64-0 


0*083 


78*3 
72*6 

51*12 

48*27 


00-98  89*02 

to  to 

68*87  41*63 

57*40  ,38-39 


0  066 


AgCl 


Fe 


0*088 


Zn 


Pb 


0*18 


tr. 


GaCOs 


Ca 


tr. 


0*21 


InBol. 
aadlott 


tr. 


0*490 
1-828 


1*01 


LocaUty 


Eongsbeig, 
Norway. 


MoftcheUaadsberg 
Faiatiiiate. 

>f 

Allemont, 

Dauphine. 

Salagmbe, 

Sweden. 

Friedriohisegen. — 

Mine. 


Mariposa, 
GaUfomia. 

Chooo, 
New  Grenada. 


Analyst  and 
reference 


FUght.  Phil. 

Mag.  [5]  9. 

146. 

Elaproth, 

Urel. 
Heyer,  id. 
Gordier,  ib, 

Nordsbrdm, 
J.  86,  1,  621. 

Weiss, 
J.  80,  1828; 

Z.  geol. 

Ges.  84,  817. 

Ure. 


Sdmeider. 
Ure. 


Gold  and  silver  in  the  mot&Uio  state  can  be 
extracted  from  their  ores  by  grinding  the  ores 
and  making  them  pass  through  mercury, 
although  this  process  is  now  largely  replaced  by 
the  m^em  cyaniding  methods.  (For  details,  v. 
these  metals ;  and  May,  J.  Soc.  Chem.  Ind.  4, 
352;  Moon,  id,  4,  678;  Miller,  id,  4,  122; 
Whitehead,  id,  4,  603  ;  Fisher  and  Waber,  id, 
4,  351 ;  Barker,  Dingl.  poly.  J.  251,  32 ;  Body, 
id.  252,  33 ;  MoUoy,  id.  254,  210 ;  Bonnet,  td. 
254,  297  ;  Cassel,  id.  257,  286  ;  Jordan,  id.  258, 
163  ;  Hollick,  id.  258, 168.)  When  the  mercury 
has  taken  up  a  quantity  of  gold,  the  amalgam 
is  squeezed  through  chamois  leather,  when  the 
greater  portion  oT  the  gold  is  left,  combined 
with  a  little  mercury,  as  a  pasty  mass.  Kazant- 
Reff  (Bull.  Soc.  chim.  [2]  30,  20 ;  Chem.  iSoc. 
Trans.  [2]  34,  937)  finds  that  the  mercury  which 
escapes  contains  at  ordinary  temperatures  0*126 
p.c.  of  gold,  at  0**  0-110  p.a,  and  at  100® 
0*650  p.c.,  thus  behaving  like  an  aqueous 
solution. 

Berthelot  found  that  the  solution  of  definite 
amalgams  in  different  quantities  of  mercury,  like 
the  solution  of  salts  in  water,  absorbs  a  constant 
amount  of  heat ;  thus  the  heat  of  solution  of  an 
amalgam  of  which  the  composition  corresponds 
with  the  formula  Hg^^K  in  four  times  its  weight 
of  mercury  is  —8*0  kil.  dep.  of  heat,  and  in  tiventy 
times  —9*0  kil.  deg.  (Compt.  rend.  89,  466 ; 
Chem.  Soc.  Abstr.  38,  1). 

According  to  Berthelot,  the  maximum  heats 
of  formation  for  amalgams  of  potassium  and 
sodium  are  34*2  and  21*1,  corresponding  \iith 
crystalline  amalgams  containing  1-6  p.c.  of 
potassium,  and  2  p.0.  of  sodium  respectively. 
In  these  amalgams  the  relative  affinities  of  the 
free  alkali  metals  are  inverted :  this  explains 
Kraut's  and  Popp's  observation  that  sodium 
displaces  potassium  when  potassium  hydroxide 
is  treated  with  sodium  amalgam,  the  final  result 
beingthe  formation  of  an  amalgam  of  composi- 
tion HgsfNa  (Compt.  rend.  88,  1335). 

The  views  formerly  held  on  the  constitution 
of  amalgams  and  particularly  on  the  existence  of 
definite  amalgams  of  the  nature  of  chemical 
compounds  of  mercury  and  the  alloyed  metal, 
have  been  profoundly  modified  by  the  study  of 
these  bodies  by  the  methods  of  metallography 
[v.  Mktalloobafht).  The  amalgams  are  found 
to  be  strictly  analogous  to  other  alloys,  but  their 
peculiar  behaviour  arises  from  the  fact  that  they 


are  frequently  met  with  in  a  range  of  temperature 
which  lies  between  the  commencement  of  solidifi- 
cation and  final  complete  crystallisation.  It  has 
been  shown  that  a  numb^  of  supposed  com- 
pounds, of  which  the  existence  had  been  assumed 
on  the  ground  that  amalgams  representing  them 
took  the  form  of  homogeneous  crystalline  bodies, 
are  not  true  compounds,  whilst  definite  com- 
pounds of  different  composition  have  been 
found.  Thus,  in  the  case  of  sodium  and 
potassium  amalgams,  the  compounds  iJ^^Na, 
HgjNa,  HgNa,  HgjNaj,  HggNa^  HgNa,,  and 
Hg,K,  HgK,  Hg,X  flg^„  and  Hg^,  have 
been  recognised  (Schiiller,  Zeitsch.  anorg.  Chem. 
1904,  40,  385 ;  Kurnakoff,  ibid.  1900,  23,  439 ; 
Jaenecke,  Zeitsch.  physical.  Chem.  1907,  58, 
245). 

The  amalgams  of  bismuth,  zinc,  tin,  and 
thallium  are  Found  not  to  contain  any  definite 
compounds  (Pushin,  Zeitsch.  anorg.  Chem.  1903, 
36, 201 ;  Heteren,  ibid.  1904, 42,  129 ;  Kurnakoff 
and  Pushin,  ibid.  1903,  30,  86). 

'  Ammonium  amalgam  '  is  prepared  by  acting 
on  a  saturated  solution  of  ammonium  chloride 
with  sodium  amalgam ;  the  amalgam  thus  ob- 
tained soon  breaks  up  into  mercury,  and  ammonia 
and  hydrogen  gases.  According  to  Wetherill 
(Amer.  J.  Bci.  [2]  50.  160),  this  compound  is 
not  a  true  amalgam,  e»  when  an  ammoniacal 
solution  is  electrolysed,  the  negative  pole  being 
a  spongy  plate  impregnated  with  mercury,  no 
amalgam  is  formed.  Landolt  (Zeitsch.  f.  Chem. 
[2]  6,  429)  draws  attention  to  the  fact  that  am- 
monium amalgam  does  not  reduce  solutions  of 
silver  nitrate,  ferric  chloride,  or  cupric  sulphate, 
as  do  sodium  and  potassium  amalgams. 

Seeley  ((}hem.  News,  21,  265)  has  shown  that 
on  submitting  ammonium  amalgam  to  pressure^ 
its  volume  diminishes  in  the  same  way  that  gases 
do,  and  hence  he  considers  that  the  ammonia 
and  hydrogen  exist  in  the  amalgam  as  gas,  and 
that  the  spongy  mass  is  only  a  m>th  of  mercury 
inclosing  these  gases. 

(3ellatlin  (Zeitsch.  f.  Chem.  [2]  6,  607)  asserts 
that  when  ammonium  amalgam,  free  from  sodium, 
is  placed  in  contact  with  phosphorus,  phospho- 
retted  hydrogen  is  evolved,  and  he  infers  that  the 
hydrogen  must  be  in  the  nascent  state. 

Pfeil  and  Lippmann  (C!ompt.  rend.  62,  426) 

state   that  trimethylamine  hydrochloride  also 

forms  a  spongy  amalgam  which  quickly  decom- 

i  poses  with  evolution  of  hydrogen  and  formation 
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of  trimetbylamine ;  saturated  solutions  of  the 
hydrochlorides  of  aniline,  coniine,  morphine, 
and  quinine  give  off  hydrogen  only. 

Elaetrieal  amalgam  is  made  by  melting  to- 
gether 1  part  of  zinc  and  1  part  of  tin,  and  then 
adding  3  parts  of  mercury.  An  amalgam  of 
cadmium  is  used  in  the  construction  of  the 
cadmium  standard  cell ;  this  amalgam  and  its 
electrical  behaviour  have  been  studied  by  F.  E. 
Smith  (Phil.  Mag.  Februarv,  1910). 

Silvering  amalgams.  !^or  metals,  1  part  of 
silver  to  8  parts  of  mercury ;  for  glass,  1  part 
each  of  lead  and  tin,  2  {tarts  bismuth,  and  4  parts 
mercury.  The  use  of  amalgams  for  silvering  has 
been  almost  completely  superseded  by  the  use — ^in 
the  case  of  glass^ol  chemically  deposited  silver, 
and  in  the  case  of  metals  by  electro-plating. 

Teeth  fillings.  1.  Copper  precipitated  from 
copper  sulphate  solution  with  zinc,  washed  with 
sulphuric  acid  containing  a  small  quantity  of 
mercuric  nitrate,  and  amalgamated  with  twice 
its  weisht  of  mercury  (Fletcher),  has  the  pro- 
perty of  softening  with  heat  and  hardening  again 
after  a  few  hours.  It  is  a  permanent  filling,  as 
the  copper  salts  penetrate  and  preserve  the  tooth 
substance.  It  has  the  objection  of  staining  the 
tooth,  and  is  only  used  in  posterior  teeth.  2.  A 
palladium  amalgam  is  sometimes  employed,  but 
its  rapidity  of  setting,  intense  black  colour,  and 
cost  are  against  its  general  use.  3.  An  alloy  of 
silver  68-6,  tin  25*5,  gold  5,  and  zinc  1  p.o. 
(Black);  or  silver  69*6,  tin  26-5,  gold  4,  and 
zino  1  p.c.  (Tulloch),  amalgamated  with  mer- 
cury, is  extensively  employed,  as  it  has  a  good 
edge  strength,  and  suffers  little,  il  any,  shrinkage. 
The  shrinSeige  is  the  greatest  difficulty  to  over- 
come in  order  to  render  alloys  of  permanent  use 
for  teeth  filling,  the  object  being  to  secure  such 
a  proportion  of  metals  that  the  shrinkage  of  one 
may  be  overcome  by  the  expansion  of  another, 
and  so  obtain  a  watertight  plug. 

AMALIC  ACID  v.  Alloxastis. 

AMANITA  MUSCARIA.  Fly  agaric  A 
poisonous  fungus,  used  in  Kamtschatka  and 
Siberia  as  a  narcotic  and  intoxicant,  and,  when 
steeped  in  milk,  as  a  fly-poison.  A  narcotic 
organic  base,  muscarine  C^H^^NO},  which  is  the 
hydrated  aldehyde  of  betaine,  has  been  isolated 
from  it  (Schmiedeberg  and  Hamack,  J.  1876, 804). 

The  natural  muscarine  is  like  the  furtificiaJ 
product  in  crystalline  form,  solubilitv,  and 
composition  of  its  platino-  and  auro-chlorides, 
and  to  a  large  extent  in.  its  physiological  action, 
but  unlike  the  artificial  muscarine  it  does  not 
induce  paralysis  of  the  intermuscular  nerve- 
terminations  in  the  fros ,  and  myosis  in  the  pupils 
of  the  eyes  of  birds  (rfothnagel,  Ber.  26,  801). 
It  differs  both  in  constitution  and  properties 
from  anhydro-  and  iM>-muscarine. 

A  green  and  red  dye  of  composition 
C«^2p^|o,  and Ci,H^gOg  respectively,  hiavealso 
be«i  isolated  from  it  (Griffiths,  Ck>mpt.  rend. 
130,  42). 

AHABAMTH  v.  Azo-  ooloubino  biattsrs. 

AMAZON-STONE.  A  bright-sreen  variety  of 
the  potash-felspar  microdine  (ElAlSigO,).  It  is 
found  in  granitic  rooks  near  Lake  Omen  in  the 
Ural  Mountains,  at  Pike's  Peak  in  Colorado,  and 
recently  of  veiy  j^ood  quality  in  Madagascar.  It 
is  used  to  a  limited  extent  as  a  gem-stone,  and 
for  making  various  small  ornamental  objects 
(v.  FXLSPAB).  L.  J.  S. 


AMBAR  LIQUID  v.  Balsams. 

AMBER  or  SUCCINITE.  {BemsUin,  Got,)  A 
foscdl  resin  derived  from  the  extinct  conifer 
PinUeaswccinifer  (Goppert),  and  found  as  irregular 
nodules  in  strata  of  Tertiary  age,  principal^  on 
the  Prussian  coast  of  the  Baltic.  The  amber- 
bearins  stratum  lies  partly  below  sea-level,  and 
the  amoer  washed  out  by  the  action  of  the  waves 
is  picked  up  on  the  sea-shore  or  won  by  dredging. 
Such  *  strand-amber '  was  formerly  collect^ 
farther  west,  as  far  as  the  coast  of  Holland,  and 
isolated  specimens  are  picked  up  on  the  east 
coast  of  £mgland  (Norfolk,  Suffolk,  and  Essex). 
At  the  present  time  the  bulk  of  Prussian  or 
Baltic  amber  is  obtained  from  pits  and  mines  in 
the  ^  blue  earth '  in  Samland,  East  Prussia. 
Hero  Uie  production  in  1907  amounted  to 
404,300  kilos,  and  in  addition  about  20,000 
kilos  was  collected  on  the  sea-shoro. 

Baltic  amber  differs  from  other  fossil  resins 
in  containing  succinic  acid,  which  is  present  to 
the  extent  of  3  to  4  p.c.  in  perfectly  transparont 
specimens,  but  reachm^  8  p.c.  in  cloudy  ('frothy ') 
amber.  It  is  therefore  distinguished  by  the  minera- 
logical  name  succiniUy  and  in  the  trade  the  ten- 
dency is  to  apply  the  name  '  amber '  exclusively 
to  Baltic  amber.  The  composition  is  somewhat 
variable,  averaging  C,  79  p.c. ;  O,  10*5  p.c. ; 
H,  10*5  p.c. ;  and  corr^ponding  approximately 
with  the  formula  CjoU^^O.  Sulphur  is  also 
present  (0*26  to  042  p.c.),  and  some  ash,  usually 
about  0*2  p.c,  but  increasing  in  amount  if  the 
material  encloses  foreign  matter.  Amber  is, 
however,  not  a  simple  resin;  when  heated,  it 
ffives  oil  of  amber  {q.v,)  and  other  products,  and 
by  the  action  of  solvents  at  least  four  different 
kinds  of  resin  can  be  extracted  from  it.  Accord- 
ing to  O.  Helm,  Baltic  amber  contains  17  to  22 
p.c.  of  a  resin  (m.p.  105^)  soluble  in  alcohol ; 
5  to  6  p.c.  of  a  resin  (m.p.  145^)  insoluble  in 
alcohol,  but  soluble  in  ether ;  7  to  0  p.c.  of  a 
resin  (m.t>.  175^)  insoluble  in  alcohol  and  ether, 
but  dissolving  in  caustic  potash ;  and  44  to  60 
p.c.  of  insoluble  bitumen. 

Baltic  amber  is  usually  pale  yellow,  ranging 
to  brown  or  reddish-brown  in  colour,  ana  it 
varies  from  perfect  transparency  to  opacity. 
The  varying  degrees  of  turbidity  are  due  to  the 
presence  of  va^  numbers  of  microscopic  air- 
bubbles.  The  enclosure  of  insects  and  fragments 
of  wood  and  dirt  in  amber  is  well  known,  and 
points  at  once  to  the  mode  of  origin  of  the 
material.  According  to  differences  in  colour  and 
transparency,  various  trade  names  are  applied, 
such  as  *  clear,'  *  flohmie,'  '  cloudy,'  *  bastard,' 
*  osseous '  or  *  bone,'  and  *  frothy.'  The  sp.gr. 
ranges  from  105  to  1*10  (varying  with  the 
porosity) ;  and  the  hardness  is  2|,  teing  rather 
nigher  than  that  of  most  other  resins,  which 
latter  can  be  scratched  with  the  finger-nail. 
The  material  la.  brittle  and  breaks  with  a  con- 
choidal  fracture.  When  cut  with  a  knife, 
parings  are  not  obtained,  but  only  powder.  It 
can  be  turned  on  the  lathe  and  takes  a  good 
polish,  being  worked  with  whiting  and  water  or 
rotten-stone  and  oil,  and  finished  by  friction  with 
a  flannel.  When  heated,  amber  b^ins  to  soften 
at  about  150®,  giving  a  characteristic  odour ; 
it  melts  at  350''--375%  that  is,  at  a  higher 
temperature  than  other  resins,  giving  dense  \niite 
fumes  with  a  peculiar  aromatic  odour,  and 
causing    violent    coughing.    When   rubbed    it 
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becomes  negatively  electrified  (from  the  ancient 
name  eleciron,  for  amber,  the  word  '  electricity ' 
is  derived) ;  and  when  nibbed  vigorously  it  emits 
an  aromatic  odour,  but  does  not  become  sticky 
like  other  resins.  These  characters  serve  to 
distinguish  true  amber  from  the  more  abundant 
copal ;  the  latter  is  further  usually  clearer, 
lighter  in  colour,  and  more  gummy  in  appear- 
ance. 

In  the  trade  the  material  is  sorted  into  many 
grades  suited  for  various  purposes.  The  larger 
pieces  of  better  quality  {*  work-stone ')  are  cut 
into  beads  and  other  small  personal  ornaments, 
and  are  largely  used  for  making  the  mouth- 
pieces of  tobacco-pipes  and  cigar-  and  cigarette- 
holders.  Smaller  and  impure  fragments 
('  varnish ')  are  melted  down  for  the  manufac- 
ture of  amber  varnish  and  lac ;  but  in  recent 
years  such  material  is  largely  converted  by  the 
application  of  heat  and  hydraulic  pressure  into 
blocks  of  pressed  amber  or  'ambroid.'  About 
35,000  kilos,  of  pressed  amber  is  now  produced 
annually  from  three  times  the  amount  of  rough 
amber;  it  is  cut  for  ornaments  and  smokers' 
mouth-pieces.  Prices  (current  in  1908)  for 
rough  work-stone'  vary  from  III.  to  10«. 
per  kilo,  and  for  smaller,  inferior  material 
(*  varnish  ')  about  5s,  per  kilo.  Pressed  amber 
fetches  42.  to  5/.  per  kilo.  The  production  and 
the  trade  in  amber,  as  well  as  the  literature  of 
the  subject,  is  almost  exclusively  German, 
though  the  finished  articles  are  largely  made  in 
Vienna. 

Other  varieties  of  fossil  resin  closely  allied 
to  amber,  but  regarded  as  distinct  from  Plussian 
or  Baltic  amber  (succinite),  are  the  following  : — 

Beckerite  (£.  Piesssczek,  1880),  a  black  resin 
occurring  with  Plussian  amber. 

Btamite,  Birmite,  or  Burmese  amber  (F. 
Noetling,  1893),  a  dark  reddish-brown,  amber- 
like resin,  which  has  long  been  mined  in  Upper 
Burma  and  used  in  China.  It  is  found  in  large 
masses,  one  seen  by  the  writer  weighing  33^  lbs., 
whilst  the  largest  piece  of  Prussian  amber  yet 
found  weighs  only  9*7  kilos.  (21^  lbs.). 

Chemamnite  (B.  J.  Harrington,  1891), 
Cedarite  (R.  Klebe,  1897),  or  Canadian  amber, 
found  as  pale  yellow  fragments  the  size  of  a  pea 
to  that  01  a  walnut  on  tne  beach  of  Cedar  Lake, 
near  Chemahawin  in  Saskatchewan. 

OedriU  (O.  Helm,  1878),  a  brittle,  pale  yellow 
resin  found  with  Prussian  amber,  but  differing 
from  this  in  containing  less  oxygen  and  no 
succinic  acid  ;  m.p.  140^. 

Glessite  (O.  Helm,  1881),  also  found  with 
Prussian  amber ;  it  contains  no  succinic 
acid,  but  probably  some  formic  acid ;  m.p. 
200**. 

Roumanite,  Romanite,  Rumanite,  or  Rou- 
manian amber  (O.  Helm,  1891),  a  brownish- 
yellow  to  brown  resin,  found  in  Tertiary  sand- 
stone at  several  places  in  Roumania ;  it  re- 
sembles Prussian  amber  in  containing  some 
succinic  acid  (0  '3-3  -2  p.c. ),  and  is  characterised  by 
the  relatively  large  amount  of  sulphur  ( 1  *16  p.c. ) ; 
m.p.  300**. 

Simetite,  or  Sicilian  amber  (0.  Helm  and  H. 
Conwentz,  1886),  a  clear  wine-red  to  garnet-red 
resin,  remarkable  for  its  beautiful  green  or  blue 
fluorescence,  found  in  the  river  Simeto  and  other 
parts  of  Sicily.  It  contains  only  0*4  p.c.  of 
succinic  acid. 


Staniieniie  (£.  Pieszczek,  1880),  a  brown 
resin  oocurrine  with  Prussian  amber. 

For  several  papers  on  amber  and  amber-like 
resins,  by  O.  Helm  and  by  P.  Dahms,  see  Schr. 
natf.  Ges.  Danzig,  vols,  iv.-xii.  (1878-1908). 
See  also  Max  Bauer,  Edelsteinkunde,  2nd  edit. 
1909,  and  English  transl.  (Precious  Stones),  by 
L.  J.  fencer,  1904.  L.  J.  S. 

AAffiER,  OIL  OF.  When  amber  is  heated 
it  softens,  fuses,  and  gives  off  succinic  acid,  water, 
oil,  and  a  combustible  gas.  If  the  residue 
(colophony  of  amber)  be  more  strongly  heated, 
a  colourless  oil  passes  over.  These  oils,  accord- 
ing to  Pelletier  and  Walter  (Ann.  Chem. 
Pnys.  [3]  9,  89),  have  the  composition  of 
oil  of  turpentine.  By  distilling  with  water, 
a  pale-yellow  oil,  having  a  strons  odour  and 
acrid  taste,  can  be  obtamed.  It  blackens  and 
thickens  on  exposure  to  air  and  heat,  boils 
at  86**,  and  has  a  sp.^.  of  0*758  at  24**.  One 
part  of  the  rectified  oil  mixed  with  24  parts  of 
alcohol  (0*830)  and  96  of  ammonia,  forms  eau 
de  luce,  a  celebrated  old  perfume.  By  mixing 
*  eau  de  luce  '  with  nitric  acid,  artificial  musk  is 
made.  Its  solution  in  alcohol  was  formerly 
considered  as  a  specific  for  whooping-cough  (v. 
also  Oils,  Essential,  and  Resins). 

AMBER  VARNISH  v.  Varnish. 

AMBERGRIS.  {Ambregris,  Fr. ;  Atnbra,  Am- 
bar,  Ger. )  (J.  Soc.  Chem.  Ind.  1 890, 429. )  Is  found 
in  the  sea,  near  the  coasts  of  tropical  countries, 
and  in  the  intestines  of  the  spermaceti  whale 
{Physeter  macrocephalus). 

Ambergris  is  generally  found  in  fragments, 
but  a  piece  has  been  obtained  weighing  225  lbs. 
Its  sp.gr.  ranges  from  0*780  to  0*926  (0*780  to 
0*896  Brande,  0*908  to  0*920  Pereira).  If  of  good 
quality,  it  adheres  like  wax  to  the  edse  of  a 
knife  with  which  it  is  scraped,  retams  the 
impression  of  the  nails,  and  emits  a  tat  odori- 
ferous liquid  on  being  penetrated  with  a  hot 
needle.  It  is  generally  brittle,  but  on  rubbing  it 
with  the  nail  it  becomes  smooth  like  hard  soap. 
Its  colour  varies  from  black  to  white.  Its  smell  , 
is  peculiar,  and  not  easily  counterfeited.  It 
melts  at  62*2^,  at  100^  it  is  volatilised  as  a 
white  vapour  ;  on  a  red-hot  coal  it  bums  and  is 
entirely  dissipated.  Water  has  no  action  on  it ; 
acids,  except  nitric  acid,  act  feebly  upon  it ; 
ether  and  the  volatile  oils  dissolve  it ;  so  do 
the  fixed  oils,  and  also  ammonia  when  assisted 
by  heat ;  alcohol  dissolves  a  portion  of  it. 

The  principal  constituent  of  ambergris  is 
amhre'in  {q.v.);  its  inorganic  constituents  are  car- 
bonate and  phosphate  of  calcium,  with  traces  of 
ferric  oxide  and  alkaline  chlorides. 

Used  by  perfumers.  The  Chinese  test  its 
purity  by  scraping  it  upon  boiling  tea,  in  which 
it  should  wholly  melt. 

AMBERITE  v.  Explosives. 

AMBLYGONITE.  Fluo-phosphate  of  alu- 
minium  and  lithium  AlP04,LiF,  crystallising 
in  the  anorthic  system.  It  is  usually  found  as 
whitish  cleavage  masses  much  resembling  felspar 
in  appearance,  from  which  it  is  distinguished  by 
its  nigher  sp.gr.  3*01-3*09  and  chemical  cha- 
racters. It  occurs  in  granitic  rocks  at  Montebras 
in  France,  C&cares  in  Spain,  Pala  in  California, 
&c.  At  each  of  the  places  named  it  has  been 
mined  for  the  preparation  of  lithium  salts,  the 
phosphate  beins  a  by-product.  It  contains 
about  10  p.c.  of  uthia.  L.  J.  S. 
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AMBfiEtN.  (Ambreine,  Fr. ;  Ambarstoff,  6er. ) 
Isolated  by  Pelletier  and  Caventoii,  by  digesting 
ambergrifi  in  hot  alcohol,  Bp.gr.  0-827.  ft  is  of 
a  brilliant  white  colour,  has  an  agreeable  odour, 
is  destitute  of  taste,  is  insoluble  in  water,  dis- 
solves readily  in  alcohol  and  ether.  Melts  at 
36®,  and  is  volatilised  above  100® ;  is  non- 
saponifiable ;  is  converted  by  nitric  acid  into 
ambreic  acid.  Ambrein  is  probably  impure 
cholesterol.  Pelletier  (Annalen,  6,  24)  found  it 
to  contain  C  83-3,  H  13-3,  and  O  3-31  p.c. 

AMBRITE.  A  brown  translucent  resin, 
similar  to  retinite,  found  in  association  with 
New  Zealand  coal. 

AMENYL,  Trade  name  for  the  hydrochlo- 
ride of  methyl  hydraeiimide.  Forms  yellowish 
needles,  m.p.  227®.  Soluble  in  hot  water  or 
alcohol. 

AMERICAN  COW  or  MILK  TREE  WAX 
V,  Wax. 

AMERICAN  ELEMI  v,  OLBo-BEsms. 

AMETHYST.  A  purple  transparent  variety 
of  crystallised  quartz  (SiO,),  used  as  a  gem-stone. 
So  named,  from  kfuidvaros,  *  not  drunken,' 
owing  to  the  ancient  belief  that  the  stone  when 
worn  as  a  charm  prevented  intoxication  (v. 
QUABTZ).  L.  J.  S. 

AMETHYST.  Tetramethyl  safranine  and 
tetraamyl  safranine  are  found  in  commerce 
under  this  name  (v.  Azines). 

AMETHYST,  ORIENTAL,  v.  Cobumdum. 

AMIANTHUS  {AmiatOe,  Fr.)  Mountain 
fax  («.  Asbbstos). 

AMIDASE  V.  Enzymes. 

AMn)E  POWDER.  An  explosive  similar  to 
ordinary  gunpowder,  in  which,  in  place  of  the 
sulphur,  an  ammonium  salt  is  employed  in 
combination  with  saltpetre,  in  such  proportions 
that  on  ignition  potassamide,  volatile  at  hish 
temperatures,  is  formed.  This  increases  the 
useful  effect  of  the  explosive,  which  bums  with- 
out residue  (Gaens.  £ng.  Pat.  14412,  1885; 
J.  Soc.  Chem.  Ind.  5,  678). 

AMIDOAZOBENZENE  or  ANILINE  YEL- 
LOW V.  AZO-  COLOUBINO  HATTSBS. 

AMn)06ENE.  An  explosive  made  by  dis- 
solving 73  parts  of  potassium  nitrate  and  1  part 
magnesium  sulphate  in  one-third  their  weight  of 
boifing  water ;  8  parts  of  ground  wood  charcoal, 
8  parts  of  bran,  and  10  parts  of  sulphur  arc  added, 
and  the  whole  is  digested  for  two  hours  at  140®  ; 
it  is  then  dried  at  50®  and  made  into  cartridges 
(Gemperle,  J.  Soc.  Chem.  Ind.  3,  191  ;  1,  201 ; 
Biodermann's  Chem.  Tech.  Jahrb.  7,  146). 

AMIDOGUANIDINE  r.  Hydbazinbs. 

AMIDOL.  Trade  name  for  2  :  4-diamino- 
phenol  hydrochloride,  used  as  a  photographic 
developer. 

AMnX)NAPHTHOLS    v.    Azo-    coloubino 

MATTERS. 

AMIDONAPHTHOPHENAZINE  v,  Azines. 
AMU)OPHENOPHENANTHRAZINE  v. 

AZIKES. 

AMINES.  Amines  or  '  ammonia  bases  *  may 
be  regarded  as  substances  derived  from  am- 
monia by  the  substitution  of  hydrocarbon  radicles 
for  hydrogen.  They  may  also  be  looked  upon  as 
derived  m>m  hydrocarbons  by  the  replacement 
of  one  or  more  hydrogen  atoms  by  NH*  or  its 
alkyl  substitution  products  NHR  or  NRR'. 
The  definition  of  the  term  would  include  alkyl 
derivatives  of  hydrazine  and  hydrazoic  acid,  and 


compounds  such  as  nitrosamines,  diazo-  com- 
pounds ;  and  others  which  contain  nitrogen  linked 
to  nitrogen  or  elements  other  than  carbon,  as 
well  as  to  alkyl-  residues.  It  also  includes 
compounds  in  which  the  nitrogen  forms  part 
of  a  ring,  as  in  pyridine,  p>Trol,  and  tneir 
derivatives,  among  which  the  alkaloids  may  be 
mentioned.  The  majority  of  these  more  complex 
substances  are  treated  of  in  detail  in  special 
articles  (see  arts.  Azo-  coloxtbinq  mattebs  ; 
AzzKES;  Vegetable  alkaloids;  Bone  oil; 
QuiNOLiKE,  &c.),  and  come  within  the  scope  of 
this  only  in  so  far  as  they  possess  the  general 
characteristics  of  the  ammonia  ba,ses. 

Amines  are  classed  as  primary,  secondary,  or 
tertiarj',  according  as  one,  two,  or  three  of  the 
hydrogen  atoms  of  ammonia  have  been  replaced 
by  alkyl  groups.  Thus  the  general  formula  of 
the  primary  amines  is  NH^R,  of  the  secondary 
amines  NHRR',  and  of  the  tertiary  amines 
NRR'R",  where  R,  R',  and  R"  may  be  identical 
or  represent  different  alkyl  groups.  The  re- 
actions of  the  aminos  differ  to  some  extent 
according  as  the  substituting  alkyl-  sroups  ar« 
(l)a]l aliphatic ;  (2)  mixed  aliphatic anoaromatic, 
with  the  nitrogen  attached  to  the  aliphatic 
residue,  as  in  benzylamine ;  (3)  mixed  aliphatic 
and  aromatic,  with  the  nitrogen  attached  to  a 
carbon  atom  of  the  benzene  ring,  as  in  methyl 
aniline ;  and  (4)  pure  aromatic  amines  such'  as 
aniline  itself,  di-  and  tri-phenylamine,  and  their 
homologues.  Substances  of  groups  ( 1 )  and  (2)  will 
be  referred  to  here  as  aliphatic  and  aromatic 
amines  respectively,  and  those  of  groups  (3)  and 
(4)  as  aromatic  amino-  compounds.  Aromatic 
amino-  compounds  serve  as  the  starting  materials 
in  many  of  the  different  branches  of  the  dyeing 
industry,  and  are  prepared  artificially  in  large 
quantities  {see  arts.  Aniline  ;  Azo-  coloubing 

MATTEBS  ;  TbIPHEN  YLMETHANE  COLOUBING  MAT- 
TEBS ;   DiPHENYLAMINE,  &C.). 

With  the  important  exception  of  the  vege- 
table alkaloids,  the  amines  are  not  widely 
distributed  in  nature,  though  some  of  the  lower 
members  of  the  fatty  series  (methylamines) 
occur  in  plants  and  in  the  blood  of  some  animals. 
Thev  are,  however,  found  as  decomposition 
products  of  animal  and  vegetable  organisms, 
and  of  mineral  substances,  llius  the  methyl- 
amines  are  found  in  herring  brine  and  in  decom- 
posing fish.  Others,  chiefly  diamines,  are  found 
in  certain  pathological  conditions  of  the  urine, 
and  as  decomposition  products  of  the  animal 
tissues  (ptomaines).  The  decomposition  of 
proteins  gives  rise  to  lar^e  numbers  of  amino- 
acids.  i^iline  was  first  isolated  as  a  product 
of  the  distillation  of  indigo,  and  it  and  its 
homologues  as  well  as  other  bases  are  present 
in  the  distillates  from  bone  oil  (Dippers  oil), 
and  of  coal  tar.  A  mixture  of  fatty  amines  is 
obtained  in  the  dry  distillation  of  the  residues 
in  the  beet-sugar  industry,  and  this,  under  the 
name  of  *  trimethylamine,'  of  which  it  contains 
about  5  p.c.,  is  used  in  France  for  the  preparation 
for  industrial  purposes  of  methyl  chloride ;  on 
account  of  the  greater  solubility  of  its  hydro- 
chloride, it  has  also  been  used  instead  of  ammonia 
in  the  preparation  of  potassium  carbonate,  in  a 
manner  analogous  to  the  Solvay  method  for  the 

S reparation  of  sodium  carbonate,  but  the  process 
066   not   seem    to   have    been   commercially 
successful. 
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Oeneral  tnethod8  of  preparation.  compoundB  of  the  aliphatic  and  aromatic  amines 

1.  By  action  of  ammonia  or  its  alkyl  deriva-  \  ^"^  "f^y  ?^^^^  '""^^^  ^""'k  ^.u^^  ?^' 
tives  on  substitution  products  (generally  haloid  \  ^f^,  '''^^  ^^  nitrobenzene,  by  the  action 
or  hydroxyl  deHvatives)  of  hydrocarbons,  °^    alcoholic    ammoniun      sulphide.     On    the 

rni rj.L^ J  i2__i.  J    '__!u^3  1 Ti^r /T»u:i      commcTcial  scale,  as  for  instance  in  the  ure- 


The  method  first  described  by  Hofmann  (Phil. 
Trans.  1860,  1,  93 ;  1851, 2,  367),  of  heating  alkyl 
halides  (preferably  bromides  or  iodides)  with  am- 
monia, is  available  for  the  preparation  of  primary, 
secondary,  and  tertiary  amines  of  tne  fatty 
series,  and  if  aniline  is  substituted  for  ammonia, 
for  the  preparation  of  seoondarv,  tertiary,  and 
aromatic  amino  compounds.  Quaternary  am- 
monium compounds  are  also  formed  in  the 
reactions,  which  may  be  represented  as  follows : — 

NH,  +  RBr  =  NHjRHBr. 
NH,R  -f-  RBr  =  NHRR'HBr. 
NHRR'  -f-  R"Br  =  NRR'R"HBr. 
NRR'R"  +  R"'Br  =-  NRR'R"R"'Br. 
The  reaction  wiU  take  place,  though  only  very 
slowly,  in  water  solution,  more  quickly  in  alco- 
holic solution,  and  best  on  heating  in  alcoholic 


commercial  scale,  as  for  instance  in  the  pre- 
paration of  aniline,  iron  and  water  \iith  some 
hydrochloric  acid  is  usually  employed  as  the 
reducing  agent.  Niiro«  compounds,  however, 
as  well  as  nitriles,  oximes,  and  hydrazones,  can 
be  reduced  to  amines  by  electrolysis  in  dilute 
alcohol  and  sulphuric  acid,  using  a  nickel 
kathode  (Pierron,  Bull.  Soc.  chim.  1899,  [3]  21, 
780).  A  mixture  of  aliphatic  aldehydes  and 
ammonia  is  converted  into  amines  if  electrolysed 
in  sulphuric  acid  solution  with  a  lead  kathode, 
the  relative  proportions  of  primary,  secondary, 
and  tertiary  amines  formed  depending  on  the 
strength  of  the  current,  and  the  relative  amounts 
of  aldehyde  and  ammonia  present  (Knudsen, 
Ber.  1909,  42,  3994).  Another  method  for  the 
reduction  of  nitro  compounds,  nitriles,  oximes, 
and  hydrazones,  consists  in  heating  in  a  stream 


solution  in  sealed  tubes  at  100®.  The  products  of  hydrogen  in  the  presence  of  finely  divided 
obtained  may  contain  haloid  salts  of  one  or  all  nickel  or  copper  (Sabatier  and  Senderens,  Compt. 
of  the  possible  amines,  and  of  the  quaternary  jend.  1902,  126,  226).  In  all  these  methods 
^**?*    .  .1  1       *  *  ^^®  temperature  must  not  be  allowed  to  rise  too 

In  the  preparation  on  the  large  scale  of  j  high,  or  reduction  of  the  amine  to  hydrocarbon 
secondary  and  tertiary  aromatic  ammo-  com-  i  and  ammonia  takes  pUoe.  CMJier  reducing 
pounds,  e.g.  dimethylaniline,  the  primary  amine  agents  employed  are  sodium  amalgam  and  water, 
IS    heated    under   pressure    directly    with    the  |  sodium  and  alcohol,  sodium  su^de,  zinc-dust 


alcohol  and  hydrochloric  or  sulphuric  acid  at 
l80*-200®.  Here  the  alkyl  group  is  exchanged 
directly  for  hydrogen  without  the  intermediate 
separation  of  the  idkyl  halide.     The  presence  of 


and  potash,  stannous  chloride,  &c.  Magnesium 
alkyl  iodide  (the  Grignard  reagent)  sometimes 
acts  as  a  reducing  agent,  and  ethyl  aniline  has 
been  obtained  by  treatment  of  nitrobenzene. 


other  negative  groups  m  the  benzene  molecule    ^^h  magnesium  ethyl  iodide  (Oddo,  Atti  R. 
increases  the  ease  with  which  the  NH,  group  j  Accad.  Unoei,  1904  (v.)  13.  2,  220). 
can  displace  halogen  groups.    Thus  the  chlorine  Amides  and  amidines  are  also  converted  to 

atoms  of  chlorbenzene  can  be  replaced  by  NH,    amines  by  reduction  with  sodium  and  alcohol 
groups  by  the  action  of  ammonia  if  the  benzene    (Querbet,  Compt.  rend.  1899,  129,  61). 

""  Am^^''''^also*broEteine^  by  heating        r^St^H*  +  2H*  ~  S^hV&H 
zinc  ammonium  chloride  with  alcohols  at  260«-  i  ^  ^^^  ^*  +  ^H,  =  R-CH,  NH,  +  NH,. 
260«    (Merz    and  Gasiorowski,  Ber.   1884,   17,    Condensation  products  of  the  action  of  primary 
023).  amines  and  aldehydes  of  the  type  R-CH  :  N'R', 

Alcohols  or  phenols  will  react  with  ammonia  i  yield  secondary  amines  on  reduction, 
or  its  alkyl  derivatives  on  heating  in  the  presence  R  -CH  :  NR'  -f  H,  =  R  -CHj-NHR' 

(Stoermer  and  v.  Lepel,  Ber.  1896,  29,  2110; 
Brand,  Ber.  1909,  42,  3460). 

8.  From  amides  by  the  action  of  bromine 


of  zinc  chloride,  calcium  chloride,  or  other 
catalytic  agent  (Merz  and  Weith,  Ber.  1880,  13, 
1298  ;  Merz  and  Mueller,  Ber.  1886, 19,  2901). 


Mixtures   of   the   vapours   of   alcohol   and    and  potash.    (Hofmann,  Ber.  1882, 16,  762.) 


ammonia  or  primary  amine  led  through  tubes 
containing  finely  divided  thoria  or  tungsten 
oxide  at  360®  give  amines  (Sabatier  and 
Mailhe,  Compt.  rond.  1908,  148,  898). 

Sodamide  or  its  alkyl  substitution  products 
may  be  used  instead  of  ammonia  in  the  case  of 
aliphatic  amines. 

NHjNa  -f  CH,a  =  NH,-CH,  +  NaCl 
(Lebeau,  Compt.  rend.  1906,  140,  1042;    Cha 


This  reaction  is  mainly  applicable  to  the 
preparation  of  primary  fatty  amines,  and  aivea 
good  yields  only  with  the  lower  members  of  the 
series.  The  first  product  of  the  reaction  is  a 
bromamide,  and  this  on  further  treatment  with 
potash  gives  amine,  potassium  bromide,  and  car- 
bon dioxide,  the  alkyl  group  being  transferred 
from  the  carbon  to  the  nitrogen  atom,  as  in  the 
*  Beckman  rearrangement.' 


Way,  Compt.  rend.  1906.  140,  1262).     Sodamide    CH,<X)NH,+KOH+Br, 
will  also  react  with  anhydrous  sulphuric  esters  ,  =CH,<X)NHBr-fKBr-}-H,0. 

of  the  aliphatic  series,  and  with  aromatic  sul-  CH.-CONHBr+KOH  =  CH,NH,H-CO,+KBr. 
phonic  acids  to  gye  primary  amines  ( Ja^on  ^zides  on  boiling  with  alcohol  or  water,  and  sub- 
and  Wing,  Bct.  1886,  19.  902  ;  Titherley,  Chem.  ,  gequent  treatment  with  cone.  HQ  give  amines. 

^2^Tre^tiJn'of  Jtrogen- containing  sub-  R-OT-Nj+C.H,-(}H  »  RNH.COOC,H,-f  N,. 
sta/nces                                                                       ■  R'NH'CUOC»,Hj4~H,U 

This  method  is  chiefly  important  in  the  pre-  =RNH,+CO,+C,H,OH 

paration  of  primary  amines,  and  particularly  in  (Curtius,  Ber.  1894 ;  27,  779,  1896,  29,  1166). 
that  of  the  aromatic  amino- compounds,  the  nitro-  4.  By  the  action  of  alkalis  on  alkyl  isocya^ 

compounds  of  which  are  easily  obtained  by  direct  tiates.    (Wurtz,  Annalen,  1849,  71,  330;  1860, 

nitration  of  the  hvdrocarbons,  whereas  the  nitro-  76,  317.) 
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The  interest  of  this  method  is  maiiUv 
historical,  since  it  led  to  the  discovery  of  the 
amines  by  Wurtz  in  1848.  Primary  amines 
are  the  chief  product,  but  secondary  and  tertiary 
amines  are  ako  formed  in  small  quantities. 

CjHjNCO+H.O  =  C.H^NH.+CO,. 

5.  By  hydrolysis  of  alkyl   esters    of   thio- 


I  amines    respectively    (Titherley,    Chem.    Soc. 
Trans.  1901,  79,  399). 

7.  By  distillation  of  amino-  acids  with  baryta. 

CH,CH<^^"=  CHj-CH^NHj  +  CO.. 

3 

8.  Aliphatic  primary  and  secondary  a/mines 
may  be  obtained  by  the  action  of  potash  on  the 


carbamines  and  isocyanides  with  concentrated   p^nitroso  derivatives  of  secondary  and  tertiary 


aromatic  amino-  compounds, 
NON-CJHJCH,),  +  KOH 

=  CeH4N0-0K  +  N(CH,),H. 
NO-CgH^NHCH.  +  KOH 

=CeH4N00K+NH,-CH,. 
9.  Tertiary  amines  can  be  obtained  by  heat- 


a4:ids, 

C,H.NCSS+H,0  =  C,H-NH,+COS. 
CjHjNC+HjO  =  C,H,-NH,+HCOOH. 

6.  From  compounds  which  certain  substances 
form  with  aUcyl  halides. 

(a)  Hezamethylene  tetramine,  formed  by  the 
action    of    ammonia    on    f ormaldeh>;de,  ^ves    ^      ^^ry  and  seco7idary  bases  with  excess  of 
addition  compounds  of  the  type  C,H„N,-RI  |  poj^^^^  ^kyi  sulpJuite. 
with  alkyl  iodides.    These  on  treatment  with  i    pp,vrTT  .  nw  n<amf     pp'ATPW  j_wnQn  v 
Ha  and  alcohol  are  decomposed,  giving  primary      ^^  JN±1+CH3US03K=KK  JVCH.+HUbOsK, 

amines  (Delaine,  Compt.  rend.  1897,  124,  292;  |  General  Properties. 

^"^Lx^wl  r^^^^®^\'^'^^3^'^®^^u    1    u  r  The  amines  of  the  aliphatic  series  are  vola- 

(6)  Phthahmide,  on  tieatment  with  al<M)holio    t^e  inflammable  substances,  the  lower  members 

potash,  gives  poUssium  phthahmide,  and  this    ^^^^      ^^  ^^  y^^j^  ^^j^  1^^  bofling-points. 

^13^  .!Svf"^\^t"''**u^*''}  treatment  ^th           *  ^i^^le   in   water  and    strongly  ^alkaline 
alkyl  iodide,  which  on  hydrolysis  with  fummg    x_  •'lix xi-_    j -.x_-  _#   ^i^.   TPy.-, 


HCl  yields  a  primary  amine. 

C^H4(CO),NK4-RI  =  C.H4(CO),NR4-KI. 
CeH4(CO),NR+2H,0=CeH4(COOH),+NH,R 


to  litmus;  the  density  of  the  liquid  mem- 
bers of  the  series  is  about  0-75  that  of  water, 
and  increases  slightly  with  increase  in  the 
molecular  weight.    Their  basicity,  measured  by 


(Gabriel,  Ber.  1887,  20,  2224 ;  1891,  24,  3104).       the     conductivity     method,     is     considerably 

(c)  Magnesium  alkyl  iodides  form  addition  greater  than  that  of  ammonia,  and  they  wiU 
compounds  with  phenyl  t«ocyanate ;  these,  on  |  saponify  esters  and  precipitate  oxides  from  the 
treatment  with  water  are  converted  into  i  salts  of  many  of  the  heavy  metals.  They  have 
anilides,  whioh  yield  amines  on  saponification  '  an  ammoniacal  and  fishy  odour.  The  smell, 
(Blaise,  Compt.  rend.  1901,  132,  38,  478,  978).      i  inflammability,  boiling-point,  and  solubility  in 

(d)  Sodium  acetamide,  if  treated  with  a^l  water  become  less  with  increase  in  the  mole- 
iodide,  gives  mono-  and  di-alkyl  derivatives  of  cular  weight,  and  the  highest  known  members 
formula  R<X)NHR,  and  R<X)NRR',  and  these  are  odourless  solids  at  ordinary  temperatures, 
on  saponification  yield  primary  and  secondary  \  They  react  mth  moist  air  with  formation  of 

AiiPHATio  Amines. 


Alkyl  groups 


Methyl 

Ethyl  . 

Propyl 

MO-Kopyl 

prim,  n-Butyl 

iw-Butyl 

see.  Butyl 

iert.  Butyl    . 

prim.  n-Amyl 

wo-Amyl 

iert.  Butyl-methyl 

sec  f»-Amyl  . 

sec.  Mo-Amyl 

iert.  Amyl 

prim.  n-Hezyl 
Heptyl 
Ootyl 
Nonyl 
Decyl 
Undeoyl 
Duodeoyl 
Tridecyl  . 
Tetradecy] 
Pentadecyl 
Hexadecyl 
Heptadeoyl 


Primary  compounds 


M.pt. 


f» 


ff» 


f> 


»t 


»» 


t» 


i» 


>f 


»» 


ff 


»f 


tf 


>> 


t> 


»» 


»» 


»» 


-83-8'^ 


99 


t» 


+  17 
16° 
27° 
27° 
37° 
36-6° 
46° 
49° 


B.pt. 

-6-7° 

+  19^ 

49° 

32° 

77-8° 

66° 

63° 

43-8° 

104° 

95° 

82*-83° 

90*»-^91<' 

83*-84o 

78-5^ 

129° 

153° 

175M77° 

190*^-192° 

216**-218° 

232*» 

248* 

265° 

162<»(15mm.) 

298*»-301° 

187°  (16  mm.) 

336*-340° 


Sp.gr. 

0-699  (-11°) 
0-708  (-2°) 
0-728  (0°) 
0-690  (180) 
0-742  (15°) 
0-735(15°) 
0-718  (20°) 
0-698  (16°) 
0-766(19°) 
0-760  (18**) 

0-749  (20«) 
0-757  (18-6**) 
0-748  ( 15**) 

0-777  (20**) 
0-777  (26-8**) 


Secondary  compounds 
B.pt. 


+7** 
56** 

110** 
84** 

160** 

136** 


187* 


297* 


Tertiary  compounds 


Sp.gr. 


0-686  (-6°) 
0-711(4-16**) 
0-738  (20**) 
0-724  (15**) 


B.pt. 


0-782  (0**) 


-f3-5° 
90** 
166** 

216-6** 
187** 


236* 


Sp.gr. 


0-662  (~  6**) 
0-736(4-16°) 
0-771  (0**) 

0-791  (0**) 
0-786  (21**) 


260** 
366** 


Vol.  L— r. 
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AMINES. 

HOMOLOOUBS  OF  AnILIKE. 


1 
1 

FormuU 

Primary  aromatic  amino-  compound! 

B.pt. 

Popular  name 

1 
Systematic  name          K.pt. 

8p.gr. 

M.pt. 

muu- 

acetyl 

derlT. 

CtHa'NH?    . 

aminobenzene 

aniline  . 

-8° 

183"^ 

1-024  (16°) 

115'= 

CH8C(,H4NH2      . 

ortho  toloidlne 

1-methyl  •  2  -  aminoben- 

— 

199^ 

0-999  (20°) 

zene 

110° 

meta      ,» 

1-methyl  -  8  -  aminoben- 
zene 

— 

199° 

0-998  (26°) 

1 
65-6° 

para 

1-methyl  -  4  -  aminoben- 

-».42-8^ 

198° 

— 

163^     1 

(CRs)2CeH3'NR2  . 

1-2-3  ortho  xylidlne 

ZCIIO 

1 :  2-dJmethyl-S-amino- 

1 

223° 

0-991  (16°) 

184° 

l-«-*    „ 

1 :  2-dlmethyl-4-amino-    -i-49° 

226° 

1076  (17°) 

99° 

benzene 

1 

l-S-2  meta       „ 

1 :  3-dimethyl-2-amino- 
benzene 

^— 

216° 

— 

176-6°  1 

asymm.  meta  xyli- 

1 :  3*dlmethyl-4-amino- 

— 

216° 

0-918  (26°) 

129° 

dine 

benzene 

« 

symm.  meta  xylidlne 

1 :  3-dimethyl-6-amino- 
benzene 

— 

223° 

0-972  (16°) 

140-5^  ; 

para  xylidlne 

1 :  4-dlmetbyl-2-amino- 

benzene 
1  -  ethyl  •  4-  amino-  ben- 

+ 16-6" 

216° 

0*980  (16°) 

189-6° 

1 

C2Hft-C«H4NH2    . 

para    amino    ethyl 

-6<^ 

214° 

0*976  (22"^) 

94-5° 

benzene 

zene 

(OHs)sC6H.i*KH9  . 

metidine 

1:3: 6-trimethyl-2-ami- 
nobenzene 

— 

233° 

— 

216° 

pseudo-  cumidine    . 

1:2: 4-trimethyl-6-ami- 

nobenzene 
1  -  propyl  -  4  -  aminoben- 

+68° 

234° 

— 

164° 

(C.iH6*CHa)0«H4NHj    . 

para  amino  propyl 

_ 

226° 

1 

^^ 

benzene 

zene 

(CHs)2CHC6H4NH2      . 

cumidine 

l-Mopropyl-4-aminoben- 

WAffl  A 

— 

218° 

— 

102*6" 

(GHs)4CaH-NH2     . 

prehnidine     . 

Zcue 
1:2:3:  4-tetramethyl- 
6-aminobenzene 

+70° 

260° 

— 

172° 

itoduridlne     « 

1:2:3: 6-tetramethyl- 
4-aminobenzene 

+24° 

266° 

0-978  (24°) 

216° 

(CHs)(CsH7)C«H8-NH2  . 

carvacrylamine 

l-methyl-4-Mopropyl  -2- 
aminobenzene 

"^ 

241° 

0*944  (24°) 

72° 

thymylamine 

l-methyl-4-i:iopropyl  -3- 
aminobenzene 

— 

230° 

— 

112*5" 

(CH8)2CflCH2C«H4  •NH2 

para  amino  iiobutyl 

1  -i0obutyl-4-aminoben- 

+  17° 

230° 

0*937  (26°) 

170° 

benzene                       zene 

(CHs)5C«-NH2 

amino  pentamethyl ,  pentamethyl       amlno- 

152° 

278° 

— 

213° 

benzene 

benzene 

C»HirC(,H4'NH2  . 

amino  itoamyl  ben- 

— 

— 

260° 

— 

1 

CgHi7CeH4NHj  . 

para    amino    octyl 
benzene 

1  -  octyl  -  4  •  aminoben- 
zene 

+  19-5° 

310° 

— 

93^ 

1 

C,.Hs8-C,H4J*H2 

amino  cetyl  benzene 

hexadecyl      aminoben- 
zene 

63^ 

266° 

(14  mm.) 

— 

104° 

Cl8H37*C6H4J*H2  . 

amino       ootadecyl 

octadecyl      aminoben- 

61° 

274" 

— 

— 

benzene 

zene 

(16  mm.) 

carbonates.     Aromatic  amines  (benzylamine  and 
its  homologues)  closely  resemble  the  aliphatic  I 
amines,  but  are  not  quite  so  strongly  basic  in  , 
character,  owing  to  the  presence  of  the  negative  ' 
phenyl  group.   The  aromatic  amino-  compounds  ' 
(aniline  and  its  homologues)  are  less  basic  than  1 
ammonia,    and   the    basicity    diminishes    with  | 
increaseof  the  numberof  phenyl-  groups  attached  ' 
to  the  nitrogen  atom.    Thus  the  salts  of  diphenyl- 
amine  are  hydrolysed  by  water  to  a  greater 
extent  than  those  of  aniline,  whilst  triphenyl- 
amino  is  a  neutral  body  and  forms  no  salts 
with    acids.     Comparatively    few    amines    arc 
known  which  contain  only  aromatic  groups ;  of 
these  aniline  and  diphenylamine  arc  prepared 
on  the  large  scale  in  the  dyeing  industry,  as  well 
as  many  secondary  and  tertiary  amino  com- 
pounds   containing   both  fatty   and   aromatic 
groups. 

The  above  lists  of  the  chief  homologues  of 
methylamine  and  aniline  {9ee  pp.  129,  130)  are 
taken  from  Meyer  and  Jacobsen's  liehrbuch  der 
Organischen  Chcmie. 


All  classes  of  amines  form  addition  products 
with  acids,  containing  one  molecule  of  base  to 
one  molecule  of  monobasic  acid.  Ck>mpound8 
containing  three  molecules  of  Ud  to  one  of 
amine  have  also  been  obtained  (Korozynski.  Ber. 
1908, 41,  4379).  The  picrates  are  specially  cha- 
racterietic,  and  are  used  for  the  identification 
of  the  amines,  as  arc  also  the  double  salts  with 
platinum  and  gold  chlorides,  which  have  the 
genera]  formulae  BsHtPtd^  and  BHAuCl^  respec- 
tively. Many  aliphatic  amines  form  hydrates  with 
one  molecule  of  water  of  crystallisation.  Double 
salts  with  mercuric  chloride  and  stannic  chloride, 
and  with  silver  salts,  crystallise  well,  and  organic 
analogues  of  ammonium  pyrophosphate  and 
arsenate  are  kno^^7l,  but  are  not  very  stable 
(Brisac,  Bull.  80c.  chim.  1903,  [3]  29,  691). 
With  alkyl  halides  they  form  quaternary 
ammonium  compounds  of  the  t3rpe  NRR'R"R'"i, 
where  RR'R"R"'  may  be  the  same  or  different 
radicles.  In  oases  where  these  radicles  are 
all  different,  the  substances  are  capable  of 
existing  in  two  enantiomorphous  optically  active 
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forms,  and  a  number  of  these  have  been  isolated. 
The  quaternary  ammonium  compounds,  unlike 
their  inorganic  analpeues,  are  not  decomposed 
on  boiling  with  potash ;  on  heating  alone  they 
give  tertiary  amines  and  alkyl  ludides.  The 
corresponding  bases  are  obtained  iiom  their 
halides  by  treatment  with  moist  silver  oxide ; 
they  are  stronffly  alkaline  to  litmus,  and  the 
solutions  genenuly  decompose  easily  on  evapora- 
tion, but  some  of  the  aliphatic  members  nave 
,been  obtained  crystalline  by  evaporation  in 
vacud. 

The  formation  of  quaternary  ammonium 
compounds  by  addition  of  excess  of  methyl 
iovl.ile  to  an  amine  gives  a  quantitative  method 
for  the  determination  of  the  number  of  replace- 
able hydrogen  atoms  in  the  substance.  Analysis 
of  the  origmal  compound  and  of  its  quaternary 
methyl  derivative  gives  the  number  of  methyl 
groups  which  have  entered  into  the  molecule. 

The  chemical  behaviour  of  many  substances 
varies  with  the  different  classes  of  amines, 
and  separation  and  purification  of  the  amines 
formed  in  many  of  the  methods  above  referred 
to  may  be  carried  out  by  making  use  of  such 
differences.  Primary  and  secondary  amines 
usually  give  similar  reactions,  whilst  tertiary 
amines  are  more  stable,  in  accordance  with 
the  general  rule  for  compoimds  which  contain 
carbon  atoms  linked  to  the  maximum  possible 
number  of  hydrogen  atoms. 

Reactions, 

1.  With  nitrous  acid. 

Primary  amines,  on  boiling  with  potassium 
or  sodium  nitrite  in  acid  solution,  give  alcohols 
or  phenols  with  evolution  of  nitrogen. 

RNH,-f  HONO  =  ROH+Na+H,0. 
Secondary  aminesgive  nitrosamines,  which 
on  boiling  with  cono.  ml  are  again  transformed 
into  the  original  amines. 

RR'NH+HONO  =  RR'NNO+H,0. 
RR'NN0+2Ha  =  RR'NH-Ha-f  NOa. 

Tertiary  amines  do  not  react. 

Primary  aromatic  amino  compounds  react 
differently  if  their  solutions  are  kept  cooled. 
They  give  diazo-  compounds  according  to  the 
following  equation : — 

RNHa,Ha+HONO  =  RN  :  Na+2H,0. 

This  reaction  is  of  the  greatest  importance, 
for  the  diazo-  compounds  are  verv  unstable,  and 
on  treatment  with  various  substances  either 
form  substitution  products  of  benzene  hydro- 
carbons with  evolution  of  nitrogen,  or  retain  the 
nitrogen  and  form  azo-  compounds,  which  are 
the  parent  substances  of  the  azo-  dyes.  Thus, 
if  the  diazo-  compound  be  boiled  with  water, 
alcohol,  cuprous  chloride,  bromide,  or  cyanide, 
phend;  benzene,  chlor,  brom,  or  cyan,  derivatives 
respectively  are  produced.  If  the  diazo-  com- 
pound is  treated  with  a  substance  containing  a 
phenol  or  aromatic  amino-  group,  a  coloured 
substance  is  formed  which  is  capable  of  fixins 
itself  as  a  dye  on  a  fabric.  Compounds  derivea 
from  unsubetituted  amines  have  only  a  limited 
application  for  dyeing  purposes,  as  they  are 
ffenerally  insoluble  in  water ;  the  sulphonic  acids 
derived  from  them  are,  however,  generally 
soluble,  and  are  used  extensively  {see  alt.  Azo- 
COLOURTKO  MATTKBs).  The  reactions  are  ex- 
pressed by  the  following  equations : — 


CeHjNjja+CeHjOHrrC.H.N.NC.H^OH-f-HCl 
C«H,N,CH-C,H,N(CH.). 

=C.H5N :  NCeH4N(CH,)g+HCl 
Tertiary  aromatic  compounds,  such  as 
dimethyl  aniline,  react  with  nitrous  acid  to 
form  j9-nitro80  compounds,  where  the  nitroso 
nitrogen  is  attached  to  the  carbon  of  the  benzene 
ring  in  the  para-  position  to  the  substituted  amino- 
group.  These  are  highly  coloured  substances^ 
and  serve  as  intermediate  compounds  in  the 
production  of  certain  colouring  matters  (methy- 
lene blue,  &c.),  which  are  us3d  in  the  colour 
industry.  On  treatment  with  caustic  potash 
they  give  secondary  amines  and  salts  of  nitroso 
phenol. 

2.  With  chlorides  of  aromaiic  svlphonic  acids. 
Primary   and   secondary   amines  in  strong 

alkaline  solution  are  converted  into  amides 
bv  shaking  with  chlorides  of  aromatic  sul- 
phonic acids  ;  of  these  amides,  Ph-SOgNUR  and 
PhSOjNRR'  respectively,  the  first  only  are 
soluble  in  dilute  alkalis  with  formation  of  salts. 
Tertiary  amines  do  not  react.  The  primary  and 
secondary  amines  can  be  regenerated  from  the 
amides  by  boiling  with  cone.  HCl  or  H^SO^  at 
120M60*'  (Hinsberg,  Ber.  23,  2963 ;  Annalen, 
1891,  265,  178). 

3.  With  acetyl  chloride  or  acetic  anhydride. 
Primary  and  secondary  amines  give,  as  a 

rule,  acetyl  derivatives  which  are  insoluble  in 
cold  water ;  tertiary  amines  either  do  not  react, 
or  form  soluble  acetates  and  hydrochlorides.  The 
primary  and  secondary  amines  may  be  regene- 
rated by  saponification  of  the  acetyl  derivatives. 
Since  the  velocity  of  the  formation  of  the  acetyl 
derivative  of  the  primary  is  much  greater  than 
that  of  the  secondary  amine,  a  method  based 
on  this  difference  in  property  has  been  used  to 
separate  the  two  (Menschutkin,  Chem.  Zentr. 
1900,  1,  1071 ;  Potozki  and  Qwosdow,  ibid, 
1903,  iL  339). 

The  action  of  benzoyl  chloride  is  similar  to 
that  of  acetyl  chloride. 

4.  With  oxalic  esters. 

Several  of  the  aliphatic  primary  and  secondary 
amines  react  with  ethyl  oxalate,  the  former 
giving  solid  diamides  and  the  latter  liquid 
oxamic  esters.  Tertiary  amines  do  not  react. 
Primary  and  secondary  amines  are  regenerated 
by  boiUng  with  potash  (Hofmann,  Ber.  1870,  3, 
109,  776;  Duvulier  and  Buisine,  Ann.  Chim. 
Phys.  [6J  23,  299). 

6.  with  magntsitmn  methyl  iodides. 
Primary  amines  react,  giving  two  molecules 
of  methane  for  every  molecule  of  amine  : 

RNH,-h2MeMgI  =  RN(MgI),+2CH4. 

Secondary  amines  react  in  a  similar  maimer, 
but  give  one  molecule  of  methane  for  every 
molecule  of  amine : 

RR'NH+CH.Mgl  =  RR'NMgl+CH^. 

Tertiary  amines  either  do  not  react  or  they 
form  addition  compounds  with  the  reagent 
(Sudborough  and  Hibbert,  Chem.  Soc.  Trans. 
1909,  95,  477). 

6.   With  o-xylylene  bromide. 

Primary  amines  react,  giving  two  molecules 
of  HBr  and  liquid  derivatives  of  o-xylyleneimine 
(dihydroisoindol). 

Secondary  amines  react,  giving  crystalline 
quatemarv  ammonium  bromides  and  one  mole- 
cule of  HBr : 

K  2 
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C.Hi<^H;Br  +  NH,R 

=  CeH4<^g5p>NR  +  2HBr. 

=  C.H,<^«;>N<g,  +  HBr. 

Br 

Tertiary  aliphatic  amines  give  addition  pro- 
ducts of  one  molecule  of  xylylenebromide  with 
two  of  amine.  Tertiary  aromatic  amines  and 
amino-  compounds  do  not  react  (Scholtz,  Ber. 
1898,  31.  1707). 

7.  With  aromatic  aidehyde^. 

Primary  and  secondary  amines  form  com- 
pounds with  loss  of  water : 

C  Ji,CHO+NH,R  =  C,H.CHNR+H,0. 
CeH8CHO+2NRR'H=C^5CH(NRR'),+H,0. 

Tertiary  amines  do  not  react  (Schiff,  Annalen, 
159.  159). 

8.  With  chloroform  and  potash. 

Primary  amines  give  t«ocyanides  on  warming. 

RNH,+CHa8+3KOH=RNC+3Ka+3H^O 

(Hofmann.  Ber.  3, 767). 

Secondary  and  tertiary  amines  give  no 
characteristic  reaction. 

9.  Wiih  carbon  diaulphide. 

Aliphatic  primary  and  secondary  amines 
react  as  follows : — 

CS.  +  2NH.R  =  SC<^.^^^ 

On  boiling  the  product  of  the  action  of  GSt 
on  primary  amines  with  metallic  salts  (Hgds  or 
FeOl,).  mustard  oils  are  produced,  and  primary 
amines  partly  regenerated. 

^<^.NH,R  =  SCNR  +  H,S  +  NH,R. 

(Hofmann.  Ber.  8.   105.   461;    14,   2754;    15, 
1290). 

Airomatic  amines  give  substituted  thioureas. 

2RNH,-hCS,«H,S4.(RNH),CS. 

10.  With  the  alkali  metals. 

Primary  and  secondary  amines  dissolve  with 
evolution  of  hydrogen  and  formation  of  sub- 
stances of  the  type  RNHK  or  RNK^.  Tertiary 
amines  do  not  react. 

11.  With  ooddising  agents. 

Oxidation  with  potassium  permanganate 
decomposes  aliphatic  amines  with  formation  of 
aldehydes  and  acids. 

With  Garo's  acid  (H,SO^).  primary  amines 
of  the  type  RCH^NH,  are  oxidised  to  hydroxyl- 
amines  and  hydroxamio  acids,  aJl  of  which  give 
a  characteristic  colouration  with  ferric  chloride. 
Ketoximes  are  formed  from  amines  of  the  type 
RR'CH-NH,.whil8tthoseofthetypeRR'R"C\NH, 
give  nitroso-  and  nitro-  derivatives  (Bamberger, 
Ber.  1902.  35,  4293  ;   1903,  36,  710). 

With  hydrogen  peroxide  aliphatic,  secondary, 
and  tertiary  amines  give  hydroxylamines  and 
N-oxides  of  type  RR'NOH  and  RR''R"NO  (Dun- 
stan  and  Goulding;,  Chem.  Soc.  Trans.  75, 
1104). 

Oxidation  of  aniline  and  its  para  compounds 
gives  quinone. 


DiAMIKXS. 


These  may  be  regarded  as  derived  from 
hydrocarbons  by  replacement  of  two  hydrogen 
atoms  by  two  amino-  groups,  or  from  two 
molecules  of  ammonia  by  replacement  of  two 
hydrogen  atoms  one  from  each  molecule  by  a 
hydrocarbon  residue.  Certain  of  them  occur 
as  decomposition  products  of  the  animal  organ- 
ism, the  chief  of  these  being  puiresdne  (tetra- 
methylene  diamine),  and  cadaverine  (penta- 
methylene  diamine).  Diamino-  acids  are  an 
important  product  of  the  decomposition  of 
proteins. 

Preparation. — ^The  methods  are  entirely 
analogous  to  those  used  in  the  preparation  of 
monamines.  Aliphatic  diamines  are  obtained 
by  the  action  of  aqueous  ammonia  on  dihalogen 
derivatives  of  hydrocarbons ;  this  method  is  not 
generally  applicable  to  the  preparation  of 
aromatic  mono-  or  diamine-  compounds,  but  a 
modification  of  it,  which  consists  in  treatment 
of  p-chlormonamines  with  aqueous  ammonia  in 
presence  of  copper  salts,  is  used  in  the  commercial 
manufacture  of  ^-phenylene  diamine  and  its 
homologues  (Ger.  Pat.  204848,  1908).  Aromatic 
diamino-  compounds  are  prepared  on  the  com- 
mercial scale  chiefly  by  the  reduction  of 
dinitro-  compounds  ;  but  practically  aU  the 
methods  for  the  production  of  mcmamines  are 
also  available  for  that  of  diamines. 

Properties. — The  aliphatic  diamines  are 
strongly  basic  substances,  their  basicity  in- 
creasing with  the  number  of  methylene  groups 
(Bredifl,  Zeitsch.  physical.  Chem.  1894,  13,  308). 
Their  boiling-points  are  much  higher  than  those 
of  the  corresponding  monamines.  Their  hy- 
droxides, which  are  diacid  bases,  are  extremely 
stable,  and  are  only  decomposed  on  boilmg 
with  caustic  alkali?  or  distillation  over  metaUic 
sodium.  The  list  of  the  chief  aliphatic  dia- 
mines and  their  physical  constants  {see  p.  133) 
is  taken  from  Meyer  and  Jacobsen*s  Lehrbuch 
der  Organischer  Chemie.  The  lower  members 
of  the  aromatic  diamino  compound  differ  from 
the  corresponding  monamines  by  being  easily 
soluble  in  water.  Their  solutions  in  wat-er  are 
easily  oxidised,  but  the  dry  bases  are  stable  in 
air. 

JBeadions. — ^Diamines  give  the  ordinary 
reactions  characteristic  of  tne  amino-  group,  but 
primary  aromatic  o-amino-  compounds  and  to 
some  extent  aliphatic  diamines,  possess  in 
addition,  the  property  of  forming  condensation 
products  containing  nitrogen  rings,  m-  and  p- 
diamines  do  not  e^mibit  tms  property. 

1.  WUh  aldehydes. 

With  aliphatic  diamines,  cyclic  compounds 
are  formed  as  well  as  the  ordinary  alkyUdene 
bases.  Thus  the  a<!tion  of  formaldehyde  on  cold 
solutions  of  ethylene  diamine  results  in  the 
formation  of  a  compound  CgH^gNf,  to  which 
the  formula 

CH,— N— CH,— N— CH, 

CH  ,— J^—OH  ,--^— CH  , 

has  been  assigned  (Bischoff,  Ber.  1898,  31,  3254). 
Aromatic  o-diamino-  compounds  give  aide- 
hydines  or  anhydro  bases : 
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Ethytenediainine 
Propylai6     ,, 
TrimeUiyleiiediAinine 


■/s-dtamlnobutMie 


or- 


tt 
>t 
It 


t» 


It 


pentane 
tt 


^-lIletbyl-tt<-dialniIlobaUule 
aC-diuninohexaae    . 


FormiiU 


CH3'dH(ra<)0Hs'NH2 
NH8-GH2'CH2'CH2'NH8 


M.pt. 


B.pt. 


+8-60 


0Hs'CH2'0H(NH?)-CH9  'NH^ 
GH3*CH-(NH2)-CHt'OHs'KHt 


NHj •CH2-CH2  CHa  •CH2*NH2 

CH8PH(NH2)lCH(NHj)*CHs 

KH2*CH9-GH2*CH2*CRs'uH2-NH2 
G^CH(NH2)'CHs*CH(N^2)-GU8 


tt 


•t 


^-methyl-ot-diaminopenUuie 
/9-iiietliyl-ac-       „  „ 


ati-dluninohevUiLe  . 
flj-dUuninooctaoe    . 

/3c•dllIlethy^^c•diAminobexane  . 

yS-dimethyl-yS-diaiiiliiohexaiie 
tu-dlaminononane 

^C-dimethyl-/3C'<iiaminohepUuie 

aKHUuninodecane  . 

^lr<liIDethyI-^  ffdiaminooctaiie 


NU2GH3'OH(GH3)*CH20H2-KHt 

NH,-GH,(0Hj)40H2-NH2 
OH3-OH(NH2)(GH2)2GH(NH2X5Hs 

NH,CH2-0H(CH.)-0H.-CH(NH2)CH3 
NH,'CH8-CH(GH3)(GH2)2GHaiirHs 

(0H3)20(NH2)-0(KH2XGHa)a 

NH,(GH2)7WH2 
NH,(GH,)8NH, 

(CH3)20(NH,)(GH»)2(KH2)C(GH,), 
C2H»-C(CH3){NHt)(NHj)C(GH3)C2H5 

lfU2(GH2)9NH2 

{CH8)jC(NH2)(CH2)3(NH2)C(CHj)2 

KHaCGHa)  i  oNUj 
(CHs)2C(NH2)(CH2)4(NH,)C(CH8)a 


27°-28° 
only  known 

a  modifica- 
tion 

/3  modifica- 
tion 
inactive 
fonn 

aotiTelorm 

0  deiivaUve 
X       *» 


970-990 

28^-29° 
62° 

solidifies 

atO° 

only  known 

8r-87-6^ 


Sp.Kr. 


61-6° 


116-6° 
110°-120° 
186°-18«° 
(788  mm.) 
130°-166°    f 

141° 

(788  mm.) 

168"-160° 

as  its  salts 

178°-179° 

4«°-47'' 

(20  mm.) 

43°-44° 

(11-12  mm.) 

172^-178^ 

170° 

100° 

(20  mm.) 

176-6° 

(768  mm.) 

174-6°-176-6° 

(762  mm.) 

176° 
78°-80° 
(18  mm.) 
147=-I49'5 
(740  mm.) 
228^-226° 
226°-226° 


0-902  (16°) 
0-878  (16°) 


0-917  (0°) 


0-8886  (^^) 


186^ 
(768  mm.) 
as  its  salts 
268°-260° 

204''-206° 
(749  mm.) 

140° 

(12  mm.) 

226^-229° 


0-868 


Q 


0-8664  Q 


0-8844 


(T) 


NH,     OHCR 

+ 


^\/^\ 


CR  +  2HjO 


\/NH,      OHCR      \,,^^. 


N-CHsR 

(Ladenburg  and  Engelbreoht,  Ber.  1878,  11, 
1653  ;  Hinsbers,  ibid,  1886,  19,  2025). 

The  aldehydines  are  strondiy  basic  bodies, 
and  not  decomposed  on  boiling  with  dilute 
acids  and  alkalis.  They  are  very  stable  towards 
oxidising  and  reducing  agents.  Their  deriva- 
tives are  used  as  d^es. 

p-  and  m-diamines  give  alkylideno  bases. 

2.  With  1,2-dicarboni^  compounds  {aldehydes 
or  keiones), 

o-Diamino  compounds  react  to  give  quinoxa- 
line  (azine)  derivatives  (Hinsbeig,  Annalen,  342, 
1886): 

%R  ■ 

+  2H,0 


f       I 


V\n/ 


OR 


NH,    OrCR 

3.  With  nitrous  acid, 

o-Diamino-  compounds  form  azimines  (La- 
denburg) 


V^NH. 


+  HONO  = 


NH 


\/\n^ 


\ 


Biamino-  compounds  both  m-  and  p-  will 
react  in  the  ordinary  way  in  presence  of  much 
hydrochloric  acid,  giving  bis-diazo-  compounds ; 


in  neutral  solutions  m-diamino-  compounds  give 
triamino  azo  benzene  and  its  homologues.  The 
reaction  in  the  case  of  m-phenylene  diamine  is : 

2C-H4(NHs),  +  HONO 

=  NH.-C.H^-N  :N'C8H,(NH,)8. 

The  substances  formed  are  brown  and  very 
deeply  coloured.  The  reaction  is  used  as  a  test 
for  the  presence  of  nitrites  in  water  analysis 
(Griess,  Ber.  1878,  11,  624). 

Aliphatic  diamines  give  glycols  and  oxides. 

4.  With  organic  acids,  acid  cJiiorides  or 
anhydrides. 

Aliphatic  diamines  and  m-  and  j9-diamino- 
compounds  form  normal  derivatives ;  in  the 
cases  of  aliphatic  substances,  these  derivatives 
are  partially  decomposed  on  heating,  giving 
cyclic  compounds  of  the  iminoazole  type : 

CH,-NHCOCH,    CH,— NH 
I  =  I  ^C-CJH.+CHj-COOH 

CH.NHCOCH,     CH,— N^ 

o-Diamino-  compounds  give  similar  com- 
pounds, without  the  intermediate  formation  of 
the  acyl  derivative : 

/\NH, 

I        I         +  CH,-COOH 

X/NH, 

NH 


\ 


C-CH,  +  2H,0 


5.  With  mineral  acids. 

All  diamines  form  stable  salts.    Those  of 
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the  aliphatic  series  are  decomposed  on  heating 
with  Eeparation  of  ammonium  salt  and  formation 
of  oydic  compounds.  Thus,  tetramethylene 
diamme  gives  pyrrolidine  and  pentamethylene 
diamine  gives  pipcridine: 
NH,(CH,)4NH„Ha=NH4a+H,C ^^CH, 


H.CV^CH, 
NH 
CH, 
NH,(CH,),NH„HCi=NH.a+H,C/\CH, 

The  higher  homologues,  however,  do  not 
form  ring  compounds  containixiff  a  corresponding 
number  of  atoms  in  the  ring.  Thus,  ootomethy- 
lene  diamine  hydrochloride,  on  heating,  does  not 
give  octomethylene  imine,  which  would  contain 
a  ring  of  nine  atoms,  but  2-butylpyrrolidine. 
Similarly,  decamethylene  diamine  gives  2- 
hexylpyrrolidine  (Blaise  and  Houillon,  Ompt. 
rend.  1906,  142,  1641  ;    1006,  143,  361). 

The  aromatic  diamines  are  the  starting- 
points  for  the  preparation  of  a  larse  number  of 
dyes,  and  hence  are  of  commercial  importance. 
The  following  are  the  chief  members  of  the 
series : — 

o-Phenulenediamine  C.H4(NH,),.  First  ob- 
tained by  Griess  by  the  distillation  of  o-m-  and 
m-p'  diaminobenzoic  acid : 

C,H,(C00H)(NH,),=C^4(NH,),-fC0, 
(1,  2,  8,  or  1,  8,  4)  (1,  2) 

(J.  pr.  Chem.  [21  3,  143).  By  the  reduction 
of  o-nitranUine  C,H4(N0,)  (NH,)  (1,  2)  (Zincke 
and  Sintenis,  Ber.  6,  123),  or  of  o-dinitroben- 
zene  C.H4(NO,)3  (1,  2)  (Rinnc  and  Zincke, 
Ber.  7,  1374),  with  tin  and  hydrochloric  acid. — 
Crystallises  from  water  in  laminae,  melting  at 
102^.  Boils  at  252".  Readily  soluble  in  water, 
alcohol,  and  ether.  Diacid  base,  the  sulphate 
2IC,H4(NH,),,H2S04 1  3H,0  forms  nacreous 
laminae.  It  gives  all  tne  reactions  for  o-diamino- 
compounds  referred  to  above.  On  oxidation 
with  ferric  chloride  it  gives  a  red  compound, 
diaminophenazine : 

I       I  +  C,H,(NH,).-|-30 


NH, 


N 


I       ;C.H,(NH,),  +3H,0 

N 
m-Phenylenediatnine  C,H4(NH,)2.  By  re- 
ducing m-dinitrobenzeno  or  m-nitraniline  with 
iron  filings  and  acetic  acid  (Hofmann,  Froo. 
Roy.  Soc  11,  618;  12,  639),  or  with  tin  and 
hydrochloric  acid  (Gerdemann,  Zcitsch.  f.  Chcm. 
1866,  61).  By  reducing  cither  (1,  2,  4)-  or 
(1,  2,  6)-dlnitrobenzoic  acid  with  tin  and 
hydrochloric  acid,  the  carboxyl  group  being 
eliminated  in  the  process  (Zincke  and  Sintenis, 
Ber.  6,  701 ;  Griess,  Ber.  7, 1223).  On  a  manu- 
facturing scale  it  is  prepared  by  reducing  dinitro- 
benzene  with  iron  turnings  and  hy(U'ochloric 
acid. — Separates  from  its  solutions  as  an  oil 
which  does  not  readily  solidify  unless  brought 
in  contact  with  a  crystal  of  the  base.  Melts 
at  63"*,  and  boils  at  287*'.      Readily  soluble  in 


water.  It  gives  the  typical  reactions  of  m- 
diamino-  compounds  {see  above). 

By  the  action  of  a  diazobenzene  salt  on 
m-phenylenediamine,  chryga'idine  (unsymme- 
trical  diamidoazobenzene)  is  produced: 

C.H,N,a  +  C.H4(NH,), 

=  Ma  +  C,H,N :  N-C,H,(NH,),. 

In  the  manufacture  of  phenylene- brown  and 
ohrysoidino  the  solution  of  crude  m-phenylene- 
diamine hydrochloride  obtained  by  the  reduction 
of  m-dinitrol>enzene  is  employed,  without  first 
isolating  the  base.  A  violet  colouring  matter  is 
obtained  by  heatine  m-phenvlenediamine  with 
aniline  hydrochloride  to  190*^-200*',  and  a  blue 
colouring  matter  by  heating  it  with  m-phenylene- 
diamine nydrochloride  (Knkuse,  Ber.  9,  835). 

P'Phenylenfdiamine  C,H4(NH«),.  Obtained 
by  reducing  p-dinitrobenzene  ( Rinne  and  Zincke, 
Ber.  7,  871),  or  j[>-nitraniline  (Hofmann,  Proc. 
Aov.  Soc  12,  639),  or  aminoazobenzenc  (Martins 
and  Griess,  J.  pr.  Chem.  97,  263),  with  tin  and 
hydrochloric  acid,  aniline  being  formed  simul- 
taneously in  the  case  of  aminoazobenzenc. 
Along  with  diaminodiphenylamine  by  reducing 
aniline-black  with  tin  and  hydrochloric  acid  or 
with  hvdriodic  acid  and  amorphous  phosphorus 
(Nietz^i,  Ber.  11,  1097).  By  distiUing  (1,  2,  6)- 
diaminobenzoic  acid  (Griess,  Ber.  6,  200).  By 
action  of  p-chloraniline  on  aqueous  ammonia  in 
presence  of  copper  salts.  Crystals,  melting  at 
147^  Boils  at  267''.  Sublimes  in  leaflets. 
Readily  soluble  in  water,  alcohol,  and  ether. 
Yields  quinone  on  oxidation.  When  oxidised  in 
the  presence  of  primary  amines  or  phenols  it 
gives  indamines  and  indophenols,  these  on  heating 
{Hxxluoe  safraninOB.  By  heating  it  with  sulphur 
to  160*-180*,  it  is  convertea  into  diamino- 
thiodiphenylamine  (leucothionine,  Lauth^a  while) 


^<8S!lSS:l> 


which,  when  oxidised  with  ferric  chloride,  yields 
thionine  {Lauth's  violet) 

N 


"•^\/Y'-nh,hci 

The  latter  colouring  matter  may  also  be  obtained 
by  the  simultaneous  oxidation  of  j7-phenylene- 
diamine  and  sulphuretted  hydrogen  by  ferric 
chloride  in  aqueous  solution  (liauth,  Compt.  rend. 
82,  1441 ;  Bull.  Soc.  Chim.  25,  422  ;  Bernthson, 
Annalen,  230,  108).  If  dimethyl-p-phenylene- 
diamino  C4H4(NMe2)(NH2)  is  substituted  for 
j7-phenylenediamine  in  the  foregoing  reaction, 
tetramethylthionine  (methylene  &ve)  is  formed 
(v.  Methylene  blue). 

Tolylene-diatnines  {Diaminololuenes) 
C.H,(CH,)(NH,),. 

All  the  six  possible  compounds  arc  known. 
Their  physical  constants  are  as  follows  : — 

M.pt.  B.pt. 

l-Methyl-2  :  3.diarainobenzene    61*»  256*' 

„      2:4        „  „         99**  283**~286*' 

„       2:5         „  „         64«  273* 

2:6        ..  ..       103°      — 

88*»  266* 

—  284** 

Only  two  of  these,  however,  are  of  technical 
importance. 


,,       3:4 
„       3:5 


f> 


f* 


tt 


»» 


»» 


»f 
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Tolylenediamine  C,H,(CH,)(NH,),  (1,  2,  4). 
Obtained  by  the  reduction  of  the  corresponding 
idnitrotoluenc.  Sparingly  soluble  in  cold, 
readily  soluble  in  boilins  water,  in  alcohol,  and 
in  ether.  Forms  crystalline  salts.  As  this  two 
amino  groups  in  this  compound  are  in  the 
meta-  position  to  one  another,  it  is  an  analogue 
of  m-phenylenediamine,  which  it  resembles  in 
many  of  its  reactions  :  thus  2 :  4-tolylenediamine 
may  either  wholly  or  in  part  replace  the  m- 
phenylenediamine  used  in  the  manufacture  of 
phenylene-brown,  producing  colouring  matters 
the  shade  of  which  is  redder  tnan  that  of  ordinary' 
phenylene-brown. 

TolyUnediamine  C,H,(CH,)(NH,)j  (1,  2,  5) 
is  obtained  by  the  reduction  of  the  corresponding 
m-nitro-o-toluidine  C^3(CH,)(NH,)(N0j)  ( 1,2,6) 
with  tin  and  hydrochloric  acid  (Beilstein  and 
Kuhlberg,  Annalen,  168,  360;  Ladenburg,  Ber. 
11,  1661).  Formed  along  with  o-toluidine  when 
the  aminoazotoluene  prepared  from  o-toluidine 
is  treated  with  the  same  reducing  agent : 


\/     \y 


+2H, 


CH, 
+     NH,.       » 


!CH, 

NH, 
CH, 

_  /\,NH 

The  two  bases  may  be  separatetl  by  fractional 
distillation  (Nietzki,  Ber.  10, 832).     This  reaction 
is  utilised  in  preparing  the  mixture  of  o-toluidine 
and  7-tolylene-diamine  which,  after  the  addition 
•of  a  second  molecule  of  a  monamine  (either 
aniline  or  o-  o;*  p-toluidine),  yields  on  oxidation 
safranine.      On  a  large    scale    the   aminoazx)- 
toluene  is  reduced  with  iron  turnings  and  hydro- 
chloric acid.     Crystallises  in  colourless  rosettes 
of  tabular  crystals.     Readily  soluble  in  water, 
alcohol,  and  ether,  sparingly  soluble  in  benzene. 
Yields  on  oxidation  toluqumone  C,H3(CH,)02. 
Other  diamines  of  this  series  are — 
Xylylene  diamines : 
1.3-dimcthyl,  2.4-diaminobenzene,  m.p.  64*. 
1.3-      „  4.6        „  „         „104». 

1.3-      „         2.6        „  „  ..    77*. 

Diaminotrimethylbenzenes :  diamino-  pscudo- 

cumenes: 
1.2.4-trimethyl,  6.6-diaminobonzeno,  m.p.  90®. 
1.2.4-       „  3.6       „  „  m.p.  78*. 

Diamino  mesitylene : 
1.3.6-trimethyl,  2.4-diamino benzene,  m.p.  90*. 
Similar  diamines  have  been  prepared  from 
naphthalene  and  other  hydrocarbons. 

Tbiajonss,  Tbtbaminbs,  and  Pbktabuwbs. 

Very  few  of  these  substances  are  kno\Mi. 
Their  properties  are  similar  to  those  of  other 
substances  containing  the  amino  group. 

\,2.Z-triaminopropane\  b.p.  190*  (C^irtius, 
J.  pr.  CTiem.  1900,  62,  232). 

2.3.6- <riowino/»exane(Morelli  and  Marolietti, 
Atti  del  Accad.  Lin.  1908,  [6]  17,  1,  260). 

The  three  modifications  of  triaminobenzene 
are  all  known. 

l,2.Z'tT%aminohen2ene  I  m.p.  103*;  b.p.336*. 

\.2A-iriaminoben»enc  is  formed  by   reduc- 


tion of  o-j7-dinitraniline  or  of  chrysoidine.     On 
oxidation  it  gives  triaminophenazin. 

1.3.6-lnamttta6enzene  is  only  known  in  the 
form  of  its  salts. 

1.2.3.4.  and  \,2A.6-teiram%ncibemene8  pre- 
pared by  the  reduction  of  oximes  and  nitro 
compounds,  have  been  isolated  as  their  sparingly 
soluble  sulphates  (Nietzki  and  -Schmidt,  Ber. 
1889,  22,  1648  ;   Nietzki,  Ber.  1887,  20,  2114). 

Peniaminobenzene  has  been  obtained  as  the 
hydrochloride  with  3  molecules  of  HCl,  by  reduc- 
tion of  triaminodinitrobenzone  (from  tribrom- 
benzone  and  ammonia).  Pentaminotoluene  has 
been  similarly  obtained. 

Reduction  of .  triaminotrinitrobenzene  gives 
pentaminobenzene  (Palmer  and  Jackson,  Ber. 
1888,  21,  1706;  Palmer  and  Grindlev,  ibid. 
1893,  26,  2304).  M.  B.  T. 

AMINO- ACIDS.  The  amino.acids  may  bo 
conveniently  described  under  the  two  headings 
(a)  Aliphatic  Amino-acida^  and  (6)  Arcmaiic 
Amino-acids. 

Aliphatie  Amlno-aclds.  The  amino-fatty 
acids  are  of  great  physiological  importance, 
many  of  them  occurring  in  plant  and  animal 
organisms.  They  are  products  of  proteid  de- 
gradation, and  may  be  obtained  from  proteins 
by  heating  with  hydrochloric  acid  or  baryta 
water.  The  general  methods  in  use  for  pre- 
paring these  acids  are : 

(i.)  By  treating  the  monohalogenated  fatty 
acids  with  ammonia : 

CH,(1-C00H     -»    CH,(NH,)COOIL 
Chloracetic  acid.  Glycine. 

(ii.)  By  heating  the  cyanhj'drin  of  an  alde- 
hyde or  ketone  with  ammonia  and  then  hydro- 
lysing  the  product,  whereby  an  a-amino-acid  is 
produced: 

CH3-CH<^H    -»    CH,<H<3jh, 

-»    CHa-CH(NH2)C0,H. 
Alanine. 

(iii.)  By  the  reduction  of  the  cyanofatty  acids 
with  nascent  hydrogen  (Zn  and  HCl  or  by  heatmg 
with  HI) 

CN-CO-OH  +  2H,  =  CH„(NH,)C0aH. 
("yanoformlc  acid. 
The  amino-fatty  acids  are  crystalline  bodies  with 
usually  a  sweet  taste,  and  are  readily  soluble 
in  water.  They  are  amphot<?ric,  i.e.  feeble 
bases  and  feeble  acids.  Important  members 
are  glycine,  alanine,  phenylalanine,  tyrosine, 
leucine,  and  valine,  serine,  cysthie,  trypto- 
phane, histidine,  arginine,  lysine,  aspartic  acid, 
and  glutaminic  acid,  which  are  described  under 
their  respective  headings  (v.  also  Protbins). 

(6)  Aromatic  Amlno-aclds.  A  true  aromatio 
amino-acid  such  as  authranilic  acid,  contains 
both  the  amino  and  thecarboxyl-  groups  united 
to  carbon  atoms  in  the  benzene  ring.  Isomeric 
\\'ith  these  are  acids  which  contain  the  ammo 
group  or  thecarboxyl- group  or  both,  introduced 
into  fatty  side  chains,  the  last  two  classes  bemg 
really  substituted  fatty  acids. 

The  general  methods  in  use  for  preparing 
aromatic  amino-acids  are : 

(i.)  By   reducing    the    corresponding    nitro- 

acids  * 

C.H,(NO,)CO()H(l:2)-»C.H,(NH,)COOH(l:2) 
o-nltrobenzoic  iicid.  Authranilic  acid, 

(ii.)  By    treating    the   halogen   esters    with 
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potassium  phtalimide  and  hydrolysing  the  pro- 
duct with  hydrochloric  acid  at  200^. 

The  aromatic  amino-acids  are  used  in  the 
preparation  of  azo-dyestuflfs  {q.v.). 

o-Amincbemoic  acid,     Anihranilic  acid 

C,H4(NH,)C0,H    (1:2). 

It  was  first  obtained  by  heating  indigo  with 
caustic  potash  (Fritzsche,  Annalen,  39»  83).  It 
may  be  prepared  by  the  reduction  of  o-nitro- 
benzoic  aoid  with  tin  and  hydrochlorio  acid 
(Beilstein  and  Kiihlber^,  Annalen,  163,  138), 
or  with  zinc  and  sodium  bisulphite  (Gk>ld- 
berger,  Chem.  Zentr.  1900,  ii.  1014;  v.  also 
IVeuss  and  Binz,  Zeit.  anoew.  Chem.  1900,  [16] 
386  and  Bad.  Anil.  u.  Soda  Fab.  £ng.  Pat.  18319 ; 
J.  Soc  Chem.  Ind.  1900,  774) ;  by  heating  o- 
chlorbensoio  acid  and  ammonia  at  125^  under 
pressure  (Fabw.  Meister,  Lucius  und  Brfining, 
D.  R.  P.  145604;  Chem.  Soc.  Abst.  1904,  i. 
60) ;  by  treating  phthalimide  with  bromine  and 
caustic  potash  (HoogewOTff  and  van  Dorp,  Ber. 
1891,  Ref.  966;  Bad.  Anil,  und  Soda  Fab. 
D.  R.  P.  65988 ;  Frdl.  ii.  546 ;  Amsterdamsche 
Chininefabrik.  Eng.  Pat.  18246 ;  J.  Soc.  Chem. 
Ind.  1891,  831) ;  by  boiling  phthalhydrozylamic 
acid,  formed  by  treating  phthalio  anhydride 
with  hydrozylamine,  with  caustic  soda  or  sodium 
carbonate  (Cie.  Par.  de  CouL  d*Aniline,  Fr.  Pat. 
'318060 ;  J.  Soc.  Chem.  Ind.  1902, 1392 ;  Farbw. 
Meister,  Lucius  und  Brfining,  Eng.  Pat.  1982, 
D.  B.  P.  136788;  Basler  Chemische  Fabw.; 
D.  R.  PP.  130301,  130302) ;  by  reducing  sulph- 
anthanilio  acid  electrolytically  or  with  sodium 
amalgam  (KalleandCo.  D.  R.  P.  129166 ;  Chem. 
Zentr.  1902,  i.  1138 ;  D.  R.  P.  146716 ;  Chem.  Soc. 
Abst.  1904,  i.  169) ;  by  treating  o-nitrotoluene 
with  concentrated  alcoholic  or  aqueous  alkali 
(Bad.  AnU.  und  Soda  Fab.  D.  R.  P.  114839; 
Chem.  Zentr.  1900,  ii.  1892) ;  and  by  heating 
isatoic  aoid  with  concentrated  hydrocmoric  acia 
(Kolbe,  J.  pr.  Chem.  [2]  30,  124). 

Anthranilio  aoid  is  of  great  conjmercial 
importance,  as  it  is  one  of  the  intermediate 
products  in  the  manufacture  of  synthetical 
mdigo.  It  crystallises  in  colourless  plates, 
m.p.  146^,  and  is  readily  soluble  in  alconol  or 
water.  It  condenses  with  formaldehyde,  form- 
ing compounds  which  are  of  use  in  the  prepara- 
tion of  indigo  (Heller  and  Fiesselmann,  Annalen, 
324,  118 ;  Bad.  Anil,  und  Soda  Fab.  D.  R.  PP. 
117924,  168090,  168346;  J.  Soc.  Chem.  Ind. 
1905,  616).  Reduction  with  sodium  amalgam 
in  hydrochlorio  acid  solution  yields  o-amino- 
benzylalcohol  (Langguth,  Ber.  1906,  2062). 
Concentrated  hydri^io  acid  decomposes  it  at 
200^  into  ammonia,  carbon  dioxide,  aniline  and 
benzoic  acid  (Kwisda,  Monatsh.  12,427);  whilst 
nitrous  acid  converts  it  in  aqueous  solution  into 
salicylic  acid.  Anthranilic  acid  is  employed  in 
the  preparation  of  azo-  dyestuffs  (g.v.)  {v,  also 
Bayer  and  Co.  D.  R.  PP.  68271,  60494,  60500, 
86314 ;  Frdl.  iu.  614,  et  seq.  iv.  796). 

The  methyl  cstor  of  anthranilic  acid  occurs  in 
Ncroli  oil  (oil  of  orange  flowers)  (Walbaiira, 
J.  pr.  Chem.  1899,  59,  [6-7 1 350).  It  is  prepared 
by  heating  anthranilic  acid  with  methyl  alcohol 
and  hydrochloric  acid  (Erdmann,  Ber.  1899, 
1213;  B.  R.  P.  110386)  or  from  acetylanthra- 
nilic  acid,  methyl  alcohol  and  mineral  acids 
(Erdmann,  D.  R.  P.  113942;  Chem.  Zentr.  1900, 
ii.  831).     It  is  a  crystalline  solid,  m.p.  24-5^, 


b.p.  136-6®  (16  mm.).  The  ethyl  ester  melts  at 
13^  and  boils  at  136*-137*»  (13-5  mm.) ;  at  266*»- 
268**  (oorr.)  (Frankel  and  Spiro,  Ber.  1895, 1684). 
Aminobenzoio  acid  alkamine  esters  (v.  p-amino- 
benzoic  acid). 

AnthranU  (jh 

C.H,<  1      or  C.H/  J    >0 


NH 


^N- 


is  the  anhydride  or  lactam  of  imthranilic  acid, 
its  constitution  being  still  under  discussion.  It 
is  prepared  by  treating  the  dimercury  derivative 
of  o-nitrotoluene  (obtained  by  suspending  o- 
nitrotoluene  in  water  and  heatins  it  with  frrahly 
precipitated  mercuric  oxide  and  caustic  soda) 
with  concentrated  hydrochloric  acid  and  decom- 
posing the  product  with  water  (Kalle  and  Co. 
Ft.  Pat.  370522;  D.  R.  P.  194364;  J.  Soc. 
Chem.  Ind.  1907,  278  ;  1908,  713) ;  by  heating 
o-nitrotoluene  with  caustic  soda  to  170*  (Kalle 
and  Co.  D.  R.  P.  194811 ;  Chem.  Soc.  Abstr. 
1908,  i  786) ;  by  the  reduction  of  o-nitrobenz- 
aldehyde  ^ath  aluminium  amalgam  (Briihl,  Ber. 
1903,  3^4) ;  and  by  the  oxidation  of  o-amino- 
benztUdehyde  with  a  neutral  solution  of  Caro's 
persulphuric  acid  (Bamberger  and  Demuth,  Ber. 
1903,829;  2042). 

Anthranil  is  an  oil,  readily  volatile  in  steam, 
possesses  a  peculiar  odour,  and  boils  at  210®- 
213®.  It  dissolves  in  alkalis  to  form  salts  of 
anthranilic  acid  and  on  treatment  ^ith  acetic 
anhydride  yields  acetylanthranilic  acid. 

M-Aminobemoic  acid,  Benzamie  acid 
C,H4(NH,)C0,H  (1:3),  is  prepared  by  re- 
ducing  m-nitrobenzoic  acid  with  ammonium  sul- 
phide and  subsequently  precipitating  the  acid  with 
tartaric  acid  (Holleman,  Rec.  Trav.  Chim,  1902, 
[ii.l  21,  66;  v.  also  Gerland,  Annalen,  91,  188). 
It  IS  a  colourless  crystalline  solid,  m.p.  174® ; 
sparingly  soluble  in  cold,  readily  so  in  hot  water. 
Reduction  with  sodium  amalgam  in  hydro- 
chloric acid  yields  m-aminobenzyl  alcohol  (Lang- 
guth, Ber.  1906,  2062).  Concentrated  hydriodic 
acid  transforms  it  into  ammonia  and  benzoic 
acid  (Kwisda,  Monatsh.  12,  428).  ffi-Amino- 
benzoic  acid  is  used  in  the  preparation  of  azo- 
dycstuflfa  (^.t;.)  (Bayer  and  Co.,  D.  R.  PP.  58271, 
59081,  60494,  60500,  63104,  64629,  69445, 
74198,  74616,  78493,  86314;  Frdl.  iii.  614 
rf  seq,,  777  et  seq. ;  iv.  793,  795 ;  Ges,  f.  Chem. 
Ind.,  D.  R.  P.  76127  ;  Frdl.  iii.  746).  Amino- 
benzoic  acid  alkamine  esters  {v,  7>-aininobenzoio 
acid). 

p-Aminobemoic  acid  C,H4(NH,)C0,H  (1 :  4), 
is  prepared  by  the  reduction  of  j:>-nitrobonzoio 
aoid  with  ammonium  sulphide  (Fischer,  Annalen, 
127,  142).  or  with  tin  and  hydrochloric  acid 
(Beilstein  and  Wilbrand,  Annalen,  128,  164). 
It  is  a  colourless  crystalline  solid,  m.p.  186®- 
'  187®,  readily  soluble  m  water,  alcohol,  or  ether. 
Strong  hydrochloric  acid  at  180®  converts  it 
,  into  aniline  and  carbon  dioxide  (Weith,  Ber.  1879, 
105)  and  hydriodic  acid  at  200®  into  ammonia, 
carbon  dioxide,  and  benzoic  acid  (Kwisda, 
Monatsh.  12,  428).  p- Aminobenzoio  acid  is 
used  in  the  preparation  of  azo-  dyestufis  (9. v.) 
I  (Bayer  and  Co.  D.  R.  PP.  58271,  60494,  60600, 
86314 ;  Frdl.  iii.  614  et  seq.  ;  iv.  795 ;  Ges. 
f.  Chem.  Ind.,  D.  R.  P.  76127  ;  FrdL  iii.  746). 

Many  complicated  alkyl-  and  alkamine  esters 
of  the  aminooenzoic  acios  have  been  prepared 
and  they  are  claimed  to  be  valuable  antcsthetics 
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(Farbw.  Meister,  Lucius,  and  Bruning,  D,  R.  PP. 
170687,  172301,  172447, 172568, 179627,  180291, 
180292,  194748,  Eng.  Pat.  17162,  Fr.  Pat. 
361734,  U.  8.  Pat.  812654 ;  J.  Soc.  Chem.  Ind. 
1906,  607 ;  1907,  434 ;  Chem.  Soo.  Abstr.  1906, 
i.  M5etseq. ;  1907,  i.  923  ;  1908,  L  638  ;  Merck, 
D.  R.  P.  189336;  J.  Soc.  Chem.  Ind.,  1908, 
471 ;  Bayer  and  Co.  I).  R.  PP.  211801,  218389, 
Eng.  Pat.  4321  ;  J.  Soc.  Chem.  Ind.  1909,  854 ; 
Chem.  Zentr.  1910,  i.  782 ;  Fritzsche,  Eng.  Pat. 
2020,  Ft.  Pat.  398269,  D.  R.  P:  213469; 
J.  Soc.  Chem.  Ind.  1909,  814). 

4-Amitio-(htolwc  acid  C«H,-CH,(NH,)CO,H 
(1:4:2);  nup.  196^.  Obtained  by  the  reduction 
of  4-nitTotoluic  acid  with  tin  and  hydrochloric 
acid  (Jacobsen  and  Wiersfl,  Ber.  1883,  1969). 

5-Amiwho-toluic  acid  C,H,-CH,(NH,)CO,H 
(1:5:2);  m.p.  163*,  is  obtained  by  the  re- 
duction of  5<nitrotoluic  acid  with  tin  and  hydro- 
chloric acid  (Jacobsen,  Ber.  1884,  164). 

e-Amino-o-ioluic  acid  C,H,'CH,(NH,)CO,H 
(1:6:2).  Method  of  preparation  as  above; 
m.p.  191'  (J.  and  W.  l.c). 

2'Amino-m'ioluic  acid  CeH,-CH,(NH,)CO,H 
(1:2:3).  Method  of  preparation  as  above ; 
m.p.  132"*  (Jacobsen,  Ber.  1881,  2364),  172** 
(Jiiigens,  Ber.  1907  4409). 

A-Amino-m-toluic  acid  (Methylanthranilic 
acid) C.H,;CH,  (NH,)CO,H  (1:4:3).  Obtained 
by  reduction  of  4.nitro-9i»-toluic  acid  with  tin 
and  hydrochloric  acid  (Jacobsen,  Ber.  1881, 2364) 
or  by  treating  p-methylisatoic  acid  with  concen- 
trated hydrochloric  acid  (Panaotovic,  J.  pr. 
Chem.  [2]  33,  62);  m.p.  172*»  (EhrUch,Ber.  1901, 
3366),  176**  (Findeklee,  Ber.  1906,  3633). 

e-Amino-mtoluic  acid  C,H,CH,(NH,)C02H 
(1:6:3);  m.p.  167**.  Obtained  by  reduction 
of  6-nitro-m-toluic  acid  (Beilstein  and  Kreusler, 
Annalen,  144,  147). 

2'Amino'p-ioluic  acMiCeH8-CH,(NHa)-C0,H 
(1:2:4);  m.p.  164®-166**.  Method  of  preparation 
as  above  (Ahrens,  Zeitsch.  f.  (Jhemie,  1869, 104). 

^'AniinO'P'toluicacid  (Homo-arUhranilic  acid) 
C,H,-C:H,(NH,)C02H  (1:3:4);  m.p.  177**. 
Method  of  preparation  as  above  (Niementowski 
and  Rozanski,  Ber.  1888,  1997 ;  Noyes,  Amer. 
Chem.  J.  10,  479). 

V'Amino-o-tcluic  acid  {BeThzylamine-O'Car- 
hoxylic  acid)  NH,'CH,C,H^<X)jH  (1 :  2).  Ob- 
tained  b^  digesting  1  part  of  o-cyanobenzyl- 
phthalimide  with  4  ports  of  concentrated  sulphuric 
acid  (Gabriel,  Ber.  1887, 2231 ).  C^rystalline  non- 
volatile  solid. 

V-Amino-m'toluic  acid  (Bemylamine-m-car- 
boxylic  acid  NHj'CJH.-C.H^-COjH  (1:3);  m.p. 
216**-218**.  By  heating  at  200**  a  mixture  of 
2  grams  m-oyanobenzvlphthalimido  and  10  c.c. 
concentrated  hydrochloric  acid  (Reinglass,  Ber. 
1891,  2419). 

l''Amino-p-toluic  acid    (Benzylamine-p-car- 
6aci^tcac»a)NHg-CH.-C,H4<X)8H(l:4).  Method  ' 
of  preparation  as  above  (Giinther,  Ber.  1890, 
1060).     Crystalline  solid. 

2'AminO'a'toluic  acid  (2-Aminophenylace- 
tic  acid)  NHj-C^^CH.-CO.H  (1 : 2)  is  not  known 
in  the  free  state;  all  attempts  to  prepare  it 
result  in  the  formation  of  its  anhydride, oxindole. 

(hnndole 


C.H«<^'>0 


is    obtained    by  treating    2-nitro-a-toluic   acid 
with   tin    and   hydrochloric  acid  (Bayer,  Ber. 


1878,  683),  or  by  reducing  diozindole  with  tin 
and  hydrochloric  acid,  or  with  sodium  amalgam 
(Bayer  and  Knop,  Annalen,  140,  29).  Crystal- 
lises in  colourless  needles ;  m.p.  120**. 

3-Amino-a'toluic  acid  (Z-Aminophenylace- 
tic  acid)  NHj-CeH^-CHa-COjH  (1 :  3).  Obtained 
by  reducing  3.nitro-a-toluic  acid  with  tin  and 
hydrochloric  acid  ;  m.p.  148**-149**  (Gabriel  and 
Borgmann,  Ber.  1883,  2066). 

i' Amino- a-tcluic  acid  {^-Aminophenylacelic 
actd)  NHj-CjH^-CH.-COjH  (1:4).  Method  of 
preparation  as  above  (Radziozewski,  Ber.  1869, 
209);  m.p.  199*-200**  (Bedson,  Chem.  Soc. 
Trans.  1880,  92). 

a-Aminophenylacetic  acid  0,11 5-CH(NH2)CO,H. 
Obtained  by  heating  a-phenylbromacetio  acid 
Avith  aqueous  ammoma  at  100-110**  (Stockenius, 
Ber.  1878,  2002);  m.p.  256*  (Tiemann,  Ber. 
1880,  383).  Sublimes  without  melting  at  265** 
(Elbers,  Annalen,  227,  344). 

a-AMDIO  CAPROIC  ACID  v.  Leucine. 

AMINONAPHTHOPHENAZINE  v.  Azines. 

AMINOPHSNYLACETIC    ACID    v.   Amino- 

ACIDS   (ABOMATIC). 

AMINOPHENOPHENANTHRAZINE  v. 

Azines 

a-    and     jS-AMINOPROPIONIC     ACIDS    v. 

At  aWTNUL 

a-AMINO-i^o-VALERIC  ACID  v.  Valine. 
AMLA  (Beng.),  AMLIKA  (Hind.),  AMLIKU 
(Ass.),  OWLA  (Mechi),  NELLI  and  TOPPINELLI 

(Tam.).  A  euphorbiaceous  Indian  tree,  Phyllan- 
thus  emblica  (Luin.),  the  fruits  of  which  {Emblic 
myr6balans)B,re  used  in  a  fresh  condition  as  a  laxa- 
tive, and,  when  dried,  as  an  astringent  (Dymock, 
Pharm.  J.  [3]  10, 382).  The  fruits  are  also  pickled 
and  eaten,  and  used  for  tanning  and  dyeing. 

AMMONAL  V.  Explosives. 

AMMONIA.  VdatiU  aXkaii,  alkaline  air, 
spirit  of  hartahom.  Solutions  of  ammonia  have 
been  known  from  very  early  times,  but  the 
substance  itself  was  first  clearly  recognised  by 
Priestley,  who  obtained  it  by  heating  the  aqueous 
solution  and  collecting  the  gas,  which  he  termed 
alkaline  air,  over  mercury.  Scheele  proved  that 
it  contained  nitrogen ;  and  Berthollet,  and  more 
accurately  Austin,  demonstrated  its  real  nature, 
and  determined  the  proportions  of  its  con- 
stituents. 

Ammonia  (or  its  salts)  is  found  in  small 
quantities  in  the  air,  and  in  most  natural  water ; 
in  the  juice  of  plants,  in  most  animal  fluids,  in 
many  soils,  and  in  a  few  minerals,  ochres,  clays, 
maris,  &c.  Ammonia  can  be  obtained  syntheti- 
cally in  small  quantity  by  the  passage  of  elec- 
trical discharges  through  a  mixture  of  nitrogen 
and  hydrosen  (Donkin,  Pogg.  Ann.  21,  281);  or 
as  nitrite  by  the  action  of  a  strong  induction 
spark  on  a  mixture  of  nitrogen  and  water 
vapour  (Thenard,  Ck)mpt.  rend.  76,  983) ;  or  as 
chloride  by  sparking  a  mixture  of  hydrogen, 
nitrogen,  and  hydrogen  chloride  (Deville,  Compt. 
rend  60, 317) ;  or  by  the  action  of  heated  spongy 
platinum,  pumice,  &c.,  on  a  mixture  of  hydrogen 
and  nitric  acid. 

For  laboratory  purposes  the  gas  is  usually 
prepared  by  heating  a  mixture  of  ammonium 
chloride  or  sulphate  with  slaked  lime,  or  by 

§ently  warming  the  concentrated  solution,  and 
rying  the  gas  over  quicklime.  (For  the  pre- 
paration of  the  chemically  pure  gas,  see  Stas, 
Zeitsch.  anal.  C!liom.  6,  423.) 
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Ammonia  is  a  colourless  gas,  having  a  very 
pungent  characteristic  smell,  and  is  poisonous 
when  breathed  in  quantity,  destroying  the 
muoous  membrane.  It  has  a  sp.gr.  of  0*5967 
(air  =  1),  1  litre  of  the  gas  at  0^  and  760  mm. 
weighing  0*7708  gram,  and  readily  liquefies  on 
compression,  the  critical  temperature  being  131^, 
and  the  critical  pressure  113  atm.  Liquid 
ammonia  is  colomrless  and  very  mobile,  and  has 
a  Bp.gr.  at  074°  of  0-6386  (Dieterici),  0-6388 
(Brewes),  the  coefiicient  of  expansion  being  very 
high  and  increasing  rapidly  with  the  temperature. 
It  boils  under  atmospheric  pressure  at  —33*5^, 
and  freezes  to  a  white  crystalline  solid  at  —75^ 
(Faraday),  —77®  (Brill),  the  vapour  pressure  being 
as  follows  (Regnault,  J.  1863,  70)  :— 

at  —30''  1-14  atm.       at    O"*  4-19  atm. 
„  -20*  1-83     „  „  10*  6-02 


»» 


10*  2-82 


tr 


»» 


20*  8-41 


»» 


»» 


Its  latent  heat  of  evaporation  is,  with  the  excep- 
tion of  that  of  water,  higher  than  that  of  any 
known  liquid,  amounting  to  about  6000  cal. 
at  15*  and  5600  cal.  at  its  boiling-point,  and  on 
this  account  it  is  produced  commercially  in 
largo  quantity  for  employment  in  freezing 
machines.  In  many  of  its  physical  properties 
the  liquid  resembles  water,  and  it  acts  as  a  solvent 
for  a  large  number  of  substances. 

Ammonia  gas  bums  with  difficulty  in  the 
air  when  cold,  but  inflames  more  readily  on 
heating,  and  still  more  readily  in  oxygen, 
giving  a  greenish-yellow  flame  of  high  tempera- 
ture. In  presence  of  suitable  catalysts,  such  as 
copper,  iron,  nickel,  and  especially  platinum, 
ammonia  is  oxidised  by  oxygen  at  lower  tem- 
peratures with  production  of  oxides  of  nitrogen, 
the  manufactiure  of  nitric  acid  from  ammonia  by 
Ostwald's  process  (Eng.  Pat.  698,  1902)  being 
carried  out  in  this  manner.  A  number  of  the 
elements,  when  heated  in  ammonia  eas,  yield 
corresponding  nitrides,  boron,  magnesmm ;  and 
titanium  being  especiaJly  active  in  this  respect, 
whilst  the  a&ali  metals  give  rise  to  amides. 
With  carbon  at  temperatures  above  750* 
ammonia  is  partly  dissociated,  and  partly 
converted  into  hydfrocyanio  acid,  the  presence 
of  the  latter  in  crude  coal  gas  being  largely  due 
to  this  reaction. 

Many  salts  combine  with  ammonia  to  form 
stable  compounds  at  the  ordinary  temperature, 
the  ammonia  playing  the  same  part  as  water  of 
crystallisation.  It  is  evolved  on  heating,  liquid 
ammonia  having  been  first  obtained  by  Faraday, 
in  1 823,  by  warming  the  compound  with  silver 
chloride  2A^C1,3NH„  in  a  sealed  tube. 

The  action  of  heat  upon  ammonia  has  been 
investigated  by  Ramsay  and  Young  (Chem.  Soc. 
Trans.  45,  92),  Perman  (Proc.  Roy.  Soo.  74, 
110;  76A,  167),  Haber  and  v.  Oordt  (Zeitsch. 
anorg.  Chem.  44,  341),  and  Nemst  and  Jost 
(Zeitsch.  Elek.  13,  521).  Under  atmospheric 
pressure,  decomposition  commences  at  tempera- 
tures below  500*,  its  extent  increasing  -rapidly 
with  the  temperature,  but  the  speed  with  which 
equilibrium  is  attained  between  undeoomposed 
ammonia  and  nitrogen  and  hydrogen  varies 
greatly  according  to  the  nature  of  the  surfaces 
with  which  the  gases  are  in  contact.  Glass  is 
very  inactive,  but  porcelain  and  many  metals 
ami  their  oxides  have  a  very  strong  accelerating 
effect.     In  presence  of  the  latter  decomposition 


becomes  nearly  complete  at  630*  under  atmo- 
spheric pressure,  but  the  last  traces  do  not  dis- 
appear even  at  1000*.  Conversely,  in  presence 
of  iron  as  catalyst,  Uaber  and  v.  Oordt  nnd  that 
at  1000*  traces  of  ammonia  are  formed  from 
nitrogen  and  hydrogen  at  atmospheric  pressure, 
and  Nemst  and  Jost  have  found  that  small 
quantities  are  formed  at  the  same  tempera- 
ture under  the  greater  pressure  of  60-70  atm. 
Recently,  however,  Haber  has  found  that  at 
temperatures  of  500*-650*  under  200  atm. 
pressure,  in  presence  of  metallic  osmium  or 
uranium,  nitrogen  and  hydrogen  combine  to  a 
considerable  extent  {see  below). 

Ammonia  gas  is  very  soluble  in  water, 
alcohol,  ether,  and  many  saline  solutions,  the 
aqueous  solution  (caustic  ammonia  or  liquor 
amtnonice)  being  of  great  commercial  importance. 
One  gram  of  water  at  0*  and  760  mm.  absorbs 
1148  C.C.  or  0*876  gram  of  ammonia,  at  10* 
0-679  gram,  at  20*  0-526  gram,  at  30*  0-403  gram, 
and  at  100*  0-074  gram  (Roscoe  and  Dittmar, 
Chem.  Soc.  Trans.  12,  128 ;  Sims,  Chem.  Soo. 
Trans.  14,  1 ;  see  also  Perman,  Chem.  Soc. 
Trans.  79,  718;  83,  1168).  In  the  act  of 
solution  much  heat  is  evolved,  and  according  to 
Thomson,  NH,+aq.  =  8430  cals. 

The  density  of  aqueous  solutions  of  ammonia 
of  varying  strength,  according  to  the  deter- 
minations of  Lunge  and  Wiemik,  is  given  on 
p.  139. 

The  solution  is  very  strongly  alkaline,  and 
unites  with  acids  to  form  the  ammonium  salts, 
and  it  is  frequently  supposed  that  the  solution 
contains  ammonium  hydroxide  NH^'OH,  corre- 
sponding to  NaOH  and  KOH.  The  evidence 
for  this  view  is  not  altogether  conclusive,  and 
the  physical  properties  of  the  solution  at  the 
ordinary  temperature  are  in  some  respects 
opposect  to  the  presence  of  the  compound 
NU4OH,  and  in  favour  of  the  supposition  that 
the  ammonia  is  dissolved  as  such.  At  very  low 
temperatures,  however,  Rupert  (J.  Amer.  Chem. 
Soc.  31,  866;  32,  748)  has  shown  that  two 
definite  hydrates  exist,  the  freezing-point  curve 
of  mixtures  of  ammonia  and  water  in  varying 
proportions  shotting  two  well-defined  minima  at 
—87*  and  —94*  respectively,  the  composition  at 
these  two  points  corresponding  to  the  formidaB 
;  NH3,H,0  and  2NH„H,0.  The  (cst-named forms 
small  colourless  crystals  resemblins  those  of 
sodium  and  potassium  hydroxide ;  ana  the  latter, 
larger  needle-shaped  crystals.  Whether  these 
are  tme  hydrates  or  are  to  be  regarded  as 
ammonium  hydroxide  NH4OH  and  ammonium 
oxide  (NH4)20,  is  at  present  uncertain. 

The  aqueous  solution  of  ammonia  also  dis- 
solves many  metallic  oxides  and  hydroxides, 
such  as  Agj,0,Cu(0H)2,  as  well  as  many  salts 
which  are  insoluble  in  water,  such  as  silver 
chloride  and  phosphate,  and  cuprous  chloride,  and 
also  acts  as  a  solvent  for  many  fats  and  resins. 
The  solution  of  cupric  hydroxide  in  ammonia 
is  of  considerable  commercial  importance,  as 
it  is  a  solvent  for  cellulose,  and  is  used  in 
large  quantities  in  the  manufacture  of  artificial 
silk. 

I.  Teohnioal  sources  of  ammonia.^  Ammonia 
is  formed  in  nature  chiefly  during  the  decay  of 
nitrogenous    organic    substances,    and    oonse- 

For  more  complete  details,  cee  Lunge's  Coal-!]^arand 
Ammonia,  chaps,  xll.-xv.  (Gurney  and  Jacksoii.  1009). 
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quenUy  exists  in  considerable  quantity  both  in 
the  8oU  and  the  atmosphere.  Whilst  this  is  of 
the  greatest  importance  for  a^cnlture,  it  is 
only  possible  in  very  exceptional  cases  to 
utilise  this  source  for  the  manufacture  of  am- 
monium salts,  practically  the  whole  of  the 
world's  production  being  obtained  by  the 
destructive  distillation  of  nitrogenous  organic 
matter,  chiefly  coal. 

A.  Natural  occurrence  of  ammonincal  com- 
pounds in  quantUy  of  commercial  importance, — 
Ammonium  carbonate  has  been  found  in  guano* 
deposits  on  the  West  Coast  of  South  America, 
and  has  been  imported  into  Europe,  a  sample 
imported  into  Germany  in  1848  consisting 
essentially    of    ammonium    bicarbonate    mixed 


with  some  insoluble  matter.  Ammonium  sul- 
phate is  contained  in  the  Tuscan  <  soffioni,'  and 
is  there  obtained  in  considerable  quantity  as  a 
by-product  in  the  manufacture  of  boric  acid. 
Ammonium  chloride,  together  with  sulphate,  is 
sometimes  found  in  the  neighbourhood  of 
volcanoes. 

B.  Synthetic  proceasea  for  production  of 
ammonia, — ^Verv  many  attempts  have  been 
made  to  effect  the  manufacture  of  ammonia  from 
atmospheric  nitrogen,  and  a  large  number  of 
processes  with  this  object  have  been  patented. 
Hitherto,  however,  no  method  which  nas  been 
proposed  has  proved  successful  on  a  commercial 
scale,  for  although,  as  stated  above,  nitrogen  and 
hydrogen  combine  together  to  a  slight  extent  to 
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orm  ammonia,  when  heated  together  under 
suitable  conditions,  the  yield  at  high  tempera- 
tures is  so  small  that  tne  cost  of  production 
would  be  prohibitive.  With  many  of  the 
methods  proposed — such  as  those  of  Swindells 
(Eng.  Pat.  June  21,  1876),  Rickman  (Eng.  Pat. 
3341,  1878),  Glover  (Eng.  Pat.  1890,  1880), 
Solvay  (Bull.  Soc.  chim.  26,  527),  Wagner 
(Jahresbericht.  1876,  444),  Bassett  (Eng.  Pat. 
4338, 1879>--it  is  very  doubtful  whether,  m  fact, 
any  ammonia  is  produced  synthetically,  the 
ammonia  obtained  being  more  probably  all 
derived  from  the  nitrogen  present  in  the  coal  or 
coke  employed  in  each  of  these  processes. 
The  processes  of  Johnson  (Chem.  News,  43, 
pp.  42, 288),  Wolterock  (J.  Soc.  Chem.  Ind.  1908, 
168,  978  ;   Eng.  Pat.  2461,  1902  ;   16,504,  1904  ; 


8368,  1906),  Mond  (J.  Soc.  Chem.  Ind.  1889, 
505),  and  Roth  (D.  R.  P.  191914),  in  which 
a  mixture  of  nitrogen  and  hydrogen  is  passed 
over  various  heated  catal3rtio  agents,  do  not 
appear  to  have  resulted  in  any  commercial 
jdeld  of  ammonia.  Haber  (Zeitsch.  Elek.  Chem. 
16,  244)  has  found  that  when  a  mixture  of 
1  voL  of  nitrogen  and  3  vols,  of  hydrogen  is 
heated  with  metallic  osmium  to  660^  under  a 
pressure  of  200  atm.,  a  verv  considerable 
production  of  ammonia  takes  place  amounting 
to  8  p.c.  of  the  mixed  gas,  and  althou^  osmium 
is  too  scarce  and  expensive  for  technical  use,  it 
may  be  replaced  by  metallic  uranium  with  good 
results.  With  a  small  apparatus  constructed 
to  allow  of  the  circulation  of  the  mixed  gas 
under  this  pressure  over  uranium  heated  to 
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about  500®,  and  ooolins  between  each  passage  of 
the  gas  over  the  metu,  Haber  has  synthesised 
ammonia  at  the  rate  of  about  90  grams  per  hour, 
the  ammonia  separating  out  on  cooling  under 
these  conditions  as  a  liquid.  Larger  plant  is 
now  being  erected  by  the  Badische  Anuin  und 
SodafabiiK. 

Attempts  to  effect  the  83mthesis  by  the 
passage  of  the  silent  discharge  and  of  sparks 
through  the  mixture  of  nitrogen  and  hydrogen 
have  also  failed  to  effect  a  sufficient  yield  of 
ammonia.  Patents  for  this  type  of  process  have 
been  taken  out  by  Young  (Eng.  Pat.  1700, 1880), 
Mulicr  and  Geisenberger  (Eng.  Pat.  1481,  1879  ; 
1592, 1879),  the  SociAt^d' Azote  (I).  R.  P.  17070), 
Nithack  (D.  B.  P.  95532),  West-Beutsche 
Thomasphosphatwerke  (D.  R.  P.  157287  and 
170300),  Gorianoff  (Fr.  Pat.  368585),  Hooper 
(U.S.  Pat.  791194),  and  Cassel (D.  R.  P.  176480); 
see  also  Briner  and  Mettler  (Compt.  rend. 
144,  694),  and  Davies  (Zeitsch.  physikal.  Cliem. 
64,  657).  A  similar  lack  of  commercial  suooess 
has  hitherto  attended  the  efforts  to  produce 
ammonia  by  combining  atmospheric  nitrogen 
with  elements  which  re^ily  form  nitrides,  such 
as  boron,  titanium,  magnesium,  and  calcium, 
and  subsequent  conversion  of  the  nitride  into 
ammonia  by  the  action  of  steam  ;  patents  in  this 
respect  having  been  taken  out  by  Bassett  (Eng. 
Pat.  4338,  1897),  Lyons  and  Broadwell  (U.S. 
Pat.  816928),  Wilson  (Eng.  .Pat.  21765,  1895), 
Mehner  (Eng.  Pat.  12471,  1895;  2664,  1897; 
28667,  1903),  Kaiser  (Eng.  Pat.  26803,  1905), 
Borchers  and  Beck  (B.  R.  P.  196323),  and  Roth 
(D.  R.  P.  197393). 

(>.  Production  from  cyanides, — It  has  long 
been  known  that  nitrogen  combines  at  high 
temperatures  with  carbon  and  alkalis  with 
proauction  of  cyanides,  and  many  attempts 
have  been  made  during  the  last  fiA^y  years  to 
manufacture  cyanides  in  this  manner  and  to 
convert  these  subsequently  into  ammonia  by 
the  action  of  superheated*^  steam.  The  large 
demand  for  cyanides  themselves,  resulting  from 
their  employment  in  the  extractions  of  gold 
from  the  mine  tailings,  and  the  fact  that  at 
present  nitrogen,  in  the  form  of  cyanide,  com- 
mands a  higher  price  than  in  the  form  of 
ammonia,  has  made  such  processes  of  no  value 
for  ammonia  production  under  existing  condi- 
tions, and  in  fact,  at  the  present  time,  the 
opposite  process  of  converting  ammonia  into 
cyanides  is  carried  on  to  a  large  extent.  The 
methods  proposed,  so  far  as  they  relate  to 
cyanide  raocluction,  will  be  discussed  under 
that  heading,  but  one  method  may  be  here 
mentioned,  namely,  the  manufacture  of  calcium 
cyanamide,  Ca :  N-C  \  N,  according  to  Frank 
and  Caro's  process  (J.  Soc.  Chcm.  Lid.  1908, 
1093),  by  the  action  of  nitrogen  on  heated 
calcium  carbide,  this  being  simultaneously  a 
cyanogen  and  an  ammonia  derivative  (v.  Cyan- 
amide,  art.  NiTBooEN,  Atmosphxbic,  Utilisa- 
tion of).  This  substance  may  readily  be  con- 
verted into  ammonia  by  the  action  of  super- 
heated steam,  but  it  is  for  the  most  part 
directly  employed  on  the  land  as  a  nitrogenous 
manure. 

D.  Ammonia  from  urine,  sewage,  and  animal 
excreta. — Urine  is  not  merely  the  oldest,  but 
for  centuries  was  the  only  source  for  obtaining 
ammonia  compounds  on  a  commercial  scale. 


It  is  stated  that  sal-ammoniac  made  from  it  was 
an  article  of  commerce  as  early  as  1410,  and 
that  the  Jesuit  Sicard  in  1720  saw  the  manu- 
facture of  it  in  the  Delta  of  the  Nile.  In  Egypt 
sal-ammoniac  was  made  bv  burning  camets' 
dung  and  collecting  the  sublimate.  Putrefied 
urine  (in  which  the  urea  has  passed  into  ammo- 
nium carbonate)  has  been  used  for  centuries, 
and  to  a  certain  extent  is  still  used  by  dyers  as 
a  source  of  ammonia  for  scouring  wool  and 
other  purposes.  The  methodical  working  up  of 
urine  collected  in  large  quantities,  or  of  sewage 
for  obtaining  ammonia  therefrom,  has  been 
carried  out  in  the  neighbourhood  of  some  large 
towns,  e.g.  Paris,  but  only  a  vcny  small  quantity 
of  ammonia  in  comparison  with  the  enormous 
quantity  excreted  is  actually  obtained  in  this 
way. 

Normal  urine  contains  per  litre  from  20  to 
35  grams  urea  (carbamide),  which  after  a  short 
time  is  changed  into  ammonium  carbonate 
under  the  influence  of  a  micro-organism.  An 
adult  man  produces  from  22  to  37  grams  urea 
per  24  hours,  together  with  a  little  uric  acid, 
corresponding  to  12*6-21  grams  NH,  per  day, 
or  between  9  and  17  lbs.  per  annum.  H  all  the 
ammonia  obtainable  from  London  urine  were  re- 
covered this  would  amount  to  100,000  tons  of 
ammonium  sulphate  per  annum. 

Owing  to  the  now  almost  universal  adoption 
of  the  removal  of  aewaae  by  means  of  water,  the 
dilution  of  the  ammonia  in  the  combined  sewage 
is  so  great  that  its  recovery  is  hardly  practicabfe, 
but  with  concentrated  pan  sewage,  recovery  of 
ammonia  is  carried  on  in  a  few  places,  especially 
in  Paris.  A  large  number  of  patents  have  been 
taken  out  for  the  recovery  of  ammonia  both  from 
sewage  and  also  from  the  more  concentrated  sludge 
deposited  in  the  collecting  tanks  at  the  sewi^e 
works,  among  which  may  oe  mentioned  Duncan 
(D.  R.  PP.  27148,"  28436),  Young  (Eng.  Pat. 
3562,  1882),  Bolton^d  Wanklyn  (Ens.  Pat. 
5173,  1880),  Gesellscnaft  ffir  Wasserabklarung, 
Berlin  (D.  R.  P.  161166),  Butterfield  and 
Watson  (Eng.  Pat.  19502,  1905),  Taylor  and 
Walker  (U.S.  Pat.  603668). 

In  Paris  there  are  daily  2200  cubic  metres 
(say  tons)  of  urine  and  night  soil  taken  out  of 
the  fosses,  and  treated  by  various  processes. 
In  the  Bilange  process  the  sewage  is  mixed  with 
milk  of  lime  and  allowed  to  settle,  the  liquid 
portion  is  worked  for  ammonia,  the  muddy  de- 
posit (containing  a  groat  many  albuminoid 
matters)  is  heated  by  steam,  passed  through 
filter-presses  and  sold  as  manure.  In  the 
Kuentz  process  the  muddy  deposit  is  mixed 
with  a  reagent  prepared  by  treating  a  mixture 
of  bauxite,  natural  phosphate  of  lime,  and 
hydrated  oxide  of  iron  with  hydrochloric  acid. 
The  resulting  mass  is  passed  through  filter- 
presses  ;  the  cakes  remaining  in  these  contain 
all  the  phosphoric  acid  (10-12  p.c.)  as  dicalcio 
phosphate,  precipitated  by  ammonium  car- 
bonates; the  iron  has  absorbed  the  sulphur 
compounds,  and  the  alumina  has  modified  the 
albuminous  and  slimy  matters  which  would 
have  impeded  the  filtration.  The  percentage  of 
nitrogen  in  these  cases  is  3-3*6. 

Ketjen  (Zeitsch.  ansew.  Chcm.  1891,  294) 
also  reports  a  successfm  recovery  of  ammonia 
from  concentrated  sewage  by  distillation  with 
lime  at  Amsterdam. 
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E.  Ammnnia  from  guano,  dsc — ^Whilst  the 
ammonia  obtainable  from  excreta  is  mostly  lost 
for  immediate  recovery,  as  it  quickly  jMtsses 
away  into  the  water,  the  soil,  or  the  air,  there 
are  a  few  exceptions  to  this  rule  presented  by 
the  deposits  of  birds'  excrements  on  some  desert 
islands,  and  a  few  similar  cases.  In  this  *  euano, ' 
ammonia  salts  exist  already  preformed,  and 
ammonia  can  be  formed  from  other  nitro- 
genous substances  contained  therein  by  heating 
fl[uano  with  lime  (as  patented  by  Young  in  1841), 
but  this  process  is  not  remunerative,  since  the 
direct  manurial  value  of  suano  is  much  superior  to 
that  of  the  ammonia  salts  obtainable  therefrom. 

F.  Manufacture  of  ammonia  by  the  destructive 
distillation  of  nitrogenous  organic  matter, — ^The 
total  quantity  of  ammonia  commercially  pro- 
duced by  all  of  the  methods  described  above  is 
at  present  almost  negligible,  nearly  the  whole  of 
the  world's  supply  of  ammonia  and  its  salts 
being  obtained  as  a  by-product  in  the  course  of 
other  manufactures  in  which  nitrogenous  organic 
matter  is  subjected  to  the  process  of  destructive 
distillation.  By  far  the  greatest  proportion  is 
obtained  in  the  manufacture  of  illuminating  sas, 
power  gas,  or  coke  from  coal,  and  in  the  distula- 
tion  of  shale  for  the  production  of  shale  oil.  A 
considerable  amount  is  also  recovered  from  the 
gases  evolved  from  blast-furnaces  where  coal  is 
used  as  fuel,  and  smaller  quantities  from  the 
distillations  of  bones,  horn,  and  other  animal 
refuse,  and  also  from  the  residue  obtained  from 
beet-root  molasses. 

The  total  production  of  ammonia  in  the 
United  Kingdom,  calculated  as  sulphate,  for  the 
years  1907-8-9,  is  shown  in  the  following 
table,  the  fi^pires  for  1889  beinc  also  given  to 
indicate  the  increase  in  production  during  the 
past  20  years.  The  statistics  are  taken  from  the 
Annual  Reports  of  the  Chief  Alkali  Inspector  : — 

1889  1907  1908  1909 

Gas  works        .  87,000  165,474  165,218  164,276 

Ironworks       .    5,600  21,024  18,131  20,228 

Shale  works     .  22,000  51,338  53,628  57,048 

Coke  ovens  .  —  53,572  64,227  82,886 
Producer  sas  imd 

other  cariwn- 

ising  works     .   3,000  21,873  24,024  24,706 

117,500  313,281  325,228  349,143 

The  world's  production  for  1907  is  given  in 
Mineral  Industry,  16,  31,  as  follows  : — 

Great  Britain     .  331,220  metric  tons  (2204  lbs.) 

Germany  .  287,000 

United  States     .     81,400 

Holland  and  Bel- 
gium    .  56,000 

France  .     52,900 

Other  European 
countries         .     88,000 


>> 
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895,520 

Of  the  German  production,  only  30,000  tons  were 
produced  from  «8  works,  the  remainder  being 
derived  chiefly  fiom  coke  ovens. 

Coal  always  contains  nitrosen  in  greater 
proportion  than  is  present  in  nresh  vegetable 
matter,  this  being  probably  due  to  the  remains 
of  animals  inhabiting  the  coal-forming  forests 
and  swamps.  The  total  percentage  of  nitrogen 
found  in  the  coal  usually  varies  between  the 


limits  of  0'9  and  2*0  p.c. ;  thus  Tidy  (Lunge's 
Coal  Tar  and  Ammonia,  4th  ed.  p.  872)  found 
in  Welsh  coal  0*91  p.c.,  in  Lancashire  coal  1*25 
p.c.,  and  in  Newcastle  coal  1*32  p.c.,  whilst 
Foster  (Inst.  av.  Eng.  77,  iii.  23)  found  in  Welsh 
anthracite  0*91  p.c.,  in  English  coals  1-66-1*75 
p.c.,  and  in  Scotch  cannel  1*28  p.c.  Schilling 
(J.  Gasbel,  1887,  661),  using  the  KjeldaU 
method  of  estimation,  obtained  from  West- 
phalian  coal  1*50  p.c.,  from  Saar  coal  1*06  p.c., 
from  Silesian  coal  1*35  p.c,  from  Bohemian  coal 
1  *36  p.c,  from  Saxon  coal  1  -20  p.c,  from  Boldon 
(Durham)  coal  1  -45  p>c.,  from  Pilsener  cannel 
1-49  p.c,  and  from  Bohemian  lignite  0*62  p.c. 
McLeod  (J.  Soc.  Chem.  Ind.  1907,  137)  analysed 
80  samples  of  Scotch  coals  and  camiels,  and  found 
percentages  of  nitrogen  varying  from  0-91  to 
1  *87,  ana  averaging  1  -43. 

The  world's  production  of  coal  in  1909 
amounted  to  about  960,000,000  tons,  containing 
on  the  average  probably  some  I  -3  p.c.  of  nitrogen, 
which,  if  the  whole  were  recovered  as  ammonia, 
would  represent  an  output  of  about  48,000,000 
tons  of  ammonium  sulphate  per  annum.  In 
fact,  however,  the  production,  as  shown  by  the 
above  figures,  only  amounts  to  about  X  of  this 
quantity.  Fully  90  p.c.  of  the  coal  is  con- 
sumed in  such  a  manner  that  the  recovery  of 
the  nitrogen  is  impracticable,  and  where  the 
processes  in  use  are  such  that  ammonia  is 
recovered,  only  a  relatively  small  proportion  of 
the  nitrogen  is  actually  obtained  in  the  form  of 
ammonia,  for  reasons  discussed  later  in  con- 
sidering the  different  manufactures  in  which  it 
is  produced. 

(a)  Production  of  ammonia  in  the  manufacture 
cf  coal  gas,  and  of  coke  in  by-product  coke  ovens, — 
The  carbonisation  of  coal  in  retorts  for  the  manu- 
facture of  illuminating  gas  for  general  distribu- 
tion at  present  yields  the  laivest  contribution  of 
ammonia,  but  the  output  m)m  this  source  is 
being  rapidly  approached  by  that  obtained  in 
the  analogous  process  of  carbonising  the  coal  in 
ovens  for  the  manufacture  of  hard  metallurgica] 
coke.  Formerly  the  great  bulk  of  such  coke  was 
manufactured  in  be^ivo  ovens,  in  which  case 
no  by-products  were  recovered,  but  these  are 
now  being  rapidly  replaced  by  by-product 
recovery  ovens,  the  quantity  of  ammonium 
sulphate  obtained  from  this  source  in  the  United 
Kingdom  having  increased  from  about  10,000 
tons  in  1899  to  83,000  tons  in  1909. 

In  both  industries,  however,  only  a  portion 
of  the  nitrogen  of  the  coal  is  recovered  in 
the  form  of  ammonia,  the  remainder  being 
distributed  in  the  coke,  as  nitrogenous  com- 
pounds in  the  tar,  as  cyanide  in  the  gas  and 
ammoniaoal  liquor,  and  as  free  nitrogen  in  the 
gas.  The  relative  proportion  of  the  nitrogen 
obtamed  in  the  different  forms  varies  consi(fer- 
ably,  i>eing  dependent  both  on  the  nature  of  the 
coal  and  on  the  conditions  of  carbonisation ; 
the  rate  at  which  the  latter  proceeds,  and  es- 
pecially the  temperature  employed  have  a 
marked  influence.  At  low  temperatures,  such, 
for  example,  as  are  employed  in  the  manufacture 
of  *  coalite  '  (about  45(r ),  a  very  larse  proportion 
of  the  nitrogen  remains  in  the  ccMce,  but  iiith 
higher  temperatures,  although  more  nitrogen 
is  given  off  from  the  coke  primarily  in  the  form 
of  ammonia,  this  is  partly  converted  into  hydro- 
cyanic acid  by  the  action  of  incandescent  carbon 
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and  partly  diflsociated  into  its  elements,  the 
latter  being  especially  the  case  when  the  volatile 
products  as  well  as  the  residua]  coke  are  strongl}' 
heated.  The  maximum  yield  of  ammonia, 
when  carbonising  in  horizontal  retorts  appears 
to  take  place  at  a  temperature  of  about  900°- 
950%  but  with  vertical  retorts  heated  to  much 
higher  temperatures,  a  greater  yield  of  ammonia 
is  claimed,  oiling  to  the  fact  that  the  volatile 
products  are  not  raised  to  so  high  a  temperature 
before  escaping  from  the  retort. 

The  following  tables,  which  give  figures 
obtained  over  a  long  period  of  working  in  eas- 
works  and  coke  ov^is  respectively,  probably 
represent  a  fair  average  of  the  distribution  of  the 
nitrogen  in  the  two  industries  under  modem 
conditions,  although  doubtless  in  different  works 
considerable  variations  from  these  fisures  occur. 
The  gas-works  figures  are  given  by  McLeod 
(J.  Soc.  Chem.  Ind.  1907,  137)  as  the  result  of 
working  at  the  Provan  Gas  Works,  Glasgow, 
and  the  coke-oven  figures  by  Short  (J.  Soc.  Chem. 
Ind.  1907,  681)  for  the  working  of  Otto-Hilgen- 
stock  Coke  OvenSy  using  Newcastle  coal. 

Gas  works  Coke  ovens 
Nitrogen  in  coke        .  58-3  .  43*31  p.c.  of  total 
in  tar          .     3-9  .     2*98 
as  ammonia    17*1  .  16*16 
as  cyanide  .      1  -2  .     1  *43 
as  free  nitro- 
gen in  the  gas  19  *6  .  37  '1 2  „ 

McLeod  does  not  appear,  however,  to  include  in 
his  cyanide  figures  the  hydrocyanic  acid  removed 
from  the  gas  during  condensation,  allowance  for 
which  would  probably  raise  the  cyanide  figure 
to  about  I  *6  p.c. 

In  both  gas  and  coke-oven  works  the  am- 
monia is  recovered  by  cooling  the  gas,  when  tar 
and  aqueous  vapour  condense,  the  condensed 
water  removing  a  large  portion  of  the  ammonia 
and  other  gaseous  impurities  from  the  gas,  and 
the  remainder  being  recovered  by  washing  the 
cooled  gas  with  water.  Recently,  also,  in  coke- 
oven  works,  processes  have  been  adopted  in 
which  the  ammonia  is  directly  recovered  from 
the  hot  gas  by  washing  with  sulphuric  acid 
after  removal  of  the  tar.  Methods  for  manu- 
facturing ammonium  sulphate  direct  from  the 
crude  gas,  in  which  the  sulphuretted  hydrogen 
present  is  simultaneously  oxidised  to  form  the 
necessary  sulphuric  acid,  have  been  described  by 
Feld  (Eng.  Pat.  3061,  1909)  and  Burkheiser 
(Eng.  Pat.  20920,  1908;  21763,  1908;  17369, 
1910),  but  the  processes  are  still  (1910)  in  the 
experimental  stage. 

The  various  apparatus  employed  and  methods 
of  working  are  described  in  the  articles  on  Gas 
(Coal)  and  Cokb.  The  yield  of  ammonia  in 
both  gas  works  and  coke  ovens,  calculated  as 
sulphate,  amounts  usually  to  20-26  lbs.  per  ton. 

Many  attempts  have  been  made  to  increase 
the  proportion  of  nitro|;en  converted  into 
ammonia,  but  none  applicable  to  these  two 
industries  has  had  any  success.  Cooper's  lime 
process  (Eng.  Pat.  6713,  1882),  in  which  lime 
IS  added  to  the  coal  before  carbonisation,  was 
tried  in  many  works,  and  abandoned,  as,  although 
a  greater  yield  of  ammonia  was  obtained,  the 
gam  in  this  respect  was  more  than  counter- 
balanced by  the  loss  due  to  depreciation  in  the 
quality  of  the  resulting  coke. 


(6)  Prodwctum  of  ammonia  in  the  manufac- 
ture of  producer  gas  from  coal. — In  the  manufac- 
ture of  producer  gas  from  carbonaceous  fuel  («ee 
Gas,  Producer)  dv  the  introduction  of  limited 
amounts  of  air  and  steam  into  the  incandescent 
fuel,  the  whole  of  the  carbon  of  the  latter  is 
gasified  together  with  the  nitrogen  it  contains. 
Where  the  quantity  of  steam  added  is  limited, 
so  as  to  ensure  that  the  gas  produced  shall  only 
contain  small  percentages  of  carbon  dioxide, 
the  temperature  of  the  producer  is  such  that 
almost  the  whole  of  the  ammonia  formed  from 
the  nitrogen  is  dissociated  into  its  elements  as 
fast  as  it  is  produced.  If,  on  the  other  hand,  a 
large  excess  of  steam  is  employed,  the  tempera- 
ture of  the  producer  is  so  much  lowered  that  the 
greater  part  of  the  ammonia  escapes  decomposi- 
tion, and  may  then  be  recovered  from  the  gas 
evolved.  The  latter  contains  much  lar|[er 
percentages  of  hydrogen  and  carbon  dioxide 
than  that  obtained  Ly  the  use  of  smaller  quan- 
tities of  steam,  but  is  still  capable  of  economic 
employment,  especially  in  gas  engines.  The 
process  is  therefore  now  la^ly  iMlopted  for 
producers  using  bituminous  fuel,  especially  in 
the  Mond  Gas  j^ant,  in  which  up  to  about  76  p.c. 
of  the  nitrogen  in  the  coal  is  recovered  as  am- 
monia. This  is  usually  obtained  direct  as 
sulphate  by  washing  the  crude  gas  with  dilute 
sulphuric  acid,  and  subsequent  evaporation  and 
crystallisation  of  the  solution  obtained;  the 
sulphate  thus  produced  has,  however,  generally 
a  yellow  or  brownish  colour,  due  to  the  presence 
of  small  amounts  of  tarry  matter. 

The  emfdoyment  of  steam,  except  in  very 
limited  quantity,  is  impracticable  in  tne  carboni- 
sation of  coal  m  gas  works  and  coke  ovens,  as 
the  chief  producte  required  in  tiiose  industries 
are  gas  of  relatively  high  illuminating  power 
and  calorific  power,  or  good  coke,  or  both ;  and 
the  addition  of  steam  in  such  quantity  as 
materially  increases  the  yield  of  ammonia,  effecte 
so  large  a  depreciation  in  t^e  quality  of  gas  and 
coke  produced  that  the  loss  in  these  respecte  far 
outweighs  any  increased  revenue  obtained  from 
the  additional  quantity  of  ammonia  formed. 

(c)  Production  of  ammonia  from  shale. — In 
the  distillation  of  Scoteh  bituminous  shales  for 
the  production  of  shale  oil  (see  Paraffin), 
ammonia  is  also  evolved,  and  is  recovered  in  a 
similar  manner  to  that  employed  in  gas  works. 
In  this  case  also  the  introduction  of  steam  (and 
also  of  limited  quantities  of  air)  during  the 
distillation  has  the  effect  of  largely  increasing 
the  percentage  of  nitrogen  recovered  as  ammonia. 
The  objections  to  the  method  which  hold  in  the 
case  of  the  gas  industry  do  not  apply  in  the 
shale-oil  manufacture,  as  the  chief  product,  the 
shale  oil,  is  not  materiaUy  affected  by  the  use  of 
steam,  and  the  coke  formed  is  in  any  case  of 
littie  value.  The  gas  produced,  even  when 
steam  is  used,  is  sufficiently  good  for  the  purpose 
for  which  it  is  used,  namdy,  for  heating  the 
retorts.  The  addition  of  steam  for  increasing 
the  yield  Of  ammonia  was,  in  fact,  first  worked 
out  to  practical  success  in  this  industry,  chiefly 
by  Young  and  BeUby  (Eng.  Pat.  1687,  1881 ; 
2164,  1881;  4284,  1881;  1377,  1882;  6084, 
1882  ;  see  also  Beilby,  J.  Soc.  Chem.  Lid.  1884, 
216),  ito  application  in  the  case  of  carbonisation 
of  coal  in  pntxiucers  for  the  same  purpose  being 
of  rather  later  date. 
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{d)  Ammonia  from    blaxt  furnaces. — Where 
coal  is  used  as  fuel  in  blast  furnaces  for  cast-iron 
production,  the  waste  gases  contain  considerable 
quantities  of  ammonia  and  tanr  matters,  which 
ape  now  largely  recovered  from  the  gas,  the  latter, 
after  purification,  bein^  employed  in  gas  engines. 
In  most  English  districts,  the  coal  availaole  is 
not  sufficienuy  hard  for  use  in  the  furnaces,  and 
hard  coke  is  used,  the  employment  of  coal  being 
confined  chiefly  to  the  West  of  Scotland  and  to 
North   Staffordshire,   where   coal   of   sufficient 
hardness  can  be  obtained.     The  recovery  of  the 
tar  and  ammonia  is  effected  by  cooling  and  wash- 
ing in  a  similar  manner  to  that  employed  in  gas 
works,  the  apparatus  being  suitably  modified  to 
allow  for  the  fact  that  the  tar  and  ammonia  are 
much  more  diluted  with  other  gases,  and  that 
large  quantities  of  dust  are  mechEinicflJly  carried 
along   with  the  gas  from  the   blast  furnace. 
Processes  for  the  washing  of  the  gas  with  dilute 
sulphuric  acid  do  not  appear  so  far  to  have  been 
permanently  successful,  and  the  same  is  true 
of  the  process  of  Addie  (Eng.  Fat.  4758,  1882 ; 
3246,  1883),  in  which  the  gas  was  mixed  with 
sulphur  dioxide  and  passed  through  a  scrubber 
fed  with  water,  the  resulting  solution  of  am- 
monium sulphite  being  oxidised  to  sulphate  by 
injection  of  air. 

The  yield  of  ammonium  sulphate  obtained 
from  blast  furnaces  is  very  similar  to  that 
obtained  in  gas  works  and  from  coke  ovens, 
namely  from  20  to  26  lbs.  per  ton  of  coal. 

(<)  Ammonia  from  peat. — Vast  deposits  of 
peat  exist  in  many  places,  especially  in  Ireland 
and  Prussia,  and  as  this  contains  a  good  deal  of 
nitrogen,  amounting  in  some  cases  to  4  p.c.  of 
the  dry  peat,  many  attempts  have  been  made  to 
recover  this  nitrogen  as  ammonia.  The  great 
difficulty  in  the  way  has  been  the  very  large 
quantity  of  water  contained  in  the  peat,  which 
is  costly  to  remove,  and  hitherto  very  little 
ammonia  has  been  put  on  to  the  market  from 
this  source.  Of  the  earlier  attempts  that  of 
Grouven  (D.  R.  PP.  2709,  13718,  18061)  is  of 
interest,  inasmuch  as  this  represents  one  of  the 
first  attempts  to  increase  the  yield  of  ammonia 
bv  injection  of  steam  during  distillation,  but 
although  prolonged  experiments  were  made 
with  the  process,  it  was  ultimately  abfindoned* 
Lenoauchez  suggested  the  use  of  peat  in  gas 
producers  with  subsequent  ammonia  recovery, 
and  patents  relating  to  the  matter  were  taken 
out  by  Ruderer,  Loe,  and  Gumbart  (D.  R.  P. 
63844),  Kuntze  (Eng.  Pat.  0062,  1891),  and 
Pieper  (Eng.  Pat.  28190,  1896). 

More  recently  Woltereck  (Eng.  Pat.  16604, 
1904 ;  28963,  1906 ;  28964, 1906)  has  patented 
a  process  for  recovering  ammonia  and  other 
products  from  peat,  and  works  for  carrying  out 
the  method  have  been  erected  near  Camlough 
Harbour,  in  the  North  of  Ireland.  In  ms 
process,  the  wet  peat  is  placed  in  a  generator, 
and  burned  in  a  current  of  air  and  steam, 
regulated  so  as  to  keep  the  temperature  of  the 
generator  very  low  and  at  the  same  time  to 
effect  almost  complete  combustion  of  the  peat, 
no  attempt  being  made  to  obtain  a  combustible 
gas.  l^e  products,  in  addition  to  the  waste 
gases,  are  chiefly  small  quantities  of  tarry 
matter  of  the  paraffin  series,  acetic  acid  and 
ammonia,  the  nrst  being  removed  by  treating 
the  hot  gases  with  high  boiling  oils,  the  gas 


then  passing  through  hot  milk  of  lime  to  absorb 
the  acetic  acid,  and  finally  through  sulphuric 
acid  to  recover  the  ammonia  as  sidphate.  (It 
is  claimed  that  not  only  is  a  quantitative  yield 
of  ammonia  obtained  from  the  nitrogen  oi  the 
peat,  but  that  some  ammonia  is  also  formed 
synthetically  from  the  nitrogen  of  the  air  used.) 
Details  of  the  results  on  the  manufacturing  scale 
have  not  yet  been  published. 

Frank  and  Caro,  in  conjunction  with  the 
Mond  Gas  Co.  (Zeitsch.  angew.  Chem.  1906, 
1569),  find  that  peat  containing  60  p.c.  of  water 
may  be  employed  in  place  of  coal  in  the  Mond 
Gas  plants,  with  production  of  gas  suitable  for 
gas  engines,  and  a  yield  of  about  90  lbs.  of  am- 
monium sulphate  per  ton  of  dry  peat. 

(/)  Amm<mia  from  bones,  Tiorn,  leather ^  hair, 
skins f  and  other  animal  refuse. — In  the  distillation 
of  bones  for  the  manufacture  of  bone  charcoal 
(animal  charcoal,  or  ^  char '),  used  especially  in 
sugar  refining,  large  quantities  of  ammonia  are 
formed,  together  with  tar  rich  in  pyridines, 
known  as  'DippeFs  oil.'  The  carbonisation  is 
frequently  carried  out,  especially  in  France  and 
Germany,  by  heating  the  bones  in  open  pots 
placed  in  a  furnace,  in  which  case  the  tar  and 
ammonia  are  so  largely  diluted  with  hot  furnace 
gases  that  their  recovery  is  rendered  very  diffi- 
cult. In  this  country  generally,  and  to  an  in- 
creasinff  extent  elsewhere,  the  carbonisation  is 
effected  in  closed  retorts,  and  the  tar  and  am- 
monia recovered  in  accordance  with  the  usual 
gas  works  practice,  the  yield  of  ammonia  being 
equivalent  to  about  60-^  lbs.  of  sulphate  per 
ton  of  dry  bones. 

Other  animal  refuse,  such  as  wool,  hair, 
skin,  waste  leather,  &c.,  is  sometimes  carbonised 
in  a  similar  way,  the  residue  being  employed  as 
manure,  and  the  ammonia  recovered  from  the 
gases.  Sometimes,  however,  these  materials  are 
simply  heated  in  cylinders  in  a  current  of  steam, 
which  renders  them  friable  and  capable  of  ready 
disintegration,  when  they  are  directly  employed 
as  manure.  A  further  proposal  is  to  utilise  the 
nitrogen  by  heating  the  dried  refuse  with  con- 
centrated sulphuric  acid,  whereby  the  nitrogen 
is  converted  quantitatively  into  ammonium 
sulphate,  as  in  the  well-known  Kjeldahl  method 
of  estimating  nitrogen. 

ig)  Ammonia  as  a  by-product  in  (he  beet-root 
sugar  industry. — During  the  evaporation  of  beet- 
root juice,  small  amounts  of  ammonia  are 
evolved,  which  Vibrans  (D.  R.  P.  16613)  has 
proposed  to  collect.  Much  larger  amounts  can, 
however,  be  obtained  by  the  mstillation  of  the 
'  vinasse,'  t.e.  the  residue  left  after  fermenting 
the  sugar  remaining  in  the  molasses,  and  dis- 
tilling off  the  alcohol  produced.  This  contains 
nitrogenous  bases,  especially  betame,  and  on 
dry  distillation  yields  ammonia  and  trimethyl- 
amine.  Vincent  (Chem.  News,  39,  107)  carried 
out  the  distillation  with  the  primary  object  of 
obtaining  trimethylamine  ana  from  the  latter 
methyl  chloride,  but  the  ammonia  was  simul- 
teneously  recovered  as  sulphate.  The  residue 
from  the  distillation  is  rich  in  potassium  salts, 
and  is  employed  as  a  manure  or  worked  up  into 
pure  salte.  Other  patents  dealing  with  the 
recovery  of  ammonia  by  distillation  of  vinasse 
are  those  of  Ernst  (D.  R.  P.  13871),  Lederer 
and  Gintl  (D.  R.  P.  17874),  and  Meyer  (Eng.  Pat. 
17347,   1887).     Bueb   (Eng.    Pat.   7176,    1895; 
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26269,  1898 ;  see  also  Ost,  Zeitsch.  angew. 
Chem.  19,  609)  utilises  the  vinasse  for  the  pro- 
duction of  both  ammonia  and  cyanides,  the 
latter  being  the  product  especially  aimed  at. 
In  his  process  the  vinasse  is  carbonised  in  retorts 
in  the  ordinary  manner,  and  the  gases,  which 
contain  ammonia  and  trimethylamine,  but  little 
hydrocyanic  acid,  are  then  passed  through  a 
hiffhly  heated  brickwork  chamber,  the  ammonia 
bemg  only  slightly  affected,  whilst  the  trimethyl- 
amine is  converted  chiefly  into  hydrocyanic  acid. 
The  resulting  gases,  containing  about  7  p.c.  of 
ammonia  and  7  p.c.  of  hydrocyanic  acid,  are 
passed  through  sulphuric  acid  to  recover  the 
ammonia  as  sulphate,  and  the  gas  freed  from 
ammonia  employed  for  the  manufacture  of 
cyanide. 

IL  Properties  and  Composltloii  Of  Ammoniaoal 
Liquor.  The  ammoniacal  liquor  obtained  by 
the  washing  and  cooling  of  the  eases  produced 
by  destructive  distillation,  is,  aner  separation 
from  tar  by  settling,  a  liquid  havine  a  colour 
from  pale  yellow  to  dark  brown,  and  smelling 
strongly  of  ammonia,  sulphuretted  hydrogen, 
and  aJso  of  phenols.  Its  specific  gravity  usually 
varies  from  1*01  to  1-03.  In  the  coal-gas 
manufacture,  the  liquor  is  usually  obtained  in 
three  stages,  viz.  (1)  the  hydraulic  main  liquor, 
formed  during  the  cooling  of  the  gas  to  tempera- 
tures of  60*^-60**,  which  is  usually  weak  (0-6-1-0 
p.c.  of  NH,),  owing  to  the  lessened  solubility  of 
ammonia  at  that  temperature ;  (2)  the  con- 
denser liquor,  produced  in  the  subsequent 
cooling  of  the  gas  to  atmospheric  temperature, 
which  is  more  concentrated  (2-3*6  p.c.  of  NH,) ; 
and  (3)  the  scrubber  and  washer  liquor,  formed 
by  washing  the  cooled  gas  to  effect  complete 
removal  of  the  ammonia,  the  strength  of  which 
varies  considerably,  and  depends  largely  on  the 
construction  of  the  washing  plant,  and  the 
supervision  of  the  working.  The  first  two 
products  together  form  the  ^virgin  liquor,'  i.e. 
solution  produced  from  the  water  formed  by  the 
condensation  of  the  steam  always  present  in  the 
crude  gas ;  but  the  liquor  from  all  sources  is 
usually  collected  together  with  the  tar  in  a 
common  storage  well  or  wells.  Frequently  the 
weak  hydraulic  main  liquor  is  used,  after  cooling, 
in  the  preliminary  washers  or  scrubbers,  thereby 
effecting  a  further  partial  removal  of  the  am- 
monia, and  becoming  simultaneously  concen- 
trated, but  for  the  complete  removal  of  the 
ammonia  the  gas  must  be  washed  with  fresh 
water  in  the  final  scrubber.  In  coke-oven 
works  the  conditions  prevailing  in  these  respects 
are  very  similar  generally  to  those  in  gas  works. 
The  quantitative  composition  of  the  ammo- 
niacal liquor  varies  considerably,  not  only  in 
that  obtained  at  different  stages  of  the  process, 
but  aJlso  in  the  average  liquor  obtained,  being 
dependent  on  the  nature  of  the  coals  carboniseo, 
the  conditions  of  carbonisation,  and  the  con- 
struction and  working  of  the  condensing  and 
scrubbing  plant.  The  qualitative  composition 
varies  but  little  ;  the  primary  products  formed 
in  the  liquor  are  ammonium  chloride,  sulphides, 
carbonates,  and  cyanide,  produced  by  the 
action  of  the  ammonia  solution  on  the  acid 
constituents  of  the  crude  gas,  viz.  hydrochloric 
acid,  sulphuretted  hydrogen,  carbon  dioxide, 
and  hydrocyanic  acid.  The  strongly  acid  hydro- 
chloric acid  is  absorbed  in  the  earlier  stages  of 


the  cooling,  chloride  being  only  present  to  any 
I  extent  in  the  hydraulic  main  and  condenser 
liquor,  but  the  total  quantity  of  ammonia 
present  is  insufficient  to  remove  the  whole  of 
the  remaining  acid  gases,  which  are  separated 
later  by  special  purification  processes.  Other 
ammonium  salts  are,  however,  product  in  the 
liquor  by  secondary  reactions  ;  thus  the  sulphide 
is  oxidised  by  the  oxygen  always  present  in  the 
crude  gas,  and  later  by  the  oxygen  of  the  air  to 
which  it  is  exposed  during  storage,  yielding 
polysulphides,  thiosulphate,  sulphate,  and 
possibly  sulphite.  The  cyanide  reacts  with 
the  polysulphide,  forming  thioojranate,  and 
possibly  also  with  thiosulphate,  forming 
thiooyanite  and  sulphite,  so  that  polysulphide 
is  rarely  if  ever  found  in  the  liquor.  Small 
quantities  of  ferrooyanide  are  also  sometimes 
formed  by  the  action  of  ammonium  cyanide 
on  the  ironwork  of  the  apparatus.  In 
addition,  the  liquor  always  contains  small 
quantities  of  pyridine,  and  considerable  amounts 
!  of  substances  derived  from  the  tar,  especially 
phenols. 

From  the  point  of  view  of  the  subsequent 
working  up  of  the  ammoniacal  liquor,  it  is 
important  to  distinguish  between  the  amount  of 
'  volatile '  and  '  fixed  '  ammonia  present.  The 
former  represents  the  ammonia  present  as  sul- 
phide, carbonate,  and  cyanide,  and  in  combina- 
tion with  the  phenols,  the  term  being  given 
because  the  ammonia  in  this  form  is  compktely 
dissociated  and  volatilised  by  simply  boiling  the 
solution ;  whereas  that  present  as  chloride, 
sulphate,  thiosulphate,  and  thiocyanate  is  not 
evolved  to  any  material  extent"  under  these 
conditions,  and  is  therefore  termed  *fibced' 
ammonia.  For  its  recovery  it  is  necessary  to 
add  to  the  liquor  a  sufficient  amount  of  a  stronger 
alkali  to  combine  with  the  whole  of  the  above- 
named  acids  present.  The  ^  fixed '  ammonia  in 
the  average  liquor  usually  amounts  to  from 
20  to  26  p.c.  of  the  whole,  but  the  proportion  is 
much  higher  in  the  hydraulic  main  and  con- 
denser liquor. 

The  table  on  p.  146  gives  the  results  of 
a  number  of  analyses  of  ammoniacal  liquor 
from  gas-works,  coke-ovens,  shale-works,  and 
iron-works,  made  by  Linder,  on  behalf  of  the 
Chief  Alkali  Inspector,  and  published  in  the 
annual  reports  of  the  latter.  In  addition  an 
analysis  is  also  given  of  the  liquor  obtained  in  low- 
temperature  carbonisation  as  practised  in  the 
coalite  manufacture,  and  two  analyses  of  German 
gas-works  liquor,  by  Mayer  and  Hempel  (J. 
Gasbel,  1908,  428).  (For  methods  of  analysis, 
see  Linder  (Alkali  Inspector's  Report,  1909,  16), 
and  Mayer  and  Hempel  (Lc,),)  In  these  anaJyses 
the  whole  of  the  carbon  dioxide  and  stdphuretted 
hydrogen  present  is  calculated  as  the  normal 
carbonate  and  sulphide  respectively,  and  in 
Linder's  analyses  the  difference  between  the 
total  sulphur  and  that  present  as  sulphide, 
sulphate,  and  thiocyanate  is  calculated  as 
ammonium  thiosulphate. 

The  existence  of  free  ammonia  (or  its 
hydroxide)  is  a  point  on  which  considerable 
difference  of  opimon  exists.  The  above  analy- 
tical results  appear  to  show  that  in  the  case  of 
average  stored  liquor,  the  quantity  of  acids 
present,  including  phenol,  is  usually  sufficient  to 
combine    with    the  whole    of    the    ammonia 
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bat  at  the  same  time  it  is  very  probable  that 
some  of  the  salto,  especially  the  sulphides  and 
carbonates,  undergo  hydrolytic  dissociation  into 
acid  and  free  ammonia  or  its  hydroxide  in  the 
solution.  With  the  hydraulic  main  liquor, 
formed  at  temperatures  mostly  above  60^,  the 
acids  found  are  insufficient  to  combine  with  the 
whole  of  the  ammonia,  some  of  which  must 
therefore  be  present  in  the  free  state.  The 
existence  of  free  ammonium  cyanide  in  the  liquor 
haa  also  frequently  been  denied,  but  more 
perfect  methods  of  analysis  have  shown  that 
this  is  undoubtedly  often  present  in  small 
quantity  even  in  stored  gas-works  liquor,  and 
that  in  coke-oven  liquor,  which  is  usually  only 
stored  for  a  short  time  before  working  up,  the 


amount  may  be  considerable.  The  presence  of 
cyanide  is  objectionable,  as  it  increases  the 
amount  of  hydrocyanic  acid  in  the  waste  eases 
from  the  manufacture  of  ammonium  sulphate 
{see  below). 

III.  Valiiatton  of  Ammoniaeal  Liquor.    In 

this  country,  for  technical  purposes,  the  strength 
of  the  ammoniaeal  liquor  ia  mostly  expressed  in 
terms  of  '  ounce-strength,*  this  fiffiue  repre- 
senting the  number  of  ounces  avoirdupois  of 
pure  sulphuric  acid  required  to  neutralise  the 
ammonia  contained  in  1  gallon  of  the  liquor,  and 
for  statistical  purposes  or  sale,  the  volumes  of 
liquor  are  usually  converted  into  the  equivalent 
vmume  of  liquor  of  10-oz.  strength.  In  order  to 
convert  these  figures  into  the  more  generally 
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The  quantity  of  phenols  present  in  gas-works  liquor  usually  varies  from  0*1  to  0*36  grama 
per  100  c.c.  (Skinow,  J.  Soo.  Chem.  Ind.  1908,  68). 


familiar  ones  of  grams  per  100  cc,  the  *  oz.- 
strength'  figures  must  be  multiplied  by  0*217, 
and  conversely,  to  convert  figures  representing 
grams  per  100  c.c.  into  oz.-strength,  tne  former 
must  be  multiplied  by  4*61. 

For  approximate  purposes  the  ammonia 
content  of  l^e  liquor  is  frequently  estimated 
from  the  density,  it  being  found  that  each  1° 
TwaddeU  corresponds  roughly  to  2-oz.  strength. 
This  approximation  is  sufficient  for  such  pur- 
poses as  the  control  of  the  daily  working  of  the 
wafers  and  scrubbers  on  the  works,  but  quite 
unsuitable  for  purposes  where  fair  accuracy  is 
desired,  as  a  liquor  showing  6^w.,  for  example, 
may  vary  in  actual  content  &om  8-  to  12 -oz. 
strength,  as  against  the  supposed  10-oz.  For 
any  but  the  roughest  purposes,  ammonia  is 
Vol.  I.— T. 


estimated  by  the  usual  method  of  distilling  a 
known  volume,  after  addition  of  alkali  to 
decompose  the  fixed  salts,  collecting  the  dis- 
tillate in  excess  of  standard  acid,  and  titrating 
the  unused  acid  with  standard  alkali.  The 
liquid  must  not  be  distilled  to  dryness,  as  other- 
wise the  thiocyanates  may  be  decomposed  with 
formation  of  ammonia,  giving  too  hign  results. 

IV.  Working  up  of  AmmonlMtl  Liquor. 
In  the  earlier  days  of  the  utilisation  of  gas 
liquor,  this  was  simply  neutralised  with  sulphuric 
or  hydrochloric  acid,  and  the  resulting  solution 
evaporated,  but  the  products  obtained  were 
very  impure,  containing  tarry  matter  and 
thiocyana^,  and  the  escaping  gases,  especially 
the  sulphuretted  hydrogen,  created  great 
nuisance.    At  present  the  ammonia  is  almost 
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invftriibly  recovered  trom  the  liquor  in  the  first 
iiutAnce  by  distUiatiou.  Formerlf,  nbo,  in 
many  cosea,  only  the  volatile  ammonia  wM 
recovered,  an  this  could  be  obtained  without 
addition  of  ^kali,  the  fixed  ammonia  being  run 
off  with  the  waste  liquor ;  but  thii  procedure  is 
□ow  becoming  exceptional,  the  filed  ammonia, 
except  in  the  case  of  some  Bmall  planta,  being 
also  mOBtly  recovered  by  addition  of  the 
Deceeaary  alkali.  On  account  of  its  cheapness, 
lime  ia  almost  alwayi  employed  for  thin  purpose, 
but  in  some  small  plants,  caimtio  soda  is  used, 
for  although  the  coxt  of  the  latter  is  much 
greater,  thia  is  held  by  some  makers  to  be 
compensated  for  in  such  plants  by  the  fact  that 
the  Htills  run  much  longer  without  cleaning. 

The  plant  employed  in  the  distillatbn  has 
been  of  various  typee ;  at  first  an  intermittent 
prooeas  of  distilling  the  liquor  in  eitemally  fired 
boilers  was  adopted,  the  distillation  being  con- 
tinned  until  the  whole  of  the  volatile '" 


was  expelled  with  the  steam.  Addition  of  limri 
to  drive  off  the  fixed  ammonia  was  rarely 
practised  with  such  plants,  owing  to  the  forma- 
tion of  thick  deposits  of  lime  salts  on  the  heated 
boiler  plates.  These  plants  have  now  been 
almost  entirely  sup^seded  by  continuous 
column  stills,  constructed  on  the  general 
principle  of  the  Coffey  still,  the  intermittent 
system  being  now  employed  only  in  very  small 
works  or  in  special  oasee,  such  as  the  distillation 
of  liquors  containing  very  large  quantities  of 
fixed  ammonia,  in  which  case  the  addition  of 
the  necessary  amount  of  lime  rendera  the  liquid 
so  thick  that  these  must  be  stirred  by  meohanioal 
agitators  to  effect  complete  recovery  of  the 
ammonia.  The  aimual  report  of  Uie  Chief 
Alkali  Inspecter  for  1909  shows  that  in  the 
various  districts  into  which  the  United'Kingdom, 
is  divided  for  administration  purposes  under  the 
Alkali  Act,  the  proportion  of  liquor  distilled  by 
intermittent  stills  varies  from  about  7  p.c.  to  nil. 


and  probably  averages  over  the  whole  oonntry 
from  1  to  2  p.c. 

For  tbe  purpose  of  heating  the  stills,  three 
methods  have  tieen  empIoyM;  (1)  external 
firing ;  (2)  b^  rnetUB  of  internal  coils  through 
whioli  Bt«am  la  passed ;  and  (3)  by  blowing  live 
steam  through  the  stills.  The  first  plan  gives 
a  high  fuel  consumption,  as  well  as  trouble  from 
lime  deposits OD  the  heated  portionsof  the  still; 
and  of  the  other  two  methods  the  use  of  live 
steam  is  the  most  economical  in  fuel  consumption, 
and  is  therefore  now  almost  invariably  adopted. 

The  ammonia  evolved  on  distillatioD  is 
converted  at  once  either  into  ammonium  sul- 
phate, concentrated  gas  liquor,  pure  aqueous 
ammonia,  or  liquefied  ammonia.  The  lemaiaing 
salts  of  .commercial  importance,  namely,  am- 
monium chloride,  carbonate,  and  nitrate,  are  now 
rarely  manufactured  directly  from  the  ammonia 
OH  evolved  from  the  stills,  but  are  obtained 
either   from   ammonium   sulphate   or   aqueous 
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I  atnmoma  previously  prepared  from  the  ga« 
I  liquor.  Uuoh  the  largest  proportion  of  the 
liquor  is  converted  into  sulphate,  the  demand 
for  this  salt  being  greatest,  owing  te  its  employ- 
ment as  »  nitrogenous  manure.  The  method  of 
manufacture  of  this  salt  will  therefore  be  de- 
scribed first,  followed  by  that  of  the  other 
commercially  important  ammonia  derivatives. 
I  Ammoniom  inlphale.— A  description  of  the 
'  different  forms  of  intermittent  still  formerly 
adopted  for  obtaining  the  ammonia  in  the 
<  liquor,  but  now  seldom  used,  may  be  found 
in  Lunge's  Coal  Tar  and  Ammonia  4th 
ed.  Of  tlui  continuous  stills,  those  of 
Grfineberg  and  Blum  (D.  R.  P.  33320)  and  of 
I  Feldmann  (li^ng.  Pat.  3643,  1882)  will  be  de- 
I  scribed,  more  reoent  forms  differing  ^m  these 
only  in  detail  and  not  in  general  principle&  In 
the  manufaoture  of  s^phate,  the  volatile 
ammonia  is  first  driven  off,  lime  being  then 
added  to  the  liquor  to  liberate  the  fixed  ammonia. 


The  economisiT  j,  and  the  saturator 
jas-bell  F,  require  no  special  eiplaai». 


„     ,  iged  for  the  nmnnfacture  ■ 

of  sulphate,  a  ia  the  atiU,  B  the  gas>liquor  i 
heater  or  economiser,  c  the  lime  pump,  and  D  ' 
the  saturator  charged  with  acid  for  absorption 
at  the  ammonia.  The  gas  liquor  enters  the 
economiser  b  by  ineaiA  of  pipe  a,  and  ia  heat«d  j 
by  the  hot  n-aHt«  gases  from  the  saturator,  and 
passes  thenoe  bj  the  pipe  b  to  the  top  of  the  | 
column  E  of  the  Btill.  This  oolunin  ia  divided 
into  a  number  oi  compartments  by  horiiontal  j 
division  plates,  the  iiquor  flowing  downwards 
from  compartment  to  compartment  by  the  { 
overflow  pipes,  the  admitted  steam  travelling 
upwards  in  the  reTcrae  direction  throuch  the  '■ 
central  pipes  o,  covered  by  hoods  oaving  , 
serrated  edges,  which  compel  the  steam  to  bubble  ' 
through  the  liquor  in  each  compartment,  thus  , 
driving  off  the  '  volatile  '  ammonia  and  also  the 
volatile  acids  present,  viz.  carbon  dioxide, 
sulphuretted  hydrogen,  and  hydrocyanic  acid.      '■ 

The  lime  vessel  r,  into  wluoh  milk  of  lime  is 
pumped  by  meana  of  pamp  c  and  pipe  e,  serves  p-,    n 

to  expel  the  fixed  ammonia,  and  the  boiler  o,  ' 

with  it«  stepped  cone,  serves  to  boil  the  liquor  in  I  I"  more  recent  types  of  still,  only  »  single 
thin  sheets,  by  means  ot  the  steam  coil  rf,  and  I  column  is  usually  employed,  the  lime  bMie 
thus  to  set  free  the  Isat  portions  oE  ammonia.  ,  introduced  into  one  of  the  compartments  M 
In  B  the  first  heating  of  the  liquor  takes  place  by  ]  ^li"  lower  portion  of  the  still,  which  may  be 


IS  of  the  hot  vapours  from  the  saturator  _ . 
which  ascend  through  the  bell  q,  the  pipe  a,  and     bemg  also 
the  inner  pipes  ot  b,  while  the  liquor,  arriving    vigorous  agitati 

at  o,  rises  up  ins.     It  then  entera  through  '  '  '     ' '' — "" 

the  dephl^mating  column  K,  and  finds  itj.  .,__,  ,  

downward  from  wamber  to  chamber,  till  it  gets  I  those  above.     A  still  of  this  t; 
'"•n  the  hme  vessel  i.    Froin  here  it  overflows  '  by  *lic   Berlin  Anhaltische   ' 


made  of  larger  size  for  this  purpose,  the  fiood 

"■""       "'""  '^^E'*'  '^"'^  ^  effect  more 

_  „  1.     The  mixture  of  liquor  and 

hme  then  passes  through  the  lower  compartments 

of  the  still,  constructed  in  a  similar  manner  to 

manufaotared 

shinen  Aotien- 


by  pipe  /  into  the  sludge-cateher  g,  overflows  |  GMellschatt,  is  shown  in  Fig. 

here  again  all  round  at  AA,  and  runs  over  the 

cone  I  downwards  from  step  t«  stop  ;   from  the 

pipe  jt  it  ia  discharged  oontinuously  and  quite 

spent  to  the  overflow  (.     The  steam  travels  in 

the  opposite  way— namely,  along  the  steps  of 

oone  i,  upwards  in  pipe  m,  and  Uirough  n  into 

the  lime  vessel  r.     From  here  the  mixed  steam 

and  ammonia  vapours  ascend  inf«  the  column 

E,  and  traverse  this  from  chamber  to  chamber, 

and  ultimately  leave  it  by  the  pipe  p.     This  pipe 

enters  the  saturator  D,  charged  with  sulphuric 

acid.      The    sulphuretted     hydrogen,     carbon 

dioxide,    Ac,  coUeoting  in  the  bell  9,  are  led 

through  the  flue  s  into  the  eoonomiser  b,  where 

they  give  up  their  heat  to  the  gas  liquor,  and 

lose  their  steam  in  the  shape  of  condensed  water. 

Ultimately  they  are  conveyed  away  by  a  pipe 

not  ahown  in   the   diagram   for  treatment  to 

prevent  nuisance,  the  methods  adopted  for  the 

purpose  bemg  described  below. 

In  the  apparatus  of  Feldmann(D.  R.P.  21708), 
Fig.  2,thegasliquor,  after  having  passed  through 
the  ordinary  rectifying  column  A,  flows  into  a 
vessel  B,  into  which  mdk  of  lime  is  pumped  by 
a  in  regular  intervals,  whilst  the  whole  is  kept  Other   □ 

S'tated   by  steam  injected  into  the  mixture.  |  provements 
B  liquor,  after  having  deposited  most  of  the  '  the  parts  mi 
lime,  flows  into  a  second  column  c,  where  the  1  in  theportic 

ammonia  set  free  by  the  lime  is  distilled  off:  Thus  Wilton  (Eng.  Pat.  24632,  1901)  replaces 
the  spent  liquor  runs  away  continuou^y  through  1  the  central  pipe  for  the  steam  and  circular  hood, 
g,  and  the  gases  and  vapours  paas  over  by  pipe  by  a  narrow  opening  extending  over  nearly  the 
A  int4)  the  &nt  column  ba,  which  serves  both  for  full  diameter  of  the  still,  and  covers  this  with 
retaining  the  water  and  for  drivinv  off  the  vola-  I  an  inverted  trough  having  serrated  edges, 
tile  aDtmonhin)  salts  cootained  in    the   crude  .  which  cin  readily  be  removed  for  cleaning  from 


lifications  relate  chiefly  to  im- 
mechanical  details,  and  in  making 
accessible  for  cleaning,  especially 
of  the  still  where  lime  is  present. 


B  BDull  muiholo  at  the  side.  Soott  (Eng.  Pat. 
3«8T.  1900 ;  11082, 1901)  tuu  mtented  ft  prooest 
in  which  the  trhule  of  the  ptaDt  ia  kept  untler 
vacuum,  whereby  considerable  economy  of  fuel 
iBdlaimed.  The  plaut  and  method  of  working  are 
described  by  B&IUntyne  (J.  Oas  Light.  »2,  369). 
Abtorjititm  of  tSt  ommonia  i'»  nitphuric  acid. 
■ — The  gases  from  the  still,  consisting  chiefly  of 
ammonia  steam,  carbon  dioxide,  sulphuretted 
hydrogen,  and  small  quantities  of  hydrooyanio 
acid,  are  conveyed  to  the  Raturator  (d  in  ¥\^.  1, 
Bin  Fig.  2)  charged  irith  sulphnrio  acid.  This  is 
constructed  either  of  solid  lead  throughout,  or  of 
wood  or  iron  lined  with  lead,  the  gases  being  con- 
ducted in  by  means  of  a  perforated  leaden  pipe  | 
which  distributes  them  over  a  l^rge  area  in  the  i 
saturator  and  keeps  the  liquid  thoroughly 
agi(at«d.  In  some  oases,  dilute  sulphuric  acid 
is  used,  tlus  being  removed  and  replaced  hy 
fresh  acid  when  nearly  neutralised.  The  solu- 
tion, aft«r  settling,  is  concentrated  and  ctitsIaI- 
tised,  the  mother  liquor  being  returned  to  the  ' 
aaturator.  The  dilute  solution  of  ammonium  | 
sulphate  obtained  by  direct  washing  of  the 
crude  gas  with  acid,  as  in  the  Mond  Gas  process,  ; 
is  evaporated  and  crystallised  in  a  simi^r  way.  < 
In  most  oaseB,  however,  when  distillimr  gas  liquor,  | 
a  muoh  stronger  acid  (of  about  140°Tw.)  is  used 
which  soon  Incomes  saturated,  after  which  the 
ammonium  sulphate  crystallises  out  as  formed, 
and  is  removed  by  Tarious  means,  fresh  acid 
being  run  in  to  rejdaoe  that  removed  as  sulphate. 
Two  types  of  aaturator  are  employed,  (a)  partly 
open,  (p)  cloaed.  A  common  construction  of  i 
the  former  type  is  shown  in  Fig.  4,  the  gases  : 


machine. 

In  place  of  '  Bahing,'  the  sulphate  may  be 
jwriodicaliv  or  continuously  removed  from  the 
'  saturator  by  means  of  a  ateam.ejecter,  which 
forces  it  together  with  much  liquor  on  te  the 
drainer,  thence  into  a  centrifugal  machine,  the 
mother  liquor  in  either  case  returning  te  the 


With  a  closed  saturator  oUier  means  of 
moving  the  sulphate  are  adopted,  a  represen- 
.tive  o[  this  type  being  the  Colson  saturator. 


Fio.  4. 

entering  by  the  pipe  h  perforated  as  shown,  and 
bubbhn);  through  the  acid,  the  waste  gases 
being  led  off  by  the  pipe  c  ;  the  sulphate  aocumu. 
lates  on  the  floor  of  the  saturator.  The  front 
of  the  saturator  is  open,  and  separated  from  the 
closed  portion  by  the  sealing  curtain  a.  which 
does  not  reach  to  the  bottom,  and  enables  the 
attendant  to  remove  the  sulphate  periodically 
by  fishing  with  a  perforated  ladle,  tba  crystals 
being  placed  on  a  lead  .lined  drainer  lixed  so  that 
the  mother  liquid  flows  back  to 


F10.B. 

the  bottom  of  which  conosls  of  an  inverted  cone, 
to  the  apes  of  which  is  fixed  a  right-angled  bend, 
closed  by  a  simple  valve,  consisting  ofa  copper 
disc  pressed  against  the  flange  of  the  outlet  pipe 
by  a  screw  clamp.  During  working  this  is 
opened  to  a  sufficient  extent  to  allow  the  sulphate 
to  fall  out  almost  as  soon  as  it  is  formed. 

The  ammonium  sulphate  thus  obtained 
usually  contains  from  24  te  2G  p.o.  of  ammonia, 
equivalent  to  about  93-09  p.c.  of  pure  ammonium 
sulphate.  It  usually  contains  from  0 -1  toO-Qp.c. 
of  free  sulphuric  acid,  the  remainder  consisting 
of  moisture  and  small  quantitieB  of  insoluble 
matter.  The  salt  produced  uith  modem  plant 
has  mostly  a  white  or  greyish.white  colour, 
diacoloumtion  by  tarry  matter  being  now  of  rare 
ooaurtence  with  oontinuous  stills,  if  the  liquor 
is  properly  separated  from  tar  by  settling 
previous  to  distillation.  When  pyrites  sulphuric 
acid  is  employed,  the  resulting  sulphate  may  be 
ooloiu^  yellow  or  brown,  by  arsenic  sulphide, 
which  depreciates  ite  value,  and  makers  therefore 
prefer  to  use  acid  obtained  from  brimstene  or 
spent  oxide.  In  many  oases,  however,  pyrites 
acid  is  used,  and  the  arsenic  sulphide  which 
riscB  as  a  acnm  to  the  surface  of  the  liquid  in  the 
saturator  removed  as  it  forma,  or  preferably  the 
acid  is  previously  treated  with  a  portion  of  the 
waste  gasea  from  the  aaturator,  the  sulphuretted 
hydrogen  in  whkh  precipitates  the  arsenic  aa 
sulphide,  the  latter  being  removed  before  the 
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In  some  cases  the  sulphate  assumes  a  blue 
colour  on  standing  in  the  air,  owing  to  the 
formation  of  traces  of  Prussian  blue.  From  the 
researches  of  Forbes  Carpenter  and  Linder 
(Chief  Alkali  Inspector's  Report,  1906,  51),  it 
appears  that  this  is  mostly  due  to  local  alkalinity 
occurring  in  some  portion  of  the  liquid  in  the 
saturator,  in  which  case  hydrocyanic  acid  is  ab- 
sorbed at  that  point,  and,  with  the  traces  of  iron 
always  present,  forms  ammonium  ferrocyanide ; 
the  latter,  on  exposure  to  the  air,  oxidises,  form- 
ing Prussian  Uue.  Priming  of  the  still,  resulting 
in  the  introduction  of  ferrocyanides  and  thio- 
cyanates  into  the  saturator,  has  a  similar  effect, 
but  the  production  of  the  blue  salt  often  occurs 
in  absence  of  priming.  Its  formation  is  best 
avoided  by  mamtaining  the  liquid  hot  and  of 
sufficient  acidity,  and  arranging  that  the  passage 
of  the  gas  shall  e£fect  a  thorough  mixing  of  the 
liquid  in  the  saturator,  so  as  to  prevent  the 
occurrence  of  local  alkalinity. 

Waste  products  in  the  manufacture  of  Am- 
monium  Sulphate, — Three  waste  products  are 
formed  in  the  process :  (a)  the  effluent  liquor ;  (6) 
the  aqueous  condensate  from  the  cooling  of  the 
waste  ^ases  ;  (c)  the  waste  sases.  The  effluent 
liquor  is  run  into  settling  tanks,  where  it  deposits 
suspended  lime  salts,  and  becomes  cooled.  The 
clanfied  liquor  is  sometimes  run  into  the  sewers, 
but  as  it  contains  large  quantities  of  lime  salts 
(especially  thiocyanate  and  phenols),  this  is 
frequently  not  permitted,  and  its  disposal  is 
often  a  matter  of  great  difficulty.  In  gas  works 
it  is  sometimes  got  rid  of  by  employing  it  to 
quench  the  hot  coke  from  uie  retoits,  and  in 
some  cases  it  is  even  evaporated  to  dryness. 
Fowler  (Alkali  Inspector's  Report,  1907,  51) 
allows  the  liquor,  after  considerable  dilution,  to 
fasa  through  coke  filters  inoculated  with  sewage 
bacteria,  which,  if  gradually  accustomed  to  the 
liquor,  oxidise  the  thiooyanates  and  phenols, 
yielding  a  fairly  pure  effluent,  and  this  may  be 
employed  for  dilution  of  the  fresh  liquor  going 
on  to  the  filter.  Radc]i£Fe  (Eng.  Pat.  10075, 
1905)  removes  the  thiocyanates  by  precipitat* 
ing  as  cuprous  thiocyanate  with  copper  sulphate 
in  presence  of  sulphurous  acid,  the  latter  being 
obtained  by  burning  a  portion  of  the  waste 
gases.  Grossmann  (Eng.  Pat.  20387,  1905; 
7932,  1907 ;  J.  Soc.  C^em.  Ind.  1906,  411)  has 
also  described  a  process  for  avoiding  the  produc- 
tion of  waste  liquor  and  recovery  of  the  ferro- 
cyanide and  thiocyanates  present  in  it. 

The  avoidance  of  the  production  of  waste 
liquor  altogether  is  an  especial  object  in  the 
process  of  the  Otto-Hilgenstock  Coke  Oven  Co. 
(Eng.  Pat.  12809,  1908)  now  being  adopted  in 
some  coke-oven  works.  In  this  the  gas  from  the 
ovens  is  treated  for  the  removal  of  tar  at  tem- 
peratures above  that  at  which  water  condenses, 
and  then  passed  directly  through  sulphuric  acid  ; 
the  aqueous  condensate  obtained  in  the  subse- 
quent cooling  of  the  gas  is  free  from  ammonia, 
and  only  contains  small  amounts  of  impurity, 
and  it  is  claimed  that  no  difficulty  is  experienced 
in  disposing  of  it.  Wilton  (Eng.  Pat.  16355, 
1909)  has  patented  a  some^dutt  similar  process 
with  the  same  object. 

The  aqueous  condensate  obtained  by  cooling 
the  waste  gases  is  a  verv  noxious-smelling  liquid, 
and  is  hence  termed  *  devil-liquor.'  It  contains 
sulphuretted  hydrogen,  pyridines,  and  similar 


substances,  and  hydrocyanic  acid,  and  is  also 
difficult  to  dispose  of.  The  hot  condensate  from 
the  liquor-heater  or  oconomiser  is  less  objection- 
able than  that  obtained  in  the  further  cooling 
of  the  waste  eases,  which  contains  much  more 
sulphuretted  hydrogen;  but  if  the  latter  is 
returned  to  the  pipe  conveying  the  hot  con- 
densate and  the  waste  gases  from  the  economiser, 
most  of  the  sulphuretted  hydrogen  is  driven  off 
again  into  the  waste  gases,  and  the  combined 
liquor,  after  cooling,  may  be  mixed  with  the 
effluent  from  the  stills  without  increasing  the 
difficulty  of  dealing  with  the  latter  (Broadberry, 
J.  Gas  Light.  69,  345). 

The  waste  gases,  after  cooling,  consist 
chiefly  of  carbon  dioxide,  sulphuretted  hydrogen, 
and  smaller  quantities  of  hydrocyanic  acid,  as 
well  as  strongly  smelling  empyreumatic  vapours 
derived  from  the  tar.  With  coke-oven  liquors, 
which  often  contain  considerable  quantities  of 
cyanide,  the  amount  of  hydrocvanic  acid  may 
l>e  considerable,  necessitating  aaditional  care  in 
dealing  with  it  owing  to  the  poisonous  nature  of 
the  gas.  In  many  oases  the  gases  are  burned 
under  the  boiler  or  other  furnaces,  and  discharged 
with  the  pro<lucts  of  combustion  from  the 
chimney ;  or  the  gases  may  be  burned  separately 
and  the  resulting  sulphur  dioxide  absorbed  by 
passing  the  products  through  a  limestone  tower 
down  which  water  is  passing,  yielding  a  solution 
of  calcium  bisulphite,  or  through  scrap-iron 
towers,  when  a  solution  of  ferrous  sulphat<e  is 
formed  (Wilton,  En^.  Pat.  15468,  1901).  With 
small  and  medium-sized  plants,  the  sulphuretted 
hydrogen  and  hydrocyanic  acid  are  mostly 
removed  by  oxide  of  iron,  in  a  similar  manner  to 
that  employed  for  purifying  coal  gas.  In  place 
of  purifying  boxes,  conical  heaps  of  oxide  of 
iron  on  a  concrete  floor  are  now  much  used,  the 
gas  being  introduced  from  the  bottom  at  the 
centre  of  the  heap  ;  the  spent  oxide  obtained  is 
saleable  for  its  sulphur  content.  The  sulphiir< 
etted  hydrogen  may  also  be  precipitated  with 
metaUic  salts,  and  where  sulphuric  acid  is  also 
made,  the  gases  are  burned  and  passed  into  the 
chambers,  thus  recovering  the  sulphur  as  sul- 
phuric acid.  A  considerable  proportion  of  the 
waste  gas  is  converted  into  sulphur  bv  the 
aaus  process  (Eng.  Pat.  3606,  1882;  *^5070, 
1883 ;  5958,  1883),  also  used  on  the  large  scale 
in  the  Chance  sulphur-recovery  process.  By  this 
method,  sufficient  air  is  mixed  with  the  gas  to 
react  with  the  sulphuretted  hvdrogen  in  accord- 
ance witii  the  equation  2H,{$+Os=2H,0+2S, 
and  the  mixture  passed  through  a  kiln  containing 
heated  ferric  oxide,  the  sulphur  formed  being 
deposited  in  cooling  chambers,  and  the  residual 
gasf^  passed  through  a  small  limestone  tower 
and  oxide-of-iron  purifier  to  remove  any  sulphur 
dioxide  or  sulphuretted  hydrogen  remaining. 
The  sulphur  obtained  is  not  verv  pure,  owing  to 
tarry  matters,  &c.,  present  in  tde  gases  treated. 

Manufaeturo  of  Caustto  Ammonia  (Liquor 
Ammoniae)  and  of  Uquefled  Ammonia.— The 
pure  aqueous  solution  of  ammonia  was  formerly 
manufactured  by  distilling  ammonium  sulphate 
with  lime  in  intermittent  stills  provided  \nth 
mechanical  arrangements  for  stirring  the  some- 
what thick  cream,  but  it  is  now  usually  made  by 
the  direct  distillation  of  gas  liquor,  with  suitable 
purification  of  the  gas  evolved  from  the  stills, 
which  is  then  dissolved  in  water.     In  addition 
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to  the  ptire  aqaeous  solution,  a  crude  solution 
containing  sulphide,  and  sometimes  carbonate, 
is  also  laraely  manufactured,  this  being 
cheaper  and  equally  applicable  to  many 
purposes,  especially  in  the  manufacture  of  soda 
by  the  ammonia-soda  process,  and  for  the 
preparation  of  other  ammonium  salts.  This 
crude  product  is  termed  'concentrated  gas 
liquor,'  two  kinds  being  manufactured,  the  one 
containing  from  16  to  18  p. o.  of  ammonia,  with 
both  sulpkide  and  carbonate  present,  and  the 
other  from  18  to  26  p.c.  of  ammonia,  with  some 
sulphide  but  little  or  no  caiboiiate. 

In  the  manufacture  of  the  first-named  liquor, 
the  gases  from  the  stills,  worked  as  in  the 
manufacture  of  the  sulphate,  pass  through  a 
reflux  condenser,  to  remove  some  of  the  steam 
present,  and  then  through  a  direct  condenser, 
the  sases  from  which  are  washed  with  water. 
Working  in  this  manner,  it  is  not  practicable  to 
obtain  a  greater  strength  of  ammonia  than  16-18 
p.c.,  &B  with  higher  concentrations  stoppages 
occur  in  the  condenser  from  crystallisation  of 
ammonium  carbonate.  For  the  preparation  of 
the  more  concentrated  gas  liquor,  the  vapours 
from  the  still,  after  passing  the  reflux  condenser, 
are  led  through  a  washer  containing  milk  of 
lime,  which  removes  practically  the  whole  of 
the  carbon  dioxide  and  some  of  ike  sulphuretted 
hydrogen,  a  liquor  being  then  obtained  by 
condensation  usually  containing  22-26  p.c.  of 
ammonia,  and  a  little  sulphide,  but  usually  free 
from  carbonate. 

Pure  Canute  Ammonia. — In  the  manufacture 
of  pure  aqueous  ammonia  from  gas  liquor,  a 
sufficient  quantity  of  lime  must  be  employed  to 
remove  the  whole  of  the  acid  constituents  of  the 
liquor,  including  the  carbon  dioxide  and  sul- 
phuretted hydrogen.  For  the  complete  removal 
of  the  latter  the  use  of  a  decided  excess  of  lime 
is  necessarv,  and  owing  to  the  hydrolysis  of 
calcium  sulphide  even  excess  of  lime  does  not 
remove  the  last  traces  of  sulphuretted  hydrogen, 
which  is  eliminated  by  other  reagents.  The 
addition  of  the  large  amount  of  lime  required  in 
the  stJUs  themselves  during  the  distillation  of  the 
liquor,  ffives  rise  to  much  trouble  from  blockage 
in  the  latter,  and  it  is  therefore  mostly  found 
preferable  to  effect  the  removal  of  those  two 
gases  by  passing  the  still  vapours  through  lime 
\i'a8hers.  Much  economy  in  the  use  of  lime 
results  if  the  liquor,  previous  to  distillation,  is 
subjected  to  a  preliminary  heating  to  70°-80° 
(Hills'  process),  at  which  temperature  a  large 
proportion  of  the  carbon  dioxide  and  sulphur- 
etted hydrogen  are  evolved,  accompanied  by 
only  small  amounts  of  ammonia,  the  latter  being 
recovered  by  washing  the  evolved  gases  with 
water  or  weak  ammoniacal  liquor,  or,  where  the 
manufacturo  of  sulphate  is  carried  on  simulta- 
neously, the  gases  evolved  may  be  passed  direct 
to  the  sulphuric-acid  saturator,  cJong  with  the 
gases  from  the  stills  used  in  that  process. 

The  preheated  liquor  is  distilled  as  in  the 
case  of  the  sulphate  process,  and  the  gases 
evolved,  after  traversing  a  reflux  condenser,  pass 
through  a  set  of  two  or  three  washers,  containing 
cream  of  lime,  to  remove  carbon  dioxide  and 
sulphuretted  hydrogen,  the  partly  used  lime 
being  run  back  into  the  stills  to  effect  the  de- 
composition of  the  fixed  ammonium  salts,  and 
recovery    of    ammonia    from    the    cream.     To 


ensure  the  removal  of  the  last  traces  of  sulphur- 
etted hydrogen,  ferrous  sulphate  solution  is 
sometimes  added  to  the  last  lime  washer,  the 
ferrous  hydroxide  formed  by  the  action  of  the 
lime  retaming  the  gas  as  ferrous  sulphide,  or, 
according  to  Pfeiffer  (J.  GasbeL  1900,  89),  a 
small  final  washer  containing  caustic  soda 
solution  is  added.  Solutions  of  sodium  per- 
manganate or  ammonium  persulphate  may  also  be 
used  (Foucar).  The  gases  then  pass  through  a 
series  of  scrubbers  charged  with  wood  charcoal, 
which  remove  the  strongly  smelling  empyreu- 
matic  substances  derived  from  the  tar,  and  in 
some  cases  additional  purification  in  this  respect 
is  effected  by  passing  the  gas  through  a  fatty^  or 
high-boilins  mineral  oil.  The  resulting  purified 
gas  is  then  led  into  distilled  water,  and  thus  con- 
verted into  solution  of  any  desired  strength  up  to 
about  36  p.c.  The  charcoal  scrubbers  must  be 
renewed  as  soon  as  their  activity  becomes 
lessened,  the  spent  material  being  revivified  by 
heating  in  closed  retorts. 

Technical  caustic  ammonia  is  usually  clear 
and  colourless,  and  contains  only  small  quantities 
of  pyridine  and  empyreumatic  substances.  When 
these  are  present  in  larger  quantity,  owing  to 
defective  action  of  the  chsurcoal  filters,  the  liquid 
assumes  a  yellowish  colour  on  keeping.  Its 
strength  is  ascertained  from  its  specific  gravity. 
A  table  showing  the  specific  gravity  of  ouifferent 
concentrations  is  given  on  p.  139. 

Liquefied  Ammonia.— ^he  liquefied  gas, 
stored  in  steel  cylinders,  is  now  largely  produced 
and  employed  tat  refrigeration  purposes.  It  is 
manufactured  from  Uie  gas  obtained  and 
purified  as  described  for  the  manufacture  of  the 
pure  aqueous  solution,  but  instead  of  passing 
it  into  water,  it  is  well  dried,  and  then  com- 
pressed by  suitable  pumping  machinery.  The 
commercial  liquid  usually  contains  small 
amounts  of  water,  pyridme,  and  lubricating  oil, 
and  traces  of  other  substances,  but  is  now 
sold,  in  many  cases,  as  of  guaranteed  99*9  p.c. 
purity. 

Ammonium  Chloride  (Muriate  of  Ammonia 
or  Sal-ammoniac). — ^This  salt  has  been  manu- 
factured in  a  similar  manner  to  that  employetl 
for  the  sulphate,  by  passing  the  gases  from 
the  stiUs  into  hydrochloric  acid,  but  as 
lead  is  attacked  under  these  conditions,  the 
saturator  must  be  constructed  of  stoneware  or 
similar  material,  which  has  many  disadvantaeos. 
It  is  now  usually  made  by  neutralising  hyo&o- 
chloric  acid  with  concentrated  gas  liquor,  and 
evax)orating  and  crystallising  the  resulting 
solution,  or  by  evaporating  a  solution  of  ammo- 
nium sulphate  and  sodium  chloride  in  equivalent 
proportions ;  the  sodium  sulphate  formed 
separates  out  during  concentration  as  the 
monohydrate,  which  is  removed  by  '  fishing,' 
leaving  finally  a  concentrated  solution  of  ammo- 
nium chloride,  which  is  purified  by  crystallisa- 
tion. 

It  is  also  manufactured  by  neutralising 
" galvanisers'  pickle"  (which  consists  chiefly  of 
ferrous  chloride)  with  ammonia,  and  by'  the 
action  of  ammonium  carbonate  (or  of  ammonia 
and  carbon  dioxide)  on  calcium  chloride  solution, 
the  latter  being  obtained  in  large  quantity  as  a 
by-product  in  the  ammonia-soda  manufacture, 
and  in  that  of  potassium  chlorate ;  the  solutions 
of  ammonium  chloride  obtained  in  either  case 
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are  evaporated  and  crystallised  after  removal  of 
the  precipitated  substances. 

Ammonium  chloride  is  frequently  further 
purified  by  sublimation,  the  sublimed  product 
being  known  as  acd-ammoniac.  In  this  country 
the  operation  is  carried  out  in  large  iron  pots 
externally  heated  and  covered  wi&  a  similar 
concave,  iron  plate  on  which  the  sublimate 
(sal-ammoniac)  forms.  This  is  detached  at  the 
end  of  the  operation,  the  surface  adhering  to  the 
iron,  which  is  cJways  discoloured,  being  removed 
previous  to  sale.  In  France  the  discolouration 
with  iron  is  avoided  by  using  earthenware  pots, 
but  the  product  is  more  expensive,  owing  to 
the  fact  that  the  pots  are  destroyed  at  each 
operation. 

Tho  commercial  crystallised  salt  is  white  or 
only  slightly  discoloured,  whilst  the  sublimed 
material  has  a  fibrous  structure,  and  frequently 
contains  small  amounts  of  iron.  It  is  employed 
in  pharmacy,  soldering,  galvanisins;,  dyeing,  and 
cahco-printing,  and  in  small  quantities  for  many 
other  purposes. 

Ammonhim  Carbonate  (Sal-Volatile).— The 
commercial  product  sold  under  this  name 
conslstB  of  a  mixture  of  ammonium  bicar- 
bonate NH4*HC0,  with  ammonium  car- 
bamate NH^-CO'ONHf,  and  contains  about  31 
p.o.  of  ammonia  and  56  p.c.  of  carbon  dioxide. 
It  is  usually  prepared  by  subliming  a  mixture 
of  about  1  part  of  ammonium  sulphate  with  1*5 
to  2  parts  of  chalk  in  retorts,  the  evolved  gases 
being  passed  into  leaden  chambers,  where  the 
carbonate  is  deposited  as  crusts  on  the  walls, 
the  exit  gases  being  washed  with  water  or 
sulphuric  acid  to  recover  the  uncondeneed 
ammonia.  Lunge  recommends  the  passing  of 
an  additional  quantity  of  carbon  dioxide  through 
the  chambers  to  effect  a  more  complete  recovery 
of  th9  ammonia.  As  soon  as  the  crust  has 
attained  a  sufficient  thickness  it  is  detached,  and 
is  usually  purified  by  resublimation.  In  Kun- 
heim's  process,  the  carbonate  is  prepared  by 
passing  ammonia  obtained  by  the  diistillation 
of  gas  liquor  direct  into  chambers,  where  it 
mixes  with  carbon  dioxide  and  deposits  the 
carbonate  as  a  crusU  {See  qlso  Bueb,  Eng. 
Pat.  9177,  1910.) 

The  commercial  product  forms  crystalline 
crustsy  smelling  strongly  of  ammonia,  which  is 
partially  evolved  on  exposure  to  the  air,  the 
mass  efflorescins  and  leaving  a  powder  consisting 
of  ammonium  bicarbonate.  It  is  employed  in 
wool-soonring,  dyeing,  and  as  a  constituent  of 
baking  powc&rs. 

Ammonium  Nitrate. — ^This  salt  is  produced 
to  a  considerable  extent  for  use  in  the 
explosive  industry  and  in  the  preparation 
of  nitrous  oxide,  'it  may  be  obtained  by  neu- 
tralising caustic  ammonia  with  nitric  acid,  and 
evaporating  and  crystallising  the  solution  if 
necessary,  or  by  heating  a  mixture  of  ammonium 
sulphate  and  sodium  nitrate  in  equivalent  pro- 
portions, either  alone  or  in  solution.  When  the 
solution  is  concentrated,  sodium  sulphate 
separates  out  first  for  the  most  part,  but  the 
ammonium  nitrate  obtained  simply  by  further 
evaporation  is  far  from  pure.  According  to 
Wedekind  and  Go.  (Eng.  Pat.  19465,  1906); 
a  pure  salt  may  be  pr^uced  by  a  modified 
system  of  evaporation,  of  which  the  foUow- 
ing   example   u   given.     A   mixture    of    400 


parts  of  ammonium  sulphate  and  720  parts  of 
sodium  nitrate  (40  p.c.  excess)  is  dissolved  in 
900  parts  of  water,  and  the  bulk  of  the  sodium 
sulphate  formed  separated  by  evaporation.  The 
filtered  liquor  is  further  concentrated  till  a 
sample  on  cooling  to  70^  deposits  ammonium 
nitrate;  the  whole  solution  is  then  cooled  to 
slightly  above  70^,  and  after  removal  of  the 
copious  deposit  of  crystals  of  sodium  nitrate  and 
sulphate,  the  mother  liquor  is  mixed  with 
sufficient  water  to  prevent  the  separation  of 
sodium  salts  at  15^,  14  parts  of  water  per  100 
of  mother  liquor  being  sufficient  Avith  the  above 
quantities.  On  then  cooling  to  15%  about  40 
p.c.  of  the  ammonium  nitrate  separates  in  the 
pure  state.  Tho  mother  liquor  from  these 
crystals,  and  the  sodium  nitrate  previously 
separated,  are  employed  in  working  up  a  further 
amount  of  ammonium  sulphate. 

The  nitrate  is  also  manufactured  from  the 
calcium  nitrate  now  commercially  prepared  from 
the  oxides  of  nitrogen  obtained  by  the  oxidation 
of  atmosplieric  nitrogen,  by  heating  it  with  a 
solution  of  rather  less  than  an  equivalent 
quantity  of  ammonium  sulphate.  Under  proper 
conditions  the  reaction  is  said  to  be  almost 
quantitative,  the  calcium  sulphate  separating 
in  a  readily  removable  form  (Wedekind  &  Co. 
Eng.  Pat.  20907,  1909).  Attempts  to  obtain 
the  nitrate  from  the  calcium  salt  by  tho  action 
of  ammonia  and  carbon  dioxide  have  not 
hitherto  proved  successful,  owing  to  the  forma- 
tion of  double  salts. 

Ammonium  phosphate.  Monammonium  phos- 
phate (NH4)H2P04,  and  diammonium  phos- 
phate (NH4),HP04  have  become  commercial 
products  by  the  process  of  Lagrange,  which 
starts  from  commercial  calcium  superphosphate. 
This  is  lixiviated  by  water  and  steam,  and  a 
solution  of  42^w.  is  obtained,  together  with  a 
residue  of  calcium  sulphate.  Some  of  tho 
latter  remains  in  the  solution,  and  is  re- 
moved by  carefuUy  adding  barium  carbonate. 
The  filtrate  is  neutralised  by  ammonia  in  slight 
excess,  whereby  all  the  lime  is  precipitated  a« 
basic  phosphate,  which  is  washed  and  used  over 
again  for  the  manufacture  of  superphosphate. 
The  filtered  solution,  marking  32^w%,  contains 
monammonium  phosphate,  and  can  be  worked 
for  this  or  for  diammonium  phosphate.  The 
latter  is  obtained  by  gradually  mixing  the  above 
solution  with  liguor  ammonicB  of  Bp*gi**  0*92,  in 
the  proportion  of  1^  equivalents  of  NH,  to  1  of 
(NH4)M|(P04).  The  diammonium  phosphate  at 
once  separates  out  as  a  crystalline  mass,  which, 
after  cooling,  is  submitted  to  hydraulic  pressure. 
The  operation  is  carried  out  in  a  closed  vessel, 
to  prevent  the  escape  of  ammonia.  The  mother 
liquor  is  employed  for  the  manufacture  of 
ammonia.  The  diammonium  phosphate  is  prin- 
cipally used  in  Lagrange's  su^ar-remiing  process. 

Ammonium  thiocyanate  is  manufactured  in 
considerable  quantity  in  the  crude  state,  but 
the  product  is  for  the  most  part  simply  employed 
as  an  intermediate  product  in  the  manufacture  of 
cyanides.  It  occurs,  as  has  been  mentioned,  in 
considerable  amount  in  gas-liquor,  and  also  in 
spent  oxide,  from  which  it  may  be  extracted  by 
water,  but  in  both  cases  it  is  mixed  with  so 
many  other  impurities  that  its  recovery  is  not 
remunerative ;  it  may,  however,  be  easily  iso- 
lated as  cuprous  thiocyanate  by  preoipitation 
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with  copper  sulphate  and  sulphurous  acid.  It  is 
prepared  synthetically  from  carbon  disulphide 
Dv  absorbing  the  latter  in  ammonia  in  presence 
of  bases  such  as  lime  (Albright  and  Hood,  £ng. 
Pat.  14154,  1894),  the  ammonium  thiooarbonate 
first  produced  undergoing  conversion  into  thio- 
cvanate.  A  concentrated  solution  of  ammonium 
thiocyanate  is  now  prepired  in  a  number  of 
gas  works,  according  to  the  British  Cyanide  Co.'s 
process  (Eng.  Pat.  13653,  1901),  bv  passing  the 
crude  sas  containing  ammonia  and  hydrocyanic 
acid  l£rough  a  wa«her  containing  water  and 
fed  with  powdered  sulphur,  the  ammonium 
polvBulphiae  first  formed  combining  with  the 
hvdrocyanic  acid  to  form  thiocyanate,  solutions 
of  30-50  p.c.  strength  being  readilv  obtained, 
which  only  contain  small  amounts  of  other  non* 
volatile  ammonium  salts. 

Hie  pure  salt  is  used  in  dyeing  and  calico- 
printing,  and  may  be  obtained  from  the  crude 
product  by  first  converting  it  into  the  barium 
salt  with  baryta-water  ;  or  the  barium  salt  may 
be  produced  by  the  action  of  barium  sulphide 
on  cuprous  thiocyanate.  After  purification  by 
recrystallisation, '  the  barium  salt  is  exactly 
precipitated  with  ammonium  sulphate,  and  the 
solution  evaporated  and  crystallised.  The  white 
deliquescent  salt  has  frequently  a  reddish  colour, 
duo  to  the  formation  of  the  red  ferric  thiocyanate, 
from  traces  of  iron  present. 

Ammonium  persulphate.  This  salt  is  now 
produced  on  the  commercial  scale  by  the 
electrolysis  of  ammonium  sulphate,  and  is 
employed  for  photographic  purposes  and  as  an 
oxidiamg  agent.  The  commercial  product  usually 
contains  small  quantities  of  lead  derived  from 
the  electrodes  used  in  its  manufacture. 

HOC 

AHMOlflACUM,  AFRICAN,  v.  Gum  begins. 

AHMONIACUM,  GUM,  v.  Gum  BssDfs. 

AHMONIACUM,  PERSIAN,  v.  Gum  bbsins. 

AMMONITE  V.  Explosivbs. 

AMMONIUM    MELEQUETA    v.    Cocculus 

IKDICUS. 

AMRAD-GUM.  This  gum  forms  white,  vello  w, 
and  brown  lumps  of  a  sweetish  taste  and  resin- 
ous smell.  An  aqueous  solution  (1 :  2)  is  viscid 
and  strongly  adhesive.  It  also  gives  with  oil 
excellent  emulsions,  which  keep  very  well.  The 
dry  substance  contains  5*61  p.c.  of  ash,  consist- 
ing of  carbonic  acid,  lime,  iron,  magnesia,  traces 
of  phosphoric  acid  and  silica.  Has  been  recom- 
mended as  a  substitute  for  gum  arabic.  It  was 
brought  into  the  market  some  years  ago,  and 
comes  from  the  Abyssinian  highlands ;  is  pro- 
bably obtained  from  Acacia  etbaica  (Schwein- 
furth).  (H.  Unger  and  Kempf.  Pharm.  Zeit.  33, 
218 ;  J.  Soc.  Clhem.  Ind.  vii.  446.) 

AMYGDALASE,   AMYGDALIN    v,    Glucc 

SIDES. 

AMYGDONITRILE  GLUCOSIDE  v.  Gluco- 

SIDES. 

AMYGDOPHENIN  v.  Synthetic  dbuos. 

AMYL  ACETATE  v.  Acetic  acid. 

AMYL  ALCOHOL  ObH,,0.  The  ordinary 
amvl  alcohol  (fusel  oil,  fermentation  amyl 
alcohol,  or  Moamyl  alcohol  CI -hydroxy-S- methyl 
butane)  is  one  of  the  eight  alcohols  of  the  formula 
C5HJ2O  theoretically  possible,  and  is  the  chief 
constituent  of  the  fusel  oil  or  *  last  runnings ' 
obtained  in  the  rectification  of  alcohol,  particu- 
larly of  the  alcohol  made  by  the  fermentation 


of  potatoes.  Amyl  alcohol  is  a  constituent  of 
the  product  obtained  when  ordinary  alcohol  is 
formed  by  fermentation.  The  alcohol  is  got 
from  the  *  last  runnings '  by  shaking  the  crude 
product  with  hot  milk  of  time,  decanting,  drying 
over  calcium  chloride,  and  rectif^'ing  at  a  tem- 
perature of  132^.  Pure  amyl  alcohol  is  ob- 
tained by  preparing  potctsdum  amyl  sulphate, 
purifying  this  by  solution  in  alcohol  ana  pre- 
cipitation with  ether,  and  subsequently  decom- 
posing by  heating  for  five  hours  with  10  i>.c. 
sulphuric  acid. 

Properties. — Amyl  alcohol  is  a  colourless 
liquid  with  a  peculiar  cough-exciting  odour  and 
a  bumine  taste ;  it  bums  with  a  white  smoky 
flame  ;  b.p.  131-6''  (corr.)  and  sp.gr.  0*8248 
atO*";  0-8113  at  18-7''  (Kopp,  Annalen,94,289); 
b.p.  128-9''-]  29-2''  at  740-9  mm.,  and  sp.gr. 
0-8104  at  2074°  (Brtihl,  Annalen,  203,  23) ;  b.p. 
130-6<'-131'*  at  769-2  mm.  (Schifif,  Annalen,  220, 
102).  It  is  soluble  in  ethyl  alcohol  or  ether, 
but  is  soluble  in  water  only  to  the  extent  of  1  in 
39  at  16'&*  (Wittstcin,  J.  1862,  408),  and 
1  in  60  at  13*^-14^,  and  the  solution  becomes 
milky  at  60''  (Balbiano,  Ber.  1876,  1437).  Amyl 
alcohol  dissolves  in  all  proportions  in  acetic  acid 
diluted  with  an  equal  duIk  of  water  (Bcrthelot 
and  8t.  Gilles,  J.  1862,  408).  When  oxidised 
with  platinum  black,  ordinary  valeric  (Movaleric) 
acid  is  formed,  whilst  distillation  with  either 
manganese  dioxide  or  potassium  dichromate 
and  sidphuric  acid  converts  it  into  i^ovaler- 
aldehyde  and  Movaleric  acid.  Sulphuric  acid 
dissolves  it  in  the  cold,  forming  amyl-sulphuric 
acid,  which,  on  heating,  decomposes  into 
amylene  and  its  polymendes  diamylene  and 
tetramylene  ;  these  hydrocarbons,  together  with 
hexylene  and  the  corresponding  paraffins,  are 
alBo  obtained  when  amyl  alcohol  is  distilled  with 
zinc  chloride  (Wurtz,  Annalen,  128,  316) :  it  is 
probable,  however,  that  the  latter  owe  tlieir 
formation  to  impurities  in  the  alcohol.  The 
action  of  chlorine  has  been  studied  by  Barth 
(Annalen,  110,  216),  and  that  of  bleaching 
powder  by  Goldbers  (J.  pr.  Chem.  [2]  24,  116). 
The  bromide  (Cahours,  Annalen,  30,  298; 
Balbiano,  J.  1876,  348),  chloride  (Cahours, 
Annalen,  37,  164 ;  Balard,  Annalen,  62, 
312;  Balbiano,  l.c.),  and  iodide  (Cahours, 
Annalen,  30,  297)  have  been  prepared  by  the 
action  of  the  corresponding  phosphorus  com- 
pounds. Commercial  amyl  alcohol  is  generally 
Isevorotatory  ;  the  degree  of  rotation,  however, 
is  not  constant,  but  varies  in  different  specimens, 
and  the  variation  has  been  shown  by  Pasteur 
(Annalen,  96,  266)  to  be  due  to  the  fact  that 
ordinary  amyl  alcohol  is  a  mixture,  in  varying 
proportions,  of  two  isomerides,  one  of  which  is 
optically  inactive,  and  the  other  IsBVorotatory. 
When  ordinary  amyl  alcohol  is  treated  with 
sulphuric  acid  and  the  resulting  amyl  sulphuric 
acids  converted  into  barium  salts  by  neutralisa- 
tion with  barium  carbonate,  a  separation  of  the 
two  isomeric  alcohols  can  be  effected,  inasmuch 
as  the  barium  salt  of  the  optically  active  alcohol 
is  21  times  more  soluble  in  water  than  the  corre- 
sponding salt  of  the  optically  inactive  modifica- 
tion. (For  an  examination  of  the  properties 
and  physical  constants  of  commercial  amyl 
alcohol,  see  Richmond  and  O'Shaushnessy,  J. 
Soc.  C^em.  Ind.  1899,  107.)  Marokwald  and 
McKonzie  have  reviewed  the  previous  work  of 
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Ley,  Le  Bel,  Bakhoren,  and  Chapmaii.  They 
have  euooeeded  in  dividing  the  commercial 
alcohol  into  it«  constituentB  by  fractional 
crystallisation  of  their  nitrophthalio  esters,  and 
find  that  active  amyl  alcohol  has  [a]^  —  5-90^  at 
20^.  The  other  constituent  is  Mobutyl  carbinol 
(Her.  1901,  486,  479 ;    1909,  1583). 

Amvl  alcohol  has  been  used  as  a  solvent  for 
nitrooe&uloae  in  the  manufacture  of  celluloid,  as 
have  also  its  chlorination  products  Liebert  has 
utilised  amyl  nitrate  (D.  R.  P.  51022)  by  adding 
it  to  nitroglycerine  in  order  to  diminish  its 
sensitiveness  to  cold  and  concussion. 

In  addition  to  the  optically  active  and  in- 
active modifications  obtained  from  ordinary 
amyl  alcohol,  the  following  isomeric  aloohoiiB 
have  been  prepared : — Nonnal  amyl  akohcl 
(Lieben  and  Rossi,  Annalen,  159,  70 ;  Schor- 
lemmer,  Annalen,  161,  268) ;  methyipropyl  car^ 
bind  (Bchorlemmer,  l.c.  ;  Saytzew  and  Wagner, 
Annalen,  175,  351  ;  179,  313 ;  Markownikow, 
J.  1883,  861) ;  methylisopropyl  carbinol  (Wysch- 
negradsky,  l.e. ;  Mtinch,  Annalen,  180,  339 ; 
Winagradow,  Anniden,  191,  125) ;  diethyl 
carbinol  (Saytzew  and  Wagner,  l.c.) ;  di- 
methylelkyl  carbinol  (Wurtz,  Annalen,  125,  114 ; 
127, 236  ;  129, 365  ;  Betthelot,  Annalen,  127, 69 ; 
Flavitzkv,  Annalen,  179,  348 ;  W3rBchnegrad8ky» 
I.C. ;  Osmoff,  Ber.  1875,  1240). 

AMYL  NITRITES  CeH,iNO,.  Commerelal 
amyl  nitrite  is  a  mixture  of  the  nitrites  of  Mobutyl 
carbinol  and  active  amyl  alcohol 

(CH,),CHCHtCH,NO,+CH,(C,H,)OH*CH,KO, 

It  may  also  contain  Mobutyl  nitrite,  and  always 
contains  some  unaltered  amyl  alcohol.  Curt- 
mann  (J.  Soc.  Chem.  Ind.  1893,  372)  gives 
examples  of  specimens  containing  from  33  p.o. 
to  93  p.c.  of  amyl  nitrite.  It  is  prepared  by 
passing  nitrous  fumes  into  amyl  alcohol  (Balard, 
Ann.  Chim.  Phys.  [3]  12,  318 ;  Williams  and 
Smith,  Pharm.  J.  1886,  499);  by  distilline 
together  the  theoretical  quantities  of  amyl 
alcohol  and  potassium  nitrite  with  excess  of 
dilute  sulphuric  acid;  or  by  passing  nitrosyl 
chloride  into  a  mixture  of  equimolecular  propor- 
tions of  dry  pyridine  and  amyl  alcohol  (Bouveault 
and  Wahl,  Compt.  rend.  136,  1563).  The  last 
is  a  general  method  for  the  preparation  of  nitrous 
esters,  and  gives  a  yield  of  80  p.o.  in  t.he  case 
of  amyl  nitrite.  The  commercial  article  is  a 
yellow  liquid  with  characteristic  odour,  which 
should  boil  between  97"  and  99®,  and  hove  a 
sp.gr.  0*870  to  0-880.  It  is  of  value  as  a  stimu- 
lant in  angina  pectoris  and  similar  affections. 

Normal  amyl  nitrite  GH,(GH.),-CH,NO,  is 
a  pale-yellow  liquid,  boiling  at  104^ ;  sp.gr.  0-8528 
at  20**.  The  nitrite  group  ia  readily  removed 
by  dilute  potash  (Marcel  Pexsters,  (Dhem.  Zentr. 
1907,  L  1398). 

Isolmtyl  earblnol  nitrite 

CH, 


3 


from  pure  Mobutyl  carbinol,  boils  at  97^,  and  has 
8p.gr.  0-880  (Dunstan  and  WiUiams,  Pharm.  J. 
1889  487). 

Tertiary  amyl  nitrite  (CH,),(C,He)C-N02 
(Bertoni's  amylonitrous  ether)  has  been  used  as 
a  substitute  for  ordinary  amyl  nitrite,  its  action 
being  stronger  in  degree  and  more  lasting.  It  is 
a  yeUow  liquid  with  weak  camphoraceous  odour, 


'tasting     like    peppermint.       It    boils    at    93" 
(J.  Soc.  Chem.  Ind.  1889,  1003). 

AMYLACETIC  ACID  (Active)   v.    Heftoic 

ACIDS. 

iso-AMYLACETIC  ACID  v,  Hsptoig  acids. 

a-  and  i9-AMYLANS  niC^E^fit,)  ? 

After  first  extracting  oereals  with  strong 
alcohol,  the  aqueous  extract  contains  gummy 
'  Isevorotatory  colloidal  carbohydrates,  whiph 
are  precipitated  by  strong  alcohol.  The  product 
so  ootained  from  barley  is  a.mixture,  part  being 
soluble  in  cold  Avater.  The  insoluble  crumbly 
residue,  amounting  to  2  p.c.  of  the  barley,  is 
a-amylan.  It  has  [ajjo— 21-6,  and  does  not 
reduce  Fehling's  solution ;  it  is  gelatinised  in 
hot  water,  and  yields  viscous  solutions  even  at 
1-2  p.c.  concentration.  O'SuUivan  (C!hem.  Soc. 
Trans.  1882,  41,  24)  found  it  to  be  present  in 
barley,  oats,  wheat,  and  rye,  especially  in  the 
two  first  named.  The  soluble  product  fi- 
amylan  has  Md— 65^;  it  amounts  to  0-3  p.c., 
and  is  very  similar  tp  a-amylan  in  properties. 

O'Sullivan  obtained  from  /9-amylan,  by 
fractional  precipitation  with  alcohol  or  on  boiling 
with  milk  of  lime,  a  simi}ar  substance  [a]D 
—  129-7**.     This  he  regarded  as  a  decomposition 

Sroduct,  but  this  is  probably  not  the  case. 
^'Sullivan  states  that  tne  amylans  yield  elucose 
alone  on  hydrolysis.  Lintner  and  DiilT  (Zeit. 
angew.  Ohem.  1891,  538)'  obtained  galactose 
and  xylose  from  bi^ley  gum.  Wroblewski 
(Ber.  1893,  30, 2289)  obtained  arabinose.  Lindet 
(Berlin  (IJongress,  1903,  3,  498)  isolated  a  dextro- 
rotatory gum  from  barley,  in  addition  to  a 
laBvo-Totatory  gum. 

Contrary  to  0'Sullivan*s  statement  that 
diastase  is  without  action  on  amylan,  Horace 
Brown  (Trans.  Guinness  Research  Laboratory, 
1906, 317,  where  there  is  a  full  account  of  amylan) 
finds  that  when  barley  gum  is  steeped  in  malt 
extract  it  swells  up  and  undergoes  gradual 
liquefaction  and  solution,  and  in  a  few  days 
its  colloidal  nature  is  lost.  This  is  one  of  the 
most  significant  changes  which  mark  the  con- 
version of  barley  into  malt. 

To  prepare  *  amylans '  in  quantity.  Brown 
boils  the  miely  divided  grain  with  i^nter,  treats 
with  malt  extract  at  50*'-55**  for  an  hour  to 
liquefy  the  starch,  boils  again,  and  filters.  The 
filtrate  is  concentrated  in  vacuum  to  Bp.gr.  1-060, 
and  three  volumes  80  p.c.  alcohol  (by  volume) 
added    gradually.     -The    crude    amylans    are 

Sreoi^itated  in  large  white  flocks  free  from 
extrm  and  have  no  cupric  reducing  power.  Cor- 
rected  for  ash  and  nitrogen  they  amount  on  a 
number  of  dry  barleys  to  about  9-6  p.c,  and 
have  Wd+62**  to  +73®.  This  amount  {nracti- 
cally  accounts  for  the  whole  of  the  missing 
constituents  of  the  soluble  portion  of  barley 
after  hydrolysis  with  malt  eirt^raot. 

On  hydrolysis  about  60  p.c.  of  glucose  is 
formed,  together  with  arabinose,  x3aose,  and 
an  unknown  substance  of  low  angle  and  reducing 
power. 

The  above  dextrorotatory  amylan  repre- 
sents everything  insoluble  in  62  p.c.  alcohol.  By 
a  variation  of  the  method  of  preparation  a 
carbohydrate  [o]d— 100-34**,  corresponding  to 
Wroble\^'8ki's  araoan,  was  obtained. 

It  is  obvious  that  the  *  amylans '  require 
further  investigation.  According  to  O'SuUivan, 
it  is  probably  owing  to  the  presence  of  amylan 
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that  unmalted  barley  cannot  be  satisfactorily 
employed  in  the  preparation  of  beer.  Malted 
grain  does  not  contain  it.    Distillers  using  raw 

Sain  (oat-s  and  barley)  have  at  times  much 
ffioulty  in  separating  the  wort  (solution  of 
sugars,  &c.)  from  the  grains  (undissolved 
portion  of  the  grain  employed)  in  consequence 
of  the  presence  of  amylan  in  quantity,  the 
barleys  and  oats  of  some  seasons  containing 
much  more  of  it  than  at  other  times.  £.  F.  A. 
AMYLASE  V,  Diastasb  ;  aUo  Enzymes. 
AMYLENE  C5H10.  Eight  isomeric  amylenes 
are  theoretically  possible,  and  all  have  been  pre- 
pared. These  hydrocarbons  have  been  chiefly 
studied  by  Mavitzky  (Annalen,  179, 340),Wy8ch- 
negradsky  ( Annalen,  190, 336),  and  by  Kondakoff 
(J.  Russ.  Phy.s.  Chem.  Soc.  24,  381),  and  can  be 
obtained  by  the  action  of  alcoholic  potash  on 
the  various  amyl  iodides ;  or  by  the  action  of 
dehydrating  agents  such  as  sulphuric  acid  or 
zinc  chloricte  on  amyl  alcohol.  They  can  often 
be  converted  into  one  another  by  the  action  of 
hydriodic  acid  and  the  subsequent  removal  of 
the  latter,  thus : 


MctGHGH:CH8+HI 

*>Me2GH'CHIMe 


KOH 


+aloohol 


MesOiCHMe. 


The  amylene  ordinarily  met  with  is  tri- 
methvlethylene,  and  is  chiefly  obtained  by  the 
dehyoratinc  action  of  zinc  chloride  on  fermenta- 
tion amyl  cdcohol. 

Preparation. — To  prepare  amylene,  fermenta- 
tion amyl  alcohol  (1  part)  is  shaken  with  coarsely 
powdered  zinc  chloride  (IJ  parts),  allowed  to 
remain  for  twenty-four  houris,  and  then  distilled. 
The  product  consists  of  a  complex  mixture  of 


tillation  (Wurtz),  but  according  to  Eltekow  (J. 
Russ.  Chom.  Soc.  14,  379),  amylene  is  most 
readily  obtained  if  the  product  is  well  cooled, 
and  shaken  with  dilute  sulphuric  acid  (2  vols,  of 
acid  to  1  voL  of  water),  the  acid  layer  separated, 
diluted  with  water,  and  distilled  i  the  distillate 
consists  of  amvlene  (trimethylethylene)  and 
tertiary  amyl  alcohol,  and  the  latter,  on  dis- 
tillation with  sulphuric  acid  (1:1)*  3nlelds  pure 
trimethylethylene.  Pure  trimethylethylene  can 
be  prepared*  by  heating  tertiary  amyl  iodide 
Me,OIEt  with  alcoholic  potash  (J.  Russ.  Phys. 
Chem.  Soo.<  17,  294).  It  can  also  be  formed  by 
dropping  tertiary  amyl  alcohol  on  to  oxalic  acid 
(D.  R.  P.  66866). 

Other  methods  for  obtaining  ordinary  amyl- 
ene have  been  described  by  Balard  (Ann. 
Chim.  Phys.  [3]  12,  320) ;  Bauer  (J.  1861,  669), 
and  Linnemaim  (AnncJen,  143,  360) ;  Kondakoff 
(^c);  Ipaticff  (J.  Russ.  Phys.  Chom.  Soc.  30, 292); 
Tomoe  (Ber.  21,  1282) ;  Blaise  and  Courlot  (Bull. 
Soc.  chim.  35,  682). 

Properties, — Amylene  is  a  colourless  liquid, 
b.p.  36^-38**  and  sp.gr.  0-6783  at  0**  (Le  Bel, 
Bull.  Soc.  chim.  26, 647) ;  b.p.  36*8''  at  762*7  mm. 
(Schiff,  Annalen,  223,  66).  It  combines  directly 
^vith  a  large  number  of  substances  :  with  nitric 
peroxide  (Guthrie,  Chem.  Soc.  Trans.  13,  129 : 
Wallach,  Annalen,  241,  291 ;  248,  161 ;  Miller, 
Chem.  Soc.  Proc.  3,  108;  Demganoff,  Chem. 
Zentr.  1899,  i.  1064) ;  sulphur  chloride  and 
chlorine  (Guthrie,  Chem.  Soc.  Trans.  12,  112 ; 


13,  46,  129;  14,  136;  Kondakoff,  J.  Russ. 
Phys.  Chem.  Soc.  20,  141;  24,  381;  Ber. 
24,  929  ;  Hell  and  Wildermann,  ibid.  216) ;  with 
bromine  (Wurtz,  Ann.  Chim.  Phys.  [3]  66,  468; 
Hell  and  Wildermann,  Z.c  ;  Kondakoff,  Z.c.),  and, 
when  cautiously  mixed  with  well-cooled  sulphuric 
acid,  8p.gr.  1*67  (2  vols.  H^O^^  to  1  vol.  water), 
in  a  freezing  mixture,  is  converted  into  dimethyl- 
ethyl  carbinol,  b.p.  101*6*»-1027762*2  mm., 
which  has  valuable  nypnotic  properties  (J.  Soc. 
Chem.  Ind.  8,  1002 ;  9,  660,  889),  and  can  be 
obtained,  after  neutralisation  with  sodium 
hydroxide ;  on  distillation  (Mavitzky,  176,  167) 
with  sulphuric  acid,  sixgr.  1-646  (2  pts.  by  weijght 
H^S04  to  1  pt.  water),  methylwopropyl  carbinol 
is  obtained  (Osipoff,  Ber.  8,  642,  1240).  Amy- 
lene forms  compounds  with  metallic  salts 
(Denig^s,  Compt.  rend.  126,  1146;  Kondakoff* 
J.  Rubs.  Phys.  Chem.  Soc.  26,  36).  When 
heated  to  high  temperatures,  benzene,  naphtha- 
lene, acetylene,  methane,  carbon,  and  hydrogen 
are  produced,  l^e  products  depending  on  the 
temperature  (Haber  and  Oechelhauser  (Chem. 
Zentr.  1897,  i.  226).  The  action  of  nitrosyl 
chloride  on  amylene  has  been  studied  by  Tilden 
and  Sudborough  (Cheoou  Soc.  Trans.  1893,  482). 

In  addition  to  ordinary  amylene,  the  following 
isomerides  have  been  obtained : — Normal  amyl- 
ene,  b.p.  39''-^0'*  (Wurtz,  Annalen,  123, 206 ;  127, 
66;  148.  131;  Zeidler,  Annalen,  197,  263; 
Kondakoff,  J.  Russ.  Phys.  Chem.  Soc  24,  ]13 ; 
FUvitzky  and  Wyschnegradsky,  Z.c.) ;  i&opropjfl- 
ethylene,  b.p.  21*l*'-21-3*»  (FUvitzkv  and  Wys- 
chnegradsky,  l,c  ;  Kondakoff,  l.c. ;  Ipatieff,  ^c) ; 
eynimetrical  methylethylethylene,  b.p.  36^  at 
740-8  mm.  (Wagner  and  Saytzew,  Annalen,  176, 
373 ;  179,  302 ;  Kondakoff,  Ic, ;  lissier.  Bull. 
Soc.  chim.  9,  (3)  100);  and  unsymmetrical 
methylethylethylene,  b.p.  31''-32^  sn.gr.  0*67  at 
0®  (Wyschnegradsky,  Lc. ;  Le  Bel,  Bull.  Soc. 
chim.  26, 646  ;  Kondakoff,  Lc.  26, 364) ;  Methyl- 
tetrameihylene,  b.p.  39^-42®  (Coleman  and  Perkm, 
Chem.  Soc.  Trans.  1888,  201) ;  pentamethyUne, 
b.p.  36^  (Gustavson  and  Demganoff,  J.  Russ. 
Phys.  Chem.  Soc.  21,  344 ;  Markownikoff,  Ber. 
30,  976 ;  Toung,  Chem.  Soc.  Trans.  1898,  906 ; 
Wislicenus  and  Hanschcl,  Annalen,  276,  327) ; 
and  dimethyltrimethylejie  (Gustavson  and  Popper, 
«T.  pr.  Chem.  166,  468). 

The  action  of  hydrogen  iodide  on  the  amyl- 
enes has  been  investigated  by  Saytzew  (Annalen, 
179,  126) ;  whilst  Zeidler  (Annalen,  186,  246)  has 
examined  the  products  obtained  when  various 
amylenes  are  oxidised  with  potassium  perman- 
ganate in  acid,  neutral  and  alkaline  solution, 
with  chromic  acid,  and  with  potassium  dichrom- 
ate  and  sulphuric  acid.  The  nalogen  derivatives 
of  the  various  amylenes  have  been  investigated 
(Lipp,  Ber.  22,  2672 ;  Hell  and  Wildermann, 
23, 3210  ;  Ipatieff,  J.  pr.  Chem.  161, 267  ;  Chem. 
Zentr.  1898,  ii.  472  ;  Brochet,  Ann.  Chim.  Phys. 
1897,  10,  381 ;  Wassileef,  Chem.  Zentr.  1899,  i. 
776;  !FVoebe  and  Hochstetter,  Monatsh.  23, 
1076;  Kukuritschkin,  J.  Russ.  Phys.  Chem. 
Soc.  36,  873  ;  Schmidt  and  Leipprand,  Ber.  37, 
632  ;  Hamonet,  Compt.  rend.  138,  1609).  Also 
the  action  of  oxalic  acid  on  various  amylenes 
(Miklosheffsky,  J.  Russ.  Phys.  Chem.  Soc.  22, 
496),  the  nitrolamines  (Wallach  and  Wohl, 
Annalen,  262,  324),  and  the  nitrosites  and 
nitrosates  (Ipatieff,  Chem.  Zenti.  1899,  ii.  ,178 ; 
Schmidt,  Ber.  36,  2323,  2336,  3737  :   Hantzscb, 
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2978,  4120;  Schmidt  and  Austin,  Ber.  36, 
1768). 

Tlie  foUowing  polymerides  of  amylene  have 
also  been  obtain^,  and  can  be  prepared  bv 
heatine  ordinary  amyl  alcohol  or  amylene  with 
zinc  chloride: — Diamylene  GjoH.q,  b.p.  157'- 
167*6V759  mm.  (Balard,  AnnJen,  62,  316; 
Schneider,  Annalcn,  157,  207 ;  Bauer,  Jahres- 
bericht.  1861,  660;  Kondakof!,  J.  pr.  Chem. 
162,  442 ;  Gaeselin,  Ann.  Chim.  Phys.  1894,  3, 
6) ;  triamylene  0,sH^  (Bauer,  Lc. :  Gnsselin, 
I.e.) ;  and  tetramylene  CgoHfo  (Bauer,  ^c).  Also 
derivatives  of  diamylene  (Schinddmeister,  diem. 
Zentr.  1896,  ii.  354). 

AHTLOCARBOL.  Trade  name  for  a  dis- 
infectant, said  to  consist  of  carbolic  acid  9  pts., 
amyl  alcohol  160  pts.,  green  soap  150  pts., 
water  690  pts. 

AMYLOCOGULASE  v.    Enzymes,  art.  Fer. 

MXirTATION. 

AMYLOFORM.  An  antiseptic  prepared  by 
the  action  of  formic  aldehyde  upon  starch 
(Ckassen,  Pharm.  Zeit.  41,  625)  (v.  Synthetic 
DBcros). 

AMYRIN  r.  Olbo-besins. 

ANACAHUITA.  A  wood  of  unknown  botani- 
cal origin  imported  from  Mexico ;  its  prepara- 
tions are  said  to  be  useful  in  pulmonary  disorders. 
The  wood  contains  a  volatile  oil,  an  iron-greening 
tannin,  gallic  acid,  a  yellowish  resin,  sugar,  a 
tasteless  volatile  body  crystallising  in  warty 
masses,  and  a  bitter  substance  crystallising  in 
white  needles  (J.  1861,  771). 

ANACARDnJM  NUT  (Cashew  Nut,  Kajoo) 
is  the  fruit  of  Anacardium  occiderUaU  (linn.),  a 
tree  indigenous  to  Brazil,  Central  America,  and 
the  West  Indies.  It  has  been  transplanted  to, 
ond  become  naturalised  in,  many  parts  of  India. 
The  fruit  rests  on  a  fleshy  edible  peduncle,  from 
which  a  spirit  is  distilled' in  Mozambique  and  in 
Western  India.  The  nut  is  edible  after  it  has 
been  roasted  to  expel  the  oardol  which  it  con- 
tains ;  the  oardol  tnus  obtained  is  used  at  Gioa 
for  tarring  boats,  and  as  a  preservative  of  wood- 
work (Dymock,  Pharm«  J.  [3]  7,  730).  In 
addition  to  cardol,  the  nuts  contain  anacardic 
acid,  and  an  oily  matter  which,  by  exposure  to 
the  air,  assumes  a  fine  black  colour,  permanent 
against  acids,  alkalis,  chlorine,  and  hydrocyanic 
acid.  It  has  been  recommended  as  a  marking 
ink,  and  is  used  for  giving  a  black  colour  to 
candles  (Bottger,  Dinsl.  poly.  J.  205,  490). 
From  the  stem  of  the  puint  a  gum  exudes  which 
is  said  to  be  used  by  book- binders  in  South 
America. 

The  kernels  contain  47*2  p.c.  of  a  fatty  oil, 
having  the  foUowing  characteristics  : — Saponifi- 
cation value,  187 ;  iodine  value,  77^3-6 ; 
refraction  in  Zeiss'  butyro-refractometcr  at  25^, 
58-l-n58-8  (Theopold,  Pharm.  Zeit.  1909,  1057). 

J.  L. 

AN^BSTHETICS.  There  are  three  principal 
types  of  anaesthesia,  or  loss  of  sensation  sufficient 
to  allow  of  surgical  operations  without  pain.  In 
local  anaesthesia  the  actual  tissues  to  be  lacerated 
are  infiltrated  vnt\i  some  substance  which 
paralyses  the  endings  of  the  nerves  that  convey 
painfxd  sensations.  In  general  antesthosia,  total 
insensibility  and  loss  of  muscular  power  are 
produced  6y  the  action  of  dru^s  on  the  brain, 
carried  there  in  the  circulation ;  extensive 
operations  on  any  part  of  the  body  can  then  be 


done.  In  spinal  ansBsthesia,  the  whole  of  the 
nerves  supplying  large  sections  of  the  body  are 
paralysed  at  their  exit  from  the  spinal  cord  by 
applying  to  the  latter  a  drug  which  is  injected 
into  the  vertebral  canal.  Thus  spinal  ansesthesia 
resembles  general  anaesthesia  masmuch  as  it 
causes  loss  of  sensation  and  muscular  power 
together  over  a  wide  region,  and  local  anaesthesia 
in  that  consciousness  is  not  lost  and  the  anaesthe- 
tic is  nox,  diffused  in  the  circulation. 

Local  ansBtthetles.  Very  little  is  known  of 
the  action  of  these  on  the  tissues  with  which 
they  come  in  contact.  They  are  all  protoplasmic 
poisons  which  have  a  special  preferential  action 
upon  nervous  structures.  Those  in  common  use 
are :  cocaine,  stovainc,  novocain,  tropacocaine, 
/9-eucaine,  alypm,  /B-eucaine  lactate,  nirvanine, 
holocaine  hydrochloride,  acoine,  orthoform, 
ansBsthesine.  Braun  has  formulated  postulates 
for  appraising  local  anaesthetics.  Omitting  one 
which  nas  not  secured  general  assent,  thoy  are : 

(1)  Low  toxicity  in  proportion  to  local 
anaesthetising  power. 

(2)  Solubihty  in  water  to  2  p.c.  at  least ;  and 
stability  of  the  solution,  which  should  keep 
without  deteriorating  and  be  capable  of  sterilisa- 
tion by  boiling. 

(3)  Non-irritability  to  the  tissues,  and 
freedom  from  after-e£Fects  when  absorbed  into 
the  circulation. 

(4)  Compatibility  with  adrenalin. 
Acoine,  holoc&ine  hydrochloride,  an  aesthesine, 

and  orthoform  are  more  or  less  insoluble. 
i3-eucaine  is  about  on  the  2  p.c.  border  line.  The 
others  are  freely  soluble  and  will  keep  without 
deteriorating.  Cocaine  solutions  cannot  be 
boiled,  but  stovaine,  novocain,  /B-eucaine  lactate, 
tropacocaine,  al^npin,  and  nirvanine  can  be  thus 
sterilised,  at  115^  if  necessary. 

The  most  powerful  anaesthetic  action  is  that 
of  stovaine.  Next  are  cocaine,  novocain, 
tropacocaine,  alvpin,  and  j3-eucaine  lactate, 
which  are  all  aoout  equal.  The  otliers  have 
inferior  actions  in  this  respect.  Experiments 
on  mice  and  rabbits  have  resulted  in  the  following 
table  of  relative  toxicity,  cocaine  being  taken 
as  the  unit  * : — 

Alypin,  1  -25  Stovaine,  0-625 

Cocaine,  lOO  Novocain,  0-490 

Nirvanine,  0*714  /B-eucaine  lactate,  0-414 

The  irritant  action  of  stovaine,  tropacocaine, 
and  /9-eucaine  lactate  is  greater  than  that  of 
cocaine  ;  that  of  novocain  is  less.  All  these  five 
are  compatible  with  adrenalin  if  the  solutions  arc 
fresh  mixed  for  each  case.  They  are  extensively 
employed ;  but  novocain  is  evidently  the  best 
yet  discovered  for  routine  use. 

Ix}cal  anaesthetics  are  used  dissolved  in 
water  or  in  normal  saline  solution.  It  is  not 
essential  that  they  should  be  injected  subcutanc- 
ously  ;  where  the  surface  tissues  are  delicate,  as 
on  the  eye,  larynx,  tongue,  tonsils,  simple 
contact  with  a  local  anaesthetic  in  solution  or  in 
fine  powder  will  destroy  sensation  sufficiently 
for  many  surgical  procedures.  But  elsewhere 
the  solution  is  injected  with  a  hypodermic 
syringe  into  the  tissues  which  are  to  be  rendered 
anaesthetic.  If  adrenalin  be  mixed  with  the 
anaesthetic  solution,  contraction  of  all  the 
minute  blood-vessels  in  the  locality  takes  place. 

^  Le  Brocq,  Pharm.  J.  1909,  674. 


156 


ANiESTHETICS. 


Thus  the  drug  is  retained  lonser  in  the  tissues 
about  the  site  of  injection,  instead  of  being 
rapidly  dissipated  in  the  blood -stream.  Conse- 
quently a  more  intense  and  lasting,  because  more 
strictly  local,  action  occurs. 

Local  anaasthena  can  also  be  obtained  by 
freezing  the  superficial  tissues.  A  fine  jet  of 
ether  or  ethyl  chloride  is  directed  on  to  the 
desired  portion  of  the  skin,  and  when  the  latter 
is  frozen  a  cut  can  be  made,  as  for  a  whitlow, 
boil,  or  other  small  abscess,  without  causing 
pain. 

Spinal  ansBtthotlfli.  Some  of  the  same  drugs 
which  cause  local  aniesthesia  are  available  for 
injection  into  the  cerebro-spinal  fluid  with  which 
the  spinal  cord  is  surrounded  in  the  vertebral 
canal.  Stovaine  and  novocain  are  most  used  in 
Britain,  but  tropacocaine  also  is  popular  in 
Europe.  The  method  was  introduced  by  Bier 
in  Germany  in  1899,  and  since  1907  has  been 
very  extensively  tried  all  over  the  world.  The 
balance  of  opinion  is  that  for  ordinary  cases 
spinal  anaesthesia  is  too  dangerous  to  replace 
general  aniesthesia ;  but  that  for  certain  cases 
where  the  latter  entails  especial  risks,  it  is  of 
undoubted  utility.  Barker  *  and  McGavin,*  who 
are  the  most  prominent  advocates  of  spinal 
ansesthepia  in  England,  use  a  solution  of  stovaine 
in  6  p.c.  glucose ;  4  to  7  centigrammes  of 
stovaine  is  the  dose  for  an  adult.  Ryall,  follow- 
ing Jonnesco  of  Bucharest,  adds  half  to  one 
milligramme  of  strychnine  to  4  to  10  centi- 
grammes of  novocain.*  Strychnine  is  also  used 
with  stovaine,  and  with  tropacocaine ;  the  object 
is  to  prevent  the  anaesthetic  from  causing  death  if 
it  should  by  any  chance  reach  the  respiratory 
centre  near  the  upper  end  of  the  spinal  cord. 
Bier  has  used  motphia  with  scopolamine  (hyo- 
seine)  as  a  preliminary,  injected  hypodermi- 
cally ;  but  he  seems  now  to  be  convinced  that 
the  method  which  he  originated  is  too  risky  to 
replace  general  anaesthesia.* 

General  ansBSlhetiet.  There  are  many  sub- 
stances which  diminish  or  abolish  the  perception 
of  pain  ;  but  only  a  few  of  these  are  freely  used 
as  general  anaesthetics.  The  conditions  'which 
must  be  fulfilled  to  obtain  admission  to  the  list 
are  * : 

(1)  To  produce  absolute  insensibility  to  pain 
without  causing  any  great  discomfort  during 
induction. 

(2)  To  produce  loss  of  all  voluntary  and  many 
reflex  movements. 

(3)  To  lie  capable  of  being  readily  introduced 
into  the  system,  and  rapidly  eliminated,  after 
the  completion  of  the  operation,  without  injury 
to  the  patient. 

(4)  To  act  in  a  regular  and  constant  way,  so 
that  the  effects  can  be  controlled  by  the  adminis- 
trator. 

The  general  anaesthetics  in  use  in  Great  Britain 
are  four  m  number  :  nitrous  oxide,  ethyl  chloride, 
other,  chloroform.  Ethyl  bromide,  ethidene  di- 
chloride  (dichlorethane),  bichloride  of  methy- 
lene, and   amylene  (pental)   are  obsolete.     In 

1  British  Medical  Journal,  1008,  ii.  468  (and  other 
papers). 

*  Practitioner,  August,  1900;  British  MedicaUoumal, 
Sept.  17,  1010. 

»  Clinical  Journal,  July  17,  1000. 

*  Deutoch.  Zeitschr.  f.  Chirurgerle,  xcv.  878. 

^  R.  W.  CoUum,  The  Practice  of  Aiuesthetics,  1000, 
14.  I 


America  and  on  the  Continent  anaesthol,  somno- 
form,  and  narcotile  are  also  employed.  Anaosthol 
is  a  mixture  of  chloroform,  ether,  and  ethyl 
chloride,  in  molecular  proportions ;  somnoform 
is  ethyl  chloride  60  parts,  methyl  chloride 
35  parts,  ethyl  bromide  5  paurts ;  narcotile  has 
been  stated  to  be  a  compound,  but  aknalysis  has 
shown  it  to  be  a  mixture  of  methyl  chloride, 
ethyl  chloride,  and  ether.  Mixtures  of  ether 
and  chloroform  in  various  proportions  are  in 
common  use  everywhere.  Morphine,  chloral, 
cannabis  indica,  and  many  other  drugs  have 
analgesic  and  anaesthetic  properties;  some  of 
them,  morphine  especially,  are  used  to  assist 
the  action  of  the  volatile  anaesthetics. 

The  effects  of  a  general  anaesthetic  are  pro- 
duced by  the  circuhition  in  the  blood  of  the 
drug  employed.  When  it  reaches  the  brain  the 
phenomena  of  anaesthesia  are  exhibited  :  at  first 
slightly,  then  with  increasing  doses  more  and 
more  mtensely,  until  ^ith  a  sufficient  quantity 
death  results.  The  phenomena  of  general 
anaesthesia  arc  the  same  whether  absorption 
takes  place  through  the  lungs,  rectum,  skin,  or 
gastro-intestinal  tract.  Thus  alcohol  has  ^  a 
marked  anaesthetic  effect,  familiar  in  the  in- 
difference of  a  drunken  man  to  injury. 

The  easiest  way  of  introducing  into  the  blood 
any  substance  which  is  a  gas  or  a  volatile  liquid 
is  by  moans  of  the  lun^.  The  blood  thus 
charged  with  an  anaesthetic  is  rapidly  delivered 
to  the  nervous  centres,  in  which  the  essential 
changes  of  general  anaesthesia  take  place.  The 
absorption  of  vapours  in  the  lungs  varies  with 
numerous  factors :  barometric  pressure,  tem- 
perature of  the  vapour  and  of  the  blood,  rate  of 
respiration,  and  rate  of  blood-flow  through  the 
pulmonary  system.  But  the  process  is  also 
something  more  than  simple  solution  by  diffusion 
of  gases  through  a  thin  membrane ;  there  is  at 
least  an  element  which  depends  on  the  fact  that 
the  tissues  concerned  are  living. 

The  lungs  are  also  the  chief,  but  not  the 
only,  medium  for  the  elimination  of  inhaled 
anaesthetics.  These  are  but  little  decomnosed 
during  their  tour  of  the  circulation,  ana  the 
greater  part  is  discharged  unchanged  after  the 
administration  is  suspended.  What  change 
they  undergo  in  the  blood  is  very  uncertain. 
Chloroform,  which  has  hitherto  received  moro 
attention  in  this  respect  than  the  others,  is 
recoverable  from  the  blood  in  fatal  cases  of 
chloroform  anaesthesia,  but  it  is  believod  that 
most  of  it  circulates  in  the  red  corpuscles  of  the 
blood  in  combination  with  the  lecithin  and 
cholestcrin  which  they  contain.*  Glycuronic 
acid  not  uncommonly  appears  in  the  urine  after 
chloroform  anaesthena.  Nitrogen  and  sulphur 
are  also  excreted  in  the  urine  in  greater  quantity, 
indicating  a  greater  destruction  of  proteid  ;  and 
the  increase  of  chlorides  is  held  to  show  that 
some  chloroform  is  decomposed  in  the  body. 
Tlie  affinity  of  cholestcrin  and  lecithin  for  chloro- 
form, chloral,  ether,  sulphonal,  tetronal,  trionaJ, 
and  chloralamide  has  been  suggested  as  the 
explanation  for  the  selective  action  of  these 
narcotics  on  the  central  nervous  system,  which 
contains  a  larger  proportion  of  cholesterin  and 
lecithin  than  do  the  other  organs.  With  regard 
to    ether,    Tumbull    states    that    etherisation 

>  Hale  White,  Materia  Medica,  11th  ed.  1000,  280. 
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produces  a  marked  dimiontion  of  the  haemoglobin 
of  the  blood  * ;  and  Reicher  finds  three  times 
the  normal  quantity  of  fat  present  in  the  blood, 
together  with  an  inoreased  amount  of  acetone, 
due  to  the  disintegration  of  fat  and  albuminoid 
bodies.'  The  chemical  composition  of  the  blood 
is  often  much  modified  during  anaesthesia,  be- 
cause tiie  air  supply  to  the  lungs  is  frequently 
curtailed  to  a  greater  or  less  extent,  and  the 
elimination  of  CO,  hindered.  The  proportions 
of  0  and  CO,  in  the  circulating  blood  may  thus 
be  altered  at  the  expense  of  the  former,  aiid  an 
asphyxial  element  added  to  the  narcotic  effect 
of  me  ansBsthetic  Some  authorities  believe 
that  deprivation  of  oxygen  is  the  method  by 
which  all  annsthetics  produce  their  action  on 
the  nervous  tissues.' 

The  chemical  changes  which  may  be  assumed 
to  take  place  in  the  brain  during  anaesthesia  are 
unknown,  as  indeed  are  those  of  natural  sleep. 
It  has  been  suggested  that  unstable  compounas 
are  formed  between  the  anaesthetic  and  the 
protoplasm  of  the  nerve  cells,  and  some  ob- 
servers describe  changes  recoffnisable  micro- 
scopically in  those  cells  as  a  result  of  anaesthesia. 
Professor  Hans  Meyer  holds  that  there  is  a  loose 
physico-chemical  combination  with  the  lipoids  of 
the  cell.  This  causes  inhibition  of  the  normal 
metabolism  until  the  loose  reversible  combina- 
tion breaks  up.  A  rare  sequel  of  chloroform 
anaesthesia  is  known  as  delayed  chloroform 
poisoning.  The  symptoms  of  this  condition, 
which  is  sometimes  fatal,  arise  about  eighteen 
to  seventy-two  hours  after  the  ansesthesia.  They 
are  attributed  to '  acidosis,'  that  is  to  diminished 
alkalinity  of  the  blood  due  to  the  presence  of 
acetone  and  aceto-acetio  acid,  which  can  be 
detected  in  the  urine  and  the  breath.  For  the 
developed  condition  sodium  bicarbonate  in  large 
doses  IS  emplayed ;  as  a  preventive  measure 
feeding  on  sluoose  for  a  day  or  two  before 
operation  is  found  to  answer  best.*  Very  rarely 
indeed  this  acidosis  has  followed  the  adminis- 
tration of  ether. 

Niirona  oxide  (Laughing  gas). — ^The  inhala- 
tion of  from  three  or  four  to  twenty  or  thirty 
gallons  of  this  gas  without  any  air  produces 
anaesthesia.  If  we  administration  is  tnen  sus- 
pended, insensibility  lasts  on  an  average  about 
thirty  to  forty-five  seconds,  during  which  time 
minor  operations  such  as  the  extraction  of  teeth 
can  be  imdertaken.  A  marked  asphyxial  ele- 
ment is  nearly  always  present,  owing  to  the 
replacement  of  oxygen  by  NgO.  If  air  be 
admitted  for  brief  periods  between  successive 
doses  of  gas,  anaesthesia  can  be  maintained 
without  great  difficulty  for  several  minutes.  By 
delivering  nitrous  oxide  mixed  with  pure  oxygen 
for  inhalation,  anaesthesia  can  be  prolonged  for 
any  desired  period.  The  proportions  of  the  two 
gases  are  varied  to  meet  the  requirements  of 
mdividual  oases,  but  roughly  the  mixture  must 
contain  about  80  p.c.  by  volume  of  N,0.  The 
previous  injection  of  narcotics  such  as  morphine, 
with  atropine,  facilitates  the  induction  of 
anaesthesia.  This  method  is  well  suited  for 
operations  on  the  limbs,  but  for  abdominal 
operations  it  is  difficult  to  get  the  complete 

1  Laurence  Tnrnbull,  Arttflclal  AniMtheaia,  223. 

*  Reicher,  Lancet,  Jan.  25, 1908,  268. 
»  E.  Oill,  The  CHCls  Problein,  1906. 

*  Wallace  and  Gillespie.  Lancet,  Dec.  6, 1908, 1665 


muscular  relaxation  necessary.  Nitrous  oxide 
gas  is  the  safest  known  general  anaesthetic,  and 
recovery  takes  place  very  rapidly  (two  or  three 
minutes)  without  unpleasant  after-effects. 

Ethyl  chloride, — ^The  vapour  of  3  to  5  c.c.  of 
this  substance  allowed  to  volatilise  in  a  closed 
chamber,  such  as  a  rubber  bag,  into  which  an 
adult  patientexspires  and  from  which  he  inspires, 
produces  anaesthesia  very  rapidly.  If  adminis- 
tration is  then  suspended,  insensibility  lasts 
from  one  to  two  minutes.  By  administering  a 
further  dose  before  recovery  takes  place  from 
the  first  one,  anaesthesia  can  be  prolonged ;  it 
is  preferable,  however,  to  give  etner  or  chloro- 
form or  nitrous  oxide  and  oxygen  if  a  lon^r 
anaesthesia  is  required.  The  after-effects  of  ethyl 
chloride  are  intermediate  between  those  of 
nitrous  oxide  and  those  of  ether  and  chloroform. 
Ethyl  chloride  given  by  an  expert  is  safer  than 
either  of  the  latter,  but  not  so  safe  as  nitrous 
oxide. 

Ether, — ^About  30  p.c.  of  air  and  70  p.c.  of 
ethereal  vapour  will  produce  and  maintain 
general  anaesthesia.  The  vapour  is  so  intensely 
irritating  to  tho  mucous  membrane  which  lines 
the  mouth,  nose,  and  air-passages,  that  it  must 
first  be  offered  very  dilute,  and  then  in  a 
gradually  increasing  percentage.  Limitation  of 
air  supply  renders  it  possible  to  procureanaesthesia 
with  a  much  smaller  quantity  of  ether  than  when 
fresh  air  is  freely  admitted,  for  a  slight  con- 
current asphyxia  helps  the  action  of  the  ether. 
Such  asphyxiation  has  dieadvantages  of  its  own 
if  allowed  to  exceed  a  very  moderate  degree ; 
it  is  usually  present  durinc  anaesthesia  under 
ether  bv  the  *  closed  '  methods.  There  is  slightly 
more  (&fficulty  in  producing  anaesthesia  by  the 
*  open  '  method,  in  which  air  enters  freely ;  the 
preliminairy  injection  of  small  doses  of  morphine 
(i  to  ^  grain)  with  atropine  (9^  to  <r^  grain)  is  of 
advant^.  Ether  is  much  less  dangerous  to 
life  than  chloroform  in  the  operating  room ;  but 
part  of  this  advantage  is  counterbalanced  by 
the  oooasional  development  of  bronchitiB  and 
broncho-pneumonia  aiterwards. 

Chloroform. — Much  researoh  has  been  carried 
out  to  determine  the  peroentage  of  chloroform 
necessary  to  produce  anaesthesia  by  inhalation. 
Vernon  Uarcourt  introduced  early  this  century 
a  chloroform  inhaler  capable  of  regulating  this 
proportion  up  to  2  p.c.  Experience  showed  that 
m  occasional  cases  it  is  very  difficult  or  impos- 
sible to  induce  anaesthesia  with  this  amount,  and 
a  modification  of  the  instrument  aUows  air  to  be 
inspired  containing  3  p.c.  In  practically  every 
case  anaesthesia,  \men  fully  established,  can  he 
maintained  with  a  2  p.c.  vapour.  Alcock^  who 
has  investigated  the  dosage  of  chloroform  ver^ 
carefully,  mids  ^  that  for  an  ordinary  adult  it 
suffices  to  offer  a  peroentage  rising  gradually 
to  2|  in  three  minutes ;  this  as  a  rule  produces 
complete  surgical  anaesthesia  in  eight  to  ten 
minutes.  If  a  higher  proportion  is  necessary, 
3  p.c.  may  be  allowed  at  the  end  of  five  minutes. 
He  finds  that  within  a  few  minutes  after  in- 
duction is  complete  1*5  p.c.,  and  after  half  an 
hour  1  p.c.,  will  usually  be  enough.  Several 
physiologists  have  estimated  the  amount  of 
chloroform    in    the    ciroulating    blood    during 

1  N.  H.  Alcock,  British  Medical  Journal,  Feb.  6. 
1909,  325. 
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aneoBthesia :  their  results  vary  from  0*035  to 
0*07  p.o.  Chloroform  is  the  most  danserous  of 
these  four  aneoBthetics,  espeoially  in  the  hands 
of  those  whose  experience  as  anaesthetists  is 
small.  H.  R. 

ANALGESINE.    Identical    with    antipyrine 
{q.v,), 

ANALYSIS.  Chemical  analysis  is  the  separa- 
tion of  a  complex  mater  in  I  into  simpler  con- 
stituents. It  is  vUimaie  when  these  component 
parts  are  elementary  forms  of  matter,  and 
proximate  when  the  subdivision  consists  only 
in  the  separatioTi  of  the  original  substance 
into  less  complicated  compounds.  The  aim^  of 
chemical  analysis  is  twofold :  the  first  object 
is  to  ascertam  the  nature  of  the  compo- 
nents of  a  mixture  or  complex  substance; 
the  second  is  to  determine  the  proportions  in 
which  these  constituents  are  present.  All 
analytical  operations  may  therefore  be  classified 
under  the  two  main  categories  of  qualitative  and 
quantitative  analysis,  according  as  to  whether 
these  processes  lead  to  the  identification  of  the 
proximate  or  ultimate  constituents  of  a  complex 
substance,  or  to  the  determination  of  the  relative 
proportions  in  which  these  constituents  are 
present. 

This  article  is  written  primarily  from  the 
technical  point  of  view,  and  accordingly  the 
descriptions  given  in  the  qualitative  secUon  are 
restricted  mainly  to  those  elements  which  find 
application  in  the  arts  and  industries.  Simi- 
larly*  the  estimations  and  separations  outlined 
in  the  quantitative  section  are  chiefly  those 
required  in  the  analysis  of  technically  important 
materials. 

The  systematic  investigation  of  the  individual 
elements  and  their  typical  compounds  has 
revealed  the  existence  of  many  characteristic 
reactions  which  are  exhibited  by  certain  elements 
and  compounds  under  widely  varying  conditions 
of  combination  or  association*  This  circum- 
stance leads  to  a  simplification  which  is  utilised 
extensively  in  both  qualitative  and  quantitative 
analysis.  In  qualitative  work,  such  charac- 
teristic reactions  as  are  not  generally  interfered 
with  by  other  substances  enable  the  analyst  to 
detect  the  presence  of  certain  elementary  or 
compound  substances  without  undertaking  the 
more  laborious  processes  involved  in  isolating 
these  constituents  from  the  other  ingredients  of 
a  mixture. 

In  quantitative  analysis  two  essentially 
di£ferent  methods  of  procedure  are  em- 
ployed, the  more  fundamental  one  being  ffravi- 
metric  analysis,  in  which  the  elementary  or 
complex  constituent  of  a  mixture  is  isolated 
and  weighed  in  the  form  of  a  definite  compound. 
By  utilising  quantitatively  the  above-mentioned 
distinctive  reactions  it  is  frequently  possible  to 
adopt  the  second  procedure  known  as  volumetric 
analysis,  in  which  the  relative  amount  of  a  certain 
constituent  is  estimated  in  the  presence  of  other 
elements  and  compounds  associated  with  this 
constituent  in  the  mixture  under  examination. 
For  the  purposes  of  scientific  investigation 
the  most  accurate  methods  are  essential,  and 
thepo  are,  in  the  main,  gravimetric  in  cha- 
racter ;  but  for  technical  requirements  extreme 
accuracy  is  rarely  required,  and  rapid  methods 
givinff  approximately  correct  results  are  pre- 
ferred to    more   exact    processes   involving    a 


longer  time  for  their  execution.  It  is  in  this 
direction  that  volumetric  analysis  has  been  most 
extensively  developed,  the  general  tendency  in 
industrial  laboratories  being  to  replace  gravi- 
metric methods  by  quicker  volumetrio  processes 
with  very  little  loss  in  accuracy^  provided 
that  certain  essential  conditions  be  fulfilled. 

General  Operations. 

Sampling. — It  is  of  the  highest  importance 
that  the  sample  under  examination  should  be 
truly  representative  of  the  bulk  of  the  substance. 
Discrepancies  between  the  results  of  different 
analysts  arc  usually  attributed  to  faulty 
methods  or  inaccurate  work,  but  in  many  cases 
they  are  really  due  to  imperfect  sampling.  If 
the  substance  is  a  liquid,  the  contenta  of  the 
vessel  should  be  thoroughly  mixed  before  the 
sample  is  withdrawn.  U  the  substance  is  con- 
tained in  several  vessels,  a  proportional  quantity 
should  be  taken  from  each,  the  different  portions 
mixed  together,  and  the  final  sample  taken  from 
the  mixture. 

In  the  case  of  solid  products  care  must  be 
taken  to  secure  a  proper  proportion  of  large  and 
small,  hard  and  soft  fragments.  If  a  ship's 
cargo  is  to  be  sampled,  portions  should  be 
taken  from  different  parts  of  the  bulk ;  if  the 
substance  is  contained  in  railway  trucks,  por- 
tions should  be  taken  from  the  ejids  and  middle 
of  each  truck.  When  the  substance  is  in  bags 
or  barrels,  a  long  hollow  auger  is  thrust  to  the 
bottom  of  each  and  then  withdrawn,  bringing 
with  it  a  long  core  of  the  substance.  If  the 
material  loses  or  gains  moisture,  or  undergoes 
any  other  change  on  exposure  to  air,  as  in  the 
case  of  soap  or  caustic  soda,  a  proper  proportion 
of  the  internal  and  external  portions  must  bo 
taken.  In  all  oases  the  first  samples  are  broken 
into  small  pieces,  thoroughly  mixed,  and  one- 
fourth  taken  for  further  treatment.  This  is 
ground  to  powder,  agein  thoroughly  mixed,  and 
one-fourth  taken.  The  subdivision  is  repeated, 
if  necessary,  and  the  final  sample  kept  in  well- 
dosed  bottles.  This  process  of  '  quartering  ' 
may  also  be  effected  by  spreading  out  the  finely 
powdered  material  in  the  form  of  a  flattened 
cylinder  dividing  this  radially  into  four  parts, 
taking  out  the  opposite  sectors,  mixing  these 
thoroughly,  and  repeating  the  subdivision. 

If  uie  mixture  is  soft  and  friable,  pulverisa- 
tion is  readily  effected  in  a  porcelain  or  earthen- 
ware mortar,  but  harder  substances  should  be 
powdered  in  a  cast-iron  or  steel 
mortar.  When  the  substance  is 
hard,  and  a  very  fine  powder  b 
required,  an  agate  mortar  should 
be  used  for  the  final  operation,  so 
that  the  powder  may  be  completely 
sifted  through  fine  muslin.  Very 
hard  substances,  such  as  minerals, 
are  first  broken  into  small  pieces 
by  wrapping  them  in  paper  and 
striking  with  a  hammer,  and  are 
then  further  crushed  in  a  steel 
mortar  (Fig.  1)  consisting  of  a  strong 
base  with  a  circular  recess  into  which 
fits  a  movable  steel  ring  or  guard, 
and  inside  this  is  a  solid  steel  _.  ^ 
piston  which  acts  as  a  pestle.  A  ^  ^'  ^' 
small  quantity  of  the  mineral  is  placed  on  the 
base  of  the  mortar  inside  the  guard-ring,  the 


latter  is  held  firmly  down,  and  the  piston  m 
placed  inside  and  atniok  smartW  with  a  hamTner, 
ivhjoh  drives  it  down  upon  the  mineral.  Ths 
final  crushing  ia  done  in  an  agate  mortar. 

The  meohaoioal  are-grinder  described  in 
Billebrand's  AnftlyBiB  of  Silia>t«  and  Carbonate 
Rooks,  may  likewise  be  employed  in  mlucing 
hard  miaetals  to  a  fine  powder. 

Drying. — Many  miMtiiices  absorb  more  or 
less  moistiue  when  exposed  to  the  air,  and  in 
order  to  bring  them  into  a  definite  condition  for 


r  at  a  higher  temperature  according 
stancee.  Siibstancea  which  contKia  water  in 
combination  are  usually  dried  by  exposure  to  air 
or  by  preaaure  between  folds  of  filter  paper.  In 
other  cases  where  a  higher  tempprature  nould 
be  ininrious  the  substance  may  be  placed  under 
•  bell.jar  which  also  incloses  a  dish  containing 
sulphuric  acid.  The  opemtion  proceeds  more 
quickly  if  the  belt-jar  is  connected  with  an  air- 
pump  and  thus  rendered  vacuous. 

oubstanoes  which  do  not  decompose  at  100° 
are  best  dried  in  a  copper  oven  provided  with  a 
jacket  oontaining  water  which  ia  heated  to 
boiling,  the  water-level  being  kept  constant  by 
means  of  anoverflowaand  feeding  arrangement 


Fia.  2. 

at  the  aide.  The  inside  of  the  oven  is  fitted 
with  a  perforated  shelf  which  supports  diahee, 
funnels,  &c.  (Fig.  2). 

When  the  substance  ia  sufficiently  stable  it 
is  advisable  to  drv  at  1 16"-120',  since  an  increase 
of  10"  or  20"  often  greatly  reduces  t^e  time  re- 
quired. For  thia  purpose  we  use  a  copper  oren 
without  a  jacket,  neatfd  by  a  lamp  underneath ; 
or  toluene,  boiling  at  110*,  may  be  used  instead 
of  water  in  the  oven  with  a  jacket ;  crude 
xylene  will  give  a  higher  temperature  (129°). 
Inside  the  oven  at  a  little  distance  from  the 
bottom  is  a  shelf  which  supports  the  vessel 
containing  the  aubetanoe.  At  the  top  of  the 
oven  are  two  apcrturos,  one  of  which  serves 
to  promote  a  current  of  air  through  the  oven, 
whilst  the  other  caines  a  thermometer  the  bulb 


>\  which  ia  being 


of  which  is  close  bc«i(Ie  the  vi 
heated. 

If  it  is  desired  to  keep  the  temperature  con- 
stant for  a  long  time,  the  oven  must  be  provided 
with  «,  thermoregulator  {v.  THiKMOKSoin^TOBS). 

Weighing. — ^Tho  balance  and  the  precautions 
to  be  obwrved  in  weighini;  form  the  subject  of  a 
special  article  (n.  BAi.AncE).  As  a  rule,  sub- 
stances taken  for  anolvsia  xboiild  be  weighed 
from  tubea  providod  with  well-fitting  atoppera  or 
corks,  or  from  weighing  bottles  fitted  with  gUss 
capsule  atoppers,  the  difference  between  the 
weight  of  tike  tube  or  bottle  before  and  after 
the  removal  of  the  substance  giving  the  weight 
taken  for  analysis.  The  quantity  required  for 
an  aoalysis  will  depend  upon  circumstances. 
When  conatitueata  present  m  minute  quantity 
have  to  be  eetimated,  a  relatively  larse  amount 
of  the  sabstamoe  is  required,  but  for  Uie  eatima- 
tioD  of  one  or  two  constituents  from  1  to  2  grams 
of   the   substance   is    uEUally   sufficient.     The 


washing,   &o.,  but  also  the  greater  the  demands 
on  the  skill  and  accuracy  of  the  opraator. 

Hygroscopic aubatanoeaand  piecipitatee must 
be  kept  under  a  daieeator  {q.v.),  i.t.  a  ^Ims  dish 


.....  - ',  to.,  and 

provided  with  an  air-tight  glass  cover,  preferably 
bell-shnped-  Crucibles  con  tain  ins  non-hygro- 
scopic precipitates  may  be  allowed  to  oool  with 
eipoaureto  air,  provided  that  the  empty  cruoiblea 
were  allowed  to  cool  under  the  same  conditions 
before  weighing. 

i9oIi(<ion.~The  solntioa  of  a  substance  is 
moat  conveniently  effected  in  flasks  or  in  some- 
what deep   beakers  which  are  inclined  at   an 

'in  order  to  prevent  possible  loss  bv  spur' 


concentrated  form  possib. 
Bible  excess,  in  order  to  avoid  loss  of  time  ii 
evaporation,  &o.  Evaporation  to  expel  excess 
of  solvent  should,  wheio  possible,  be  condvoted 
in  the  same  vessel. 

Evajxiralian. — The  evaporation  of  a  liquid 
may  be  eSeoted  over  an  orainary  buasen  flame, 
or  over  a  rose  burner,  oare  being  taken  that  the 
liquid  does  nob  boil.  If  the  operatkm  ia  oon- 
dnoted  in  a  flask  or  omeible,  the  latter  ^uld  be 
inclined  in  order  to  prereDt  loss  by  ebullition, 
and  the  operation  is  aootjer&ted  in  t^  first  case 
by  drawing  a  current  of  air  through  the  flask,  in 
the  second  by  inclining  the  lid  ot  the  crucible 
(Fig.  3)  across  t^e  mouth  of  the  vessel  and  thus 
producing  a  circulation.  The  rate  of  evapora- 
tion, caUrit  paribiu,  depends  on  the  area  of 
surface  CEposed,  and  henoe  the  operation  ts 
effeoted  most  quickly  in  shallow  diahee,  eapeeially 
□urrent  of  air  removes  the  vapour  aa  fast 
t  is  given  off.  During  the  process  the 
contents  A  the  dish  should  be  protected  from 
duat,  tc. ,  and  this  ia  really  done  by  supporting 
-'  a  distance  of  about  six  inches  above  the 
irfaoe  of  the  dish  a  triangle  of  glass  rod  or 
tubing  on  which  ia  atretched  a  sheet  of  filter 
paper  freed  from  soluble  compounds  by  treats 
ment  with  acid.  When  evaporation  over  a 
direct  Same  ia  impracticable,  the  dishes,  Ac., 
should  be  ^aoed  on  a  umfer-iatA,  that  ia,  a 
vessel  contauing  boiling  wat«r,  in  such  a  way 
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thftt  they  are  heated  by  the  steam.  The  top  of 
the  water  dryinff-oven  already  desoribed  (Fi^.  2) 
may  be  proTided  with  a  series  of  rings  of  various 


Fio.  3. 

sises  and  thus  serves  two  purposes.  Ordinarv 
tin  cans  or  oopper  vessels  of  similar  shape  will 
answer,  but  in  all  oases  it  is  desirable  to  have 
an  arrangement  for  keeping  the  water  at  a  con- 
stant level. 

PrecipikUion  is  conducted  in  beakers,  dishes, 
or  conical  flasks,  but  not  in  ordinary  round 
flasks  because  of  the  difficulty  of  removing  the 
inecipitate.  Glass  vessels,  especially  when  new, 
are  appreciably  attacked  and  dussolved  by  water, 
and  still  more  strongly  by  alkaline  solutions, 
the  action  increasing  with  the  concentration  of 
the  solution  and  the  duration  of  contact.  For 
quantitative  work  Jena  glass  vessels  should  be 
used,  as  these  are  least  affected  by  alkalis. 
Acid  liquids,  with  the  exception  of  dilute  sul- 
phuric acid,  have  less  solvent  action.  Porcelain 
vesseb,  especially  after  they  have  been  used  for 
a  ^ort  time,  are  not  appreciably  attacked 
(Fresenius's  Quant.  AnaL).  All  precipitations 
involving  long  heating  with  alkaline  liquids 
shotdd  ho  conducted  in  porcelain  vessels  or  in 
platinum,  silver,  or  nickel  dishes.  Silica-ware 
vessels  can  be  used  with  all  acid  liquids  except- 
ing  those  evolving  hydrogen  fluoride  (Zeitsch. 
anora.  Ohem.  1905,  44,  221). 

Unless  circumstances  forbid,  the  liquid  and 
the  reagent  should  be  heated  to  boiling  and 
mixed  gradually  with  continual  agitation,  since 
under  uiese  conditions  precipitation  as  a  rule  is 
more  rapid  and  complete,  and  the  precipitate 
is  obtained  in  a  dense  and  granular  form  and 
is  readily  separated  and  washed.  Usually  filtra- 
tion may  be  commenced  as  soon  as  the  super- 
natant liquid  is  clear,  or  at  any  rate  after  two 
or  three  hours.  An  unnecessary  excess  of  reagent 
should  always  be  avoided,  but  in  all  cases  com- 
plete precipitation  should  be  proved  by  adding 
a  small  quantity  of  the  reagent  to  the  dear 
liquid. 


FiUralion, — The  separation  of  a  precipitate 
from  a  liquid  is  usually  effected  by  means  of  a 
specially  prepared  variety  of  blotting  paper, 
known  as  filter  paper.  The  Swedish  paper 
made  by  J.  Munkteli  has  the  oldest  reputation, 
but  that  made  by  Schleicher  and  SchuU,  of 
Dfiren,  is  of  excellent  quality,  and  for  many  pur- 
poses answers  better.  The  latter  firm  supply 
paper  which  has  been  treated  with  hydrochloric 
and  hydrofluoric  acids,  and  thus  nreed  from 
almost  all  inorganic  matter.  Filter  papers  of 
similar  quality  are  also  supplied  by  Max  Drever- 
hoff,  and  by  Baker  and  Adamson.  It  is  de- 
sirable that  all  paper  used  in  quantitative  work 
should  be  free  from  soluble  compound?,  and  this 
end  is  secured  by  soaking  the  ordinary  filter 
paper  for  three  or  four  hours  in  pure  hydro- 
chloric acid  diluted  with  16-20  times  its  volume 
of  water,  and  then  washing  thoroughly  to  remove 
all  traces  of  acid  and  soluble  salto.  The  paper 
is  conveniently  kept  in  circular  pieces  of  Imown 
radii  (2,  4,  5,  0,  8  cm.),  and  the  ash  left  by  each 
size  should  be  determined  once  for  all  by  in- 
cinerating six  filters  of  one  of  the  medium  sizes 
in  the  manner  described  under  the  treatment  of 
precipitates,  and  weighing  the  ash  which  is  left. 
This  quantity  divided  by  six  gives  the  average 
amount  of  ash  left  by  one  filter  of  that  size,  and 
the  amount  left  by  the  other  sizes  is  readily 
calculated,  the  quantity  of  ash  being  propor- 
tional to  the  area  of  the*  paper. 

Usually  the  filter  paper  is  supported  in  a 
glass  funnel  which  should  have  smooth  even 
sides  and  an  angle  of  fiO*.  The  stem  should  be 
somewhat  long  and  not  too  wide,  with  the  lower 
end  cut  obliquely.  A  circular  filter  is  folded  in 
half,  then  in  a  quadrant,  and  when  the  quadrant 
is  opened  at  one  side  it  forms  a  hoUow  cone 
which  should  fit  accurately  into  the  funnel. 
The  edge  of  the  filter  paper  should  be  about 
10  mm.  below  the  edge  of  the  funnel,  and  the 
size  of  the  filter  shomd  be  such  that  it  is  not 
more  than  three  quarters  filled  by  the  preci- 
pitate. After  placing  the  filter  in  position  it  is 
moistened  with  water,  and  fitted  accurately  to 
the  glass,  care  being  taken  to  remove  all  air 
bubmes  from  between  the  glass  and  the  paper. 
Attention  to  these  points  greatly  facilitates  the 
subsequent  filtration.  The  edge  of  the  vessel 
containing  the  liquid  to  be  filtered  is  slightly 
greased  outside,  and  the  liquid  is  directed  into 
the  filter  by  means  of  a  glfiss  rod,  care  being 
taken  not  to  disturb  the  precipitate  until  most 
of  the  clear  liquid  has  pasRed  through.  It  is 
advisable  to  keep  the  filter  well  filled  with  the 
liquid,  but  the  latter  must  not  rise  higher  than 
10  mm.  below  the  top  of  the  paper. 

In  order  to  accelerate  filtration  a  glass  tube 
about  3-4  mm.  in  diameter  and  not  less  than 
20  cm.  long,  bent  into  a  loop  near  its  upper  end, 
may  be  attached  to  the  stem  of  the  funnel  by 
means  of  indiarubber  tube. 

Greater  rapidity  of  filtration  is  obtained  by 
using  one  of  the  numerous  water  pumps  (v. 
Filter  pump).  In  this  case  the  liquid  is  filtered 
into  a  flask  with  stout  walls,  preferably  of  the 
conical  form.  The  stem  of  the  funnel  passes 
through  a  cork  which  fits  in  the  neck  of  the 
fiask  and  also  carries  a  tube  connected  with  the 
pump,  or  the  flask  may  be  provided  with  a  side 
tube  for  this  latter  purpose.  When  it  is  required 
to  filter  into  a  dish  or  beaker^  the  latter  is  placed 
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under  a  tubnlated  bell-jar  standins  on  a  glass 
plate,  the  oork  oarrying  the  funnel,  Ac,  being 
fitted  into  the  tubulus  of  the  bell-jar.  If  the 
reduction  of  preEisure  is  considerable,  it  becomes 
necessary  to  support  the  apex  of  the  filter.  In 
the  case  of  filters  of  medium  size  the  necessary 
touffhness  is  obtained  by  dropping  into  the  apex 
of  the  dry  filter,  after  it  has  1b«en  fitted  into  the 
funnd,  two  or  three  drops  of  the  strongest 
nitric  acid.  After  a  minute  or  two  the  paper  is 
washed  and  is  ready  for  use.  Bunsen's  original 
method  is  to  support  the  apex  of  the  filter  by 

means  of  a  cone  of  platinum 
foil,  which  is  made  in  the 
following  way.  A  circular 
piece  of  thin  platinum  foil 
^  1  3-1  cm.  in  diameter  is  cut 

in  the  manner  shown  in  the 
^^  diaoram  (Fi^.  4),  softened 
"d  by  heating  in  a  flame,  and 
then  placed  against  a  small 
metal  cone  of  60^,  so  that 
the  point  a  coincides  with  the  apex  of  the  cone. 
The  foil  is  then  folded  round  the  metal  so  that  it 
also  forms  a  small  cone,  which  is  finished  by  being 
pressed  m  a  hollow  conical  mould  into  which 
the  metal  cone  fits.  It  is  then  dropped  into 
the  fimnel  and  the  paper  fitted  in.  l*he  metal 
cones  and  moulds  required  can  be  purchased; 
Bunsen's  method  of  making  a  cone  and  mould 
of  plaster  is  described  in  Thorpe's  Quantitative 
Analysis. 

Carmichael  has  described  a  method  of  reverse 
filtration  (Zeitsch.  anaL  Chem.  10,  83). 

The  Gooch  crucible  (Chem.  News,  37,  181), 
which  has  a  perforated  bottom  lined  with  a 
thin  asbestos  mat,  has  now  become  a  recognised 
means  of  collecting  precipitates.  The  asbestos 
makes  an  excellent  filter,  is  not  affected  by 
ordinary  acid  and  alkaline  liquids,  is  readilv 
dried,  and  does  not  alter  in  weight  when  ignited. 
The  quality  of  the  asbestos  is  of  prime  import- 
ance, a  non-ferruginous  amphibole  beinj^  pre- 
ferable to  the  cheaper  hycfrated  varieties  of 
serpentine  which  are  appreciably  soluble  in 
acids.  Silky  asbestos  is  scraped  into  a  short 
fine  down,  boiled  with  hydrochloric  acid,  well 
washed,  and  kept  in  water.  A  platinum  or  silica 
crucible,  preferably  of  the  low  wide  form,  with 
the  bottom  {perforated  with  a  large  number  of 
minute  holes,  is  fitted  air-tight  into  an  ordinary 
funnel  by  means  of  an  indiarubber  ring  placed 
between  the  crucible  and  the  wall  of  the  funnel, 
which  is  fitted  into  a  filtering  flask.  The  pump 
is  set  in  action  and  water  containing  the  asoestos 
in  suspension  is  poured  into  the  crucible.  A  layer 
of  asbestos  felt  is  quickly  formed,  and  when  this 
is  of  sufficient  thickness  it  is  drained,  dried,  and 
ignited  over  a  lamp,  and  the  crucible  is  then 
weighed.  It  is  desirable  to  have  a  non-per- 
forated bottom  to  fit  on  the  crucible  during 
ignition,  in  order  to  protect  the  contents  of  the 
crucible  from  the  flame  gases.  A  Soxhlet  tube, 
having  a  perforated  porcelain  or  platinum  disc 
covert  with  an  asbestos  layer  and  supported 
at  the  constricted  part  of  the  tube,  is  frequently 
used  to  collect  precipitates.  Neubauer  recom- 
mends a  perforated  platinum  crucible  with  a 
felted  platinum  mat  (Zeitsch.  anorg.  Chem. 
1901,  922;  cf.  Amer.  Ciiem.  J.  1909,  31,  456). 
The  weighed  crucible  is  replaced  in  the  funnel, 
and  filtration  is  conducted  in  the  ordinary  way, 
Vol.  L— r. 


care  being  taken  that  the  pump  is  set  in  action 
before  any  liquid  is  poured  into  the  crucible. 
Drying  and  igniting  the  precipitate  occupies  but 
little  time.  For  gelatinous  precipitates  the 
crucible  may  be  replaced  by  a  cone,  the  lower 
part  of  which  is  made  of  platinum  gauze  and 
the  upper  part  of  platinum  foil. 

Gooch  has  proposed  (P.  Am.  A.  1885,  390; 
Zeitsch.  anal.  Chem.  24,  583)  in  special  cases  to 
replace  the  asbestos  by  anthracene,  which  after 
filtration  can  be  dissolved  in  benzene  or  other 
suitable  solvent,  leaving  the  precipitate  undis- 
solved. 

Not  unfrequenUy  it  is  necessary  to  keep  the 
contents  of  a  funnel  hot  during  filiation.  This 
is  effected  by  placing  the  funnel  inside  a  copper 
jacket  filled  with  water  which  is  heated  to  boil- 
mg  by  means  of  a  side  tube.  A  simpler  plan  is 
to  coil  lead  pipe  round  the  funnel  and  bk>w 
steam  through  the  pipe  (Richter^  J.  pr.  Chem.  (ii.) 
28,  309). 

Sometimes  it  is  desirable  to  avoid  contact 
witli  air  during  filtration.  A  convenient  ap- 
paratus for  this  purpose  has  been  described  by 
klobukow  (Zeitsch.  anal.  Chem.  24,  395 ;  J.  Soc. 
Chem.  Ind.  4,  756). 

All  precipitates  require  to  be  washed  in  order 
to  remove  soluble  impurities,  the  liquid  em- 
ployed being  water,  dilute  acid,  dilute  ammonia, 
alcohol,  &c.,  as  the  case  may  require.  The 
object  in  all  cases  is  to  reduce  the  impurity  to 
the  desired  minimum  in  the  shortest  possible 
time  with  the  least  expenditure  of  liquid,  and  it 
can  readily  be  shown  that  successive  treatments 
with  small  quantities  of  the  liquid  are  far  more 
effectual  than  the  same  volume  of  liquid  applied 
all  at  once  (Bunsen,  Annalen,  148,  269).  vvnen- 
ever  possible  hot  liquids  should  be  used,  and  the 
precipitate  should  be  washed  so  far  as  possible, 
by  decantation,  only  the  washing  liquid  being 
poured  on  the  filter.  The  soluble  impurity 
collects  round  the  top  edge  of  the  filter  paper 
by  reason  of  capillary  action  and  evaporation, 
and  hence,  when  washing  is  effected  with  the 
aid  of  an  ordinary  wash-bottle  with  a  movable 
jet,  it  is  important  that  the  liquid  should  be 
directed  on  to  the  top  edge  of  the  filter.  It  is 
also  important  that  each  quantity  of  wash- 
water  should  be  drained  away  as  completely 
as  possible  before  adding  a  fresh  quantity,  and 
it  is  obvious  that  this  takes  place  most  readily 
when  a  pump  is  used.  In  this  case  the  liquid 
is  poured  into  the  funnel  from  an  open  vessel 
to  a  height  of  about  10  mm.  above  the  edges 
of  the  paper.  Care  must  be  taken  that  the 
precipitate  is  not  drained  so  far  that  channels 
are  formed.  It  is  always  advisable  to  ascertain 
whether  the  washing  is  complete  by  testing  a 
few  drops  of  the  last  wash-water. 

Drying  and  weighing  precipiiates. — Occa- 
sionally a  precipitate  must  be  dried  without  the 
application  of  heat,  and  this  is  accomplished  in 
a  desiccator  over  sulphuric  acid,  preferably  in  a 
vacuum.  In  other  instances  the  substance  is 
not  injured  by  a  temperature  of  say  120",  but 
cannot  be  i^ited.  In  these  cases  the  filter  is 
carefully  dried  at  the  particular  temperature, 
enclosed  between  a  pair  of  wateh-glasses,  and 
weighed.  It  is  then  placed  in  the  funnel  and 
the  operation  proceeded  with.  After  filtration 
the  filter  and  the  precipitate  are  thoroughly 
dried  at  the  same  temperature  as  before  anci 
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again  weighed,  the  inarease  being  the  weight  of 
the  preoipitate.  Tared  filters  can,  however,  be 
generally  replaced  by  Gooch  crucibles,  Soxhlet 
tubes,  &c.  The  majority  of  the  precipitates 
usually  met  with  can,  moreover,  be  dried  by 
heating  them  in  a  crucible  over  a  lamp.  In 
most  cases  it  is  not  necessary  that  the  precipi- 
tates should  previously  be  dried.  The  greater 
part  of  the  water  is  removed  by  draining  in  the 
funnel  by  means  of  the  pump  or  by  placing  the 
filter  and  its  contents  on  a  porous  tile  or  on  a 

Sad  of  filter  paper.  The  filter  is  then  intro- 
uced  into  a  crucible,  heated  cautiously  until 
quite  drv  and  then  heated  more  strongly  until 
the  weight  is  constant. 

When  the  precipitate  is  not  easily  reducible 
it  is  not  necessary  to  remove  the  paper  before 
ignition.  The  wet  paper  enclosing  the  precipi- 
tate is  placed  in  a  platinum  crucible,  and  tne 
latter  heated  with  a  full  flame ;  the  water 
present  assumes  the  spheroidal  state  and  the 
paper  smoulders  away  without  spurting.  If 
any  slight  reduction  takes  place,  for  example, 
with  barium  sulphate,  it  is  easily  remedied  by 
add  ins  a  few  drops  of  dilute  sulphuric  acid  and 
again  heating.  In  the  case  of  magnesium  pyro- 
phosphate strong  nitric  acid  serves  a  similar 
purpose.  If,  however,  the  precipitate  is  readily 
reduced  in  contact  with  oiganic  matter,  it  must 
bo  removed  from  the  paper  as  completely  as 
possible  by  gentle  friction,  and  transferred  to 


>lo, 


the  crucible,  which  should  stand  on  a  sheet  of 
glazed  paper.  A  carefully  trimmed  feather  or 
a  camel  s-hair  brush  is  useful  to  transfer  scattered 
particles  from  the  paper  to  the  crucible.  The 
filter  paper  is  then  folded  with  the  portion  to 
^vhich  the  precipitate  had  adhered  inside, 
wrapped  in  platinum  wire  which  forms  a  sort 
of  cage,  and  set  on  fire.  Whilst  burning  it  is 
held  over  the  crucible,  and  when  completely 
bumi  otUf  the  ash  is  heated  with  the  tip  of  a 
Bunsen  flame  for  a  few  minutes  and  then  shaken 
into  the  crucible. 

Precipitates  which  contain  compounds  of 
silver,  lead,  zinc,  tin,  and  other  easily  reducible 
metals,  should  be  heated  in  porcelain  crucibles, 
since  platinum  vessels  are  liable  to  be  attacked. 
Care  ^ould  also  be  taken  that  platinum  vessels 
are  not  heated  with  smoky  or  '  roaring '  flames, 
and  do  not  come  in  contact  with  brass  crucible 
tongs  or  easily  fusible  metals  whilst  hot.  After 
some  time  the  surface  of  the  metal  may  become 
dull,  owing  to  the  partial  disaggregation  of  the 
platinum,  but  this  defect  can  be  remedied  by 
polishing  the  metal  with  sea-sand  or  a  burnisher. 

Healing'  appliancea. — The  ordinary  bunsen 
burner  serves  for  most  operations,  but  the  ara^and 
bunsens  introduced  by  fietcher  are  more  efiicient, 
and  the  radial  slit  burner  of  the  same  inventor 
is  perhaps  the  most  efficient  gas-burner  for  heat- 
ing purposes  that  has  yet  been  made.  Glass 
vessels  are  more  safely  heated  on  a  sheet  of  wire 
gauze  or  on  a  layer  o^  sand  in  a  metal  trav.  A 
most  useful  piece  of  apparatus  in  a  technical 
laboratory  is  a  larse  iron  plate  supported  on  iron 
legs,  and  heated  oy  a  burner  underneath  the 
middle.  Vessels  placed  on  the  plate  near  its 
edges  are  subjected  to  a  very  gentle  heat,  but 
may  be  raised  to  a  much  higher  temperature  by 
being  moved  nearer  to  the  middle. 

A  water-bath  provided  with  a  constant  feed- 
ing arrangement  is  the  most  useful  way  of  heat- 


ing vessels  at  100^.  If  higher  temperatures  are 
needed,  a  saturated  solution  of  calcium  chloride, 
melted  paraffin,  or  oil  may  be  used.  Maumene 
(Compt.  rend.  1883, 97, 45,  and  215)  has  proposed 
to  use  fused  mixtures  of  alkaline  nitrates  for 
temperatures  between  140°  and  250*'.  Brauner 
(Chem.  Soc.  Trans.  1885,  47,  887)  has  described 
a  simple  arrangement  for  heating  substances  in 
sulphur  vapour. 

Eeixgente, — The  ordinary  acids  and  ammonia 
are  required  in  a  dilute  as  well  as  in  a  concen- 
trated form.  Whenever  possible  the  reagents 
should  be  made  in  solutions  the  strengths  of 
which  are  multiples  or  submultiples  of  normal 
solutions.  A  convenient  strength  for  the  dilute 
mineral  acids  is  twice  normal,  and  the  alkaline 
solutions  should  be  of  equivalent  strength. 

QUALITATIVB  AKALYSIS. 

The  detection  of  the  constituents  of  a 
mixture  or  chemical  substance  is  based  on  tho 
fact  that  Gdmost  every  metallic  or  acidic  radicle 
will  under  suitable  conditions  give  rise  to  a 
reaction  which,  under  these  conditions,  is 
characteristic  and  thus  enables  one  to  distinguish 
this  radicle  from  all  others.  These  tests  may  be 
applied  directly  to  the  solid  substance,  usually 
at  high  temperatures,  when  they  are  Imown  as 
dry  reactions  ;  or  they  may  be  employed  in  solu- 
tion, in  which  case  thev  are  described  as  toet 
reactions.  The  wet  and  dry  reactions  of  metallic 
and  acidic  radicles  are  generally,  but  by  no 
means  invariably,  independent  of  the  acidic  and 
metallic  radicles  with  which  they  are  respec- 
tively combined. 

Examination  in  the  Dry  Way. 

The  indications  obtained  from  the  dry  re- 
aotiona  of  a  substance  frequently  afford  very 
suggestive  clues  to  its  composition,  but  as  these 
tests  rarely,  if  ever,  indicate  the  relative  pro- 
portions in  which  the  constituents  exist  in  the 
mixture  under  examination, '  they  must  be  re- 
garded as  being  preliminary  to  the  more  syste- 
matic examination  of  the  substance  in  solution. 
Moreover,  negative  results  obtained  from  dry 
tests  must  not  be  accepted  as  final  evidence. 

In  all  cases,  however,  a  preliminary  examina- 
tion of  the  substance  should  be  made  in  the  dry 
way,  and  if  the  substance  is  in  solution  a  portion 
should  be  evaporated  to  dryness.  The  reactions 
of  several  substances  in  the  dry  way  are  inter- 
fered with  and  rendered  inconclusive  by  the 
presence  of  certain  other  substances ;  but  never- 
theless an  examination  of  this  kind  often  gives 
much  information  in  a  short  time. 

The  most  convenient  source  of  heat  for  this 
purpose  is  the  ordinary  bunsen  burner.  This 
consists  of  a  metal  tube  at  the  base  of  which 
coal  gas  enters  by  means  of  a  jet,  the  lower  part 
of  the  tube  being  pierced  with  holes  through 
which  air  is  drawn  and  mixed  with  the  coal  gas. 
The  mixture  of  1  volume  of  coal  gas  with  alK>ut 
2^  volumes  of  air,  which  is  thus  produced,  bums 
at  the  top  of  the  tube  with  a  non-luminous  flame. 
When  the  supply  of  gas  is  turned  low,  it  is 
necessary  also  to  reduce  the  air  supply  by 
partially  closing  the  inlet  holes  by  means  of  a 
regulator.  The  upper  part  of  the  burner  is 
generally  fitted  with  a  support  carrying  a  cone 
to  protect  the  flame  from  draughts. 

The  flame  consists  essentially  of  an  inner 
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dark  zone  containing  unbumt  gas  mixed  with 
air,  aod  an  outer  zone  or  flame  mantle  in  which 

combustion  becomes  com- 
plete. If  the  air  holes  are 
partially  closed,  a  luminous 
cone  appears  at  the  top  of 
the  inner  zone.  Bunsen  has 
shown,  however,  that  several 
distinct  zones  exist,  each  of 
which  can  be  utilised  for  pro- 
ducing particular  reactions. 
The  most  useful  of  these  are 
a,  a  comparatively  cold  zone 
at  the  base  of  the  flame,  which 
serves  for  the  volatilisation 
of  salts  in  order  to  obtain 
flame  colourations ;  thelmoer 
reducing  fame  9  about  one 
quarter  of  the  wav  up  and 
close  to  the  edge  of  the  dark 
zone ;  iy,  the  upper  and  more 
pow^ul  reducing  flame  at 
the  top  of  the  dark  zone, 
obtained  bv  cloBin^i;  the  air 
holes  until  the  tip  of  the 
inner  zone  just  becomes  lu- 
minous; fifths  zone  effusion 
or  highest  temperature,  at 
about  one-third  the  height  of 
the  flame  and  half-way  be- 
tween the  inner  zone  and  the  flame  mantle ; 
y,  the  lower  and  hotter  oocidieing  flame  at  the 
edge  just  below  the  zone  of  fusion  ;  and  e,  the 
upper  oxidising  flam^  at  the  extreme  tip  of 
the  flame. 

^  Instead  of  the  bunsen  burner,  the  flame  ob- 
tained by  means  of  a  blowpipe  may  be  used ;  a 
mouth  blowpipe  consists  of  a  metal  tube  pro- 
vided at  one  end  with  a  mouthpiece,  the  other  end 
fitting  into  a  small  metal  box  which  serves  to 
condense  and  retain  the  moisture  of  the  breath. 
From  the  side  of  this  box  a  second  shorter 
and  narrower  tube  projects  at  right  angles  to 
the  first,  and  is  provided  with  a  nozzle  or  jet  of 
brass  or,  better,  of  platinum.  For  general  work 
the  diameter  of  the  bore  of  the  jet  should  be 
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0-4  mm.  In  Black's  blowpipe  the  larger  tube  is 
conical,  the  lower  and  wider  end  serving  the 
same  nurpose  as  the  box  in  the  form  just  de- 
scribed. The  art  of  keeping  up  a  continuous 
blast  of  air  through  the  olowpipe  can  only  be 
acquired  bv  practice.  The  necessary  pressure  is 
produced  by  distending  the  cheeks,  breathing 
being  carried  on  through  the  nostrils,  whilst 
communication  between  the  nostrils  and  the 
mouth  is  cut  off  by  the  pressure  of  the  tongue 
affainst  the  palate.  A  convenient  form  of  hand- 
blower  for  blowpipe  work  has  been  devised  by 
Fletcher. 

A  good  flame  for  blowpipe  work  is  obtained 
by  dropping  into  the  tube  of  an  ordinary  bunsen 
burner  a  mrass  tube,  the  lower  end  of  which 
descends  to  the  bottom  of  the  burner  and  cuts 
off  the  supply  of  air,  whilst  the  upper  end  is 


flattened  and  cut  off  obliquely.  The  flame 
should  be  much  smaller  than  when  the  burner 
is  used  in  the  ordinary  way.  CSoal  gas  usually 
contains  more  or  less  sulphur,  and  consequently 
cannot  be  used  "v^en  testing  for  this  element. 

A  thick  stearin  candle  answers  well ;  but 
nothing  is  better  than  a  lamp  consisting  of  a  low 
and  rather  wide  cylindrical  metal  vessel,  open 
at  the  top,  with  a  somewhat  broad  and  flat  wick- 
holder  attached  to  the  side.  The  fuel  used  is 
solid  paraffin,  which  is  kept  in  a  melted  condi- 
tion by  the  heat  of  the  blowpipe  flame,  the  wick 
being  so  arranged  that  the  flame  passes  over  the 
top  of  the  paraffin.  A  metal  cover  protects  the 
lamp  from  dust  when  not  in  use. 

The  nozzle  of  the  blo^'pipe  is  introduced  a 
short  distance  into  the  lamp  flame  at  a  short 
distance  above  the  wick,  and  when  the  blast  is 
produced  the  flame  is  deflected  horizontally, 
become^  long  and  narrow,  and  is  seen  to  consist 
of  two  parts,  viz.  an  outer  or  oxidising  flame,  at 
the  tip  of  which  there  is  an  excess  of  oxygen 


heated  to  a  high  temperature,  and  an  inner  or 
reducing  flame,  which  contains  carbonic  oxido 
and  hydrocarbons  heated  to  a  high  temperature. 
If  the  blowpipe  is  held  just  at  the  edge  of  the 
flame  and  a  moderate  blast  is  used,  a  broader 
reducing  flame  can  be  obtained,  which  has  a 
luminous  tip  containing  solid  particles  of  carbon. 

The  folloifting  ap^ianoes  are  required :  a 
small  pair  of  forceps  with  platinum  points ;  short 
pieces  of  thin  platinum  wire ;  charcoiEd  from  some 
fine-grained  compact  wood ;  glass  tubes  about 
3  mm.  internal  diameter,  and  60-80  mm.  long, 
closed  at  one  end ;  and  glass  tubes  of  similar 
diameter  100-120  mm.  lon^,  open  at  both  ends 
and  bent  slightly  in  the  middle.  The  reaeents 
used  are  borax,  microcosmic  salt  (NH4NaI&04, 
4H,0),  potassium  cyanide,  sodium  carbonate, 
potassium  nitrate,  cobalt  nitrate  solution,  and 
potassium  hydrogen  sulphate. 

The  drf  teste  are  conveniently  performed  in 
the  followm^  order : — 

(1)  Heating  in  a  dry  closed  tube, — ^To  avoid 
soilW  the  sides  of  we  tube,  the  substance 
should  bo  introduced  bv  means  of  a  roll  of  stiff 
paper.     The  following  cbanges  may  be  observed  : 

(a)  Carbonisation  with  or  without  evolution 
of  empyreumatio  vapours  =  organic  compounds. 

(6)  (Condensation  of  moisture  on  cold  parts 
of  tube  ;  neutral  reaction  a  hydrated  salts  and 
hydroxides  ;  acid  reaction  ss  actds  and  acid  salts ; 
alkaline  reaction  =  ammonium  salts. 

(c)  Fusion  without  change  of  colour  =  alka- 
line salts,  hydrated  salts, 

{d)  Fusion  with  chanae  of  colour  =  yellow 
hot,  dark  yellow  cold  =  oismuth  oxide ;  yellow 
hot,  red  cold  «  lead  oxide.  The  chromates  of 
lead  and  the  alkali  metals  fuse  and  darken  on 
heatinff. 

(e)  No  fusion,  but  chance  of  colour:  dark 
yellow  hot,  pale  yellow  coki  =  stannic  oxide ; 
yellow  hot,  white  cold  =  zinc  oxide ;  black  hot, 
reddish -brown  cold  =/errtc  oxide;  black  hot, 
bright  red  cold  s=  mercuric  oxide ;  brown  darken- 
ing on  heating  a=  cadmium  oxide. 
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(/)  Gas  evolved:  oxygens=oxid€s,  peroxides, 
chlorates^  hromates,perchioraies,  iodaies,  periodaUs, 
peraviphates,  and  nitraies ;  carbon  dioxide  = 
earbonatee,  btearbonaUa,  oxalates;  carbon  mon- 
oxide (blue  flame)  =formateSf  oxalaUs;  sulphur 
dioxide  =  add  sulphites,  sulphates  of  heavy 
metals  (together  with  sulphur  trioxide) ;  cjranogen 
s  cyani£s  of  heavy  metala  ;  ammonia  =  am- 
monium salts  ;  phosphine  a  phosphites,  hypo- 
phosphites  ;  orange-brown  vapours  »  nitrates, 
nitrites,  bromides  ;  violet  vapours  b  iodides ; 
colourless  fuming  gas  s  hydrated  chlorides, 

(jg)  Sublimate :  white  infusible  »  arsenious 
oxide  (octahedra),  antimonious  oxide  (needles), 
selenium  dioxide,  ammonium  chloride,  am- 
monium sulphite  (from  ammonium  sulphate); 
white  fusible  s  mercuric  chloride,  tellurium 
dioxide,  organic  acids,  m6lybd4>num  trioxide  (at 
very  high  temperatures) ;  coloured,  black,  or 
reddish  black  =  selenium,  mercuric  sulphide. ; 
yellow  hot,  red  cold  =  mercuric  iodide ;  leddish 
yellow  =  arsenious  sulphide  ;  yellow  »  sulphur 
and  sulphides  ;  black  metallic  mirror  =  arsenic ; 
ffrey  metallic  globules  »  mercury.  These  metal- 
lic sublimates  are  often  obtainea  nore  readily  by 
heating  the  material  with  potassium  cyanide. 

P'Msphorus  compounds  are  detected  by 
heating  in  a  closed  tube  with  magnesium  ribbon 
and  droppinff  the  hot  tube  into  water,  when  in- 
flammable phosphine  is  evolved. 

(2)  Beating  in  open  tube. — ^The  tube  being 
inclined,  to  promote  a  current  of  air  through 
it,  the  changes  observed  are  similar  to  toe 
reactions  in  the  closed  tube,  but  sulphides 
bum  evolving  sulphur  dioxide;  arsenic  is 
oxidised  to  arsenious  oxide,  and  selenium  and 
its  compounds  evolve  a  pungent  odour  of  horse- 
radish (dioxide),  and  give  a  grey  or  reddish 
sublimate. 

(3)  Heating  on  platinum  wire. — Flame  coloura- 
tions.— The  wire  bein£|  cleaned  by  repeated  dip- 
ping in  hydrochloric  acid  and  heating  tul  it  imparts 
no  colour  to  the  flame,  a  small  quantity  of  the 
substance  supported  on  the  end  of  the  wire  is 
introduced  into  zone  a  of  the  bunsen  flame.  As 
a  colouration  is  produced  only  if  volatile  com- 
pounds of  the  metals  are  present,  the  substance 
should  be  moistened  with  hydrochloric  acid  to 
produce  the  volatile  chlorides.  This  result  may 
also  be  attained  by  mixing  the  substance  on  an 
asbestos  thread  with  moist  silver  chloride,  a 
compound  which,  while  imparting  no  colour  to 
the  name,  slowly  yields  chlorine,  converting  other 
metals  into  chlorides.  The  wire  should  be 
slowly  moved  into  the  hottest  part  of  the  blow- 
pipe or  bunson  flame,  so  that  the  colourations 
due  to  less  volatile  constituents  may  be  suc- 
cessively developed. 

Colourations  :  yellow  =  sodium ;  oranse  red 
=  calcium  ;  crimson  =  strcmtium,  lithium  ; 
lavender  =  i^otassium,  rubidium,  ccesium ;  apple 
green  =  bartum  ;  bright  green  =  thaUtum, 
copper,  boric  acid ;  pale  blue  =  lead,  antimony ; 
deep  blue  becoming  green  —-  copper  Jiolides ; 
deep  blue  =»  selenium. 

The  pocket  spectroscope  (direct  vision)  is  a 
useful  aid  in  examining  fUme  colourations, 
particularly  in  the  case  of  strontium  and  calcium, 
which  exhibit  respectively  a  characteristic  blue 
and  a  yellowish-green  line, 

(4)  Heating  on  charcoaL — ^The  substance 
mixed  with  three  times  its  weight  of  dry  sodium 


carbonate  or  of  a  mixture  of  2  parts  sodium  car- 
bonate and  1  part  potassium  cyanide,  is  placed 
in  a  small  shallow  hole  scooped  out  in  charcoal, 
and  heated  in  a  reducing  name.  The  metallic 
bead  obtained  is  examined  as  to  colour,  malle- 
ability, solubility,  &c.  Many  metals  yifdd  films 
of  oxide,  which  coat  the  charcoal  at  a  greater  or 
less  distance  from  the  flame,  and  the  colour  and 
apj[)earanoe  of  which  are  more  or  less  character- 
istic. These  and  similar  films  are  best  seen 
when  the  charcoal  is  supported  on  an  aluminium 
plate  (Ross).  A  piece  of  sheet  aluminium  12  cm. 
by  5  cm.  is  bent  m  right  ansles  at  a  distance  of 
2  cm.  from  one  end,  thus  forming  a  ledge  on 
which  a  small  flat  piece  of  charcoal  is  pIaoed» 
the  plate  being  hela  so  that  the  surface  rises 
vertically  behind  the  led^.  Volatile  oxides,  &c., 
condense  on  the  metallic  surface  {v.  Hutchings, 
Cliem.  News,  1877,  36,  208,  217). 

The  reduction  may  also  be  effected  by  adding 
a  fragment  of  sodium  to  the  substance  supported 
on  cmffcoal  (Parsons,  J.  Amer.  Chem.  Soc.  1901, 
23,  169). 

In  order  to  obtain  reduced  metals  with  the 
bunsen  flame,  a  tnatch-stick  is  smeared  with 
ordinary  sodium  carbonate  (washing  soda)  which 
has  been  melted  by  holding  it  in  the  flame,  and 
the  wood  thus  prepared  is  carbonised  by  heating 
it  in  the  flame.  A  small  quantity  of  the  sub- 
stance is  mixed  in  the  palm  of  the  hand  with  a 
small  quantity  of  the  fused  washing  soda,  and 
the  mixture  is  caarefuUy  placed  on  me  charcoal 
splint,  which  is  then  heated  in  the  lower  or  upper 
reducing  flame.  When  reduction  is  complete, 
the  match  is  allowed  to  cool  inside  the  dark  zone, 
and  is  then  withdrawn,  crushed  in  a  mortar,  and 
the  lighter  particles  of  charcoal  removed  by 
levigation  with  water,  the  heavy  metallic 
particles  being  left. 

By  means  of  the  bunsen  flame  reduced  metals 
and  tiieir  oxides  can  be  obtained  in  the  form  of 
films  on  a  porcelain  surface.  The  substance  is 
supported  on  a  long  slender  piece  of  asbestos, 
and  heated  in  the  tip  of  a  small  oxidising  or 
reducing  flame,  a  small  evaporating  dish  con- 
taining cold  water  being  held  momentarily  just 
above  the  asbestos  (v.  Bunsen's  Flammen- 
reactionen,  Heidelberg,  1880). 

Incrustations  on  charcoal :  white,  very 
volatile  =  arsenic  ;  white,  less  volatile  =  anti- 
mony ;  orange-yellow  hot,  pale  yellow  cold  = 
bismuth ;  pale  yellow  hot,  deep  yellow  cold, 
white  edge  =  lead ;  yellow  hot,  white  cold  » 
zinc,  mwffidenum ;  rcddi8h-bro\iii  or  orange- 
yeUow  cold  »  cadmium. 

Metallic  bciKls  or  residues  on  charcoal : 
white  malleable  =  silver,  tin,  lead ;  red  malle- 
able =>  copper ;  grey  brittle  =  antimony,  bis- 
muth ;  grey  powder,  magnetic  =  iron,  cobalt, 
nickel ;   non- magnetic  &=  molybdenum^ 

(5)  Cobalt  nitrate  reactions^ — Certain  in- 
fusAU  substances,  when  moistened  with  cobalt 
nitrate  solution  and  strongly  heated,  acquire 
characteristic  colours.  These  reactions  are 
frequently,  but  not  necessarily,  carried  out  on 
a  charcoal  support : — blue  infusible  mass  = 
aluminium ;  blue  fusible  =  certain  phosphates, 
silicates,  borates ;  green  =  zinc,  titanium,  tin  ; 
pink  =  mxtgnesium. 

(6)  Heating  with  borax  or  microcosmic  salt. — 
A  smaU  loop  is  made  at  the  end  of  a  platinum 
wire,  to  which  some  borax  or  microcosmic  salt  is 
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made  to  adhere,  and  heated  in  the  flame  until 
fused.  The  bead  when  cold  must  be  quite  trans- 
parent and  colourless,  otherwise  it  must  be  re- 
melted,  shaken  off,  and  a  fresh  bead  made.  A 
small  quantity  of  the  substance  is  taken  on  the 
bead  and  heated  first  in  the  oxidising  flame  (O.F. ) 
and  then,  after  it  has  been  examined,  in  the 
inner  or  reduoins  flame  (I.F.).  The  colour  of 
the  bead  should  oe  observed  both  hot  and  cold. 
If  too  much  substance  is  taken,  the  bead  becomes 
opaque,  and  the  colour  cannot  be  distin^ished. 
These  so-called  borax  and  microcosmio  beads 
owe  their  colour  respectively  to  the  formation 
of  certain  borates  and  phosphates  of  the  heavy 
metals.  Borax  fflass  consists  of  anhydrous 
NaiBfO,,  and  ^en  heated  with  a  roetaUio 
oxide  or  salt  the  excess  of  boric  oxide  present 
unites  with  the  metallic  oxide,  forming  the 
corresponding  borate: 

Na,B407+CoO  =  Na,Ba04+CoB,04  (blue). 

Microcosmic  salt  on  ignition  yields  the 
readily  fusible  sodium  metaphosphate,  and  this 
salt  combines  with  metallic  oxides  to  form 
double  orthophosphates : 

NaPOg+CuO  =  CuNaP04  (green). 

When  a  silicate  is  introduced  into  the  molten 
metaphosphate,  the  latter  withdraws  the  basic 
oxide  from  the  former,  setting  free  silica,  which 
remains  undissolved  (*  silica  skeleton  ') : 

CaSiO.+NaPOj  =  CaNaPO^+SiO,. 
Borax  beads. — 


Inner  flame 


Outer  flame 


Metal 


Hot  Cold         Hot 

Green  Bottle-green  Yellow 

Oreen  Green  Yellow 

Green  Bottle-green  Yellow 


Colourlesfl  Colourless 

Blue  Blue  Blue 

Grey         Grey  Violet 

Brownish  Emerald-  Yellow 

green 

Colourless  Brown  Green 

Colourless  Colourless  Orange- 
red 

Brown      Brown  Yellow 

Brownlsh-vlolet  Yellow 

Yellow  to  brown  Yellow 


Cold 
Paler        Iron 
Green        Chromium 
Pale         Uranium 
yellow 
Amethyst  Amethyst  Ma$iganese 


Blue 

B«ddlsh- 
brown 

Greenish- 
yellow 

Bluish- 
green 

Colourless  Cerium 


CobaU 
Nickel 

Vanadium 

Copper 


Colourless  Moiybdenum 
Colourless  Titamum 
Colourless  Tungttm 

Microcosmic  heads. — The  colours  produced 
are  similar  to  those  in  the  borax  bead,  but  the 
reducing  effects  are  less  pronounced.  In  the  I.F. 
molybdenum  compounds  give  a  green  colour, 
and  those  of  tun^ten  a  greenish-blue  tint. 
Chlorides  and  bromides  evolve  a  blue  and  green 
flame  when  heated  with  a  microcosmic  Hbead 
saturated  with  copper  oxide,  and  iodides  give  a 
green  flame. 

'(7)  Other  special  dry  tests. — (a)  Heating  on 
charcoal  with  potassium  (or  cuprous)  iodide  and 
sulphur :  crimson  incrustation  =  bismuth ;  lemon 
yellow  incrustation  =  lead ;  greenish-blue  fumes 
=  mercury. 

(b)  Heating  on  charcoal  with  (i.)  fusion 
mixture  (Na,C03,K(C03)  alone  and  moistening 
with  dilate  acid,  hydrogen  sulphide  evolved  = 
sulphur  compounds ;  (ii.)  fusion  mixture  and 
sulphur,  soluble  mass  giving  coloured  precipi- 
tate with  dilute  acid,  yellow  =  tin ;  orange  = 
antimony.  The  fused  insoluble  oxides  onOj 
and  8bf04  can  be  thus  characterised. 

(c)  Heating  with  fusion  mixture  and  potas- 


sium nitrate :  soluble  green  mass  =  manganese  ; 
yellow  mass  =3  chromium. 

(d)  Heating  in  closed  tube  with  potassium 
hydxc^en  sulphate.  Gas  evolved :  carbon  dioxide 
:=  cawonaieSt  oxalates ;  accompanied  by  charring 
of  4/he  residue  =  tartrates,  citrates^  &o. ;  carbon 
monoxide  (blue  flame)  =  formates,  oxalates ; 
sulphur  dioxide  =>  sulphites,  thiosulphates ;  hydro- 
gen sulphide  =  sulphides  (not  all) ;  hydroeen 
chloride  (fuming  in  a,vr)  =  chlorides  (not  all); 
hydrogen  fluoride  (etching  glass)  =  fluorides  ; 
bromine  and  hydrogen  bromide  =  bromides ; 
\oAm»^=iodides ;  nitrous  fumes  =  nitrites,  nitrates. 

Examination  in  the  Wet  Way. 

The  preparation  of  the  solution  requires  some 
attention.  A  metallic  substance  is  treated  at 
once  with  moderately  strong  nitric  acid.  Tin 
and  antimony  form  oxides  which '  to  a  great 
extent  remain  undissolved  ;  arsenic  is  oxidised 
to  soluble  arsenic  acid ;  other  metals  (with  the 
exception  of  gold  and  the  platinum  metals,  which 
are  not  attc^ked)  are  converted  into  nitrates, 
which  dissolve  at  once  or  on  diluting. 

If  the  substance  is  not  a  metaC  it  is  first 
treated  with  hot  water,  and  if  anything  is  dis- 
solved (which  is  ascertained  by  evaporating  a 
few  drops  on  platinum  foil),  the  suoetanoe  is 
boiled  two  or  three  times  with  fresh  quantities  of 
water.  Any  residue  which  may  be  left  is  treated 
with  dilute  hydrochloric  acid,  and  afterwards,  if 
necessary,  with  the  concentrated  acid.  Care 
must  be  taken  to  observe  if  any  gas  is  given  off — 
e^,  carbon  dioxide  (effervescence),  from  carbon- 
ates ;  sulphur  dioxide,  from  sulphites  or  thiosul- 
phates ;  chlorine,  from  peroxides  or  hypo- 
chlorites ;  hydrocyanic  acid,  from  cyanidis ; 
hydrogen  sulphide,  from  sulphides.  Many 
chlorides  are  insoluble  in  the  strong  acid,  and 
hence  the  solution  must  be  diluted  before  filter- 
ing. Silver,  lead,  and  univalent  mercury  will 
be  converted  into  insoluble  chlorides. 

Solvent  action  of  the  mineral  acids  (v. 
A.  A.  Noyes  and  W.  C.  Bray,  J.  Amer.  Chem. 
Soc.  1907,  29,  137,  481).— In  dealing  with  sub- 
stances insoluble  in  water  the  following  acidic 
solvents  may  be  used :  hydrochloric,  nitoic,  sul- 
phuric, and  hydrofluoric  acids.  Although  it 
18  impossible  to  give  a  hard-and-fast  rule  as  to 
the  way  in  which  these  agents  should  be  applied, 
the  foUowimg  considerations  will  indicate  the 
relative  advantages  of  one  or  other  of  these 
solvents : — 

Hydrochloric  acid, — (1)  Advantages :  (i.) 
Solutions  on  this  acid  do  not  yield  a  precipitate 
of  sulphur  on  treatment  with  hydrogen  sulpnide ; 
(ii.)  the  solvent  action  of  this  acid  on  the 
following  oxides :  lead  peroxide,  manganese 
dioxide,  and  the  hydrated  oxides  of  tin  and 
antimony,  is  superior  to  that  of  nitric  acid ; 
(iii.)  hydrated  silica  is  readily  precipitated  on 
evaporating  the  hydrochloric  acid  solution. 

(2)  Disadvantages :  (L)  This  acid  is  com- 
paratively useless  lor  alloys ;  (ii.)  evaporation 
of  the  hydrochloric  acid  solution  leads  to  the 
volatilisation  of  arsenic,  mercury,  tin  and 
selenium  as  chlorides. 

Niiric  acid. — (I)  Advantages:  (i.)  The  best 
general  solvent  for  the  metals  and  their  alloys ; 
(ii.)  oxidises  and  dissolves  insoluble  compounds 
of  arsenic,  mercury,  and  selenium  without 
the  formation  of  volatile  compounds  of  these 
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elements ;  (ill.)  does  not  cause  the  precipita- 
tion of  silver  or  lead  ;  (iv.)  oxidises  sulpnides 
not  attacked  by  hydrochloric  and  sulphnrio  acids. 

(2)  Disadvantages:  (i.)  This  acid  alters  the 
state  of  combination  of  nuiny  elements,  €^.  it 
oxidises  mercurous,  arsenious,  antimonious, 
stannous,  and  ferrous  salts ;  (ii.)  its  solution 
deposits  much  sulphur  on  treatment  with 
hydrogen  sulphide ;  (iii.)  the  oxidation  of 
sulphides  by  nitric  acid  in  the  preeenoe  of 
barium,  strontium,  and  lead  leads  to  the 
precipitation  of  these  metals  as  sulphates ;  (iv.) 
nitric  acid  is  less  efiBcaoious  than  hydrochloric 
acid  in  rendering  hydrated  silica  insoluble. 

The  nitric  acid  solution  of  an  alloy  when 
evaporated  to  dryness  and  heated  at  120^-130*^ 
may  yield  the  partially  dehydrated  hydroxides 
of  silica,  tin,  antimony,  titanium,  and  tungsten 
in  an  insoluble  condition.  When  phosphorus 
or  arsenic  is  present  together  with  tin  tne  so- 
ciklled  stannic  phosphate  or  arsenate  (phospho- 
stannic  or  arsenostannic  acid)  may  also  oe  found 
in  the  insoluble  residue. 

Sulphuric  acid. — ^The  dilute  acid  is  of  little 
value  as  a  solvent,  but  the  hot  concentrated 
acid  has  been  found  useful  in  certain  cases, 
(i.)  In  bringing  certain  alloys  into  solution,  e^. 
white  metals  (r.  I»w,  J.  Amer.  Chem.  Soa 
1907,  29,  66);  (ii.)  destruction  of  oisanic 
matter ;  evaporation  of  a  concentrated  sulphuric 
acid  solution  of  the  substance  is  preferable  to 
ignition,  because  the  latter  process  renders  cer- 
tain compounds  insoluble  and  leads  to  the  loss 
by  volatilisation  of  such  elements  as  mercury, 
arsenic,  selnnium,  &c.  Very  stable  organic 
substances  {e,g,  paraffin  and  cellulose)  can  be 
destroyed  completely  by  adding  a  little  strong 
nitrio  acid  and  heatmg  till  the  solution  acquires 
a  light  yellow  colour.  When  diluted  con- 
siderably \nth  water  (20-30  vols.)  this  solution 
may  yield  a  deposit  containing  silica  and  certain 
refractory-  silicates  and  fluosilicates,  together 
with  the  sulphates  of  baiium,  strontium,  lead, 
calcium,  and  chromium  (an  insoluble  sulphate 
formed  during  the  heating),  basic  sulphates  of 
bismuth,  antimony,  and  tin  and  the  ignited 
oxides  of  the  last  two  metals  with  those  of 
aluminium  and  titanium,  (iii.)  Insoluble  com- 
pound cyanides  are  decomposed  by  hot  con- 
centrated sulphuric  acid,  but  may  also  be 
attacked  by  aqueous  alkali  hydroxides  yielding 
soluble  alkali  cyanides  and  insoluble  metallic 
hydroxides. 

Hydrofiufyric  acid. — ^The  insoluble  residues 
from  the  preceding  acids  may  be  treated  with 
a  40  p.c.  solution  of  hydrogen  fluoride,  which  is 
now  obtainable  in  glass  bottles  lined  with 
paraffin  wax.  (1)  Advantages:  (i.)  Many 
msoluble  silicates  are  readily  decomposed,  the 
silicon  being  eliminated  completely  as  gaseous 
silicon  fluoride;  (ii.)  the  reducible  metals  and 
their  compounds  may  be  treated  in  platinum 
basins  or  crucibles  providing  that  the  solution 
is  never  evaporated  to  dryness. 

(2)  Disadvantages:  (i.)  Glass  or  silica-ware 
vessels  cannot  be  used  with  hydrofluoric  acid ; 
(ii.)  owing  to  the  destructive  action  of  hydrogen 
fluoride  on  animal  tissues,  all  operations  %vith 
solutions  of  this  gas  must  be  conducted  in  an 
eflScient  draught  cupboard. 

Aqtui  regia  (concentrated  hydrochloric  acid 
3  parte  and  nitric  acid   1  part)  may  be  em- 


ployed in  attacking  substances  not  dissolved 
by  hydrochloric  or  nitric  acid,  although  it  is 
of  little  use  for  colourless  insolubles.  It  readily 
dissolves  pold  and  platinum,  but  is  less  efficacious 
in  rendermg  soluble  the  rarer  noble  metals  {e,g, 
osmium  and  iridium). 

Treatment  of  Insolabtof . 

The  substances  not  dissolved  by  the  fore- 
^ing  acidic  reagents  are  generalljr  regarded  as 
msolubles,  although  they  are  divisible  into  two 
classes :  (i.)  psettdo-insolublee,  which  are  dissolved 
by  certain  specific  solvents ;  (ii.)  irue  inaob/Ales, 
wnich  are  only  broken  up  into  soluble  com- 
pounds by  the  asency  of  fused  alkali  carbonates. 
Pseudo-inaolubUa. — Silverehloride  and&romtie, 
soluble  in  aqueous  ammonia.  (The  three  silver 
halides  may  be  completely  decomposed  by  treat- 
ment with  zinc  and  dilute  sulphuric  acid, 
metallic  silver  and  soluble  zinc  halide  being 
produced.)  Insoluble  fluorides  (those  of  the 
common  and  rare  earth  metals)  are  decomposed 
by  heating  with  concentrated  sulphuric  acid. 
Lead  sulphate,  soluble  in  ammonium  acetate 
solution  ;  oxides  of  atUitnony,  dissolved  in  hydro- 
chloric and  tartaric  acids.  Anhydrous  charomic 
sulphate  and  basic  bismuth  sulphate,  converted 
respectively  into  hydroxide  and  .basic  carbonate 
by  boiling  with  aqueous  sodium  carbonate;  these 
products  are  then  dissolved  in  dilute  mineral 
acids. 

True  insolubles. — ^These  substances  are  fused 
with  a  mixture  of  sodium  and  potassium  car- 
bonates in  equimolecular  proportions  (so- 
called  fusion  mixture).  In  the  absence  of 
reducible  metals  {e^.  silver  or  lead),  insoluble 
sulphates  (barium  and  strontium  eulphates)  and 
silicates  may  be  heated  with  the  fusion  mixture 
in  a  platinum  crucible.  If  any  insoluble  molyb- 
denum sulphide  ia  present  (indicated  by  dry 
tests),  a  little  nitre  must  be  added  to  oxidise  thus 
sulphide,  and  thus  prevent  its  corrosive  action 
on  the  platinum.  In  the  case  of  an  insoluble 
silicate  the  fused  mass  is  treated  directly  with 
hydrochloric  acid,  when  the  metals  present  pass 
into  solution  as  chlorides,  and  the  silica  is  ren- 
dered insoluble  by  evaporating  down  the  acid 
solution.  In  the  case  of  insoluble  sulphates  tho 
fused  mass  is  extracted  with  water  to  remove 
the  soluble  alkali  sulphate,  and  the  residue 
(BaCO„SrCO,)  is  sulraequently  dissolved  in 
dilute  acid. 

Silver  iodide,  bromide,  and  chloride  are 
decomposed  by  'fusion  mixture,*  yielding  the 
soluble  alkali  nalido ;  insoluble  lead  compounds 
are  similarly  decomposed.  The  strongly  nested 
oxides  of  aluminium,  chromium,  titanium,  tin,  and 
antimony  rank  as  insolubles ;  they  are  not  readily 
attacked  by  *  fusion  mixture,'  but  are  rendered 
soluble  by  fusion  with  potassium  hydroxide. 
The  oxides  of  titanium  and  aluminium  may  be 
rendered  soluble  by  fusion  with  potassium 
hydrogen  sulphate ;  special  methods  for  treat- 
ing the  insoluble  oxides  of  chromium,  tin,  and 
antimony  are  indicated  among  the  dry  tests 
(7,  b  and  c).  The  insoluble  compounds  of  the 
easily  reducible  metals  (e^.  Ag,  Pb,  Sn,  Sb,  &c.) 
can  all  be  decomposed  and  reduced  by  fusion 
\rith  sodium  or  potassium  cyanide. 

When  both  aqueous  and  acid  solutions  have 
been  obtained  from  the  same  substance,  the 
analyst  must  use  his  judgment  as   to  whether 
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they  may  be  mixed  or  should  be  analysed 
separately.  The  latter  course  sometimes 
gives  information  as  to  the  distribution  of  the 
acids  and  bases  in  the  original  substance.  If 
the  first  course  is  adopted^  it  must  be  borne 
in  mind  that  the  hydrochloric  acid  solution  may 
precipitate  lead  and  silver,  and  possibly  mercury, 
from  an  aqueous  or  nitric  acid  solution. 

Systematic  Method  of  Examination  In  the 

Wet  Way. 

The  formation  of  a  precipitate  at  the  proper 
stage  in  the  systematic  separation  is  not  suffi- 
cient proof  of  the  presence  of  a  particular  sub- 
stance ;  some  characteristic  confirmatory  test 
should  always  be  applied.  The  colour  of  the 
solutions  at  different  stages  in  the  operation  is 
a  valuable  indication.  Unnecessary  excess  of 
reagents  should  be  avoided,  but  filtrates  should 
always  be  tested  to  make  sure  that  precipitation 
is  complete.  Many  tests  succeed  only  when  the 
proper  proportion  of  the  reagent  is  added,  and 
it  should  be  a  rule  always  to  add  the  reagents 
very  gradually.  All  precipitates  which  have 
to  be  subjected  to  the  action  of  reagents  should 
be  carefully  washed,  but  in  qualitative  analysis 
it  is  not  as  a  rule  desirable  tbiat  all  the  washings 
should  mix  with  the  filtrate. 

The  reaction  of  the  original  solution  towards 
litmus  paper  should  be  noted  and  a  portion 
tested  for  ammonium  compounds  by  heating 
with  sodium  hydroxide  or  by  triturating  in  a 
mortar  with  soda-lime  (dry  sodium  and  calcium 
hydroxides). 

In  systematic  qualitative  analysis  advantage 
is  taken  of  certain  similaritiea  existing  between 
the  metallic  radicles  ^ich  enable  these  radicles 
to  be  divided  into  a  limited  number  of  groups, 
the  members  of  which  are  subsequently  either 
separated  or  identified  by  means  of  the  differences 
between  the  properties  of  their  respective  com- 
poundf. 

The  metallic  radicles  are  divided  into  six 
groups,  according  to  their  behaviour  with  the 
loUowing  reagents,  which  must  be  applied  in 
the  order  given.  It  may  be  mentioned  that 
some  chemists  prefer  a  division  into  five  groups, 
and  add  the  reagents  of  Groups  III.  and  IV.  suc- 
cessively ivithotU  an  intervening  filtration.  This 
process  is  conveniently  adopted  in  the  presence 
of  the  less  commonly  occurring  metals  (J.  Amer. 
Chem.  Soc.  1908,  30, 481). 

Group  I. — Reagent:  hydrochloric  acid  in 
moderate  excess.  Precipitate:  silver,  lead, 
thaUium  (thaUous),  and  mercuroua  chioridea; 
iungslie  acid. 

If  the  original  solution  is  alkaline,  the  group 
precipitate  may  contain  sulphides  (e.gr.  As^S^, 
Sb(S|,  SnS|)  which  had  been  dissolved  in  aqueous 
alkali'  sulphide  or  hydroxide.  This  yellow  or 
orange  precipitate  is  examined  under  Group  II. 
The  group  precipitate  may  also  contain  in- 
soluble silver  salts  {e.a.  AgBr,  Agl)  precipitated 
from  solution  in  a&aline  cyanides  or  thio- 
sulphates;  these  are  dealt  with  as  insolubles. 
The  filtrate  from  the  Group  I.  precipitate  or  the 
solution  itself  in  the  absence  of  a  precipitate, 
must  be  evaporated  nearly  to  dr3me8s  if  nitric 
acid  or  nitrates  are  present,  since  these  com- 
pounds lead  to  the  precipitation  of  sulphur  in  ' 
Group  II. 


Gbouf  II. — Reagent :  hydrogen  sulphide  in 
acid  solution,  Thioacetic  acid  luus  been  recom- 
mended as  a  substitute  for  hydrogen  sulphide 
in  qualitative  analysis  (Schiff  and  Tarugi, 
Ber.  1894,  27, 2437).  Precipitate  :  the  sulphides 
of  arsenic,  antimony,  tin,  molybdenum,  gold, 
platinum  {the  other  platinum  metals),  bismuth, 
lead,  mercury,  copper,  and  cadmium,  together 
with  selenium  and  tdlurium,  partly  free  and 
partly  as  sulphides.  The  solution  should  be 
dilute  and  not  too  acid,  and  it  should  be  treated 
and  saturated  repeatedly  with  the  group  reagent, 
since  prolonged  treatment  is  required  to  precipi. 
tate  molybdenum  and  the  platinum  metals. 

The  filtrate  from  the  foregoing  sulphides  is 
boiled  to  expel  hydrogen  sulphide,  and  any  iron 
present  peroxidised  by  warming  with  nitric 
acid  or  bromine  water.  If  organic  matter  is 
present,  it  is  destroyed  either  by  evaporation  to 
dryness  or  treatment  with  hot  concentrated  sul- 
phuric acid  (v.  supra).  Silica  or  barium  sulphate 
may  be  precipitated  at  this  stage.  A  portion 
of  the  oxidised  solution  should  now  be  tested 
for  phosphate  with  nitric  acid  and  ammonium 
molybdate. 

Group  III. — Reagents :  ammonium  chloride 
and  ammonium  hydroxide.  Precipitate :  (a)  In 
absence  of  phosphates :  hydroxides  of  aluminium, 
iron,  chromium,  glucinum,  titanium,  zirconium, 
tantalum,  colun&ium,  thorium,  cerium  (and 
other  rare  earth  metals),  and  uranium  as  am- 
monium diuraruUe.  Some  manganese,  zinc, 
and  alkaline  earth  metals  may  be  coprecipi- 
tated.  (b)  In  presence  of  pfiosphates :  tJte 
phosphates  of  the  preceding  metals,  together 
with  those  of  Groups  IV.,  V.,  and  magnesium. 

Group  IV. — Reagents :  ammonium  sulphide 
or  hydrogen  sulphide  and  ammonium  hydroxide. 
Precipitate :  sulphides  of  zinc,  manganese,  cobalt^ 
and  nickel.  The  precipitation  is  carried  out  in 
the  boiling  solution,  and  the  filtrate,  if  brown, 
is  slightly  acidified  with  hydrochloric  acid,  when 
vajuMium  and  a  small  portion  of  the  nickel  are 
precipitated  as  sulphides. 

Group  V. — Reagents ;  ammonium  carbonate 
and  ammonia.  Precipitate :  barium,  strontium, 
and  calcium  as  carboruUes. 

Group  VI. — The  filtrate  from  Group  V. 
contains  magnesium,  sodium,  lithium,  potassium, 
rubidium,  and  coesium,  which  are  identified  by 
special  tests. 

In  the  absence  of  the  rarer  metallic  radicles, 
the  group  precipitates  are  examined  in  the  fol- 
lowing manner.  Confirmatory  tests  are  given 
under  special  reactioiiB. 

Group  I. — ^The  precipitate  is  boiled  with 
water;  the  aqueous  extract  mixed  with  dilute 
sulphuric  acid  gives  a  white  precipitate  (PbSOf). 
indicating  lead.  The  insoluble  portion  is  treated 
with  aqueous  ammonia ;  a  black  residue 
(NH,Hg,a  or  NHjHga  and  Hg)  indicates 
mercury;  the  ammoniacal  filtrate  acidified 
with  nitric  acid  gives  white  silver  chloride, 
indicating  silver. 

Group  II. — ^The  precipitate  is  washed  with 
aqueous  hydrogen  sulphide  and  warmed  with 
yellow  ammonium  sulphide  [(NH4)2Sjr],  this 
extraction  being  repeated. 

(A)  The  filtrate  b  acidified  with  dilute  hydro- 
chloric acid,  the  precipitate  boiled  with  strong 
aqueous  ammonium  carbonate,  and  the  solution 
filtered  ;  the  filtrate  acidified  yields   a   yellow 
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precipitate  (As ^3),  denoting  arsenic.  The  residue 
IB  dissolved  in  conc^itrated  nydrochlorio  aoid,  the 
solution  boiled,  diluted,  and'  treated  with  strips 
of  platinum  and  jraie  zino ;  a  black  stain  on  the 
platinum  » afU%numff.  The  zinc  is  dissolved 
m  hydroohlorio  aoid  and  mercuric  chloride  added ; 
a  white  precipitate  (Hg^Cl,)  becoming  grey 
(Hg)  «  tin. 

in  the  separation  of  arsenic,  antimony,  and 
tin  by  ammonium  carbonate,  this  solvent 
dissolves  an  appreciable  amount  of  stannic 
sulphide,  which  is  repreoipitated  by  acids  as 
a  white  oxysulphide  (Schmidt,  Ber.  1894,  27, 
2739). 

Boiling  the  mixed  sulphides  with  con- 
centrated hydrochloric  acid  effects  a  separation 
by  dissolving  the  tin  and  antimony  compounds, 
leaving  nearly  the  whole  of  the  arsenious  sulphide 
undissolved.  The  mixed  sulphides  may  also 
be  dissolved  in  aqueous  sodium  peroxide,  which 
produces  sodium  arsenate,  antimonate,  and 
stannat-e.  On  boiling  this  solution  with  excess 
of  ammonium  chioriae,  hydrated  stannic  oxide 
is  precipitated  {v.  J.  Walker,  Ghem.  Soc.  Trans. 
1903,  83,  184;  c/.  Caven,  Chem.  Soc.  Proc. 
1910,  28.  176). 

(B)  'fhe  precipitate  insoluble  in  ammonium 
sulphide  is  boiled  with  nitric  acid  (1  voL  acid 
sp.gr.  1-20 :  2  vols.  H^O),  the  residue  dissolved 
in  aqua  regia,  excess  of  acid  expelled,  and  stan- 
nous chloride  added ;  a  white  precipitate  (Hg^d,) 
indicates  niercvry.  The  nitric  acid  solution  is 
evaporated  to  a  small  bulk  with  sulphuric  acid, 
diluted  with  cold  water  and  filtered;  white 
residue  (PbS04)  indicates  lead.  The  filtrate  is 
rendered  ammoniacal,  blue  colour  =  copper  ; 
white  precipitate  (Bi(HO)ji)  =  bi&muth,  con- 
firmed by  dissolving  in  hydrochloric  acid  and 
diluting  considerably  with  water  (BiOCl).  The 
colour  of  the  filtrate  discharged  by  potassium 
cyanide  (excess) ;  the  solution  saturated  with 
hydrogen  sulphide,  a  yellow  precipitate  (CdS)  = 
eadmium  (confirmation  is  essentiaJ,  since  a  yellow 
cyanogen  derivative  may  be  precipitated  at  this 
stage). 

GitouF  III.  (phosphates  absent). — ^The  mixed 
hydroxidefi,  suspend^  in  water,  are  warmed  with 
excess  of  Bodmm  peroxide  and  filtered.  A 
residue  (Fefi^-xHfi,  which  may  contain  some 
MnO,)  indicates  iron.  The  filtrate  is  divided  into 
two  parts,  (i.)  boiled  with  excess  of  ammonium 
chloride,  white  gelatinous  precipitate  (Al(OH),) 
sss  aluminium ;  (ii.)  acidified  with  dilute  acetic 
acid  and  lead  acetate  added,  yellow  precipitate 
(PbCr04)  =  chromium, 

Gbouf  III.  (phosphates  present). — If  the 
original  solution  was  aoid,  this  group  precipitate 
may  contain  phosphates  insohible  in  neutral  or 
alkaline  solutions.  The  sodium  peroxide  separa- 
tion is  applied  to  one-third  of  the  precipitate ; 
the  remainder  is  dissolved  in  dilute  hydro- 
chloric acid,  the  solution  nearly  neutralised 
with  pure  sodium  carbonate,  and  treated 
successivelv  with  ammonium  acetate,  acetic 
acid,  and  ferric  chloride  until  no  further  preci- 
pitate is  produced  and  the  solution  is  deep  red. 
^lie  miirt^ure  is  boiled  and  filtered  hot;  the 
filtrate  is  then  examined  for  the  metals  of 
Groups  IV.  and  V.,  and  for  magnesium.  The 
precipitate,  which  is  neglected,  contains  ferric 
phosphate  and  basic  feme  acetate.  Ammonium 
formate  may  be  used  instead  of  acetate  in  this 


separation  (Tower,  J.  Amer.  Chem.  Soo.  1910, 
32,  953). 

The  phosphoric  acid  may  also  be  removed 
by  evaporating  the  filtrate  from  Group  II.  to 
dryness  with  nitric  acid  and  granulated  tin, 
when  an  insoluble  jesidue  is  obtained  oonsiBting 
of  metastannic  and  phosphostannio  acids. 

Gboup  IV. — ^The  mixed  sulphides,  washed 
with  hydrogen  sulphide  water,  are  dissolved 
in  aqua  regia,  or  hydrochloric  acid  and  potassium 
chlorate.  Excess  of  sodium  hydroxide  is  added 
to  the  solution  after  expelling  excess  of  aoid ;  the 
precipitate  collected,  and  the  filtrate  treated  with 
hydrogen  sulphide ;  white  precipitate  (ZnS)  = 
ztnc.  The  precipitated  hydroxides  are  dissolved 
in  hydrochloric  acid,  excess  c^  ammonium  acetate 
added,  and  the  solution  saturated  with  sulphide. 
Any  black  precipitate  is  removed  ana  the 
filtrate  rendered  ammoniacal;  pink  precipitate 
(MnS)  =  manganese,  ' 

The  black  precipitate  is  tested  in  the  borax 
bead  ;  a  brownish-yellow  colour  indicates  nickel 
present  and  cobalt  absent.  If  the  bead  is  blue 
(=  cobaU),  the  precipitate  is  dissolved  in  hydro- 
chloric acid,  potassium  chlorate  added,  excess  of 
acid  expelled,  and  the  solution  nearly  neutralised 
with  sodium  carbonate;  excess^ of  potassium 
cyanide  is  then  added,  and  the  solution  boiled 
in  an  open  dish.  An  excess  of  sodium  hypo- 
chlorite or  freshly  prepared  sodium  hypobromite 
is.  added  to  the  warm  solution ;  a  black  pre- 
cipitate (Ni20,,xH|0)  =3  nickel ;  the  filtrate  con- 
tains potassium  cooalticyanide  (Kj|Co(CN)g). 

A  quicker  separation  of  the  Group  IV. 
sulphides  may  be  effected  by  digesting  them 
with  cold  mlute  hydrochloric  acid  (1 :  20). 
This  treatment  should  brin^  the  zinc  and 
manganese  into  solution,  leavmg  the  sulphides 
of  nickel  and  cobalt  undissolved  ;  but  it  is  gene- 
rally found  that  appreciable  quantities  of  the 
latter  metals  are  present  in  the  filtrate.  Alterna- 
tive methods  of  detecting  and  separating  nickel 
and  cobalt  are  given  under  special  reactions. 

Gbouf  V. — Dissolve  the  washed  precipitate 
in  dilute  acetic  acid,  add  aqueous  potassium 
chromatc;  yellow  precipitate  (BaCr04)a&a- 
rium :  filtrate  boiled  with  concentrated  aqueous 
ammonium  sulphate ;  white  precipitate  (Sr0O4) = 
strontium :  final  filtrate  treated  with  ammonium 
oxalate ;  white  precipitate  (CaC.0^,:rH20)  = 
calcium.  Owing  to  their  close  relationship,  a 
sharp  separation  of  the  three  metals  is  extremely 
difficult.  The  following  alternative  process  has 
recently  been  worked  out  (v.  Bray»  J.  Amer. 
Chem.  Soc.  1909,  31,  611). 

The  group  precipitate,  which  may  contain 
magnesium,  is  dissolved  in  20  c.c.  of  30  p.c. 
acetic  acid,  solution  neutralised  with  ammonia, 
3  C.C.  of  acetic  acid  added,  diluted  to  40  cc,  10 
c.c.  of  20  p.c.  potassium  chromate  slowly  added, 
solution  boiled  for  2  minutes ;  yellow  precipitate 
(BaCr04),  Three  cc.  of  ammonia  added  to 
filtrate,  diluted  to  60  cc,  60  cc.  of  alcohol 
(95  p.c)  added  ;  after  10  minutes  yellow  pre- 
cipitate (SrCr04).  Without  washing  this  pre- 
cipitate, 200  cc  of  water  are  added  to  filtrate, 
the  solution  boiled,  and  40  cc.  of  4  p.c.  ammo- 
nium oxalate  added;  after  10  minutes  white 
precipitate  (CaCs04).  Magnesium  is  precipitated 
in  filtrate  as  a  colourless  crystalline  precipitate 
(Mg(NH4)P04,6H,0)  by  adding  ammonia  and 
sodium  phosphate. 
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Gboup  VI. — A  portion  of  the  filtrate  from 
V.  examined  for  magnesium  (v.  supra),  the  re- 
mainder evaporated  to  dryness  and  ignited  to 
expel  ammonium  salts.  The  residue  dissolved 
in  a  small  bulk  of  water,  the  solution  filtered 
if  necessary,  examined  by  flame  test  and 
divided  into  two  parts,  (i.)  platinio  chloride 
added ;  yellow  crystalline  precipitate  (K,PtCle) 
=: potassium;  (ii.)  potassium  pyroantimonate 
added;  colourless  crystalline  precipitate 
(Na,H,8b,07,6HtO)  =  sodium, 

Gboup  Separation  in  thb  Prbsenge  of 
THE  Rabbb  Metals. 

In  the  presence  of  the  less  commonly  occur* 
ring  elements,  the  ordinary  group  separations 
require,  in  certain  instances,  to  be  modified 
very  considerably.  A  systematic  attempt  to 
deal  with  Uiis  problem  has  recently  been  made 
by  A.  A.  Noyes  and  his  collaborators,  to  whose 
original  memoirs  reference  should  be  made  for 
the  exact  working  details  of  the  necessarily 
somewhat  complicated  separations,  an  outline 
of  which  is  given  below  (J.  Amer.  Chem.  Soc. 
1007,29,137;  1908,30,481;  1909,31,611). 

It  will  be  seen  that  the  greater  number  of 
the  rarer  elements  are  precipitated  by  the  re- 
agents of  Groups  II.,  IIL,  and  IV.  of  the  fore- 
going analytical  classification ;  but  in  the 
scheme  devised  by  Noyes,  Groups  III.  and  IV. 
are  merged  into  one,  and  it  is  chiefly  in  this 
comprehensive  group  that  the  additional  com- 
plications are  to  be  found. 

Group  I. — ^The  precipitate  may  contain 
thaUous  chloride  and  tuiigsiic  Mid,  The  former 
is  extracted  by  hot  water,  any  lead  separated 
as  sulphate,  when  the  filtrate  treated  with  potA*)- 
sium  iodide  gives  a  yellow  precipitate  (111)  = 
thallium.  The  hydrated  tungstic  acid,  pre- 
cipitated by  hydrochloric  acid  from  alkali 
tungstates,  remains  in  the  residue,  and  may 
be  separated  from  lead  and  silver  by  fusion 
with  sodium  carbonate.  The  aqueous  solution 
of  alkali  tungstate  is  boiled  with  zinc  and  hydro- 
chloric acid,  when  the  development  of  a  blue 
colouration  =  tungsten. 

Group  II. — Selenium,  tellurium,  molybde- 
num, gold,  platinum  and  its  allies,  are  precipitated 
by  hydrogen  sulphide  in  acid  solution.  Ex- 
traction of  the  group  precipitate  with  yellow 
ammonium  sulphide  carries  the  greater  part 
of  these  elements  into  the  tin  sub-group,  but 
the  separation  is  not  quite  sharp,  for  small  but 
appreciable  quantities  of  molybdenum,  gold 
and  the  platinum  metals  remain  in  the  insoluble 
sulphides  of  the  copper  sub-group. 

A.  Copper  sub-group, — ^The  precipitate  boiled 
with  dilute  nitric  acid  (1  vol.  of  sp.gr.  1*20 : 2 
vols,  water)  partially  dissolves;  the  solution 
contains  lead,  copper,  cadmium,  and  bismuth, 
while  the  residue  contains  mercunr,  gold, 
platinum,  and  a  trace  of  tin.  The  insoRible 
portion  is  oxidised  with  bromine  water,  potas- 
sium chloride  and  hydrochloric  acid  are  added 
and  the  solution  concentrated ;  a  yellow  crystal- 
line precipitate  (K^Ptdg)  =  platinum.  The 
excess  of  acid  is  expelled  from  the  solution, 
which  is  then  rendered  alkaline  and  boiled  with 
excess  of  oxalic  acid;  a  brownish-black  pre- 
cipitate =  gold, 

B.  Tin  sub-group. — ^The  sulphides  are  re- 
precipitated  by  dilute  acid  from  their  solution 


in  ammonium  sulphide,  and  digested  for  10 
minutes  with  nearly  boiling  hyorochloric  acid 
(sp.gr.  1*20);  the  solution  contains  tin  and 
antimony,  and  the  residue  arsenic  and  the  rarer 
elements.  The  residue  is  dissolved  by  strong 
hvdrochloric  acid  and  potassium  chlorate;  the 
solution  concentrated  to  the  crystallising  point 
yields  a  yellow  precipitate  {K^Vi£\^)=^pMttnum. 
The  filtrate,  treated  successively  with  ammonia 
and  magnesia  mixture  (MgQ2,2NH4Cl  with 
NH4*0H),  yields  a  colourless  crystalline  pre- 
cipitate (Mg(NH4)As04,6H,0)  =  ar^entb.  The 
filtrate  from  the  double  arsenate  is  evaporated 
to  remove  ammonia,  and  then  boiled  with  oxalic 
acid,  and  the  brownish-black  precipitate  (gold) 
extracted  with  hydrochloric  acid  to  dissolve 
any  co-precipitated  tellurous  acid.  The  filtrate 
from  the  gold  is  concentrated  and  acidified  with 
strong  hydrochloric  acid,  and  after  removing 
any  precipitated  potassium  chloride,  sodium 
sulphite  (in  slight  excess)  is  added  when  a  red 
precipitate  =»  selenium.  The  filtrate  from  se- 
lenium is  diluted  and  treated  successively 
with  potassium  iodide  and  solid  sodium  sulphite 
(excess) ;  the  double  iodide,  K,TeIg,  becomes 
reduced,  and  a  black  precipitate  » tellurium. 
The  final  filtrate  is  botled  with  hydrochloric 
acid  to  expel  sulphur  dioxide,  and  to  the  cooled 
solution  10  p.c.  potassium  thiocyanate  and 
stannous  chloride  (or  a  scrap  of  zinc)  are 
Bucce8sive]3'  added,  when  a  red  colouration 
(Mo(CNS)4)  soluble  in  ether  =s  niolybdenum. 

Groups  III.  and  IV.— The  filtrate  from 
Group  II.  is  boiled  to  expel  hydrogen  sulphide, 
treated  with  moderately  strong  ammonia,  the 
colour  of  the  precipitate  being  noted,  and  the 
ammoniacal  mixture  heated  nearly  to  boiling 
and  treated  with  ammonium  sulphide,  or  pre- 
ferably, in  the  presence  of  nickel,  with  hydrogen 
sulphide  to  saturation.  In  the  presence  of 
vanadium  the  filtrate  has  a  reddish  colour, 
and  on  adding  hydrochloric  acid  brown  vana- 
dium sulphide  is  precipitated.  The  acid  filtrate 
is  boiled  to  expel  nydrogen  sulphide,  and  treated 
with  ferric  chloride  and  ammonia  to  precipitate 
last  traces  of  vanadium.  The  presence  of  this 
metel  in  the  sulphide  and  ferric  hydroxide  pre- 
cipitates is  confirmed  by  dissolving  in  nitric 
acid  (sp.gr.  1*20),  diluting  and  adding  hydrogen 
peroxide,  when  an  orange-yellow  colouration  s 
vanadium. 

The  group  precipitate  is  dissolved  in 
hydrochloric  acid  (sp.gr.  1*12),  adding,  if 
necessary,  some  nitric  acid  or  bromine  water. 
The  solution  is  then  boiled  with  hydrochloric 
acid  to  remove  nitric  acid,  and  treated  in  a 
platinum  dish  with  40  p.c.  hydrofluoric  acid, 
and  evaporated  to  dryness.  An  insoluble 
residue  indicates  the  fluorides  of  the  rare  earth 
metals  (thorium,  cerium,  yttrium,  erbium,  &c.); 
the  aqueous  extract,  which  contains  all  the  other 
metals  of  this  analytical  group,  is  evaporated 
successively  with  hydrochloric  and  nitric  pcids. 
The  insoluble  fluorides  are  decomposed  by  hot 
sulphuric  acid,  and  the  resulting  sulphates  of 
the  rare  earth  metals  subjected  to  special  tests 
for  these  elements. 

The  nitric  acid  solution  of  the  other  metals 
of  the  group  is  treated  successively  with  caustic 
soda  solution,  dry  sodium  peroxide,  and  aqueous 
sodium  carbonate,  when  a  precipitate  B  and 
a    filtrate    A   are    obtained.    This    treatment 
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separates  these  metals  into  two  sub-groups,  and 
the  method  is  valid  even  when  phosphates  are 
present. 

A.  The  aluminium  svib-qroup  (may  contain 
sodium  gluoinate,  zincate,  aJuminate,  vanadate, 
chromate,  and  peruranate).  The  solution  is 
acidified  with  nitric  acid  (sp.ffr.  1*42)  and  diluted 
considerably,  solid  sodium  nydrogen  carbonate 
added  in  moderate  excess  and  the  mixture  heated 
in  a  stoppered  bottle.  The  precipitate  (contain- 
ing zinc,  glucinum,  and  aluminium)  is  dissolved 
in  hydrochloric  acid,  and  the  solution  rendered 
ammoniacal;  the  zinc  remains  in  solution, 
while  the  hydroxides  of  glucinum  and  alu- 
minium are  piecipitated.  These  hydroxides  are 
dissolved  in  strong  hydrochloric  acid,  ether 
(1*5  vols.)  is  added,  and  the  cooled  solution 
saturated  with  hydrogen  chloride,  white  crystal- 
line precipitate  (AlClj|,6H/))  as  aluminium. 
The  ethereal  filtrate  is  evaporated,  treated  with 
ammonia,  any  precipitate  dissolved  in  10  p.c. 
sodium  hydrogen  carbonate,  the  solution 
saturated  with  hydrogen  sulphide ;  the  filtrate 
from  any  precipitate  sulphide  is  acidified, 
boiled,  and  rendered  ammoniaoal,  when  a  white 
flocculent  precipitate  (Gl(OH).)  =:=  glucinum. 

The  filtrate  obtained  from  the  first  treatment 
with  sodium  hydrogen  carbonate  is  acidified 
with  nitric  acid,  and  just  neutralised  with 
caustic  soda ;  2  c.c.  of  nitric  acid  (sp.gr.  1  '20) 
and  20  c.c.  of  20  p.c.  lead  nitrate  are  added ; 
yellow  precipitate  =  chromium.  The  lead  is 
removed  with  hydroeen  sulphide,  the  excess  of 
gas  boiled  ofiF,  vanad^  salts  oxidised  to  vanadates 
with  bromine,  any  excess  of  this  reagent  being 
removed  by  boiling.  The  solution,  after 
neutralisation  with  ammonia,  is  treated  suc- 
cessively with  6  CO.  of  30  p.c.  acetic  acid,  2 
grams  of  ammonium  sulphate  (or  nitrate),  and 
2  grams  of  sodium  phosphate;  the  mixture  is 
heated  to  boiling,  when  a  white  precipitate 
(U0,(NH.)P04) «  tiramttm.  The  final  filtrate 
is  rendered  ammoniacal,  saturated  with  hydrogen 
sulphide,  acidified  with  acetic  acid,  and  boiled ; 
dark  precipitate  ==  vanadium* 

B.  The  iron-manganese  sub-group  (may  con- 
tain the  hydroxides  and  phosphates  of  iron, 
manganese,  cobalt,  nickel,  zinc  (traces),  titanium, 
and  zirconium,  together  with  calcium,  strontium, 
barium,  and  magnesium,  as  carbonates  and 
phosphates).  The  precipitated  hydroxides,  &c., 
are  dissolved  in  hydrochloric  acid,  the  solution 
evaporated  down  with  strong  nitric  acid,  and 
treated  with  0*6  gram  of  solid  potassium 
chlorate ;  brown  precipitate  £=  manganese,  A 
portion  of  the  filtrate  tested  for  phosphoric  acid, 
when,  if  present,  the  remainder  is  treated  with 
ammonium  hydroxide  till  nearly  alkaline,  and 
boiled  with  ferric  chloride  and  ammonium 
acetate.  The  filtrate  contains  the  ordinary 
metals  of  Groups  III.  and  IV.,  together  with 
magnesium;  the  precipitate  consists  of  the 
hydroxides,  phosphates,  and  basic  acetates  of 
iron,  zirconium,  titanium,  and  possibly  thallium 
(tervalent).  This  precipitate  is  dissolved  in 
hydrochloric  acid  (sp.2r.  I '12),  and  the  solution 
shaken  with  an  equu  volume  of  other.  The 
ethereal  extract  contains  ferric  and  thallic 
chlorides ;  the  hvdrochloric  acid  solution  the 
zirconium  and  titanium.  The  latter  is  evapo- 
rated down  with  sulphuric  acid  until  the  hydrogen 
chloride  is  expelled,  the  residue  taken  up  with 


water  and  treated  with  hydrogen  peroxide  an<l 
subsequently  with  sodium  phopphate;  orange- 
yellow  colouration  (TiOJ  =--  tiianium ;  white 
flocculent  precipitate  (Zr(0H)*P04)  =  zirco- 
nium. The  final  filtrate  is  reduced  with 
sulphurous  acid,  when  a  white  flocculent  pre- 
cipitate (Ti(0H)*P04)  confirms  titanium, 

Gsoups  V.  and  VI. — In  the  presence  of 
lithium  it  is  preferable  to  precipitate  magnesium 
in  the  calcium  group.  The  filtrate  from  Groups 
III.  and  IV.  is  concentrated  to  10  c.a  and  treated 
with  30  C.C.  of  20  p.c.  ammonium  carbonate  and 
30  C.C.  of  95  p.c.  alcohoL  After  30  minutes  the 
precipitation  is  complete,  the  magnesium  being 
present  as  the  double  carbonate  (MgCO,. 
(NH4)^CO„4H,0).  The  treatment  of  the  group 
precipitate  has  already  been  described  under 
Group  V.  {v.  supra).  The  filtrate  is  evaporated 
to  dryness  and  ignited.  The  residue  is  taken 
up  with  10  C.C.  of  water,  and  one-third  tested 
for  lithium  by  adding  0*5  c.c.  of  10  p.c.  caustic 
soda  and  2  c.c.  of  10  p.c.  sodium  phosphate, 
heating  to  boiling  and  adding  1  c.c.  of  alcohol, 
white  precipitate  (Li3p04)  =  lithium.  The  fil- 
trate from  tnis  phosphate  is  tested  for  potassium 
by  adding  acetic  acid  and  sodium  cobaltini trite. 
The  remaining  two-thirds  of  the  solution,  con- 
taining the  a£ali  metals,  are  tested  for  sodium 
by  potassium  pyroantimonate  after  removing 
the  lithium  as  fluoride  by  ammonia  and  am- 
monium fluoride. 

Examination  for  Acids. 

Although  it  is  not  possible  to  separate  the 
acidic  radicles  into  a  limited  number  of  groups, 
each  having  a  group  reagent,  yet  the  reactions 
may  be  divided  into  (i.)  preliminary  tests  made 
on  the  original  solution  or  substance  ;  and  (ii.) 
systematic  tests  made  on  suitably  prepared 
solutions.  The  reactions  may  be  conveniently 
carried  out  in  the  following  order  : — 

1.  Preliminary  tests  (compare  dry  reactions). 

1.  The  original  substance  or  solution  is 
warmed  with  dilute  hydrochloric  or  sulphuric  acid. 
A  gas  is  evolved,  carbon  dioxide,  turning  lime 
water  milky  =  carboncUe ;  sulphur  dioxide  =  sul- 
phite ;  hydrogen  sulphide,  blackening  lead  acetate 
•pa,wT=sulphide  (not  all) ;  nitrous  fumes=mYrt/e ; 
nydroffen  cyanide,  odour  of  bitter  almonds  = 
cyaniek. 

2.  The  original  substance  or  solution 
warmed  slowly  with  strong  solution  of  sodium 
dichromate  slightly  acidified,  carbon  dioxide 
evolved,  confirms  carbonate  in  presence  of 
sulphite. 

3.  Heating  with  concentrated  sulphuric  acid. — 
The  foregoing  gases  may  be  evolved,  and  in 
addition  the  following  : — 

(a)  Colourless: 

Fuming  acid  gas  etching  glass  =  fluoride  ; 
fuming  acid  gas  not  etching  =  chloride  ;  odour 
of  vinegar  ==  acetate  ;  carbon  monoxide,  blue 
^me  =s  formate,  ferrocyanide  ;  carbon  monoxide 
and  dioxide  =  oxalate ;  sulphur  dioxide  and 
sulphur  sublimate  =  thiosxdphate, 

(b)  Colour. 

Orange  vapour,  bromine  =  bromide ;  violet 
vapour  and  hydrogen  sulphide  =  iodide ;  nitrous 
fumes  —  nitrite,  nitrate ;  oxides  of  carbon  and 
sulphur  with  charring  =  tartrate,  citrate,  malate ; 
yellow  explosive  chlorine  oxide  =  chlorate. 

4.  Heating    with    alcohol    and    concentrated 
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sulphuric  acid,  green  flame  =  borate.  Before 
performing  this  test  chlorates  must  be  decom- 
posed by  Igniting  the  original  substance,  otfaer- 
-wise  an  explosion  may  result. 

5.  Heaiing  with  concenlrated  sulphuric  acid 
and  sand,  a  colourless  gas  (SiF4),  giving  a 
gelatinous  precipitate  on  moist  rod,  con^ms 
fluoride. 

IL  Systemaiic  tests. — Before  testing  a  solution 
for  acids,  boil  with  excess  of  pure  sodium 
carbonate  to  remove  heavy  metals,  filter,  and 
carefully  neutralise  with  nitric  acid. 

1.  Barium  chloride  in  neutral  solution  yields : 
(a)  a  white  precipitate,  insoluble  in  hydro- 
chloric acid  —  sulphate,  silicofluoride ;  (fi)  a 
white  precipitate,  soluble  in  hydrochloric  acid 
=s  sulphite^  carbonate,  phosphate,  oxalaie,  borate, 
fluoride,  silicate,  tartrate ;  (y)  a  yellow  precipi- 
tate =  chromate. 

2.  To  a  portion  of  the  neutral  solution  add 
calcium  chloride  in  excess,  aUow  to  stand  for 
some  time  with  occasional  shaking,  and  filter. 
A  white  precipitate  (a)  insoluble  in  acetic  acid 
=  oxalate  (swphate  in  strong  solutions) ;  (/3) 
soluble  in  acetic  acid  » phosphate,  borate,  and 
other  acids  precipitated  by  barium  chloride. 

Calcium  tartrate  after  washing  is  soluble  in 
potash,  and  is  re-precipitated  on  diluting  and 
l>oiling. 

The  filtrate  from  the  precipitate  in  the  cold 
is  boiled  for  some  time  and  filtered  hot ;  a  white 
precipitate  =s  citrate  {malate  in  strong  solutions). 
The  filtrate  from  this  precipitate  is  allowed  to 
cool  and  then  mixed  with  excess  of  alcohol ;  a 
white  precipitate  =  su4xinate,  maiate* 

3.  Silver  nitrate  in  neutral  solution  yields  : 
(a)  A  precipitate  soluble  in  nitric  acid. 

(1)  White  =  oxalate,  borate,  tartrate,  ben- 
zoate,  &o. 

(2)  Yellow  =3  phosphate,  arsenite» 

(3)  Brick-red  =  araencUe. 

(4)  Dark-red  »  chromate. 

{$)  A  precipitate  insoluble  in  nitric  acid. 

Soluble  in  ammonia  :  White  =  chloride  (hy- 
pochlorite), cyanide,  thiocyanate  ;  yellowish- white 
=s  bromide  ;  orange-red  =  ferricyanide ;  white 
=  ferrocyanide  (sparingly  soluble). 

Insoluble  in  ammonia  :  Yellow  =  iodide ; 
black  =  sulphide, 

4.  Ferric  chloride  in  neutral  solutions  yields : 
(a)  A  colouration :  blood-red  =  acetate,  for- 
mate (precipitate  on  boiling),  thiocyanate  (no 
precipitate  on  boiling) ;  violet  =  salicyUUe, 
thiosulphate  (furtive) ;  bluish-black  =  tannate, 
gaUate ;  greenish-brown  s  ferricyanide  (dark- 
blue  precipitate  on  adding  stannous  chloride). 

O)  A  precipitate :  buff  =  benzoate,  catbon- 
ate  ;  reddiah-brown  ==  succinate ;  white  =  phos- 
phate ;  black  =3  sulphide  ;  bluish-  or  greenif^- 
blaok  =  tannate,  gaUate. 

Sulphur  aeids.  (1)  Debeot  sulphate  by  barium 
chloride,  and  sulphide  by  lead  acetate,  &c. 
liake  part  of  the  solution  slightly  alkidine  with 
potash,  add  zinc  sulphate  in  considerable  ex- 
cess, and  filter.  Test  one  part  of  the  filtrate 
for  thiosulphate  by  means  of  hydrochloric  acid  ; 
to  the  other  part  add  acetic  acid  till  faintly 
acid,  sodium  nitroprusside  in  small  quantity, 
and  potassium  ferrocyanide ;  a  pink  precipitate 
indicates  a  sulphite. 

(2)  Separation  of  soluble  sulphates,  sulphites, 
sulphides,  and  thiosulphates  in  neutral  solution. 


Precipitate  sidphide  as  CdS,  PbS,  or  ZnS  by 
adding  cadmium  carbonate  or  lead  carbonate 
sludge  or  zinc  chloride  solution.  Add  strontium 
nitrate  and  leave  for  12  hours  ;  the  precipitated 
strontium  sulpfuUe  and  sulphite  separated  by 
h^rdrochloric  acid,  the  filtrate  contains  the 
thiosfUphate,  decomposed  by  strong  hydro- 
chloric acid,  giving  sulphur  and  sulphur  dioxide 
(Autenrieth  and  Windaus,  Zeitsch.  anal.  CSiem. 
1898,  37,  295). 

Chloride,  bromide,  and  Iodide.  (1)  Place  the 
substance  in  a  small  flask  connected  with  a 
smaU  bulb  U-tube  containing  a  little  staroh 
paste  and  placed  in  a  beaker  of  water.  Add 
water  and  ferric  sulphate  solution  to  the  sub- 
stance in  the  flask,  and  heat  to  boiling.  If 
iodine  is  present,  the  staroh  paste  becomes  blue. 
Remove  the  cork,  boil  with  fresh  additions  of 
ferric  sulphate  till  all  iodine  is  expelled.  Now 
add  a  few  crystals  of  potassium  perman^- 
nate,  connect  with  a  bulb  tube  containmg 
chloroform,  and  again  boil.  If  bromine  is 
present,  the  chloroform  is  coloured  brown.  Boil 
with  addition  of  moro  permanganate  until  all 
bromine  is  expelled,  filter  and  test  filtrate  for 
chlorine  (Hart,  Amer.  Chem.  J.  1884,  6,  346). 

(2)  After  iodine  has  been  detected  by  means 
of  nitrogen  oxides  in  sulphuric  acid,  evaporate 
part  of  the  solution  to  dryness  with  sodium 
carbonate,  fuse  with  ten  times  ite  weight  of 
potassium  dichromate  till  all  iodine  is  expelled, 
place  in  a  small  dry  retort,  and  heat  with  strong 
sulphuric  acid.  Part  of  the  distillate  ia  agitated 
with  water  and  carbon  disulphide ;  if  bromine 
is  present,  the  latter  becomes  orange-red.  The 
remainder  of  the  distillate  is  neutralised  with 
ammonia,  and  tested  for  chromic  acid  by  acidi- 
fying with  acetic  acid  and  adding  lead  acetate* 
The  presence  of  chromic  acid  indicates  the  pro* 
sence  of  chlorine  in  the  original  substance. 

(3)  A  neutral  solution  of  the  throe  halides 
is  treated  with  potassium  iodato  and  dilute 
acetic  acid ;  as  iodine  is  liberated,  more  iodate 
is  added  and  the  solution  boiled  until  all  the 
iodine  is  eliminated.  7?he  solution  is  mixed 
with  half  its  volume  of  SA'-nitric  acid,  bromine 
is  evolved  and  the  solution  boiled  till  colourless. 
A  little  potassium  iodide  added  to  destroy  the 
iodate  in  excess,  and  the  solution  boiled  till 
colourless,  then  an  equal  volume  of  strong  nitric 
acid  and  a  few  drops  of  silver  nitrate  are  added, 
when  a  white  precipitate  indicates  a  chloride: 
The  strong  nitric  acid  holds  in  solution  any 
trace  of  silver  iodate.  If  thiocyanic  acid  is 
present,  the  test  for  iodine  must  be  made  in  a 
smaU  portion  of  the  original  solution,  adding 
sodium  acetate  as  well  as  acetic  acid  to  depress 
the  dissociation  of  the  latter  (Benedikt  and 
Snell,  J.  Amer.  Chem.  Soc.  1903,  25,  809). 

Other  acids  must  be  detected  by  special  teste. 
Iodine,  and  f  eirocyanides  and  f  errioyanides  must 
be  removed  before  testing  for  nitrates. 

To  remove  iodine,  ferrocyanic,  ferricyanic, 
and  thiocyanic  acids,  akdd  excess  of  a  mixture  of 
cuprio  and  ferrous  sulphates,  and  filter.  To 
remove  excess  of  copper  and  iron  (which  is  not 
always  necessary)  heat  to  boilmg,  add  slight 
excess  of  pure  caustic  potash  or  soda,  and  filter. 

To  remove  bromine  and  iodine,  acidify  with 
dilute  sulphuric  acid,  and  boil  with  successive 
additions  of  potassium  permanganate  until  the 
liquid  has  a  faint  permanent  pink  tinge ;  filter. 
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To  remove  hypochloraus  and  nitrous  acids, 
acidify  with  dilute  sulphuric  acid,  and  boil. 
Nitrous  acid  can  also  be  decomposed  by  boiling 
tnth  a  strong  solution  of  ammonium  chloride. 

For  an  aUemative  classification  of  the  acidic 
radicles  into  anal3rtioal  groups,  compare  T.  Milo- 
bendski  (J.  Russ.  Phvs.  Chem.  Soc.  1900,  41, 
1301). 

Special  Rkactions. 

In  the  following  lists  only  the  most  charac 
teristio  and  useful  reactions  have  been  given  ; 
negative  reactions,  and  others  not  particularly 
characteristic,  have,  as  a  rule,  been  omitted  {see 
also  Dry  reactions). 

MSTALS. 

The  metals  are  arranged  in  the  order  of  their 
occurrence  in  the  systematic  separation. 

Silver. 

Hydrochloric  acid,  a  white  precipitate  (AgCl), 
insoluble  in  hot  water  and  in  nitric  acid  ;  soluble 
in  ammonia  and  reprecipitated  by  nitric  acid  in 
excess.  Potassium  chromate,  a  dark-red  pre- 
cipitate (Ag,CrO|) ;  soluble  in  mineral  acids 
and  decomposed  oy  caustic  alkalis.  Potassium 
cyanide,  white  precipitate  (AgCN)  soluble  in 
excess  to  KAg(CK),. 

Lead. 

Hydrochloric  add,  a  white  precipitate  (PbCl|), 
soluble  in  hot  water,  from  which  it  crystallises 
on  cooling;  insoluble  in  ammonia.  Hydrogen 
sulphide,  a  black  precipitate  (PbS),  insoluble  in 
ammonium  sulphide  (in  presence  of  hydrogen 
halides,  intermediate  red  compounds  are  pro- 
duced, e.g,  PbS,4Pbl2,  J.  Amer.  Chem.  Soc. 
1895,  17,  611  ;  1901,  23,  680) ;  soluble  in  nitric 
acid.  Sulphuric  acid,  a  white  precipitate 
(PbSOf),  soluble  in  hot  hydrochloric  acid ;  in- 
soluble in  dilute  sulphuric  acid ;  soluble  in 
ammonium  acetate  (Noyes  and  Whitcorob, 
J.  Amer.  Chem.  Soc.  1906,  27,  747).  Potassium 
chromate,  yellow  precipitate  (PbCr04),  in- 
soluble in  acetic  acid  ;  soluble  in  potassium 
hydroxide. 

Thallium. 

Hydrochloric  acid,  white  precipitate  (TlCl), 
only  slightly  soluble  in  hot  water.  Potassium 
iodide,  pale-yellow  precipitate  (Til),  even  in 
dilute  solutions.  Sulphuric  acid,  no  precipitate 
(diff.  from  Pb).  Sodium  ccbaUinitrite  gives  red 
crystalline  precipitate  (Tl,Co(N02)e)  (J.  Russ. 
Phys.  Chem.  Soc.  1910,  42,  94). 

Tungsten. 

Hydrochloric  acid,  a  yellowish-white  pre- 
cipitate (H2WO4),  insoluble  in  excess  of  the 
dilute  acid ;  soluble  in  the  concentrated  acid 
and  in  tartaric  acid ;  fragments  of  zinc  added 
to  this  solution  produce  a  blue  colouration. 
Stannous  chloride,  a  yellow  precipitate,  which 
becomes  blue  if  mixed  with  nydrochlorio  acid 
and  heated.  Ammonium  sulphide,  no  precipitate 
with  sodium  tungstate,  but  on  acidifying,  light- 
brown  precipitate  ( WS,),  insoluble  in  hydrochioric 
acids,  soluble  in  ammonium  sulphide. 

Mercury. 

Mercurous  compounds.  Hydrochloric 
acid,  white  precipitate  (Hg^Cls),  insoluble  in 
hot  water  ;  insoluole  in  ammonia,  but  blackened 
(NHjHg^Cl).  Stannous  chloride,  grey  precipi- 
tate (Hg).  Metallic  copper,  becomes  coated  with 
mercury,  which  can  be  sublimed. 

Mercuric  compounds.  Hydrogen  sulphide^ 


white  precipitate,  becoming  yellow,  red,  and  then 
black  (HgS) ;  insoluble  in  ammonium  sulphide  ; 
appreciably  soluble  in  alkali  sulphides  ( Hg(  SNa) ,), 
insoluble  in  nitric  acid ;  soluole  in  aqua  regia. 
Stannous  chloride,  white  precipitate  (Hg^C^!,), 
becoming  grey  (Hg)  with  excess  of  the  reagent. 
Potassium  iodide,  scarlet  precipitate  (I^I,), 
soluble  in  excess.  Metallic  copper,  as  mercurous 
salts. 

Bismuth. 

Hydrogen  sulphide,  brown  precipitate  (Bi^,), 
insoluble  in  ammonium  sulphide ;  soluble  in 
nitric  acid.  Ammonia,  white  precipitate 
(Bi(HO),),  soluble  in  hydrochloric  acid.  Water 
in  large  excess  (with  previous  addition  of  am- 
monium chloride  if  chlorides  are  absent),  white 
precipitate  (BiOCl),  soluble  in  hydrochloric  acid ; 
insoluble  in  tartaric  acid.  Reducing  agents 
(sodium  stannite,  hy  pophosphites,  hydrosulphites, 
formaldehyde  in  alkaline  solution)  reduce  bis- 
muth compounds  to  elemental  bismuth. 

Copper. 

Hydrogen  sulphide,  black  precipitate  (CuS), 
insoluble  in  ammonium  sulphide  and  in  dilute 
sulphuric  acid ;  soluble  in  nitric  acid  and  in 
potassium  cyanide.  Ammonia,  blue  precipitate, 
soluble  in  excess  to  dark-blue  solution.  Potas- 
sium ferrocyanide,  chocolate-brown  precipitate, 
insoluble  in  dilute  acids  ;  in  very  dilute  solutions 
colouration  only ;  decomposed  by  sodium 
hydroxide,  yielding  blue  copper  hydroxide. 

Cadmium. 

Hydrogen  sulphide,  yellow  precipitate  (CdS), 
insoluble  in  ammonium  sulphide  and  potassium 
cyanide ;  soluble  in  nitric  acid  and  hot  dilute 
sulphuric  acid.  Ammonia,  white  precipitate 
(CdHjO,),  readily  soluble  in  excess.  Caustic 
potash  or  soda,  white  precipitate  (CdH^O..) 
insoluble  in  excess. 

Tin. 

Stannous  compounds.  Hydrogen  sul' 
phide,  dark-brown  precipitate  (SnS),  soluble  in 
yellow  but  not  in  colourless  ammonium  sul- 
phide. Mercuric  chloride,  white  precipitate 
(Hg.aj),  becoming  grey  (Hg). 

Stannic  compounds.  Hydrogen  sulphide, 
yellow  precipitate  (SnS,).  soluble  in  ammonium 
sulphide ;  appreciably  soluble  in  ammonium 
carbonate  (Ber.  1894,  27,  2739);  soluble  in 
concentrated  hydrochloric  acid;  dissolves  in 
aqueous  caustic  soda.  Stannic  chloride,  boiled 
with  copper  becomes  stannous  chloride.  When 
zinc  and  platinum  are  placed  in  the  solution, 
no  black  stain  on  the  platinum  ;  crystals  of  tin 
on  the  zinc. 

Antimony. 

Hydrogen  sulphide,  orange  precipitate  (Sb^S,), 
soluble  in  ammonium  sul^de  and  in  concen- 
trated hydrochloric  acid ;  insoluble  in  ammo- 
nium carbonate.  Water  in  excess  (with  ammo- 
nium chloride  if  chlorides  are  absent),  white 
precipitate  (SbOCl),  soluble  in  hydrochloric  acid 
and  in  tartaric  acid.  Zinc  and  plaiinum,  a 
black  stain  on  the  platinum  (Sb),  soluble  in 
nitric  acid  and  in  ammonium  sulphide. 

Arsenic. 

Hydrogen  sulphide,  yellow  precipitate,  soluble 
in  ammonium  sulphide  and  in  ammonium  car- 
bonate ;  insoluble  in  concentrated  hydrochloric 
acid.  Metallic  copper,  boiled  with  the  liquid  after 
acidifying  with  hydrochloric  acid,  is  covered  with 
a  shining  grey  deposit  (As^Cu^),  which,  when 
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heated  in  a  tube,  yields  a  sublimate  of  araenious 
oxide  (Reinsoh's  test)  (Clark,  Chem.  Soo.  Trans. 
1893, 63,  884,  886).  Nascent  hydrogen  produced 
from  zinc  and  dilute  sulphuric  acid  reduces 
arsenic  compoimds  to  volatile  arsine  (AsH^), 
which  decomposes  on  gently  heating,  giving  an 
arsenic  deposit  soluble  m  aqueous  hypochlorites. 
Antimony  compounds  under  these  conditions 
also  give  a  black  deposit  (antimony),  insoluble 
in  hypochlorites  (Manh's  test).  Zinc  and  caustic 
soda  reduce  arsenic  compounds,  liberating  arsine, 
which  produces  a  yellow-to-brown  stain  on 
merourio  chloride  paper  (Gutzeit's  test,  Chem. 
Soc.  Trans.  1901,  79,  715). 

Arsenitee.  Amnumio-silver  nitrate,  yellow 
precipitate  (AgsAsO,),  soluble  in  nitric  acid  and 
ammonia.  Ammonio-cupric  sulphate,  bright- 
sreen  precipitate  (CuHAsO,),  turns  red  by 
boiling  with  caustic  soda. 

Arsenates,  AmmoniO'sHver  nitrate,  brick- 
red  precipitate  (As^AbO^),  soluble  in  nitric  acid 
and  ammonia.  Ammonium  chloride^  ammonia, 
and  magnesium  sulphate,  white  cr^'stalline  pre- 
cipitate (NHfMgAsOf).  Ammonto-cupric  sul- 
phtUe,  pale-blue  precipitate,  turned  black  by 
boiliim  with  caustic  soda. 

When  arsenic  acid  or  arsenates  are  present, 
they  diould  be  reduced  by  heating  \«ith  sul- 
phurous acid  or  ammonium  iodide  or  hydriodic 
acid  (Bull.  Soc.  chim.  Bel^.  1909,  23,  88)  before 
applying  hydrogen  sulphide  or  Reinsch's  test 
(Usher  and  Travers,  Chem.  Soc.  Trans.  1905, 
87,  1370). 

Platinum. 

Hydrogen  sulphide,  brown  precipitate  (PtS,) 
on  heating,  soluble  in  ammonium  sulphide. 
Ammonium  chloride  or  potassium  chloride, 
yellow  crystidline  precipitate  (M,PtClg),  less 
soluble  in  presence  of  alcohol.  Potassium  iodide, 
in  dilute  solution  red  colouration  (K^Ptle), 
very  delicate  test.  Stannous  chloride^  in  dilute 
aohition,  brownish-red  colouration,  delicate 
test 

PaUadinm. 

Hydrogen  sulphide,  black  precipitate  (PdS), 
insoluble  in  ammonium  sulphide ;  soluble  in 
hot  hydrochloric  acid  and  in  aqua  regia.  Potas- 
sium iodide,  black  precipitate  (Pdl,),  somewhat 
soluble  in  excess.  Mercuric  cyanide,  3rellowish 
white,  gelatinous  precipitate  (PdCy.),  readily 
soluble  in  ammonia.  Ammonium  Jdoride,  no 
precipitate  (diff.  from  Pt) ;  on  addition  of  chlorine 
water,  orange  precipitate  ((NHfhPdClg).  Potas- 
sium chLortae,  precipitate  (2KCl*PdClt)  only  in 
very  concentrated  solutions. 

Iridiiim. 

Hydrogen  sulphide^  decolourisation  f  ollowedby 
brown  precipitate  (Ir,S.),  soluble  in  ammonium 
sulphide.  Caustic  potash,  a  greenish  colouration 
which,  on  heating  with  exposure  to  air,  changes 
slowly  to  azure  blue  (din.  from  Pt).  Ammo- 
nium chloride  or  potassium  chloride,  dark-brown 
or  red  precipitate  (double  chloride),  insoluble  in 
a  saturated  solution  of  the  precipitant.  Both 
salts  become  olive  green  with  potassium  nitrite 
and  other  reducing  agents,  especially  in  hot 
solutions.  Strong  svJp&iric  ocia  and  ammonium 
nitrate,  on  heating,  blue  colouration. 

OamiaiiL 

Hydrogen  srdphide,  in  acid  but  not  in  neutral 
solution,  black  precipitate  (OS84),  insoluble  in 
ammonium   stdphide.    Nitric   acid   on   boiling 


oxidises  osmium  compounds  to  osmio  tetroxide 
(O8O4),  characteristic  odour  and  yellow  solution 
in  caustic  soda. 

Rntlieiiiaiii. 

Hydrogen  sulphide,  blue  solution  followed  by 
bro^n  precipitate  of  ruthenium  sulphide. 
Sodium  thiosulphaie  in  ammoniacal  solution  to 
dilute  solutions  of  ruthenium,  a  purplish-red 
colouration.  S^nc  reduces  RuCl,,  giving  a  blue 
solution  and  then  precipitating  ruthenium. 

Rhodium. 

Hydrogen  sulphide,  on  warming,  black  pre- 
cipitate (Rh^^),  insoluble  in  ammomum  sulphide ; 
soluble  in  boiling  nitric  acid.  Potassium  nitrite, 
warmed  with  sodium  rhodium  chloride,  gives 
orange-vellow  precipitate  (K,Rh(NOs)e). 

Hydrogen  sulphide,  black  precipitate  (Au^,) 
in  cold,  brown  precipitate  (Au,S)  in  hot,  solu- 
tion ;  soluble  in  yellow  ammonium  sulphide. 
Oxalic  acid  or  ferrous  sulphate,  brown  or  purple 
precipitate,  yellow  and  lustrous  when  rubbed. 
Stannous  and  stannic  chlorides,  purplish  pre- 
cipitate, insoluble  in  hydrochloric  acid. 
Hydrogen  peroxide,  in  very  dilute  alkaline  solu- 
tion, liberates  finely  divided  gold  having  a 
beautiful  blue  shimmer. 

Molybdenum. 

Hydrogen  sulphide,  brownish-black  precipi- 
tate (M06,)  on  heating,  soluble  in  ammonium 
sulphide.  Sodium  phosphate,  in  presence  of 
nitric  acid,  yellow  precipitate  on  heating, 
soluble  in  ammonia  and  in  excess  of  the  alkaline 
phosphate.  Potassium  thiocyanate  and  zinc  or 
stannous  chloride,  red  colouration  due  to 
Mo(CNS)4  soluble  in  ether.  Concentrated  sul- 
phuric acid,  when  stronely  heated  with  moly- 
bdenum compounds,  aevelops  a  deep-blue 
colouration.  Phenythydrazine,  in  50  p.c»  acetic 
acid,  red  colouration  (Ber.  1903,  36,  512). 

Selenium. 

Hydrogen  sulphide,  yellow  precipitate,  be- 
coming dark  on  heating,  soluble  in  ammonium 
sulphide.  Sulphurous  acid,  in  presence  of  hydro- 
chloric acid,  a  red  precipitate,  which  becomes 
g^y  on  heating,  and  is  soluble  in  potassium 
cyanide.  Stannous  chloride  and  other  reducing 
asents  behave  in  a  similar  manner.  Barium 
chloride,  (i.)  white  precipitate  (BaSeO,),  soluble 
in  dilute  hydrochloric  acid ;  (ii. )  white  precipitate 
(BaSeOf),  insoluble  in  dilute  hydrochloric  acid ; 
soluble  in  the  strong  acid,  evolving  chlorine. 
Concentrated  sulphuric  acid,  green  cok>uration. 

Tellurium. 

Hydrogen  sulphide,  brown  precipitate  (TeS2) 
at  once  from  tellurites,  but  from  tellurates  only 
after  boiling  with  hydrochloric  acid.  Potassium 
iodide,  to  tellurite  in  acid  solution,  black  pre- 
cipitate (Telf).  Reducing  agents  (SnCl,,Zn), 
black  precipitate  (Te).  Concentrated  sulphuric 
acid,  carmine  colouration. 

Aluminium. 

Ammonia,  white  gelatinous  precipitate 
(AlH,Og),  insoluble  in  excess  and  in  ammonium 
carbonate  ;  soluble  in  acids.  Caustic  potash  or 
soda,  white  gelatinous  precipitate  (A1H,0,), 
soluble  in  excess;  reprecipitated  on  adding 
ammonium  chloride  ana  heating. 

Chromium. 

Chromic  salts.  Ammonia,  ereenish  or 
purplish  precipitate  (CrH^Os),  soluble  in  acids ; 
insoluble    in    ammonium    carbonate.    Caustic 
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potash    or    soda,   green   precipitate    (CrH,0,), 
soluble  in  excefls,  but  leprecipitated  on  boiling. 

Chromates,  Hydrogen  sulphide  in  aoid  solu- 
tion, reduction  to  cnromic  salt  with  change  of 
colour  to  green.  Lead  acetatey  bright  yellow 
precipitate  (PbOrOf),  insoluble  in  acetic  acid. 
Silver  nitrate,  dark-red  precipitate  (A%JutO^, 
soluble  in  nitric  acid. 

Iron. 

Ferrous  salts.  Amriioniumstilphide,\ABJc)s, 
precipitate  (FeS),  soluble  in  acids.  Ammonia  or 
caustic  potash  or  soda,  Fhite  precipitate,  rapidly 
becoming  green  and  then  brown.  PotoMium 
ferrocffanide,  white  precipitate,  gradually  be- 
coming dark  blue.  Potftssium  ferricyanide, 
dark-blue  precipitate  (Fej|(FeGy,)a).  Potassium 
ihiocyanate,  no  reaction. 

Ferric  salts^  Ammonium  sulphide,  black 
precipitate  (2FeS  +  S,  or  FoaS,),  Boluble  in 
acids.  Ammonia  or  caustic  poiash  or  sodOf 
reddish-brown  precipitate  (FeH^Ot),  soluble  in 
acids.  Potassium  firrocyanide,  dark-blue  pre- 
cipitate (Fe4(FeCyg)s^,  insoluble  in  dilute  acids. 
Potassium  ferricyaniae,  no  precipitate ;  greenish- 
brown  colouration.  Potassium  thiocyanate, 
blood-red  colouration  ;  not  affected  by  boiling 
or  by  hydrochloric  acid. 

Thorium. 

Ammonia,  cau^stic  soda,  or  potash,  white 
gelatinous  precipitate  (Th(0H)4),  insoluble  in 
excess.  Ammonium  or  sodium  cairhonale,  white 
precipitate,  basic  carbonate;  soluble  in  excess. 
Oxalic  acid,  white  precipitate  (Th(C,04)„2H,0), 
insoluble  in  excess  and  insoluble  in  mineral  acids, 
but  soluble  in  ammonium  oxalate.  PdtoMium 
fluoride  or  hydrofluoric  9cid,  white  precipitate 
(ThFf).  Potassium  sulphate,  white  crystolline 
preoipitote  (2K,S04,Th(S04)2,2H,0). 

Ceriiim. 

Ammonia,  white  precipitate  of  basic  salt,  in- 
soluble in  excess.  Caustic  potash  or  soda,  white 
precipitate  (Ce(OH)ji),  insoluble  in  excess ;  be- 
comes yellow  when  exposed  to  air.  Oxalic  acid, 
white  precipitate  (Ce|(C204)s)»  insoluble  in  ex- 
cess, but  soluble  in  a  la^e  quantity  of  hydro- 
chloric aoid.  Potassium  sulphate,  white  pre- 
cipitate even  in  somewhat  aoid  solutions 
(CeK3(S04),),  insoluble  in  saturated  solution 
of  potassium  sulphate.  Hydrogen  peroxide,  in 
ammoniacal  solution,  orange -brown  precipitate. 

Glucinum. 

Ammonia,  white  precipitate  (GlHjO,),  in- 
soluble in  excess.  Caustic  potash  or  soda,  the 
same  precipitate,  soluble  in  excess,  but  repre- 
cipitated  on  boiling  (diff.  from  Al).  Ammonium 
carbonate,  white  precipitate,  easily  soluble  in 
excess  (diff.  from  Al). 

Cflacial  acetic  acid  dissolves  Gl(OH)s  or  GICO,, 
and  the  residue,  after  evaporating  to  dryness,  is 
the  basic  acetate  (GlAOCCHa-COs).),  readily 
soluble  in  chloroform,  ether,  acetone,  we  alcohols, 
and  other  organic  media;  dissolves  unchanged 
in  glacial  acetic  acid ;  it  melts  at  283*^-284*,  and 
can  be  sublimed  without  decomposition.  Sodium 
hydrogen  carbonate,  10  p.o.  dissolves  G1(0H)|; 
dilution  to  1  p.c.  causes  reprecipitation. 

Uranium. 

Ammonia,  caustic  potash,  or  soda,  yellow  pre- 
cipitate, insoluble  in  excess,  but  readily  soluble 
in  ammonium  carbonate.  Ammonium  sulphide, 
brown  precipitate,  readily  soluble  in  ammonium 
carbonate.      Potassium  ferrocyanide,  chocolate- 


brown    precipitate,     readily    decomposed     by 
alkalis,  yielding  yellow  alkali  diuranates. 

TUanium. 

Ammonia,  caustic  potash,  or  soda,  orammonium 
sulphide,  white  precipitate  (H^TiOg),  insoluble  in 
excess;  soluble  in  oilute  sulphuric  and  hydro- 
chloric acids.  Potassium  ferrocyanide,  dark- 
brown  precipitate.  Sodium  thiosulphate,  com- 
plete precipitation  on  boiling.  Hydrogen  per- 
oxide, to  a  slightly  aoid  solution  of  titanium 
sulphate;  orange-red  colouration;  weakened  by 
fluorides.  Reducing  agents  (SnGl,  ^^  ^n  and 
HGl)  produce  a  violet  colouration  (TiCla). 

Catechol  added  to  dilute  solutions  of  titanic 
or  txtanotis  salts,  yellowish-orange  colouration, 
very  delicate  tq^it,  but  interfered  with  by  mineral 
aoids  or  alkalis  (Ber.  1009,  42,  4341). 

Zirconium. 

Ammonia,  ammonium  sulphide,  caustic  soda, 
white  gelatinous  nrecipitate,  dissolving  in  dilute 
aoid,  but  less  readily  after  boiling ;  precipitation 
prevented  by  tartaric  acid.  Oaudic  acid,  white 
precipitate  (Zr(G204)^),  rec^ily  soluble  in  am- 
monium oxalate  or  m  excess  of  oxalic  acid. 
Hydrogen  peroxide,  white  milky  precipitate 
(Zr^Ofi),  evolving  chlorine  when  boiled  with 
hyorochlorio  acid.  Turmeric  paper,  moistened 
with  acid  solution  of  zirconium  salt,  becomes 
reddish-brown  on  drying. 

Zinc 

Ammonium  sulphide,  white  precipitate  (ZnS), 
soluble  in  dilute  hydrochloric  aoid  ;  insoluble  in 
acetic  acid  and  in  alkalis.  Caustic  potash  or  soda, 
white  precipitate  (ZuHjO,),  soluble  in  excess. 
Potassium  ferrocyanide,  white  precipitate,  in- 
soluble in  dilute  hydrochloric  acid  (ZugFeGyg). 

Manganese. 

Ammonium  sulphide,  pink  precipitate  (MnS), 
soluble  in  dilute  hydrochloric  aoid  and  in 
acetic  acid.  Caustic  potash  or  soda,  white  pre- 
cipitate (MnH,Of ),  insoluble  in  excess,  becoming 
brown  on  exposure  to  air.  Boiled  with  dilute 
nitric  acid  and  lead  peroxide  (in  absence  of 
chlorine),  a  purplish  crimson  solution  of  per- 
manganic acid. 

NIekeL 

Ammonium  sulphide,  black  precipitate  (NiS), 
somewhat  soluble  in  excess;  insoluble  in  cold 
dilute  hydrochloric  aoid ;  soluble  in  strong  aoids. 
Caustic  potash  or  soda,  pale-ereen  precipitate 
( NiH^O,),  insoluble  in  excess.  Potassium  cyanide, 
precipitate  (NiGy,),  soluble  in  excess,  formins 
NiGya,2KGy,  which  is  not  altered  when  boiled 
with  exposure  to  air.  This  solution,  heated 
with  excess  of  sodium  hypochlorite  solution, 
or  mixed  with  bromine  in  the  cold,  yields  a 
precipitate  of  black  nickelic  hydroxide  (NiH.G,). 
Dimethylglyoxime  (CH,-C(NOH)-C(NOH)CH,) 
(Tschugaeff,  Ber.  1906,  38,  2520),  added  to  am- 
moniacal or  acetic  acid  solution  of  nickel  salts, 
scarlet  precipitate  (distinction  from  cobalt). 
Dicyanodiamidine  (U.  Grossmann  and  W. 
Heifbom,  Ber.  1908,  41,  1878)  added  to  am- 
moniacal solutions  of  cobalt  and  nickel  salts 
containing  excess  of  sucrose,  yellow  crystalline 
precipitate  (Ni(N4H5CjO)a,2H,0),  the  presence 
of  cooalt  indicated  by  the  reddish-violet  colour 
of  the  solution. 

Cobalt 

Ammonium  sulphide,  black  precipitate  (GoS), 
insoluble  in  cold  dilute  hydrochloric  acid ; 
soluble  in  strong  acids.     Caustic  potash,  pale-blue 
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preoipitate  (CoH,0,),  digbtly  soluble  in  ezoess, 
forming  a  blue  solution.  roUusium  cyanide, 
precipitate  (CoCy.),  soluble  in  excess,  forming 
CoCy2,4KCy,  and  when  this  solution  is  boiled 
with  exposure  to  air  it  is  changed  to  KsCoQ^,, 
which  is  not  precipitated  by  sodium  hypochlorite 
or  bromine.  Pdassium  nitrite  to  dilute  acetic 
acid  solutions,  yellow  crystalline  precipitate 
(K,Co(NO,),).  NUroeo-fi-naphihol  NOCi  JEIeOH 
(Ilmski  and  Knorre,  Ber,  18,  699)  dissolved  in 
dilute  acetic  acid  added  to  feebly  acid  solu- 
tions of  cobalt  and  nickel,  brick-red  precipi- 
tate ^Co(NO-CioHf*0)9);  solution  examined  tor 
nickel  (Chaplin,  J.  Amer.  Chem.  Soc.  1907,  29, 
1029). 

Vanadium. 

Ammonium  sulphide^  dark-brown  solution, 
which  when  acidified  yields  a  brown  precipitate 
(V^Sf).  Ammonium  chhride^  white  precipitate 
of  ammonium  meta-vanadate  (NH4VOS).  Poteu- 
aium  ferrocyanide,  in  acid  solution,  a  green 
precipitate.  If  a  solution  of  an  alkaline  vana- 
date is  agitated  with  hydrogen  peroxide  and  ether, 
the  solution  acquires  a  deep  purplish-red  colour, 
but  the  ether  remains  colourless.  Mild  re- 
ducing agents  (SO2,  H^S,  HBr,  alcohol,  &c.) 
reduce  vanadates  in  acid  solutions  to  blue 
divanadyl  salts.  Strong  reducing  agents  (zinc 
and  aluminium  with  acids)  produce  a  series  of 
colour  changes — blue,  green,  and  violet. 

ColumUum. 

Hydrogen  fluoride  and  potassium  fluoride 
produce  potassium  columbo-fluoride,  which 
when  boiled  in  aqueous  solution  yields  potassium 
columbium  ozy^uoride  (K,CbOF.,H20)  (solu- 
bility 1  in  12*5  cold  water).  Mineral  acids, 
partial  .precipitation  of  columbic  acid  from 
alkali  oolumbates :  zinc  and  acid,  blue  coloura- 
tion, turning  brown;  potassium  ferrocyanide, 
greyish-green  precipitate. 

Tuitalum. 

Hydrogen  fluoride  and  potassium  fluoride 
produce  potassium  tantalofluoride  {JC/TaF^) 
(solubility  1  in  154  cold  water),  separating  in 
colourless  needles.  Mineral  adds,  white  pre- 
ciptate  of  tantalic  acid.  Potassium  ferrocy- 
anide, reddish-brown  precipitate  (v.  Weiss  and 
Landecker,  Zeitech.  anorg.  Chem.  1909,  64,  65). 

Calelum. 

Ammonium  carbonate,  white  precipitate 
(GaCOs)»  soluble  in  acids.  Sulphuric  acid, 
white  precipitate  only  in  very  concentrated  solu- 
tions. Ammonium  oxalate,  white  precipitate 
(CaCsOA),  insoluble  in  acetic  and  oxalic  acids, 
but  soluble  in  hydrochloric  acid. 

Strontium. 

Ammonium  carbonate,  white  precipitate, 
soluble  in  acids  (SrCO,).  Ammonium  sulphate, 
vidiito  precipitate,  especially  on  boiling.  Am- 
monium oxalate,  white  precipitate  (Sr0204), 
sc^uble  in  hydrochloric  acid  ;  insoluble  in  acetic 
acid.  Sulphuric  acid  or  calcium  svlphaU,  white 
precipitate  (SrS04),  forming  slowly. 

Barium. 

Ammonium  carbonate,  white  precipitate 
(BaCO,),  soluble  in  adds.  Ammonium  oxalate, 
white  precipitate  (BaCtOf),  soluble  in  hydro- 
chloric acid ;  insoluble  in  acetic  acid.  Sulphuric 
add  or  calcium  sulphate,  an  immediate  white 
precipitate,  insoluble  in  acids  and  alkalis.  Potas- 
sium chromate,  yellow  precipitate  (BaOr04), 
insoluble  in  acetic  acid. 


Magnesium. 

Sodium  phosphate,  in  presence  of  ammonia 
and  ammonium  chloride,  white  precipitate, 
rapidly  becoming  crystalline  (NH4MgP046H20). 
Forms  slowly  m  dilute  solutions,  formation 
being  accelerated  by  agitation  and  by  rubbing 
the  sides  of  the  beaker  with  a  glass  rod ;  soluble 
in  acids. 

Potassium. 

CMoroplatinic  acid  H|PtClg,  yellow  crystalline 
precipitate  (K.PtCl.),  somewhat  soluble  in  water; 
insoluble  in  alcohol.  Sodium  hydrogen  tartrate, 
in  neutral  or  feebly  acid  solutions,  a  white  crys- 
talline precipitate  (KHCfHfOg),  forming  slowly 
in  dilute  solutions.  If  the  solution  contains  free 
mineral  acids,  nearly  neutralise  with  soda  and 
add  sodium  acetate. 

Sodium  ccbaltinitrite  m  acetic  acid  solution, 
yellow  precipitate  (K2NaCk)(N0«)e).  Sodium 
l-amino-fi-naphthd-^sulpJumate  (eikonogen)  in 
5-10  p.c.  solutions,  crystalline  precipitate 
(KS03-CioH4(NHa)-OH) ;  negative  results  with 
ammonium  and  magnesium  salte  (Alvarez, 
Chem.  Soc.  Abstr.  1905,  ii.  355). 

Ammonium* 

Ammonium  salte  are  readily  volatile.  Heated 
ufith  lime,  caustic  potash,  or  soda,  ammonia  gas 
is  given  off,  and  is  recognised  by  ite  smeU  and 
ito  action  on  test  paper. 

CMoroplatinic  acid,  yellow  crystalline  pre- 
cipitate ((NH4)2PtCl,),uightly  soluble  in  water; 
insoluble  in  alcohol.  Soaium  hydrogen  tartrate, 
white  crysteUine  precipitete  (NH4HC4H40g), 
forming  slowly  in  dilute  solutions. 

Nessler*s  reagent  (K^Hgl^  and  KOH),  brown- 
ish-red precipitete  or  colouration  (NHg,I,UgO), 
very  delicato  test. 

Sodium. 

Flame  colouration,  intense  yellow. 

Although  all  sodium  salte  are  more  or  less 
soluble,  some  dissolve  only  sparingly,  e.j/.  sodium 
oxalate  and  sodium  a-naphthylamine-8-sul- 
phonate. 

Potassium  pyroantimoncUe,  white  crystalline 
precipitete  (NatH,Sb207*6H20)  (J.  Amer.  Chem. 
Soc.  1909,  31,  634) ;  from  neutral  or  slightly 
alkaline  solutions. 

Dihydroxytartaric  acid,  colourless  precipitete 
(C0«Na.C(0H)j-C(0H)a-C02Na)  (Fenton,  Chem. 
Soc.  Trans.  1895,  67,  48).  Solution  of  bismuth 
nitrate  in  50  p^  potassium  nitrite  containing 
ccBsium  nitrite,  yellow  crystelline  precipitete 
(5Bi(NOj)„9C8NO,,0NaNO,);  very  delicate  test, 
not  interfered  with  by  lithium  and  metals  of 
alkaline  earths  (Ball,  Chem.  Soc.  Trans.  1909, 
95,  2126).  Sodium  chloride,  obteined  by  slow 
evaporation  of  a  solution  acidified  with  hydro- 
chloric acid,  crystallises  in  distinct  cubes. 

Utlilum. 

Chloroplatinic  acid,  no  precipitete. 

Sodium  phosphate,  in  alkaline  solution ;  white 
precipitete  (LigPO^),  soluble  in  hydrochloric  acid, 
not  reprecipiteted  by  ammonia  except  on  boiling. 
Lithium  chloride  is  soluble  in  ethyl  or  amyl 
alcohol,  and  in  pyridine.  Ammonium  hydrogen 
fluoride,  white  precipitete  (LiF). 

CasiuuL 

Flame  colouration,  violet. 

Chloroplatinic  acid,  yellow  crystelline  pre- 
cipitete (Cs^PtCl^),  insoluble  in  boiling  water. 
Tartaric  acid,  crystalline  precipitete,  some- 
what soluble  in  water.     Stannic  chloride,  white 
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preoipitate  (08,SnCl«).  Lead  chloride  diseoived 
tn  cJuorine  uxUer,  yellow  precipitate  (Cs^P^^t)* 
Ctesium  carbonate  is  soluble  in  alcohol  (diff. 
from  K,  Rb). 

RuUdlam. 

Flame  colouration,  violet. 

CfUoroplatinic  acid,  yellow  crvstaUine  pre- 
cipitate (Bb.PtCIe),  insoluble  in  boiling  water. 
Tartaric  acia,  white  crystalline  precipiUite,  less 
soluble  than  the  cietium  compound  (Reactions 
of  Cs  and  Rb,  v.  WeUs,  Amer.  J.  ScL  [3]  43,  17 
and  46,  186,  and  265). 

Acid  Badiclbs. 

The  acid  radicles  are  arranged  partly  in  the 
order  of  the  systematic  separation  and  partly 
with  a  view  to  brine  together  those  acids  which 
are  commonly  associated  or  which  resemble  one 
another  in  their  reactions.  In  all  cases,  unless 
otherwise  specified,  it  is  important  that  the 
solution  should  be  neutral. 

Sulplutos. 

Barium  chloride,  white  precipitate  (BaS04), 
insoluble  in  acids  and  alkalis. 

Sulphttac 

Hydrochloric  acid,  sulphur  dioxide  evolved, 
but  no  sulphur  piecipitated.  Barium  chloride, 
wUto  precipitate  (BaSO|),  soluble  in  hydro- 
chloric acid.  Iodine  solution,  sulphites  are  con- 
verted into  sulphates.  Neutralise,  then  slighUy 
acidify  with  acetic  acid ;  add  excess  of  zinc 
sulphate,  a  small  quantity  of  sodium  nitro- 
prusside  and  potoMium  ferrocyanide.  The  preci- 
pitate of  zinc  ferrocvanide  has  a  pink  colour. 

Strontium  ckhriae,  white  precipitate  (SrSO,), 
different  from  thiosulphate  SrS^Os,  being  much 
more  soluble. 

HsiKMiilpliltes  ('bydrosulphltes,'  e^.  Na^SsO^, 
2H(0)  owe  their  technical  application  to  their 
reducing  action  on  indigotin  and  it«  sulphonic 
acids — ^we  colour  is  discharged  (indigo-white). 
8%U)er  nitrate,  black  precipitate  (Ag).  Mercuric 
chloride,  black  precipitate  (Hg).  Copper  sulphate, 
reddish  precipitate  (Ou  and  Cu2Hs),  in  very 
dilute  solution,  colloidal  copper. 

Thiosulphfttes. 

Hydrochloric  acid,  sulphur  dioxide  evolved 
and  sulphur  precipitated.  Silver  nitrate,  white 
precipitate  (AaJSjb^),  rapidly  changing  to  black 
(Ag2S),  soluble  in  excess  of  alksQine  thiosul- 
phate, forming  a  much  more  stable  solutioo. 
With  sodium  nitroprusside,  zinc  sulphate,  and 
potassium  ferrocyanide,  the  precipitate  is  white. 
Iodine  scivlion  converts  soluble  thiosulphates 
into  tetrathionates,  which  ^ive  no  precipitate 
with  barium  chloride.  Ferrtc  chloride,  transient 
violet  colouration  (Fej(S20,)3). 

Penulphates  {e.g.  K^Sfi^). 

The  (irv  salts  evolve  oxygen  on  heating. 
Barium  chloride,  no  precipitate  in  the  cold,  on 
warming  oxygen  evolved  and  BaSOi  precipitated. 
Silver  nitrate,  black  precipitate  (silver  peroxide). 
Other  metallic  saUs  (Pb,  Mn,  Co,  and  Ni)  yield 
their  hydrated  peroxides. 

Monoper sulphuric  acid  {Carols  acid) 
H0*S02'0*0H,  produced  by  adding  a  persulphate 
to  cold  concentrated  sulphuric  acid,  and  pouring 
the  mixture  on  to  ice.  Aromatic  amines  {e.g, 
^-Gl*CeH4*NH2)give  coloured  oxidation  products 
with  persulphates  and  nitroso-  compounds  {e,g. 
CIC«H4N0)  with  Carols  acid. 

Thlonie  aelds  {v,  Chem.  Soc.  Trans.  1880, 608). 


Sulphides. 

Hydrochloric  acid,  in  most  cases  evolution  of 
hydrogen  sulphide,  especially  on  heating.  Lead 
nitrate  or  acetate,  black  precipitate  (PbS). 
Silver  nitrate,  black  precipitate  (Af^S),  in- 
soluble in  ammonia,  sodium  thiosulphate,  and 
potassium  cyanide.  Sodium  nitroprusMe,  in 
alkaline  solutions  an  intense  but  somewhat 
fugitive  violet  colouration. 

Phosphates. 

JBcznumcAJoncIe,  white  precipitate  Baa(P04)s, 
soluble  in  dilute  acids.  Calcium  chloride,  white 
precipitate  (Ca,(P04),),  soluble  in  acetic  acid. 
Silver  nitrate,  yellow  precipitate  (Ag,P04), soluble 
in  nitric  acid  and  in  ammonia.  Pyrophos- 
phates and  metaphosphates  give  white 
precipitates  of  their  silver  salte  with  silver 
nitrate,  but  metephosphates  alone,  unlike  ortho- 
and  pjrro-phospbates,  coagulate  albumin.  Mag- 
nesium sidphate,  in  presence  of  ammonium 
chloride  and  ammonia,  white  cirystalline  pre- 
cipitete  (NH4MgP046HgO),  soluble  in  acids. 
Ammonium  molybdate,  in  nitric  acid  solution, 
on  heating,  a  yellow  precipitate  ((NH4).P04* 
I2M0O3)  soluble  in  ammonia,  and  soluble  in 
excess  of  an  alkaline  phosphate. 

Phosphites. 

Barium  chloride,  white  precipitate  (BaHPO,), 
soluble  in  hydrochloric  acid.  Silver  nitrate, 
precipitate  of  metallic  silver,  especially  in  pre- 
sence of  ammonia,  and  on  heating.  Mercuric 
chloride,  white  precipitate  (HggClj),  becoming 
grey  (Hg).  Heated  with  nitric  acid,  phosphites 
are  converted  into  phosphates.  Heated  alone, 
phosphites  evolve  {mosphine.  Copper  sulphate, 
pale  dIuo  precipiteto. 

Hypophospmtes. 

Heated  alone,  evolve  phosphine.  Barium 
chloride,  white  precipitete  only  in  strong  solution 
(Ba(H2P02)t).  Silver  nitrate,  metellic  silver 
precipitated.  Copper  sulphate,  brown  preci- 
pitate, cuprous  hydride  (CujHf). 

Carbonates. 

Hydrochloric  acid,  effervescence,  with  evolu- 
tion of  carbonic  anhydride,  which  turns  lime 
water  turbid.  Barium  chloride,  white  pre- 
cipitete (BaCO,),  soluble  in  acids  with  efferves- 
cence. Mercuric  chloride,  red  precipitete  (basic 
carbonate) ;  bicarbonates  give  only  a  yellowish 
opalescence.  Calcium  svlphaie,  white  precipitete, 
immediately  with  carbonate,  but  only  after 
standing  with  bicarbonate  (Leys,  J.  rharm. 
Chim.  1897,  (vi.)  6,  441). 

Borates. 

Barium  chloride,  white  precipitete  in  not  too 
diluto  solutions,  soluble  in  acids.  Silver  nitrette, 
in  strong  solution,  white  precipitete  (AgB02); 
in  dilute  solution,  dark-grey  deposit  (Ag,^)* 

Mix  the  solid  substence  with  concentrated 
sulphuric  acid  in  a  small  crucible,  add  alcohol, 
and  ignite  ;  the  alcohol  flame  is  green,  especially 
at  the  edges.  Mix  the  solid  substence  with  three 
parte  potassium  hydrogen  sulphate  and  one  part 
powdered  fluorspar,  and  heat  on  platinum  wire 
in  the  cold  area  of  the  flame;  a  bright-green 
colouration  (due  to  BF,)  is  observed.  Turmeric 
paper,  moistened  with  acid  solution  of  boric 
acid,  becomes  reddish  brown  on  drying. 

SUieates. 

Solutions  of  silicates  heated  with  acids,  am- 
monium chloride,  or  ammonium  carbonate, 
deposit  silicic  acid.     Dilute  solutions  must  be 
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evaporated  to  6iynes8,  and  on  treating  the 
residue  with  dilute  hydrochloric  acid  insoluble 
silica  is  left. 

Most  silicates  are  insoluble  in  water ;  some 
are  decomposed  by  acids ;  others  are  only  de- 
composed by  fusion  with  about  four  times  their 
weiffot  of  a  mixture  of  equal  parts  of  sodium 
and  potassium  carbonates. 

SiUeofluorides. 

ConcentnUed  sulphuric  acid,  in  leaden  or 
platinum  capsule,  hydrogen  fluoride  and  silicon 
fluoride  are  evolved.  Barium  chloride,  colourless 
crystalline  precipitate  BaSiF,.  Silieofluorides 
on  heating  evolve  silicon  fluoride,  leaving  residues 
of  metallic  fluorides. 

Oxalates. 

Barium  chloride  or  calcium  chloride,  white 
precipitate,  insoluble  in  acetic  acid,  but  soluble 
in  hydrochloric  acid. 

Acidify  i^ith  sulphuric  aeid,  and  add  poteks- 
sium  permanganate ;  the  colour  of  the  latter  is 
rapidly  and  completely  discharged. 

Heat  the  solid  substance  with  concentrated 
sulphuric  acid;  carbonic  anhydride  and  car- 
bonic oxide  are  evolved.  The  latter  bums  wiUi 
a  blue  flame. 

Fluorides. 

Barium  chloride,  white  precipitate  (BaF,), 
soluble  in  hydrochloric  acid.  Silver  nitrate,  no 
precipitate  with  soluble  fluorides.  Concentrated 
sulphuric  acid,  especially  when  heated,  produces 
hydrogen  fluoride,  which  attacks  glass.  The 
substance  and  acid  are  placed  in  a  small  leaden 
or  platinum  crucible,  which  is  covered  with  a 
watch-glass  protected  by  a  thin  coating  of  wax, 
part  of  which  has  been  scratched  away  so  as  to 
expose  the  glass. 

Chlorides. 

Silver  nitrate,  a  white  precipitate  (AgCl), 
insoluble  in  nitric  acid,  soluble  in  ammonia ; 
darkens  wlien  exposed  to  light.  Manganese  di- 
oxide and  sulphuric  acid,  evolution  of  chlorine 
on  heating.  Pot<usium  dichromate  and  strong 
sulphuric  acid,  evolution  of  chromyl  chloride 
on  heating.  This  forms  with  ammonia  a  yellow 
solution  oi  ammonium  chromate. 

Bromides. 

SUver  nitrate,  yellowish  white  precipitate 
(AgBr),  insoluble  in  nitric  acid ;  moderately 
soluble  in  ammonia ;  readily  soluble  in  potassium 
cyanide  or  sodium  thios'ulphate.  Manganese 
dioocide  and  sulphuric  acid,  orange  vapours 
of  bromine,  which  turn  starch  paste  orange. 
Chlorine  uxUer  liberates  bromine,  which  dis- 
solves in  ether  or  carbon  bisulphite,  forming  an 
orange-brown  solution.  Bromides  heated  with 
potassium  dichromate  and  strong  sulphuric  acid 
yield  bromine,  which  forms  a  colourless  solution 
with  ammonia. 

Iodides. 

Silver  nitrate,  yellow  precipitate  (Agl),  in- 
soluble in  nitric  acid  or  ammonia;  soluble 
in  potassium  cyanide  or  sodium  thiosulphate. 
Manganese  dioxide  and  sulphuric  acid  yield 
violet  vapours  of  iodine,  which  colour  starch 
paste  blue.  Chlorine  water,  bromine  water,  or 
potassium  dichromate  in  presence  of  hydrochloric 
acid,  liberates  iodine,  which  turns  starch  paste  an 
intense  blue.  The  colour  disappears  on  heating, 
and  reappears  on  cooling.  The  liberated  iodine 
may  be  agitated  with  carbon  bisulphide  or  chlo- 
roform, ^en  it  yields  a  violet  solution.  Nitro- 
Vol.  I.— r. 


gen  oxides  in  sulphuric  acid  likewise  liberate 
iodine,  but  do  not  liberate  bromine  unless 
added  in  large  excess. 

Cyanides. 

Silver  nitrate,  white  precipitate  (AgCN),  in- 
soluble in  nitric  acid,  but  soluble  in  ammonia, 
sodium  thiosulphate,  or  excess  of  the  alkaline 
cyanide. 

Add  ferric  chloride  and  ferrous  sulphate ; 
make  alkaline  with  caustic  potash  or  soda,  and 
then  acidify  i^ith  hydrochloric  acid.  A  dark- 
blue  precipitate  of  Prussian  blue  is  formed. 

Evaporate  the  solution  with  an  excess  of 
yellow  ammonium  sulphide  to  complete  dryness 
on  a  water-bath  ;  dissolve  in  very  dilute  hydro- 
chloric acid,  and  add  ferric  chloride ;  a  blood- 
red  colouration  is  i»oduced. 

Most  cyanides  evolve  hydrocyanic  acid,  re- 
cognisable by  the  smell,  when  treated  with 
hydrochloric  or  sulphuric  acid. 

Mercuric  cyanide  cannot  be  recognised  by 
these  tests.  It  yields  cyanogen  when  heated  in 
a  closed  tube,  and  is  decomposed  when  heated 
with  strong  sulphuric  acid. 

Ferrocyanides. 

SUver  nitrate,  ^ite  precipitate  (AgiFeCy,),  in- 
soluble in  nitric  acid  and  sparingly  soluble  in 
ammonia ;  soluble  in  potassium  cyanide.  Ferric 
chloride,  dark- blue  precipitate  (PQi(FeCy^)^. 
Ferrous  sulphate,  white  precipitate,  rapidly  be- 
coming blue.  Copper  sulphate,  chocolate- brown 
precipitate  (Cu^FeCye),  or  in  very  dilute  solution 
a  brown  colouration. 

Ferrieyanides. 

Silver  nitrate,  orange  precipitate  (AggFeOy,), 
soluble  in  ammonia ;  insoluble  in  nitric  acid.  Fer- 
rous sxdphate,  dark-blue  precipitate  (Fe,(FeGy « ){), 
insoluble  in  dilute  acids ;  decomposed  by  alkalis. 
Ferric  chloride,  a  greenish-brown  colouration. 

Thiocyanates. 

Silver  nitrate,  white  precipitate  (AgCNS), 
soluble  in  ammonia ;  insoluble  in  nitric  acid. 
Ferric  chloride,  blood-red  colouration,  not 
affected  by  boiling  nor  by  hydrochloric  acid  ;  de- 
colourised by  mercuric  chloride.  Copper  sul- 
phate, a  blaick  precipitate  changing  to  white 
(CutCGNS)})  on  standing  or  addition  of  a  re- 
ducing agent.  Moderately  strong  sulphuric  acid 
evolves  carbon  oxysulphide,  which  bums  to  car- 
bon dioxide  and  sulphur  dioxide.  Cobalt  chloride 
and  the  solution  shaken  up  with  ether  and  amyl 
alcohol,  azure-blue  colouration  (K3Co(CNS)4). 

Cyanates. 

Cobalt  chloride,  in  aqueous  alcoholic  solution, 
blue  soluble  double  salt  (K2Co(CNO)4),  decom- 
posed by  excess  of  water. 

Nitrates. 

Sulphuric  acid  evolves  nitric  acid  on  heating ; 
if  metallic  copper  is  added,  red-brown  nitrogen 
oxides  are  given  off. 

The  neutral  solution  is  mixed  with  ferrous 
sulphate,  and  concentrated  sulphuric  acid  is 

E)ured  down  the  side  of  the  tube  so  as  to  form  a 
yer  at  the  bottom  ;  a  dark-brown  ring  is  formed 
at  the  junction  of  the  two  liquids.  Iodine  and 
bromine  must  be  removed  before  applying  this 
test,  and  the  liquid  must  be  cold.  Nitrate  in 
presence  of  nitrite:  destroy  nitrite  by  boiling 
acetic  acid  solution  with  urea  or  hydrazine  sul- 
phate ;  then  add  potassium  iodide,  starch,  and 
a  fragment  of  zinc;  blue  colouration  denotes 
nitrate. 
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Nitrites. 

Silver  nitrcUe,  a  white  precipitate  in  ooncen- 
trated  solutions. 

Mix  the  solution  with  potassium  iodide  and 
starch  and  acidify  with  acetic  acid  ;  a  deep-blue 
colouration  is  produced,  owing  to  the  liberation 
of  iodine.  Nitrites  heated  with  dilute  aoids 
evolve  nitrogen  oxides.  Metaphenylenediamine 
hydrochloride,  Bismarok  brown  colouration. 

A  dilute  solution  of  a-napthylamine  and 
sulphanilic  acid  acidified  with  acetic  acid ;  a  red 
colouration  of  aso-  compound  (c/.  Zeitsoh. 
angew.  Ghem.  1900,  235). 

Hypoohlorito, 

Silver  nitrate,  a  white  precipitate  of  silver 
chloride.  Lead  nitrate,  a  white  precipitate  be- 
coming orango-red,  finally  brown.  Manganous 
salts,  a  brown  precipitate  {MnO^txRfp),  Indigo 
solution,  decolourised  even  in  an  alkaline  solution. 

Chlorates. 

Warm  a  small  quantity  of  the  solid  with  con- 
centrated sulphuric  acid ;  a  yellow  explosive  gas 
is  produced  with  detonations. 

Acidify  the  solution  with  sulphuric  acid,  add 
indiffo  solution,  and  then  sulphurous  acid  or  a 
sulphite  drop  by  drop ;  the  colour  of  the  indigo 
is  dischargea. 

Pweblontee. 

Concentrated  sulphuric  acid,  no  explosive  gas. 
Titanous  sulphate,  perohlorates  reduced  to 
chlorides. 

Bromates. 

Silver  nitrate,  white  precipitate,  AgBrOg, 
decomposed  by  hot  hydrochloric  acid  with  evo- 
lution of  bromine.  Airium  chloride,  white  pre- 
cipitate, Ba(BrO,)s.  Sulphurous  acid,  bromine 
liberated. 

lodates. 

Silver  nitrate,  white  curdy  precipitate  (AglO,), 
soluble  in  ammonia;  reduced  to  yellow  silver 
iodide  by  sulphurous  acid.  Barium  chloride^ 
white  precipitate  (Ba(10,)t).  Sulphurous  acid, 
iodine  liberated. 

Periodates. 

SUver  nitrate,  yellowish- white,  red,  or  brown 
precipitate  depending  on  the  acidity  of  the 
periodate  solution.  Barium  chloride,  white  pre- 
cipitate. Manganous  sulphate,  red  precipitate 
Mii,HIO|,  turning  brown.  Bedueing  agents 
(HgSOs,  Ti,(SO.),,  Zn,  etc.)  convert  periodates 
readily  into  iooides.  Mercuric  nitrate,  orange- 
red  preoipitate  5HgO,I,07,  different  from 
iodates,  which  give  white  Hg(I03)s. 

Tartratee. 

Calcium  chloride,  in  excess,  a  white  pro- 
cipitate  (CaC^H^Og),  soluble  in  acids  and  in 
potash  solution.  Complete  precipitation  requires 
time,  and  is  promoted  by  vigorous  agitation. 
Potassium  acetate,  in  presence  of  free  acetic 
acid,  a  white  crystalline  precipitate  (KHC4H40g), 
forming  slowly  in  ailute  solutions.  Silver 
nitrate,  a  white  preoipitate,  soluble  in  nitric  acid 
or  ammonia.  U  the  washed  precipitate  is  dis- 
solved in  the  least  possible  quantity  of  dilute 
ammonia,  and  the  solution  heated,  the  test-tube 
is  coated  with  a  mirror  of  metallic  silver.  Fer- 
rous  sulphate,  followed  by  few  drops  of  hydrogen 
peroxide  and  excess  of  caustic  soda,  bluish- violet 
colouration. 

Citrates. 

Calcium  chloride,  or  lime  water,  in  excess  in 
neutral  solution,  a  white  precipitate 


(Ca,(C.H,0,).) 
only  on  boiling.  Potassium  sauts,  no  precipitate. 
Cadmium  chicle,  gelatinous  white  precipitate 
(Od(CgH50.)8),  insoluble  in  hot  water ;  soluble  in 
acetic  acid  (diff.  from  tartrates).  Mercuric 
sulphate  (5  P.c.),  following  by  potassium  perman- 

Sanate,     wnite     turbidity,    merouric     acetone- 
icarboxylate     (halogens    should    be    absent) 
(Denig^). 

nSftfesi 

Calcium  chloride,  no  precipitate  even  on 
boiling,  except  in  strong  solutions  ;  precipitate 
in  dilute  solutions  on  adding  alcohol.  Lime 
uxder,  no  precipitate  even  on  boiling.  Silver 
nitrate,  white  precipitate  (AgsC4U405),  which 
becomes  grey  on  boiling.  Lead  acetate,  white 
precipitate  (PbC^H^O,),  which  when  washed 
melts  in  boiling  water. 

Sueeinates. 

Barium  chloride,  or  calcium  chloride,  no 
precipitate  except  after  addition  of  alcohol. 
Ferric  chloride,  reddish- brown  precipitate 
(Fe2(C4H404)3),  soluble  in  acids ;  decomposed  by 
ammonia. 

Benxoates. 

Hydrochloric  acid,  white  crystalline  pre- 
oipitate of  benzoic  acid,  sUehtly  soluble  in 
water.  Ferric  chloride,  a  oun  precipitate 
(Fe,(G4H70,)g),  soluble  in  hydrochloric  acid  with 
liberation  of  benzoic  acid ;  decomposed  by 
ammonia.  ConcentrcUed  sulphuric  acid  and 
akohol  on  heating  produce  ethyl  benzoate,  dis- 
tinctive odour.  Soda  lime:  bonzoates  heated 
with  this  reagent  are  decomposed,  evolving 
benzene. 

SatteyUtes. 

Ferric  chloride,  intense  purple  colour ;  not 
affected  by  glycerol ;  interfered  with  by  alkalis, 
dilute  mineral  acids,  tartaric,  citric,  and  oxalic 
acids,  and  certain  other  substances  such  as 
borax,  sodium  phosphate,  ammonium  and  sodium 
acetates.  Silver  nitrate,  white  precipitate  in 
neutral  solutions.  Bromine  water,  white  pre- 
cipitate, which  with  sodium  amalgam  yields 
phenol.  Concentrated  sulphuric  acid  and  methyl 
alcohol  on  heating  give  methyl  salicylate  (*  oil 
of  winter-green ').  Diazotised  aniline  or  stU- 
pJianilic  acid  gives  an  orange  azo-  compound. 

Aeetates. 

Ferric  chloride,  a  dark-red  colouration,  dis- 
charged on  boiling,  with  precipitation  of  a  basic 
ferric  acetate.*  jSao  discharged  by  hydrochloric 
acid.  Heated  with  strong  sulphuric  acid,  acetic 
acid  is  evolved.  If  alcohol  is  added,  ethyl 
acetate  is  formed  and  is  recognised  by  the  smeU. 

Formates. 

SUver  nitrate,  a  white  precipitate  in  con- 
centrated solutions ;  the  solution  or  precipitate 
rapidly  becomes  black  (Ag),  especially  on  heat- 
ing. Ferric  chloride,  a  red  colour,  discharged 
on  boiling,  with  precipitation  of  basic  ferric 
formate ;  also  discharged  by  hydrochloric  acid. 

A  solid  formate  mixed  with  concentrated 
sulphuric  acid  gives  off  carbonic  oxide  even  in 
the  cold,  but  no  carbonic  anhydride. 

Gallie  acid. 

Ferric  chloride,  in  neutral  solutions,  a  bluish* 
black  precipitate  or  colouration.  Oelatin  or 
albumin,  no  precipitate.  Potassium  cyanide, 
red  colouration,  which  disappears  on  stand- 
ing, but  reappears  on  agitation  in  presence  of 
air.     Caustic  soda^  green  colouration  gradually 
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darkening,  and  with  excess  becoming  brownish- 
red.     Lime  waiety  bluish-grey  precipitate. 

Taonle  add. 

Ferric  chloride,  bluish-green  or  bluish-black 
precipitate  or  colouration.  OekUm  or  albumin, 
yellowish- white  precipitate.  Pokusium  cyanide, 
no  colouration.  CauMtic  soda,  reddish- bro^n 
colouration  gradually  darkening.  Lime  water, 
grey  precipitate. 

Pn«noL 

Ferric  chloride,  violet  colouration,  destroyed 
by  acids.  Bromine  water,  white  precipitate 
(tribromophenol  and  tribromophenol  bromide). 
Concentrated  sulphuric  acid  and  a  fragment  of 
sodium  nitrite,  on  sently  warming,  greenish  blue 
solution,  turned  red  when  poured  into  water,  and 
changed  acain  to  blue  by  caustic  alkali. 

FirogaaoL 

Silver  nitrate  or  FehUng's  scluUon,  rearlily 
reduced.  Caustic  alkalis,  brown  solutions,  rapidly 
darkening  owing  to  absorption  of  oxygen,  form- 
aldehyde and  strong  hydrochloric  acid,  white  pre- 
cipitate becoming  red,  and  finally  purple. 

Urie  aeld. 

Alkali  urates  reduce  silver  nitrate,  and  when 
heated  with  solid  caustic  soda,  ammonia  is 
evolved,  and  an  alkali  cyanide  is  produced. 
Nitric  acid  I  evaporate  solution  to  dryness  on 
water-bath,  reddish  colouration,  rendered  violet 
by  ammonia,  and  turned  blue  by  caustic  soda 
(Murexide  test). 

QUANTITATIVB   ANALYSIS. 
OBAVIMST&IC   MBTHODS. 

A  few  metals  are  separated  and  weighed  in  the 
metallic  condition,  but  the  majority  of  metallic 
and  acidic  radicles  are  weighed  in  the  form  of 
one  or  other  of  their  compounds.  In  order 
that  a  oompoimd  may  be  available  for  the  deter- 
mination of  one  of  its  constituents,  it  should  be 
of  {lerfectl^  definite  composition  and  not  highly 
hygroscopic  or  otherwise  liable  to  alter ;  it  must 
be  insoluble  in  the  liquid  in  which  it  is  formed,  and 
insoluble  in  an  excess  of  the  reagent ;  it  must  be 
easily  freed  from  impurities,  and  capable  of 
being  brouj^t  into  the  proper  condition  for 
weighing  without  tedious  and  complicated  opera- 
tions. It  is  also  desirable  that  the  compound 
should  contain  only  a  small  proportion  of  the 
constituent  to  be  estimated,  since  the  effect  of 
the  unavoidable  error  of  experiment  is  thus 
minimised.  An  estimation  of  chlorine  in  the 
form  of  silver  chloride  is  more  accurate  than  an 
estimation  of  silver  in  the  same  way,  since  only 
one-fourth  of  the  error  of  experiment  represents 
chlorine,  whilst  three-fourths  represent  suver. 

A  description  will  first  be  given  of  a  few 
typical  gravimetric  methods ;  then  an  alpha- 
betical 1^  of  metals  and  acid  radicles,  with  a 
summary  of  methods  available  in  each  case; 
followed  by  a  series  of  methods  of  separation  of 
general  applicability.  Special  methods  for  the 
analysis  of  technical  products  will  be  found  in 
the  articles  dealing  with  these  materials. 

General  Methods  of  Estimation. 

I.  As  Sulphides. 

(a)  With  previous  precipitation  by  hydrogen 
sulphide.  The  solution  should  be  moderately 
dilute  and  distinctly  acidified  with  HQ,  but  anv 
large  quantity  of  this  acid  must  be  avoided. 
Nitric  acid  and  nitrates,  which  should  be  absent 


as  far  as  possiUe,  may  be  removed  by  repeated 
evaporation  with  strong  hydrochloric  acid,  but 
this  treatment  is  not  admissible  if  the  metals 
present  form  volatile  chlorides;  if  present,  a 
much  higher  de^pee  of  dilution  is  necessary.  In 
most  cases  precipitation  is  accelerated  and  the 
precipitate  rendered  more  granular  by  keeping 
the  liquid  warm.  A  current  of  washed  hydrogen 
sulphide  is  passed  through  the  solution  untu  it 
is  thoroughly  saturated,  and  the  fiask  is  closed 
and  left  in  a  warm  place  until  the  precipitate  has 
settled.  Molybdenum  and  the  metals  of  the 
platinum  group  are  only  completely  precipi- 
tated after  prolonged  treatment  with  the  gas. 
The  precipitate  is  protected  from  air  as  far  as 
possible  during  filtration,  and  the  liquid  used 
for  wadiing  should  contain  hydrogen  sulphide  in 
order  to  prevent  oxidation. 

When  arsenic  is  present,  the  liquid  should 
be  heated  with  pure  sulphurous  acid  to  reduce 
arsenic  acid,  ana  the  excess  of  sulphurous  acid 
expelled  before  treatment  with  hydrogen  sul- 
phide. In  presence  of  antimony,  tartaric  acid 
should  be  added  to  prevent  co-precipitation  of 
basic  antimony  chloride. 

When  copper  is  precipitated  as  sulphide  in 
presence  of  sine,  the  copper  sulphide  should  be 
washed  once  or  twice  with  dilute  hydrochloric 
acid  of  sp.gr.  1*05  containing  hydrogen  sulphide, 
and  then  with  water  also  containing  the  gas. 

O)  With  previous  precipitation  by  ammonium 
sulphide.  Add  to  the  warm  solution  a  consider- 
able quantity  of  ammonium  chloride,  which  is 
found  to  promote  precipitation  and  render  the 
precipitate  more  granular,  then  ammonia  to 
alkabne  reaction,  and  a  slight  excess  of  am- 
monium sulphide.  Close  the  flask  and  allow  to 
stand  in  a  warm  place  until  the  precipitate  has 
settled.  Protect  from  air  as  far  as  possible 
during  filtration,  and  wash  with  water  containing 
ammonium  chloride  and  a  little  ammonium  sul- 
phide or  hydrogen  sulphide. 

The  precipitated  sulphide  is  treated  in  one 
of  two  ways  :  it  is  collected  on  a  weighed  filter, 
dried  at  a  definite  temperature  and  weighed ;  or 
heated  with  sulphur  in  a  current  of  hydrogen, 
and  then  weighed. 

In  the  first  case  it  is  essential  to  ensure  the 
absence  of  co-precipitated  sulphur,  and  for  this 
purpose  the  dried  precipitate  is  treated  with 
pure  carbon  bisulphide  and  again  dried,  or,  in 
the  case  of  cadmium,  mercury,  or  bismuth,  the 
moist  precipitate  is  treated  with  a  warm  con- 
centrated solution  of  sodium  sulphite,  again 
washed,  and  dried. 

When  the  sulphide  is  stable  at  a  moderately 
high  temperature  and  is  not  reduced  by  hydrogen, 
Rose's  method  is  employed.  The  dry  precipi- 
tate is  separated  from  the  filter,  which  is  then 
burnt,  and  the  precipitate  and  filter  ash  are  in- 
troduced into  a  porcelain  crucible  and  mixed 
with  pure  finely  powdered  sulphur.  The  crucible 
Lb  provided  with  a  perforated  lid,  through  which 
passes  a  porcelain  tube  connected  with  a  hydro- 
sen  apparatus.  A  current  of  purified  and  dried 
Hydrogen  is  passed  into  the  crucible,  which  is 
gradually  heated  to  full  redness  until  excess  of 
sulphur  is  expelled,  allowed  to  cool  in  a  current 
of  hydrogen,  and  weighed. 

Non-volatile  sulphides  may  be  collected  in  a 
wide  Soxhlet  tube  and  dried  in  situ  over  a  ring 
burner  at  300^  while  a  current  of  pure  dry 
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oarbon  dioxide  is  conducted  through  the  tube. 
This  treatment  removes  both  moisture  and 
co-procipitated  sulphur  (Cahen  and  Morgan, 
Analyst,  1909,  34,  3). 

II.  As  Oxide. 

(a)  With  previous  precipitation  as  hydroxide. 
The  solution  is  mixed  with  ammonium  chloride, 
heated  to  boiling,  and  ammonia  added  in  slisht 
excess.  A  lajge  excess  of  ammonia  will  partiuly 
redissolve  some  of  theprccipitate,  and  must  be 
expelled  by  boiling.  The  precipitate  is  washed 
"with  hot  water. 

If  ammonia  is  inadmissible,  pure  caustic 
potash  or  soda  is  used  as  the  precipitant.  Excess 
of  alkali  must  be  avoided,  and  the  precipitate 
must  be  very  thoroughly  washed,  smoe  small 
quantities  of  alkali  are  somewhat  firinly  retained. 

In  both  cases  it  is  better  to  precipitate  in  a 
porcelain  or  platinum  vessel  than  in  glass. 

Non-volatile  carbon  compounds,  such  as 
sugar,  glycerol,  alkaline,  tartrates,  and  citrates, 
&o.,  more  or  less  completely  prevent  precipitation 
of  hydroxides  by  ammonia  or  caustic  potash,  or 
soda,  and  hence  must  first  be  removed  by  calci- 
nation. Moderately  strong  nitric  acid  attacks 
filter  paper,  forming  soluble  products,  which 
prevent  the  precipitation  of  metallic  hydroxides. 

O)  With  previous  precipitaiion  as  carbonate. 
The  solution  is  nearly  neutralised,  heated  to 
boiling,  and  mixed  with  a  slight  excess  of  sodium 
carbonate,  boiling  being  continued  until  all 
carbon  dioxide  is  expelleid.  The  precipitate  is 
washed  with  hot  water.  Ammonium  carbonate 
can  be  used  in  some  cases,  and  has  the  advantage 
of  not  introducing  a  fixed  alkali.  In  these  cases 
the  precipitate  uiould  be  washed  with  water 
containmg  a  little  ammonia  and  ammonium 
carbonate. 

The  precipitated  hydroxide  or  carbonate  is 
placed  in  a  crucible  (with  previous  separation 
from  the  filter  paper  if  the  metal  is  easily  re- 
ducible), and  is  gradually  heated  to  full  re<me6s, 
care  being  taken  that  no  reducing  gases  from  the 
flame  enter  the  crucible.  Oxi&s  of  reducible 
metals  must  be  heated  in  a  porcelain  crucible, 
but  in  other  cases  a  platinum  crucible  may  be 
used  with  advantage.  If  carbonates  (or  oxalates) 
are  being  convert^  into  oxides,  it  is  important 
to  secure  a  circulation  of  air  in  order  to  remove 
carbon  monoxide  and  carbon  dioxide  as  fast  as 
thoy  are  given  off,  and  thus  accelerate  decom- 
position. This  is  done  by  inclining  the  crucible 
and  placing  the  lid  across  the  mouth  in  a  slanting 
position. 

IIL  As  reduced  Metais, 

(a)  In  some  cases  the  metal  is  precipitated 
as  oxide,  which  is  then  dried  and  heated  in 
hydrogen  as  in  Rose's  method  for  sulphides,  the 
reduc^  metal  beina  cooled  in  hydrogen  and 
weighed.  This  method  is  especially  valuable 
when,  as  in  the  case  of  cobalt,  the  oxide  obsti- 
nately retains  small  quantities  of  alkali,  which, 
however,  can  readily  be  removed  from  the  reduced 
metal  by  washing  with  water. 

O)  The  other  method  is  to  mix  the  oxide, 
carbonate,  ^.,  with  five  or  six  times  its  weight 
of  ordinary  potassium  cyanide,  and  heat  in  a 
capacious  porcelain  crucible,  at  first  cautiously 
and  afterweuds  to  complete  fusion.  When  re- 
duction is  complete,  the  crucible  is  allowed  to 
cool,  and  is  tapped  occasionally  to  promote  the 
collection  of  the  reduced  metal  in  a  smgle  button. 


The  cyanide  is  removed  by  treatment  with  water, 
the  metal  washed,  dried,  and  weighed.  Care 
should  be  taken  that  the  metallk)  button  does 
not  contain  small  fragments  of  porcelain  result- 
ing from  the  corrosion  of  the  crucible. 

IV.  As  Sulphate. 

Barium,  strontium,  and  lead  are  precipitated 
from  solutions  in  the  ordinaiv  wav,  but  other 
metals  are  converted  into  sulphate  by  treatment 
with  the  strong  acid,  the  method  being  only 
available  when  a  single  metal  is  present  in  com- 
bination with  a  volatile  acid.  The  highly  con- 
centrated solution,  or  better,  the  solid  substance, 
is  mixed  cautiously  with  concentrated  sulphuric 
acid  in  a  platinum  crucible  and  then  gently 
heated  to  expel  excess  of  acid,  the  crucible  being 
inclined  and  the  lid  placed  in  a  slanting  position 
across  its  mouth.  A  large  excess  of  acid  should 
be  avoided,  and  care  must  be  taken  that  the 
temperature  is  sufficient  to  expel  the  excess  of 
free  acid  but  not  sufficient  to  decompose  the 
sulphate.  Sulphates  of  the  alkalis  and  alkaline 
earths  may  be  heated  to  redness.  Bismuth 
sulphate  and  sine  sulphate  decompose  if  heated 
above  400^ ;  magnesium  sulphate  is  not  decom- 
posed at  450*,  nor  barium  or  lead  sulphate  at 
500*^  (G.  H.  Bailey).  A  temperaturo  of  about 
350*  is  required  to  expel  the  last  traces  of  free 
sulphuric  acid.  With  lead  or  bismuth  sulphate 
a  porcelain  vessel  must  be  used. 

Gbavimetbic  Detebmination  of  Metals 
AND  Acid  Radicles. 

I>etails  of  operations  will  be  found  under 
General  Methods  of  Estimation  (v.  p.  179),  and 
electrolytic  and  volumetric  methods  will  be  in- 
dicated under  appropriate  headings  {v.  p.  206). 

Aliiimlninm, 

(a)  As  oxide,  with  previous  precipitation  with 
ammonium  sulphide,  ammonium  carbonate,  or 
as  basic  acetate  (v.  Methods  of  separation).  The 
aluminium  hydroxide  is  maintained  in  its  in- 
soluble hydrogel  form  by  washing  with  dilute 
aqueous  ammonium  nitrate.  The  hydroxide 
may  also  be  precipitated  in  a  form  suitable  for 
filtration  by  boiling  the  solution  of  the  aluminium 
salt  with  potassium  iodide  and  potassium  iodate 
(Stock,  Ber.  1900,  33,  648 ;  Compt.  rend.  1900, 
130,  176). 

(6)  Ajs  phosphate.  The  solution  is  nearly 
neutralised,  mixed  with  sodium  acetate  and  a 
small  quantity  of  acetic  acid,  heated  to  boiling, 
sodium  phosphate  added  in  excess,  and  the  pre- 
cipitate washed  with  hot  water,  heated,  and 
weighed  as  aluminium  phosphate  (AIPO4). 
Ammonium. 

(a)  As  phUinicMoride  (NH4),Pta,  (v.  Potas- 
Slum).  The  platinic  chloride  solution  should 
be  added  before  the  liquid  is  heated,  and  evapo- 
ration should  not  quite  be  carried  to  complete 
dryness. 

(6)  By  distillation  {v.  Acidimetby). 
Anttmony. 

(a)  Ab  sulphide  Sb^S,  (t;.  p.  179).  The  precipi- 
tate is  collected  (i.)  in  a  weighed  Soxhlet  tuoe 
on  an  asbestos  mat,  and  dried  at  280^-300^  in  a 
current  of  carbon  dioxide  (Analyst,  1909,  34,  3) ; 
or  (ii.)  in  a  Gooch  crucible  and  dried  in  an  air- 
oven  in  an  atmosphere  of  carbon  dioxide.  An 
aliquot  part  is  then  placed  in  a  porcelain  boat, 
and  heated  in  a  glass  tube  in  a  current  of  dry 
carbonic  anhydride  until  it  becomes  black,  an^ 
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all  admixed  sulphtir  is  expelled.  The  loas  of 
weight  IB  calculated  to  the  whole  quantity  and 
deducted  from  the  weight  at  100^ 

(6)  As  oxide  Sbfi^  with  previous  precipi- 
tation as  sulphide.  T^e  sulphide  is  placed  in  a 
porcelain  crucible  and  treated  with  fuming  nitric 
acid  boiling  at  86^  until  completely  oxidised,  the 
excess  of  acid  expelled,  and  the  residue  heated 
with  partial  exposure  to  air  until  the  weight  is 
constant.  The  sulphide  may  also  be  mixed  with 
30  to  50  times  its  weight  of  precipitated  mer- 
curic oxide  and  heated  cautiously  until  of  con- 
stant we^ht.  A  deep  capacious  crucible  with 
a  lid  haying  a  side  tube  for  the  exit  of  vapours 
has  been  devised  for  this  and  similar  estimations. 
Arsenie. 

(a)  As  irmtlphide  As-Sa  {v,  p.  179),  which  is 
dried  at  100^  The  dry  precipitate  should 
volatilise  completely  when  heated. 

(6)  As  pentaaulphide  As,S..  The  arsenic  is 
oxidised  to  arsenic  acid  by  cnlorine  in  alkaline 
solution,  and  the  precipitation  then  effected  in 
warm  acid  solution  after  decomposing  aJl  the 
chlorate  (Brauner  and  Tomidek,  Monatsh.  1887, 
8,  642 ;  and  Neher,  Zeitsoh.  anaL  Chem.  1893, 32, 
46). 

(c)  Arsenic  acid  is  estimated  as  magnesium 
pyroareenate  Mg^As^Of,  m  the  same  way  as 
phosphoric  acid  {which  see).  The  filter  paper  is 
moistened  with  a  solution  of  ammonium  nitrate 
and  dried  before  burning,  in  order  to  prevent 
reduction  (v.  Ducru,  Compt.  rend.  1900,  131, 
886;  e/.  also  Friedheim  and  Michaelis,  Zeitsch. 
anaL  Chem.  1896,  34,  606). 
BarianL 

(a)  As  sulfhaie  BaSO^,  by  precipitation  with 
sulphuric  acia  (v.  Sulphuric  acid). 

iff)  As  carbonate  BaCX),,  which  may  be 
dried  at  a  temperature  below  dull  redness  after 
moistening  the  filter  ash  with  ammonium  car- 
bonate (v.  General  Methods  of  Estimation). 

(e)  As  stlieofiuoride  (v.  Methods  of  separa- 
tion). 

{d)  As  bromide  (Thome,  Zeitsoh.  anal.  Chem. 
1905,  43,  308). 
Oladnunu 

As  ooride  GIO,  with  previous  precipitation  by 
ammonia  or  ammonium  sulphide,  but  not  caustic 
soda  or  potash,  or  ammonium  carbonate. 
BbnmtlL 

(a)  As  oxide  Bi^O,,  after  precipitation  with  a 
slight  excess  of  ammonium  carbonate.  In  pre- 
sence of  chlorides  or  sulphates  the  precipitate 
will  contain  basic  chloride  or  sulphate,  and  in 
this  (or  in  any  other)  case  the  bismuth  may  be 
precipitated  as  sulphide,  which  is  oxidised  in 
the  crucible  by  fuming  nitric  acid  boiling  at  86*^, 
and  then  heated. 

(6)  As  sulphide  Bi,S„  which  is  dried  at  100" 
and  weighed  at  intervals  of  20-30  minutes.  The 
weight  first  decreases  owing  to  loss  of  water, 
and  then  increases  owing  to  oxidation ;  the 
minimum  weifl^t  is  taken  as  correct. 

(c)  As  metmic  bismuth  {v.  p.  180).  Bismuth  is 
precipitated  as  metal  by  adding  to  slightly  acid 
solutions  of  its  salts,  formaldehyde  and  excess  of 
caustic  soda,  boiling  and  filtering  through  a 
Goooh  crucible,  the  precipitate  l^ing  washed 
with  alcohol  and  dried  at  1(^°  (Vanino  and 
Treubert,  Ber.  1898,  31,  1303). 

{d)  Other  methods:  phosphate  (Stabler  and 
Schaifenbezg,  Ber.  1905,  38,  3862),  double  moly- 


bdate  Bi(NH4)  (MoO^jj  (Miller  and  Ouser,  J. 
Amer.  Chem.  Soc.  1905,  27,  16). 
CadmlunL 

(a)  As  sulphide  CdS,  which  is  dried  at  100% 
or  dissolved  in  hydrochloric  acid,  and  the  solu- 
tion evaporated  to  dryness  with  sulphuric  acid, 
the  residue  gently  ignited  and  weighed  as  CdSO^. 

(b)  Aa  oxide,  after  precipitating  as  basic  car- 
bonate from  boiling  solutions  by  potassium  (not 
sodium)  carbonate  and  collecting  in  a  Gooch 
crucible  (Amer.  J.  Sci.  1906,  20,  456). 

CaldunL 

(a)  As  oxide  CaO,  after  precipitation  with 
ammonium  carbonate  or  ammonium  oxalate 
{v.  Utz,  Oest.  Caiem.  Zeit.  1904,  7,  510).  In  the 
latter  case  the  solution  is  made  alkaline  with  am- 
monia, heated  to  boiling,  and  mixed  with  excens 
of  ammonium  oxalate.  The  precipitate  is 
washed  with  hot  water,  and  strongly  heated  until 
its  weight  is  constant. 

(6)  As  sulphate  CaSO^,  by  igniting  the  car- 
bonate or  oxalate  with  pure  sulphuric  acid. 

Chromiam  (in  chromic  salts). 

(a)  As  0X1^  CrgOa,  after  precipitation  by 
ammonia,  or  better,  ammonium  sulphide ;  or  by 

S)ta8sium  iodide  and  iodate  (Stock  and  Massaciu, 
er.  1901,  34,  467). 

(6)  As  phosphate,  in  the  same  way  as  alu- 
minium. 

Chromium  (in  chromic  acid  and  ohromates). 

(a)  As  oxide  Orfi^.  The  solution  is  neutral- 
ised, heated  to  boiling,  and  mixed  with  excess  of 
a'neutral  solution  of  mercurous  nitrate  free  from 
nitrous  acid.  The  precipitate  is  washed  with  hot 
water  containing  mercurous  nitrate,  and  heated 
to  redness  in  a  porcelain  crucible  until  all  mer- 
curial vapours  are  expelled.  The  mercurous 
chromate  yields  chromic  oxide. 

(6)  As  chromate,  by  precipitation  with  barium 
chloride  in  acetic  acid  solution. 

Cobalt 

{a)  As  metallic  cobalt^  after  precipitation  as 
cobaltio  hydroxide  by  caustic  soda  or  potash  with 
bromine  {v.  p.  180).  The  solution  must  be  free 
from  ammonium  salts,  or  all  ammonia  must  be 
expelled  by  boilins.  The  precipitate  retains 
traces  of  alkali,  and  in  accurate  estimations  the 
reduced  metal  should  be  washed  with  water, 
dried,  and  again  heated  in  hydrogen. 

(6)  As  sulphate  O>S0|,  aiter  precipitation  as 
sulphide,  which  is  treated  with  nitric  acid  and 
then  with  sulphuric  acid  {v.  p.  180).  If  the 
heated  sulphate  is  at  all  black,  it  must  be  treated 
again  with  sulphuric  acid. 

Copper. 

(a)  As  cuprous  sulphide  OugS,  using  Rose's 
method,  with  previous  precipitation  as  ouprio 
sulphide  by  hydrogen  sulphide  or  sodium  thio- 
sulphato  ((^em.  Zeit.  1895,  19,  1591). 

(6)  As  oxide,  after  precipitation  by  caustic 
potash  or  soda  in  absence  of  ammonium  salts. 

(c)  As  cuprous  ihiocyanate  CuCNS  (Rivot 
Compt.  rend.  1854,  38,  868 ;  also  Amer.  J.  Sci. 
1902,  13,  20  and  138).  The  warm  solution, 
which  must  contain  no  free  nitric  acid,  is  slightly 
acidified  with  hydrochloric  acid,  and  mixed 
gradually  with  an  excess  of  a  moderately 'strong 
solution  of  equal  parts  of  ammonium  or  potas- 
sium thiooyanate  and  ammonium  hydrogen 
sulphite.  When  cold,  the  precipitate  is  collected 
in  a  weighed  Gooc^  crucible,  washed  with  cold 
water  and  20  p.o.  alcohol,  and  dried  at  1 10M20% 
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The  precipitate  may  aI<io  be  converted  into 
cuprous  sulphide  by  Rose's  method.  Cuprous 
thiocyanate  is  not  quite  insoluble,  especially  in 
presence  of  much  free  acid. 

Gold. 

As  metaUie  gold.  Nitric  acid  is  removed 
by  evaporation  with  hydrochloric  acid.  The 
solution  is  acidified  with  hydrochloric  acid, 
mixed  with  a  large  excess  of  ferrous  sulphate 
solution,  and  heated  gently  for  a  few  hours  ;  or 
it  is  acidified  with  sulphuric  acid,  mixed  with 
oxalic  acid,  and  allowed  to  stand  in  a  warm  place 
for  several  hours.  Formaldehyde  and  hydrogen 
peroxide  in  alkaline  solution  can  be  used  as  pre* 
cipitanto  (Ber.  1809,  32,  1968).  Nitrous  acid  is 
also  suggested  (Jameson,  J.  Amer.  Chem.  Soo. 
1906,  27,  1444).  The  precipitate  is  collected  on 
a  weighed  filter,  washed  and  dried. 

Iron. 

(a)  As  ferric  oxide  Fe^Os,  after  precipitation 
by  ammonia,  caustic  potash  or  soda,  potassium 
iodide  and  iodate  {v.  Chromium),  or  as  basic 
carbonate,  basic  acetate  or  formate.  The  oxide 
is  heated  to  redness  until  its  weight  is  constant ; 
if  heated  at  a  higher  temperature,  it  is  partially 
converted  into  ferroso-ferric  oxide  Fej04. 

{b)  Ferrous  and  ferric  salts  can  be  separated 
and  estimated  gravi metrically  by  means  of 
barium  carbonate  and  ammonium  chloride,  when 
the  ferric  salt  is  decomposed,  precipitating  ferric 
hydroxide,  and  the  ferrous  salt  remams  in 
solution. 

Lead. 

(a)  As  sidphate  PbS04.  The  solution,  which 
should  not  be  dilute,  is  mixed  with  dilute  sul- 
phuric acid  and  t\iice  its  volume  of  alcohol,  and 
allowed  to  stand,  and  the  precipitate  washed 
with  alcohol.  If  the  addition  of  alcohol  is  in- 
admissible, the  solution  is  evaporated  with  a 
large  excess  of  dilute  sulphuric  acid,  till  fumes 
are  evolved.  The  residue  is  taken  up  with  cold 
water  and  quickly  filtered  on  a  Gooch  crucible  ; 
and  the  precipitate  is  washed  with  dilute  sul- 
phuric  acid  and  afterwards  with  alcohol  to 
remove  all  free  acid. 

(6)  As  sulphide  PbS,  by  hydrogen  sulphide 
and  Rose's  method. 

(c)  As  oxide  PbO,  after  precipitation  by 
ammonium  carbonate,  avoiding  an  excess  of 
ammonium  salts.      , 

id)  As  metal  {v.  p.  180). 

(e)  Other  methods.    As  chromate  and  iodate. 

Magnesium. 

(a)  A!ipyropJi08phatey[g^fPj,  The  solution 
is  mixed  with  ammonium  cmorido  in  sufficient 
quantity  to  prevent  precipitation  by  ammonia, 
made  strongly  alkaline  with  ammonia,  and 
then  mixed  with  excess  of  sodium  phosphate,  or, 
better,  ammonium  phosphate  or  microcosmic 
salt.  Care  should  be  taken  to  avoid  rubbing  or 
scratching  the  sides  of  the  vessel.  The  liquid 
is  allowed  to  remain  for  a  few  hours,  filtered,  and 
the  precipitate  washed  with  a  mixture  of  strong 
ammonia  (1  part)  and  water  (5  parts)  until  the 
washings  give  only  a  faint  opalescence  with 
silver  nitrate  after  acidifying  with  nitric  acid. 
The  precipitation  of  the  double  phosphate  is 
greatly  accelerated  and  a  granular  non-adherent 
product  obtained  by  shaking  the  mixed  solutions 
in  a  stoppered  cylinder.  The  precipitate  is 
dried,  cautiously  heated  in  a  platmum  crucible 
until  all  ammonia  is  expelled ,  and  then  heated 


to  redness  mitil  the  weight  is  constant.  If  the 
precipitate  is  black,  owing  to  partial  reduction, 
it  is  moistened  with  a  few  drops  of  strong  nitric 
acid,  and  again  heated  until  perfectly  white. 

(6)  As  oxide  MgO,  after  precipitation  as 
hydroxide  by  barium  hydroxide,  or  mercuric 
oxide,  or  as  double  carbonate  MgC03(NH4),COa 
(Zeitsch.  anorg.  Chem.  1908,  68,  427),  the  pre. 
oipitate  being  strongly  ignited  {v.  Zeitsch.  anorg. 
Chem,  1901,  26,  347). 

(c)  As  pyroarsenate  {v.  Pyrophosphate,  and 
Amer.  J.  ScL  1907,  23,  293). 

Manganese.    ' 

(a)  As  sulphide  MnS,  by  Rose's  method  after 
precipitation  by  ammonium  sulphide. 

(6)  As  oxide  Mn^Oj,  after  precipitation  by 
sodium  carbonate,  or  ammonium  carbonate 
(Tamm,  Zeitsch.  anal.  Chem.  1872, 11, 425).  The 
hydrated  peroxide  precipitated  by  bromine  and 
ammonia,  on  prolonged  ignition  yields  MutO^. 

(c)  AApurophosphatemn^fi^,  Ammonium 
chloride  ana  microcosmic  salt  are  added  in  con- 
siderable excess  to  the  cold  manganese  solution 
followed  by  a  slight  excess  of  ammonia.  The 
mixture  is  then  heated  till  the  precipitate  be- 
comes  silky  and  crystalline.  After  cooling  for 
30  minutes,  the  precipitate  is  collected  on  the 
Gooch,  washed  with  very  dilute  ammonia,  and 
ignited  (Qooch  and  Anstin,  Amer.  J.  Sci.  1898, 
6,  150). 

{d)  As  sulphate  (v.  p.  180,  Gooch  and  Austin, 
Amer.  J.  Sci.  1898,  5,  209). 

Meroury  (in  merourous  compounds). 

As  mercurous  chloride  HgtCl,.  The  dilute 
cold  solution  is  mixed  with  a  solution  of  sodium 
chloride  in  slight  excess,  and  the  precipitate  is 
collected  on  a  weighed  filter  and  dried  at  100^. 

Mereury  (in  merouric  compounds). 

(a)  As  sulphide  HgS,  which  is  dri 
after  precipitation  by  hydrogen  sulphi 

{b)  As  mercurous  chloride  Hg^Cly. 
tion  is  mixed  with  excess  of  hydrochli 
and  phosphorous  acid  (made  by  aUowil 
phorus  to  oxidise  slowly  in  moist  air),  and  a 
to  remain  in  a  warm  place  for  twelve  hours, 
precipitate  is  collected  on  a  weighed  filter 
dried  at  loo**. 

MolybdenuuL 

(a)  As  lead  miiybdaU  PbMoO^.  The  sol 
tion  is  heated  to  boiling,  mixed  with  excess  o 
lead  acetate,  and  boiled  for  a  few  minutes.  The 
precipitate  is  washed  with  hot  water,  dried  at 
100°,  and  heated  to  low  redness  in  a  porcelain 
crucible. 

(6)  As  the  oxide  MoO,.  The  solution  is 
neutralised  with  nitric  acid,  mixed  with  excess 
of  a  neutral  solution  of  merourous  nitrate,  the 
precipitate  washed  with  merourous  nitrate  solu- 
tion, dried,  and  heated  until  the  weisht  is  constant. 
The  metal  is  precipiteted  as  sulfide  either  in 
acid  solution,  or  an  ammoniacal  solution  is 
saturated  with  hydrogen  sulphide  and  then 
acidified.  The  precipitate,  coUected  in  a  Gooch 
crucible,  is  roasted  to  oxide.  Molybdenite  is 
roaste<l  to  form  trioxide  ;  this  is  extracted  with 
ammonia,  and  the  filtrate  evaporated  and  residue 
ignited  (Analyst,  1906,  31,  312). 

Nickel. 

(a)  As  oxide  NiO,  after  precipitetion  as 
nickelic  hydroxide  (Ni(0H)3)  by  caustic  potash  or 
soda  with  the  addition  of  bromine  in  absence 
of  ammomum  salts ;   or  after  precipitation  o^ 
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ammonium  sulphide  thoroughly  saturated  with 
hydrogen  sulphide,  tiie  niokel  sulphide   being 
dissolved  in  aqua  reffia  and  the  solution  preci- 
pitated by  caustic  soda  or  potash. 
(6)  As  dimetht^glifoximaU 

CH.-C :  NO-Ni-NO  :  C  CH, 

CH,-C:NOH     NOH:C-CH, 

(Ni  =  20-31  p-c).  A  1  p.o.  alcoholic  solution 
of  dimethylglyoxime  (J.  pr.  Ghem.  1908,  77,  44) 
is  added  to  a  hot  dilute  hydrochloric  acid  solution 
of  nickel  followed  by  ammonia  in  slight  excess. 
The  red  precipitate  is  collected  on  a  Qooch 
crucible,  washed  with  hot  water  and  dried  at 
110**-120*'  (Brflnck,  Zeitech.  angew.  Chem.  1907, 
20,  834). 

(c)  As  niekd  dieyanodiamidine  'Si(Nt^fifi)2' 
Dioyanodiamidine  sulphate  and  caustic  alkali 
are  added  to  an  ammoniacal  solution  of  nickel 
salt,  the  yellow  pecipitate  colleoted  and  dried 
at  1 16®.  If  cobalt  is  present,  hydrogen  peroxide 
is  first  added  to  tne  ammoniacal  solution. 
Aluminium  and  iron  are  kept  in  solution  by 
means  of  tartaric  acid  (Qrossmann  and  Schiiok, 
Chem.  Zeit.  1907,  31,  336,  911). 

Ptatliiiim. 

As  meial.  The  solution  of  platinic  chloride 
free  from  excess  of  acid  is  precipitated  by  am- 
monia, or,  better,  potassium  chloride  {v.  Foiae- 
stum),  and  the  precipitate  is  filtered  by  Gooch's 
method  or  through  a  plug  of  thorouchly  dried 
asbestos  contained  in  a  weighed  tube.  The 
precipitate  is  dried,  heated  to  redness  in  a 
current  of  hydrogen,  washed  with  water  to 
remove  alkaline  chloride,  again  dried,  and 
weighed.  The  metal  is  also  precipitated  by 
reducing  agents  (e.g,  formic  acid,  alcohol  in 
alkaline  ^ftution) ;  and  by  metals  such  as  mag- 
nesium ^zinc  (Chem.  Zeit.  1905,  29,  293). 

plaiinicJilQride  K.PtClc.  The  solu- 
ph  must  contain  the  potassium  in  the 
iloride  and  be  free  from  acid,  is  mixed 
excess  of  platinic  chloride  and  evaporated 
^dryness  on  the  water-bath.  The  crystalline 
lue  is  washed  with  strong  alcohol,  without 
kking  the  crystals,  until  the  washings  (which 
first  must  be  orange,  showing  the  presence  of 
fxcess  of  platinum)  are  colourless.  The  pre- 
cipitate is  jof t  in  the  evaporating  dish,  and  the 
washings  are  poured  through  a  small  filter. 
When  washing  is  complete,  the  precipitate  is 
transferred  to  a  weished  porcelain  crucible  by 
means  of  a  jet  of  alcohol  from  a  wash-bottle,  and 
the  alcohol  is  decanted  off  throuffh  the  filter. 
The  precipitate  in  the  crucible  is  dried  first  at 
7(f  till  most  of  the  alcohol  is  expelled,  and  then 
at  100^  for  half  an  hour.  The  filter  is  dried,  and 
any  precipitate  is  detached  from  the  paper  as 
far  as  poesiblo  and  added  to  the  contents  of  the 
crucible,  which  is  then  weighed.  The  filter  is 
burnt,  and  the  ash  allowra  to  fall  into  the 
crucible,  which  is  again  weighed.  The  increase 
in  weight  is  filter  ash  and  metallic  platinum. 
The  amount  of  platinichloride  corresponding 
with  the  latter  is  calculated  and  added  to  the 
weight  of  the  precipitate  (v.  J.  Amer.  Chem.  Soc. 
1895,  17,  453 ;  and  Zeitsch.  anal.  Chem.  1906, 
45,  315 ;  Chem.  Zeit.  1906,  30,  684). 

(6)  As  perehioraie  KaO^.  The  solution 
containing  potassium  and  sodium  as  chlorides 


is  evaporated  down  with  excess  of  dilute  per- 
chloric acid  until  all  the  hydrogen  chloride  is 
expelled.  The  residue  is  taken  up  with  alcohol, 
the  precipitate  colleoted  on  a  Gooch  crucible, 
washed  with  alcohol,  and  dried  at  130^  (Amer. 
J.  Soi.  1897,  2,  203). 

Setenlam. 

As  selenium.  The  solution  is  strongly  acidi- 
fied with  hydrochloric  acid,  mixed  with  excess 
of  sulphurous  acid  or  sodium  hydrogen  sul- 
phite, and  boiled  for  about  fifteen  minutes. 
The  precipitate  is  collected  on  a  weighed  filter 
and  dried  at  a  temperature  below  1(X)^.  Solu- 
tions of  selenium  containing  hydrochloric  acid 
cannot  safely  be  concentrated  by  evaporation 
except  in  presence  of  a  laiso  quantity  of  alkaline 
chlorides,  which  prevent  the  volatilisation  of  the 
selenium  as  chloride. 

Hypophosphorous  acid  in  alkaline  solution, 
and  potassium  iodide  in  acid  solution,  have  also 
been  recommended  as  reducing  agents  (Zeitsch. 
anorg.  Chem.  41,  448 ;  and  Amer.  J.  Sci.  1896, 
[4]  ],  416).  For  a  review  of  methods  for  esti- 
mating selenium,  see  Zeitsch.  anorg.  Chem.  1904, 
41,  291). 

Silver. 

As  chloride  AgCl,  or  bromide  AgBr.  The 
solution  is  acidifiwl  with  nitric  acid,  heated  to 
boiling,  and  mixed  with  a  slight  excess  of  sodium 
ohloriae  or  potassium  bromide.  Estimation  as 
bromide  is  to  be  recommended,  since  silver 
chloride  is  not  quite  insoluble  in  pure  water. 
The  precipitate  is  washed  with  hot  water,  dried, 
detached  from  the  paper  as  far  as  possible, 
transferred  to  a  porceLam  crucible,  and  dried  at 
150*^,  or  heated  slowly  until  it  shows  signs  of 
fusion  at  the  edges,  and  weighed.  The  fflter  is 
burnt  and  the  a^  added  to  the  crucible,  which 
is  again  weighed.  The  increase  in  weight  is 
filter  ash  and  metallic  silver.  The  quantity  of 
bromide  or  chloride  corresponding  with  the 
latter  is  calculated  and  added  to  the  weight  of 
the  precipitate. 

SoiUttm  is  weighed  in  the  form  of  chloride 
together  with  any  potassium  which  may  be 
present,  and  is  estimated  by  difference,  or  it  may 
be  estimated  directly  as  sulphate  or  chloride  if 
potassium  is  absent. 

The  following  reagent  precipitates  sodium 
even  from  very  dilute  solutions,  and  is  not 
interfered  with  by  the  other  alkali  metals  or 
by  magnesium  and  the  metals  of  the  alkaline 
earths.  Three  grams  of  bismuth  nitrate  and 
30  grams  of  potassium  nitrite  are  dissolved  in 
water  containins  sufl!cient  nitric  acid  to  remove 
any  turbidity,  about  1*6  grams  of  cesium  nitrate 
are  added,  and  the  solution  diluted  with  water 
to  100  C.C.  The  precipitation  should  be  carried 
out  in  a  stoppered  bottle  in  an  inert  atmosphere. 
The  precipitate,  5Bi(NOs)„9CsNO^,6NaN02, 
conteins  3*675  p.c.  sodium  {v.  Ball,  C^em.  Soc. 
Trans.  1910,  97,  1408). 

Strontlam. 
'  (a)  As  sulphate  SrS04.  The  solution,  which 
must  contain  but  little  free  acid,  is  mixed  with 
excess  of  dilute  sulphuric  acid  and  at  least  an 
equal  volume  of  alcohol,  and  the  precipitate  is 
washed  with  alcohol.  If  alcohol  cannot  be  used, 
a  much  larger  excess  of  sulphuric  acid  is  added 
and  the  precipitate  is  washed  with  cold  water, 
but  the  resulte  are  less  exact. 

(6)  As  carbonate  SrCO,  (which  must  not  be 
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heated  too  strongly)  after  precipitation  by  am- 
monium carbonate. 

Tellurium. 

(a)  As  tellurium,  by  reducing  solutions  of 
tellurous  or  teUuric  compounds  with  sulphur 
dioxide  and  hydrazine  hydrochloride  (L^nher, 
J.  Amer.  Chem.  Soo.  1908,  30, 387).  Otherreduc- 
ing  agents  have  been  employed :  sulphur  dioxide 
and  potassium  iodide,  hypophosphorous  acid, 
and  grape  sugar  in  alkaline  solution. 

(6)  As  dioxide  TeOf  (v.  Amer.  J.  ScL  1009, 
(iv.)  28,  112). 

TbalUum. 

(a)  As  tJioIUma  iodide  Til.  The  solution  is 
heated  with  sulphurous  acid  to  reduce  all  the 
th(Ulium  compounds  to  thallous  salts,  allowed  to 
cool,  and  then  mixed  with  excess  of  potassium 
iodide.  The  precipitate  is  washed  with  dilute 
aioohol,  and  aried  on  a  weighed  filter  at  170^ 
{v.  Baubigny,  Compt.  rend.  1892,  113,  544). 

(6)  As  ihdUous  platinichloride.  This  salt  is 
very  insoluble,  but  is  difficult  to  filter  (Crookes, 
Select  Methods,  4th  ed.  p.  172). 

TilL 

As  oxide  SnO«,  which  is  obtained  when  tin 
or  one  of  its  alloys  is  treated  with  nitric  acid. 
The  solution  is  boiled  for  ten  minutes  to  ensure 
complete  precipitation,  and  the  precipitate  is 
digested  for  an  hour  with  dilute  nitric  acid 
(1:6)  at  100^  to  remove  other  metals,  washed 
with  hot  water,  and  ignited. 

In  other  cases  we  tin  is  precipitated  as 
hydrated  oxide.  If  the  solution  contains  stannous 
salts,  the  latter  are  oxidised  by  chlorine  or  by 
hydrochloric  acid  and  potassium  chlorate,  am- 
monia added  until  a  slight  precipitate  forms, 
and  hydrochloric  acid  until  the  precipitate  just 
redissolves.  The  solution  is  then  mixed  with  a 
moderately  large  quantity  of  a  strone  solution 
of  ammonium  nitrate  or  sodium  sulfate,  and 
boiled  for  some  time.  The  precipitate  is  washed 
with  hot  water  by  decantation  and  on  the  filter, 
dried,  and  heated.  To  ascertain  if  precipitation 
is  complete,  a  small  quantity  of  the  filtrate  is 
added  to  a  hot  solution  of  ammonium  nitrate  or 
sodium  sulphate. 

If  the  tin  has  been  precipitated  as  stannic 
sulphide,  the  latter  is  washed  with  a  solution  of 
sodium  chloride,  and  finally  with  a  solution  of 
ammonium  acetate,  dried,  and  roasted  in  a 
porcelain  crucible  until  the  weight  is  constant. 
Decomposition  is  facilitated  by  adding  a  small 
quantity  of  ammonium  carbonate. 

In  all  cases  the  filter  is  burnt  separately  and 
the  ash  dropped  into  the  crucible. 

Titftnium. 

As  dioxide  TiOa»  after  precipitation  by 
ammonia.  Usually  the  substance  is  dissolved 
in  sulphuric  acid,  or  is  fused  with  potassium 
hydrogen  sulphate  and  dissolved  in  water.  The 
Rolution  is  diluted  largely  and  boiled  for  some 
time,  when  all  titanium  is  precipitated  as  hy- 
drated oxide,  which  is  rendered  anhydrous  by 
ignition*  The  solution  should  contain  0*5  p.c. 
of  free  sulphuric  acid ;  if  less,  the  precipitate  is 
impure,  if  more,  precipitation  is  incomplete 
(Levy).  In  presence  of  iron  the  results  are 
always  somewhat  too  high. 

Baskcrville  recommomis  fusing  titaniferous 
iron  ores  \rith  potassium  hydrogen  sulphate  con- 
taining some  sodium  fluoride.  The  product 
is  boiled  with  water  containing  nitric  acid  and 


then  neutralised  with  ammonia.  The  precipitate 
is  dissolved  in  dilute  hydrochloric  acid,  avoiding 
any  excess.  The  liquid  is  then  saturated  with 
sulphur  dioxide  and  boiled,  the  precipitate 
being  collected,  ignited,  and  weighed  as  TiOt  (J. 
Soc.  Chem.  Ind.  1900,  19,  419 ;  also  J.  Amer. 
Chem.  Soc.  1903,  25,  1073 ;  and  1910,  32,  957). 

Tungsten. 

As  tungstic  anhydride  WO..  The  solution 
containing  the  tungsten  as  an  alkaline  tungstate 
is  neutralised  with  nitric  acid  and  precipitated 
with  a  neutral  solution  of  mercurous  nitrate. 
The  precipitate  is  washed  with  a  solution  of 
mercurous  nitrate,  dried,  and  heated  in  a  por- 
celain crucible,  when  tungstic  anhydride  is  left. 

Fused  lead  tungstate,  when  boiled  with  strong 
hydrochloric  acid,  gives  a  precipitate  of  tungstic 
acid  (Brearley,  Chem.  News,  1899,  79,  64). 

Uranium. 

(a)  As  the  oxide  U,Og.  The  solution,  oxi- 
diseid  if  necessary  by  nitric  acid,  is  heated  to 
boiling  and  mix^  with  a  dighi  excess  of  am- 
monia. The  precipitate  of  acid  ammonium 
uranate  is  washed  with  ammonium  chloride  solu- 
tion, dried,  and  stronglv  heated. 

(&)  Asthejp^op^^«6|pAa<e(UO,),Pt07,obtRined 
by  precipitating  uranyl  ammonium  phosphate 
(UO|)(NH4)P04  with  ammonium  phosphate  in 
the  presence  of  ammonium  acetate  and  igniting 
the  precipitate  at  low  redness.  For  the  appli- 
cation of  this  process  to  uranium  minerals,  see 
Low's  Technical  Methods  of  Ore  Analysis,  3rd 
ed.  p.  223;  and  J.  Amer.  Chem.  Soc.  1901, 23, 685. 

Vanadium. 

(a)  AAhi3vriumpytotxinadaU2'B9,0'\Jd^.  The 
solution  is  neutralised  with  ammonia,  heated  to 
boiling,  mixed  with  excess  of  barium  chloride, 
agitated,  and  cooled  quickly  out  of  contact  with 
air.    The  precipitate  is  washed  and  heated. 

(&)  As  manganese  pyrovanadaie  2MnO'V(05. 
The  solution  is  mixed  with  a  slight  excess  of  ammo- 
nium chloride  and  ammonia,  manganese  chloride 
or  sulphate  mixed  with  ammonium  chloride  is 
added  in  excess,  and  the  liquid  is  boiled  two  or 
three  minutes  and  allowed  to  cool  out  of  con- 
tact with  the  air.  The  precipitate,  which  should 
be  brownish  yellow  and  free  from  oxidation 
products,  is  washed  with  cold  water  and  heated. 

(c)  As  penioxide  V.O,,  obtained  (i.)  by  pre- 
cipitating barium  or  lead  vanadate,  decomposing 
with  sulphuric  acid,  filtering,  evaporating  the 
filtrate,  and  igniting;  (ii.)  by  precipitating  and 
igniting  mercury  validate ;  (iii.)  by  precipitating 
ammonium  vanadate  by  ammonium  chloride 
and  igniting  the  precipitate. 

For  other  methods  of  estimating  and  separat- 
ing vanadium,  v,  A.  Camot,  Compt.  rend.  104, 
1803  and  1850;  Chem.  Soc.  Abstr.  1887,  896; 
Chem.  Zeit.  1905,  29,  392 ;  Amer.  J.  SoL  1910, 
30,  220. 

Zine. 

(a)  As  oxide  ZnO,  with  previous  precipitation 
by  sodium  carbonate  in  absence  of  ammonium 
salts. 

(6)  As  sulphide  ZnS,  by  Rose's  method  after 
precipitating  with  ammonium  sulphide. 

The  filtration  of  the  zinc  sulphide  may  be 
promoted  by  precipitating  in  the  presence  of 
ammonium  acetate  or  thiocyanate,  and  washing 
with  a  5  p.c.  solution  of  either  of  these  salts. 
If  mercuric  chloride  is  added  to  the  solution, 
the   mixed    precipitate   of    mercuric    and   zinc 
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sulphides   filters   much  better  than  the  latter 
alone ;  the  former  is  expelled  on  ignition. 

Acid  Radicles. 

Carbonle  add. 

The  estimation  of  carbon  in  carbonates  may 
be  made  by  a  loss  in  weight  method.  The  car- 
bonate 18  weighed  into  an  apparatus  fitted  with 
a  stoppered  dropping  funnel  containing  acid 
to  decompose  the  carbonate,  and  an  exit  tube 
containing  strong  sulphuric  acid  to  dry  the 
escaping  gas.  The  apparatus  is  weighed  with 
the  acios,  &c,  after  the  carbonate  has  been 
introduced.  The  acid  is  then  allowed  to  drop 
on  the  carbonate  until  the  decomposition  is 
complete,  and  the  liquid  boiled  to  expel  dis- 
solved carbon  dioxide.  The  apparatus  is  again 
weighed  and  the  loss  of  weight  gives  the 
amount  of  carbon  dioxide.  The  apparatus  is 
figured  in  most  treatises  on  quantitative  analvsis. 
A£>re  accurate  results  are  obtained  by  weighing 
the  carbon  dioxide  directly  by  absorbing  it  in 
weighed  tubes  containing  soda  lime  or  in  bulbs 
containing  aqueous  caustic  potash.  For  a  com- 
plete form  of  apparatus  for  this  estimation,  see 
Thorpe's  Quantitative  Analysis,  dth  ed.  p.  86, 
and  dowes  and  Coleman's  Analysis,  8th  ed. 
p.  104. 

When  carbonates  and  sulphides  occur  to- 
gether, the  gases  evolved  on  treatment  with 
acid  are  passed  into  a  solution  of  copper  acetate 
acidified  with  acetic  acid  and  heatea  to  boiling. 
Hydrc^gen  sulphide  is  absorbed,  with  formation 
of  copper  sulphide,  and  carbon  dioxide  passes 
on. 

For  the  estimation  of  carbon  dioxide  in  the 
presence  of  nitrites,  sulphides,  and  sulphites,  see 
Marie,  Ohem.  Soc.  Trans.  1909,  1491 ;  and 
Wolkowitz,  Zeitsch.  angew.  Chem.  1894,  165. 

Cfalorie  add. 

Any  chlorine  present  as  chloride  is  determined, 
the  chlorate  reduced  bv  a  zinc-copper  couple, 
and  the  chlorine  ag^in  determined.  The  differ- 
ence is  the  amount  of  chlorine  existing  as  chlorate 
(Thorpe,  Chem.  Soc.  Trans.  1873, 641 ).  Thin  gra- 
nulated zinc  is  washed  with  caustic  soda  solution, 
then  with  dilute  sulphuric  acid,  which  is  aUowed 
to  act  for  a  short  time,  and  finally  with  water. 
It  is  then  covered  with  about  100  c.c.  of  a  3  p.c. 
solution  of  copper  sulphate  heated  to  40®--60^. 
When  most  of  the  copper  has  been  deposited, 
the  liquid  is  carefully  poured  ofif,  and  treatment 
repeated  with  a  fresh  quantity  of  solution.  The 
zinc-copper  couple  is  now  very  carefully  washed 
with  distilled  water  by  decantation,  not  more 
than  0*5  gram  of  potassium  chlorate,  or  the  equi- 
valent quantity  of  any  other  chlorate,  is  weighed 
out  into  the  beaker  and  dissolved  in  about  26  c.c. 
of  warm  water,  which  should  just  cover  the 
couple.  The  liquid  is  heated  gently  for  half  an 
hour,  then  boiled  for  half  an  hour,  dilute  sul- 
phuric acid  added  drop  by  drop  until  the  whit« 
precipitate  of  zinc  hydroxide  and  oxychloride 
just  dissolves,  filtered,  the  filtrate  neutralised 
with  pure  calcium  carbonate,  and  the  chlorine 
estimated  by  standard  silver  nitrate  solution 
(Chem.  Soc.  Trans.  1888,  166). 

This  reduction  may  also  be  effected  bv 
Devarda's  alloy  (Al  46,  Zn  5,  Cu  60).  Jannasch 
recommends  hydroxylamine  sulphate  and  excess 
of  nitric  acid  as  a  suitable  reducing  agent  for 
chlorates  while  bromates  and  iodates  are  best 


reduced  by  hydroxylamine  in  ammoniacal  solu- 
tion (Ber.  1906,  38,  1676).  Formaldehyde  in 
dilute  nitric  acid  reduces  chlorates  in  30  minutes 
and  bromates  in  2J^hour8 ;  iodatcs  are  not  reduced 
(GrUtzner.  Arch.  Pharm.  1896,  294,  634 ;  com- 
pare Brunner  and  Mellet,  J.  pr.  C!hem.  1908,  77, 
33). 

Hydrobromie,  bydrochlorie,  and  hydriodie 
adds. 

As  silver  salts  (AgBr,  AgCl,  Agl).  The  solu- 
tion is  mixed  with  excess  of  silver  nitrate, 
acidified  with  nitric  acid,  and  heated  to  boiling. 
The  precipitate  is  treated  exactly  as  in  the  esti- 
mation of  silver. 

Hydrofluorie  add. 

(a)  As  calcium  fluoride  (IlaF^y  in  the  case  of 
soluble  fluorides.  The  solution  is  mixed  with 
a  moderate  excess  of  sodium  carbonate,  heated 
to  boiling,  and  mixed  vrith  excess  of  calcium 
chloride.  The  precipitate  is  washed,  dried,  and 
heated  to  redness  in  a  platinum  crucible,  then 
treated  with  excess  of  acetic  acid,  evaporated  to 
dryness,  and  heated  to  expel  excess  of  acid.  The 
product  is  now  heated  with  water,  and  the  in- 
soluble calcium  fluoride  filtered  off,  washed,  and 
heated. 

(b)  Indirectlv  as  silicon  fluoride  SiF^.  The 
finely  powdered  solid  substance  is  placed  in 
a  deep  platinum  crucible  and  covered  with  three 
or  four  times  its  weidit  of  pure  precipitated  silica, 
the  weight  of  which  is  accurately  known.  Sul- 
phuric acid  is  then  added,  and  the  crucible  gently 
heated  for  half  an  hour.  The  temperature  is 
raised  to  expel  most  of  the  sulphuric  acid,  the 
residue  treated  with  Imlrochlonc  acid,  washed, 
dried,  and  heated.  The  hydrofluoric  acid  is 
calculated  from  the  loss  in  weight  of  the  silica : 
4HF  S3  SiOj.  The  amount  of  silica  in  the  sub- 
stance must  be  known,  and  its  weight  added  to 
that  of  the  admixed  silica. 

(c)  By  disOXUAion  and  weighing  aa  calcium 
fluoride.  The  fluoride  is  decomposed  by  concen- 
trated sulphuric  acid  in  a  platinum  apparatus ; 
the  hydrogen  fluoride  carried  off  in  a  current  of 
air  and  carbon  dioxide  and  absorbed  in  a  solution 
of  pure  caustic  soda  contained  in  a  platinum 
dish.  Calcium  chloride  is  added  to  this  solution 
and  the  precipitate  (CJaCO,  and  C!aF.^)  washed, 
ignited,  and  treated  with  dilute  acetic  acid  in 
moderate  excess.  After  evaporation  to  expel 
this  excess  of  acid,  the  residue  is  taken  up  with 
water  and  the  insoluble  calcium  fluoride  coUect/ed, 
washed,  and  ignited  (Jannasch  and  Rottgen, 
Zeitsch.  anorg.  Cliem.  1896,  9,  267).  The 
apparatus  employed  is  figured  in  Janna9ch's 
I^ktischer  Leitfaden  der  Grewichtsanalyse, 
2nd  ed.  411  (compare  also  J.  Amer.  Chem. 
Soc.  1901,  23,  826;  and  Chem.  News,  1906, 
92,  184). 

(d)  Directly  as  aUioon  fluoride  (Freeenius). 
The  mineral  is  finely  powdered  and  intimately 
mixed  with  ignited  quartz  and  heated  with  con- 
centrated sufphurio  acid  in  a  dry  y-tube  at 
160®-160®.  A  current  of  dry  air  free  from  carbon 
dioxide  is  drawn  through  the  decomposition  tube 
and  thence  through  a  series  of  five  y -tubes. 
The  first  of  these  is  empty  and  cooled  by  im- 
mersion in  cold  water ;  the  second  contains  glass- 
wool,  or,  if  the  substance  contains  chlorine,  half 
is  filled  with  pumice  impregnated  with  anhydrous 
copper  sulphate,  and  the  other  half  with  pure  dry 
calcium  chloride.    The  third  and  fourw  tubes 
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are  weighed  and  serve  to  absorb  the  silicon 
fluoride;  the  third  contains  pumice  moistened 
with  water,  and  the  fourth  contains  soda  lime 
and  calcium  chloride.  The  fifth  tube  is  a  guard 
tube  containing  the  same  reagents  as  the  fourth. 
After  one  or  two  hours  the  decomposition  of  the 
fluoride  is  complete,  and  the  gain  in  weight  of  the 
absorption  tubes  represents  the  amount  of  silicon 
fluoride  generated.  This  process  may  be  ren- 
dered vommetrio  («.  Volumetric  section). 

Hydrogen  sulphide  (sulphldat). 

Insoluble  sulphides  are  decomposed  by  hydro- 
chloric acid  in  a  flask  similar  to  that  used  in 
the  gravimetric  estimation  of  carbonic  acid,  and 
the  gas  evolved  is  led  into  two  or  three  bulb 
U -tubes  containing  a  solution  of  bromine  in 
oilute  hydrochloric  acid,  which  converts  the 
hydrogen  sulphide  into  sulphuric  acid.  When 
decomposition  is  complete,  the  liquid  in  the  flask 
is  boiled,  and  the  last  traces  of  tiie  gas  are  drawii 
through  the  bulbs  by  means  of  an  aspirator. 
The  contents  of  the  bulb  tubes  are  traiuferred 
to  a  beaker,  heated  to  expel  bromine,  and  the 
sulphuric  acid  precipitated  bv  barium  chloride. 

Sulphides  wnich  are  not  oecomposed  by  hy- 
drochloric acid  may  be  oxidised  witn  aqua  regia, 
hydrochloric  acid  and  bromine,  or  hydrochloric 
acid  and  j^tassium  chlorate,  the  suli^uric  acid 
formed  bemg  weighed  as  barium  sulphate. 

mtrieaeld. 

(a)  Indirectly,  as  ammonia,  by  means  of  the 
zinc-copper  couple  (Thorpe).  A  zinc-copper 
couple  {v,  Chlortc  acid)  is  made  in  a  flask  into 
which  is  weighed  a  quantity  of  the  nitrate  cor- 
responding with  not  more  than  0-6  ^m  of 
potassium  nitrate,  and  suflioient  water  is  added 
to  just  cover  the  couple.  The  flask  is  attached 
to  a  condenser,  the  other  end  of  which  is  con- 
nected with  a  IJ-tube  or  flask  containing  hydro- 
chloric acid,  as  in  the  estimation  of  ammonia. 
The  liquid  is  gently  heated  for  some  time,  and 
then  distilled  nearly  to  dryness.  After  cooling, 
a  further  quantity  of  water  is  added  to  the  couple, 
and  distillation  repeated.  The  ammonia  in  the 
distillate  is  estimated  as  platinichloride,  or  is 
received  in  a  measured  volume  of  standard  acid 
and  titrated.  The  reduction  can  also  be  con- 
veniently effected  by  the  use  of  Devarda's  alloy 
{v.  Chloric  acid)  in  alkaline  solution  (Analyst, 
1910,  35,  307). 

(6)  8chloesing*8  method.  When  a  solution  of 
a  nitrate  is  heated  with  an  acid  solution  of  a 
ferrous  salt,  the  nitrate  is  decomposed,  the 
whole  of  the  nitrogen  being  evolved  as  nitric 
oxide,  which  is  measured.  The  difiioulty  lies 
mainly  in  obtaining  the  nitric  oxide  free  from 
air.  The  apparatus  employed  consists  of  a  small 
distilling  flask  provided  with  a  side  tube  which 
terminates  under  a  gas-collecting  tube  in  a  mer- 
curial trough.  The  neck  of  the  flask  is  fitted 
vfiih  a  cork,  which  carries  a  tube  funnel  provided 
with  a  stop-cock  and  another  tube  connected 
with  a  carbon-dioxide  apparatus.  Carbon  di- 
oxide/ree /rom  air  is  passed  into  the  apparatus 
until  all  air  is  expelled  and  the  gas  issuing  from 
the  exit  tube  is  completely  absorbed  by  caustic 
potash.  The  substance  containing  the  nitrate, 
which  must  be  in  the  solid  condition,  is  dissolved 
in  2  or  3  c.c.  of  concentrated  ferrous  chloride 
solution,  mixed  with  1  c.c.  of  strong  hydrochloric 
acid,  and  introduced  into  the  flasK  by  means  of 
the  funnel  tube,  care  being  taken  that  no  air 


enters.  The  dish  and  the  funnel  are  rinsed  with 
very  small  quantities  of  acid,  the  object  being 
to  use  as  little  liquid  as  possible.  The  contents 
of  the  flask  are  tnen  rapidly  boiled  to  dryness, 
the  evolved  gas  being  ooUeoted  in  the  tube  over 
mercury,  ana  carbon  dioxide  is  driven  through 
the  apparatus  to  expel  all  nitric  oxide.  T^e 
mixture  of  nitric  oxide  and  carbon  dioxide  is 
transferred  to  an  apparatus  for  s as  analysis ;  the 
latter  absorbed  by  oaustio  potasn,and  the  former 
mixed  with  oxy^n  and  absorbed  by  alkaline 

Eyrogallol.  Nitrites  are  converted  into  nitrates 
y  addition  of  hydrogen  peroxide  during  evapo- 
ration of  the  original  solution  (v.  Warington, 
Chem.  Soo.  Trans.  1880,  468,  and  1882,  345). 

(c)  By  standard  indigo  solution  (Warington, 
Chem.  News,  35,  45,  and  Chem.  Soc.  Trans. 
1879,  578). 

{d)  Ab  1  :  ^-diphent^Z  :  H-endanHodihydrO' 
triazcle  nUraie  C,oH„N«,HNO,.  A  10  p.c.  so- 
lution of  the  base  1 :  4-diphenyl-3  :  5-endanilo- 
hydrotriazole  '  Nitron,' 

N 


C,H,N 

I     N-C^.i 

N-C,H, 

in  6  p.c.  acetic  acid  produces  a  voluminous 
white  precipitate  in  dilute  nitric  acid  or  nitrate 
solution.  Nitrites  interfere  by  giving  a  sparingly 
soluble  salt  with  this  base ;  mey  are  removeci 
by  hydrazine  sulphate.  Bromides,  iodides, 
chlorates,  perchlorates,  and  chromates,  are  also 
precipitated  by  nitron,  and  must  be  removed. 
Organic  matters  do  not  seriously  affect  the 
method,  which  has  been  tested  successfully 
with  solutions  containing^  0*5  p.c.  of  gelatine, 
and  2  p.c.  of  dextrin  (Busch,  Ber.  1005,  38, 
861).  The  method  gives  favourable  results  for 
nitrates  in  water  or  fertilisers  (Collins,  Analyst, 
1007,  32,  349). 

{e)  Howard  and  Chick  have  shown  that 
cinchonamine  ^Wes  a  voiy  insoluble  nitrate  and 
can  be  used  in  estimating  nitric  acid  and  its 
salts  (J.  Soc.  Chem.  Ind.  1900,  28,  53). 

Oxalic  aeld. 

As  calcium  oxalate.  The  method  is  already 
indicated  under  Calcium, 

Phoephorie  add. 

As  magnesium  pyrophosphate  M^^Vfi  J,  The 
operation  is  conducted  as  in  the  estimation 
of  magnesium.  If  magnesium  sulphate  is  used 
as  the  precipitant,  the  precipitate  may  be  con- 
taminated with  basic  magnesium  sulphate ;  it  is 
therefore  advisable  to  employ  a  solution  of  the 
chloride,  which  is  made  as  follows  :  85  grams  of 
crystallised  magnesium  sulphate  are  dissolved  in 
boiling  water,  acidified  with  5  c.c.  of  hydrochloric 
acid,  mixed  with  an  aqueous  solution  of  82 
grams  of  crystallised  barium  chloride,  boiled,  and 
filtered.  A  few  drops  of  magnesium  sulphate 
solution  are  added  to  be  sure  that  there  is  no 
excess  of  barium,  then  165  grams  of  pure  am- 
monium chloride,  and  260  c.c.  of  ammonia,  and 
the  solution  diluted  to  1  litre.  After  two  or 
three  days  the  solution  is  filtered.  In  many 
cases  the  phosphoric  acid  is  first  separated  by 
ammonium  moly  bdate  (v.  Methods  of  separation), 

SUielc  aeld. 

As  silica  SiO^.  Soluble  silicates  are  acidified 
with  hydrochloric  acid  and  evaporated  to  com- 
plete dryness ;   moistened  with  strong  hydro- 
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chlorio  a^idy  again  evaporated  to  dryness,  the 
residue  treated  with  dilute  acid,  and  the  insoluble 
silica  washed  i^ith  hot  water  and  ignited. 

Insolvble  silieaies  are  very  finely  powdered, 
intimately  mixed  with  about  five  times  their 
wettht  of  a  dry  mixture  of  sodium  and  potassium 
oarbonatee  in  equal  proportioa<i,  and  heated  to 
redness  in  a  platinum  crucible  for  half  an  hour. 
The  cooled  mass  is  treated  with  water,  acidified 
with  hydrochloric  acid,  and  evaporated  as  above. 

(For  the  separation  of  silica  when  the  alkalis 
have  to  be  estimated,  v.  Methods  of  &eparaiion. 
Group  VL) 

Sulphuric  add. 

As  harium  sulphate  BaS04,  b^  precipita- 
tion with  barium  chloride.  The  chief  difficulty 
arises  from  the  tendency  of  the  barium  sulphate 
to  separate  in  a  finely  divided  condition  and  to 
carry  down  impurities,  espociAlly  in  presence  of 
nitrates  and  potassium  salts.  These  sources  of 
error  are  avoided  by  taking  care  that  the  solution 
is  somewhat  dilute,  is  fiie  from  nitrates,  and 
contains  a  moderate  but  not  excessive  quantity 
of  free  hydrochloric  acid.  The  solution  and  the 
barium  chloride  solution  should  both  be  heated 
to  boiling,  and  mixed  graduaUy,  mth  continual 
offUation.  The  liquid  may  be  ffitered  as  soon  as 
it  has  become  clear,  and  the  precipitate  is  washed 
with  hot  water  and  heated  to  dull  redness.  If 
too  little  hydrochloric  acid  is  present,  the  pre- 
cipitate is  liable  to  be  impuro ;  if  a  very  large 
excess  of  the  acid  is  present,  precipitation  is  not 

Suite  complete  (compare  Allen  and  Johnston, 
.  Amer.  Chem.  Soc.  1910, 32,  688). 

Sulphurous  aeid. 

Indirectly  as  barium  sulphate  after  oxidation 
by  bromine  water,  excess  of  bromine  being  ex- 
pelled by  boiling. 

TUotulphurie  add. 

Indirectly  as  barium  sulphate  after  oxidation 
by  bromine  water,  excess  of  bromine  being  ex- 
pelled by  boiling. 

Water  is  usually  estimated  by  difference.  If 
a  direct  determination  is  required,  the  method 
to  be  adopted  will  depend  upon  ciroumstances. 
In  many  cases  it  is  sufficient  to  heat  the  substance 
on  a  watch-glass,  or  in  a  crucible  in  a  dicing 
oven,  at  a  definite  temperature,  until  the  weight 
is  constant.  During  weighing  the  dried  sub- 
stance must  be  carefully  protected  from  the 
air.  Attention  must,  however,  be  paid  to  the 
possibility  of  the  volatilisation  of  substances 
other  than  water.  Many  hydratod  haloid  salts, 
for  example,  lose  part  of  their  acid.  In  such 
cases  the  substance  is  previously  mixed  with 
a  known  weight  of  perfectly  dry  lead  monoxide. 
Ammonia,  ammonium  salts,  and  volatile  organic 
matter  may  also  be  given  off.  If  the  drymg  is 
conducted  in  a  glass  tube,  the  vapours  may  be 
led  into  standard  acid  and  the  ammonia  deter- 
mined by  titration :  the  total  loss,  minus  the 
ammonia,  j^ves  the  amount  of  water.  Some 
substances  increase  in  weight  in  consequence  of 
oxidation.  Frequently  it  is  desirable  to  collect 
the  evolved  water  and  weigh  it  directly.  The 
substance  is  introduced  into  a  glass  tube  (plain, 
or  with  a  bulb  in  the  middle)  drawn  out  and 
bent  at  right  angles  at  one  end,  which  passes 
directly,  without  any  intervening  indiarubber 
tube,  Uirough  the  cork  of  a  y-tube  containing 
either  calcium  chloride  or  pumice  moistened 
with  strong  sulphuric  acid  (v.  Obqaiho  analysis). 


All  fluoeilicates,  even  topaz,  evolve  silicon 
fiuoride  on  ignition,  and  water  is  estimated  by 
mixing  the  mineral  with  lead  oxide  in  a  hard 
glass  tube,  heating  the  mixture  in  a  current  of  dry 
air  and  passing  we  eases  over  a  layer  of  lead 
oxide  contained  in  the  same  tube.  The  water 
is  collected  and  weighed  in  calcium  chloride  tubes. 

Methods  of  Sbfabatiok. 

A.  The  Estimation  of  the  Metals  in  their  Ores 

and  Alloys. 

In  this  section  the  metals  are  arranged  in  the 
order  in  which  thev  occur  in  the  qualitative 
groups.  Both  gravimetric  and  volumetric  me- 
thods are  included  in  this  description,  the 
latter  being  indicated  wherever  possible,  owing  to 
the  greater  rapidity  with  which  the  analysis  can 
be  executed. 

Group  L 

Silver  is  separated  from  all  other  metals  by 
treating  its  ores  and  alloys  with  moderately 
strong  nitric  acid,  evaporating  off  excess  of 
solvent,  diluting  with  water,  and  adding  to  the 
filtered  solution  either  hydrochloric  acid  or 
sodium  chloride.  To  remove  any  lead  or  thallous 
chloride  which  may  be  present,  the  precipitate 
is  extracted  repeatedly  with  warm  water;  it 
should,  however,  be  remembered  that  silver 
chloride  is  not  absolutely  insoluble  in  hot 
water.  Silver  is  conveniently  estimated  volu- 
metricaUy  in  the  above  dilute  nitric  acid  solution, 
after  boiling  off  nitrous  fumes,  by  adding  ferric 
indicator  and  titrating  with  standard  ammonium 
thiocyanate  in  accordance  with  Volhard's  method 
(see  Volumetric  section).  The  presence  of 
other  metals  having  colourless  salts  does  not 
interfere  with  this  process ;  nickel,  cobalt,  and 
copper  must  not  be  present  to  any  large  extent, 
and  mereury  should  be  absent  because  of  the 
insolubility  of  merouric  thiocyanate.  When  more 
than  60  p.c.  of  copper  is  present,  the  silver  is 
precipitated  with  excess  of  alkali  thiocyanate. 
The  well- washed  silver  thiocyanate  is  decomposed 
by  strong  nitric  acid,  the  sulphuric  acid  produced 
precipitated  by  barium  nitrate,  and  the  Volhard 
titration  effected  without  filtering  off  the  barium 
sulphate  (v.  Ber.  190G,  38,  6fi6). 

The  silver  in  argentiferous  galena  is  estimated 
by  fuidng  the  sulphide  with  crude  potassium 
hydrogen  tartrate  (areol),  and  sodium  carbonate 
in  an  iron  crucible,  and  by  heating  the  lead-silver 
button  thus  obtained  in  a  porous  bone-ash  cru- 
cible {*  cupel ')  until  the  lead  is  removed  as 
oxide,  partly  by  volatilisation  and  partly  by 
absorption  into  the  cupel.  The  residual  silver 
is  detached  from  the  cold  cupel  and  weighed. 

Grold  quartz  is  assayed  for  silver  by  heating 
the  mineral  with  lead  oxide,  and  a  reducing  flux, 
when  the  lead  produced  extracts  both  the  gold 
and  silver.  This  alloy  is  cupelled,  and  the  silver- 
gold  button  is  <  parted '  by  heating  with  strong 
nitric  acid  diluted  with  three  parts  of  water ;  the 
residual  gold  is  collected,  ignited,  and  weighed. 
The  silver  is  precipitated  by  hydrochloric  acid 
from  the  nitric  acid  solution.  When  more  than 
30  p.o.  of  gold  is  present  in  the  button  before 
parting,  this  metal  will  retain  silver.  In  order  to 
prevent  this  retention,  a  known  weight  of  silver 
is  added  to  the  fused  button.  (For  further 
details  of  the  separations  of  gold,  silver,  and  lead 
in  the  dry  way,  see  AsSAYnvG,  pp.  322  -327.) 
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ThaUium,  in  the  more  stable  thallous  con- 
dition to  which  thallio  salts  are  readily  reduced, 
is  separated  from  the  metals  of  Group  II.  by 
precipitating  the  latter  with  hydrogen  sulphide 
m  acid  solution.  Alkali  hydroxides  separate  it 
from  all  metals,  giving  insoluble  hydroxides,  and 
ammonium  sulphide,  which  precipitates  thaJlous 
sulphide,  separates  this  metal  from  the  alkalis 
.and  alkaline  earths.  Qravimetrically,  thallium 
can  be  weighed  as  acid  sulphate  Tli&04,  stable 
at  240^  and  as  sulphate  T1,S0«,  stable  at  low 
red  heat;  it  can  be  precipitated  and  weighed 
as  iodide  TU,  platinicUoride  TlaPtOc  and  chro- 
mate  Tl«CrO«.  Volu metrically,  it  can  be  esti- 
mated by  the  oxidation  of  thallous  salts  by  per- 
manganate or  by  titrating  with  thiosulphate  the 
iodine  set  free  in  accordance  with  the  following 
reaction:  TIQ,  +  3K1  =  TU  +  SKQ  +  Ij  (Chem. 
Soo.  Proc.  1908,  24,  75). 

Gboup  II. 

Mercury  in  its  ores  is  generally  estimated  by 
distillation  with  quicklime  in  a  current  of  coal 
gas  or  carbon  dioxide.  The  decomposition  of 
the  mercury  compounds  is  facilitated  by  mixing 
copper  strips  with  the  quicklime,  and  the  pre- 
sence of  this  reducing  agent  is  essential  in  the 
case  of  mercuric  iodide.  The  mercury  which 
distils  over  is  collected  under  water,  washed, 
dried,  and  weighed.  Ores  containing  only  small 
amounts  of  mercury  are  decomposed  by  heating 


Fia.  8. 

with  iron  filings  in  a  porcelain  crucible,  a,  having 
a  silver  lid,/,  which  is  cooled  by  a  water-jacket, 
6,  laid  upon  it.  The  mercury  condenses  on  the 
under  surface  of  the  silver  plate,  /,  which  is 
weighed  before  and  after  the  experiment  (t;. 
HoUoway,  Analyst,  1906,  31,  66). 

Mercury  is  separated  ^m  aJl  other  metals 
in  the  wet  way  by  dissolving  the  ore  or  alloy  in 
nitric  acid  or  aqua  regia,  dUuting  considerably, 
precipitating  the  sulphides  of  Group  IL  by  hydro- 
gen sulphide,  removmg  the  arsenic-tin  sub-group 
By  means  of  yellow  ammonium  sulphide  {noi 
sodium  sulphide  or  hydroxide),  treating  Uie 
residual  sulphides  with  dilute  nitric  acid  (8p.gr< 
1*2-1*3),  and  dissolving  the  final  residue  in 
aqua  regia  and  filteringu  necessary  from  sulphur 
and  lei^  sulphate.  The  mercury  can  be  re- 
precipitated  by  almost  neutralising  the  acid 
solution*  adding  in  succession  ammonium  sul- 
phide, caustic  soda  and  ammonium  nitrate. 
The  caustic  soda  redissolves  the  sulphide  initiaUy 
formed  as  the  soluble  double  sulphide  Hg(SNa)2, 
and  from  this  the  ammonium  nitrate  reprecipi- 
tates  mercuric  sulphide  in  a  form  suitable  K>r 
collection.  The  precipitate  is  washed  succes- 
sivelv  with  water,  alcohol,  and  carbon  disulphide, 
driea  at  110®,  and  weighed  as  HgS.  (For  other 
methods  of  separating  mercury,  see  Jannasch, 
Zeitsch.  anorg.  Chem.  1896,  12,  132,  and  369 ; 
and  Stabler,  Chem.  Zeit.  1907,  31,  615.) 


Lead  in  its  ores  and  alloys  is  usually  separated 
from  other  metals  by  dissolving  the  suostanoe 
in  hydrochloric  or  nitric  acid,  or  if  necessary  in 
a  mixture  of  the  two  acids,  and  evaporating  down 
the  solution  with  sulphuric  acia  until  white 
fumes  are  evolved.  The  mixture  is  then  cooled 
diluted  with  water,  and  the  lead  sulphate  quickly 
collected.  If  the  amount  of  lead  is  small,  alcohol 
must  be  added  to  complete  the  precipitation. 
The  lead  sulphate  thus  obtained  is  freed  from 
silica,  stannic  oxide,  and  other  impurities  by 
dissolving  it  in  an  excess  of  ammonium  or  sodium 
acetate. 

When  separated  as  lead  sulphate,  the  lead 
can  be  estimated  volumetrically  by  boiling  the 
precipitate  with  ammonium  carbonate  and  then 
aissolving  the  lead  carbonate  in  acetic  acid.  The 
lead  is  thus  converted  into  lead  acetate  which  is 
titrated  with  standard  ferrocyanide  using  as  indi- 
cator drops  of  uranium  acetate  on  a  porcelain 
Elate.  The  lead  may  also  be  reprecipitated  as  oxa- 
ite  from  the  acetate  solution  by  alkali  oxalate, 
the  washed  lead  oxalate  being  then  suspended 
in  dilute  sulphuric  acid,  and  titratea  with 
standard  permanganate.  From  the  solution  of 
the  sulphate  in  sodium  acetate  the  lead  can  be 
precipitated  as  chromate  by  potaspium  dichro- 
mate.  The  chromate  is  dissolved  in  dilute  nitric 
acid,  and  reduced  with  methyl  or  ethyl  alcohol. 
The  solution,  rendered  ammoniacal,  is  treated 
with  oxalic  acid,  when  lead  is  precipitated  and 
titrated  as  above  with  standard  permanganate  (v. 
Chem.  News,  1896,  73, 18 ;  J.  Amer.  Chem.  Soc. 
1896,  18,  737 ;  Zeitsch.  anal.  Chem.  1902,  41, 
653).  Lead  may  be  separated  from  copper  by 
electroljrsing  a  solution  of  the  metals  in  dilute 
nitric  acid  with  a  weak  current  (0*5-1*5  amperes 
and  1*4  volts),  when  the  lead  is  precipitated  as 
dioxide  on  the  anode  (a  platinum  dish  with  un- 
polished inner  surface). 

Bismuth  is  separated  from  all  other  metals 
but  those  of  Group  II.  by  the  precipitation  of  its 
sulphide  by  hydrogen  sulphide  in  acid  solution. 
The  insolubility  of  the  sulphide  in  ammonium 
sulphide  separates  this  metal  from  arsenic,  anti- 
mony, and  tin.  The  further  separation  of  bis- 
muth from  mercury,  copper,  and  cadmium  pre- 
sents no  particular  difficulty,  and  is  effected  by 
taking  advanta^  of  the  solubility  of  bismutn 
sulphide  in  nitric  acid  (8p.gr.  1*25),  and  the 
precipitation  of  bismuth  oxychloride  on  diluting 
considerably  an  acid  solution  of  bismuth  chloride. 
The  problem  of  separating  bismuth  from  lead 
is,  however,  much  more  fioublesome,  and  the 
following  appear  to  be  most  trustworthy  methods : 
(i)  the  separation  of  the  bismuth  as  basic  nitrate 
and  the  solution  of  lead  nitrate  in  dilute  am- 
monium nitrate  (J.  pr.  Chem.  1858,  74, 345) ;  (ii.) 
the  distillation  of  tne  mixed  sulphides  in  a  cur- 
rent of  bromine,  when  bismuth  bromide  is  volati- 
lised, leaving  behind  lead  bromide  (Jannasch, 
Ftaktischer  Leitfaden  der  Gewichtsanalyse,  Ist  ed. 
155);  (iii)  the  precipitation  of  bismuth  as  the 
basic  formate ;  a  repetition  of  this  operation  gives 
a  precipitate  free  from  lead,  which  is  dissolved  in 
dilute  nitiic  acid,  the  solution  almost  neutralisetl 
with  sodium  carbonate,  and  the  bismuth  then 
finally  precipitated  and  weighed  as  phosphate 
BiPOf  (Stabler,  Chem.  Zeit.  1907, 31,  615).  The 
lead  in  the  filtrate  from  the  formate  sepa- 
ration is  precipitated  as  sulphide,  converted  into 
sulphate,  and  weighed  as  such.    This  method 
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of  separation  gives  aoouzate  results  (Little  and 
Cohen,  Analyst,  1910,  35,  301). 

Copper  is  separated  from  the  metals  of  Groups 
III.,  IV.,  v.,  and  VI.,  t>y  precipitation  as  sulphide 
by  hydrogen  sulphide  in  acid  solution.  In 
alloys  and  ores  it  is  generally  separated  from 
antimony  and  tin  by  rendering  these  insoluble 
by  the  action  of  moderately  strong  nitric  acid. 
If,  however,  the  sulphides  of  these  metals  and 
arsenic  are  present,  they  are  extracted  from  the 
precipitate  with  alkali  sulphides  (not  ammonium 
sulphide).  The  insoluble  residue,  containing  the 
sulphides  of  copper,  bismuth,  lead,  mercuiy,  and 
cadmium,  is  treated  with  nitric  acid  (v.  mercury 
and  Bismuth).  Copper  is  readily  separated 
from  bismuth  by  means  of  ammonium  carbonate, 
which  precipitates  basic  bismuth  carbonate, 
leaving  copper  in  solution.  The  separation  from 
cadmium  may  be  effected  by  one  ot  the  foUowinij 
methods : — (1)  Hydrogen  sulphide  is  passed 
into  a  boiling  solution  of  the  sulphates  of  copper 
and  cadmium  in  dilute  sulphuric  acid  (1:4). 
The  precipitated  copper  sulphide,  which  contains 
some  cadmium,  is  redissolvod  in  nitric  acid,  and, 
after  expelling  excess  of  the  solvent,  the  precipi- 
tation is  repeated.  (2)  The  copper  is  preci- 
pitated as  cuprous  thiocyanate,  leaving  cadmium 
m  solution.  (3)  The  copper  is  converted  into 
potassium  cupiocyanide  K3Cu(CN)^,  with  a 
considerable  excess  of  potassium  cyanide,  and  the 
cadmium  precipitated  with  hydrcMjen  sulphide  or 
ammonium  sulphide  (compare  also  Browning, 
Amer.  J.  Sci.  1893,  [3]  46,  280). 

The  foUowmg  volumetric  processes  for  copper 
are  employed  in  the  technical  analysis  of  the 
ores  of  this  metal,  (i.)  The  mineral  is  dissolved 
in  hydrochloric  and  nitnc  acids,  and  the  solution 
boiled  down  with  sulphuric  acid  to  expel  the 
volatile  acids.  The  coppnar  is  precipitated  from 
the  boiling  solution  by  introducing  a  sheet  of 
aluminium  and  redissolving  in  nitric  acid  with 
the  addition  of  bromine  to  destroy  nitrous 
fumes.  The  solution  is  neutralised  with  am- 
monia, acidified  with  acetic  acid,  'and  treated 
with  excess  of  potassium  iodide,  when  the  liber- 
ated iodine  is  titrated  with  standard  thiosul- 
phate  (Low,  J.  Amer.  Chem.  Soc.  1902,  24, 1082). 
(ii)  A  solution  of  potassium  cyanide  is  standard- 
ised a^inst  pure  copper  foil  by  dissolving  the 
latter  m  nitnc  acid,  adding  bromine,  boiling  to 
expel  nitrous  fumes  and  excess  of  bromine,  adding 
ammonia  till  strongly  alkaline,  and  titrating  with 
the  cyanide  solution  imtil  tihe  blue  tint  dis- 
appears. The  copper  ore  is  treated  as  in  (i. ),  the 
copper  being  precipitated  by  aluminium,  re- 
dissolved  in  nitric  acid,  and  the  resultingsolution 
titrated  in  manner  just  described  (v.  JBrearley, 
Chem.  News,  1897  76, 189).  (For  other  methods 
of  separating  and  estimating  copper,  see  also 
Zeitsch.  anorc.  Chem.  1896,  ii.  268  ;  Chem.  Soc. 
Abstr.  1901,  li  197 ;  J.  Amer.  Chem.  Soc.  1905, 
27,  1224;  Zeitsch.  anal.  Chem.  1907,  46,  128; 
J.  Amer.  Chem.  Soc.  1908,  .30,  760;  Chem.  Zeit. 
1908,  .33,  263;  Amor.  J.  Sci.  1909,  (iv.)  27,  448.) 

(For  electrolytic  estimation  of  copper,  see 
p.  260.> 

Cadmium  is  separated  from  the  other  metals 
of  Group  II.  by  the  methods  indicated  under 
copper,  tead,  &c.  In  the  presence  of  zinc.  Fox 
recommends  precipitation  in  a  solution  con- 
taining trichloroacetic  acid  (Chem.  Soc.  Trans. 
1907,   91,   964).     Electrolytioally,  cadmium    is 


deposited  from  a  cyanide  solution  (0*7-1  *2  amperes 
and  4-8-5  volts) ;  the  use  of  a  rotating  cathode 
accelerates  the  rate  of  deposition  (compare 
Mora,  Amer.  J.  Sci.  1906,  70,  268  and  392 ;  and 
Avery  and  Bales,  J.  Amer.  Qiem.  Soc.  1897, 19, 
379). 

Tin,  antimonyy  and  arsenic  are  separated 
from  the  remaining  metals  of  Group  II.  by. 
digesting  the  group  precipitate  at  80*  with  con- 
centrated yellow  ammonium  sulphide,  when  the' 
sulphides  of  these  three  metals  dissolve,  leaving 
the  other  sulphides  insoluble.  Copper  sulphide 
is  appreciably  soluble  in  this  solvent,  and  m  the 
presence  of  copper  it  is  preferable  to  use  sodium 
or  potassium  sulphide,  but  in  the  presence  of 
mercury  these  reagents  are  inadmissible,  owing 
to  formation  of  the  soluble  double  sulphide 
Hg(SK)t.  In  the  presence  of  much  Ic^  a 
small  amount  of  tin  is  retained  in  the  insoluble 
residue.  Arsenic  rarely  occurs  in  alloys,  and 
in  these  substances  antimony  and  tin  are 
separated  from  other  metals  as  insoluble  oxy- 
acids  (metantimonio  and  metastannic  acids)  by 
the  use  of  nitric  acid  as  solvent. 

Arsenic  is  separated  from  antimony  and  tin 
by  distilling  the  hydrochloric  acid  solution  of 
the  three  elements  with  ferrous  chloride;  the 
arsenic  is  volatilised  as  arsenious  chloride ;  this 
compound  is  collected  in  cold  water  and  the 
arsenic  precipitated  as  trisulphide  (Fischer, 
Zeitsch.  anal.  Chem.  1881,  21,  266).  Various 
modifications  of  this  method  have  been  intro- 
duced ;  the  distillation  is  carried  on  in  a  current 
of  hydrogen  chloride  and  hydrogen  sulphide, 
the  latter  serving  as  the  reducing  agent 
instead  of  ferrous  chloride ;  the  volatifised 
arsenious  chloride  is  converted  in  the  cooled 
receiver  into  the  trisulphide  (Piloty  and  Stock, 
Ber.  1897,  30,  1649).  (For  other  modifications, 
see  Gooch  and  Banner,  Amer.  J.  Sci.  1891,  [3] 
42,  308;  Andrews,  J.  Amer.  Chem.  Soc.  1895, 
17,  869;  Rohmer,  Ber.  1901,  34,  33;  Morgan, 
Chem.  Soc.  Trans.  1904,  86,  1001.) 

The  arsenic  may  also  be  separated  from  tin 
and  antimony  bv  dissolving  the  three  sulphides 
in  ammoniacal  hydrogen  peroxide,  neutralising 
the  solution  with  mineral  acid,  acidifying  with 
tartaric  acid,  and  precipitating  the  arsenic 
as  magnesium  ammonium  arsenate  by  the 
addition  of  ammonia  and  magnesia  mixture 
{see  QtudiUUive  analysis). 

The  following  method  of  separating  arsenic 
and  antimony  in  their  ores,  leads  to  volumetric 
processes  for  the  determination  of  these  elements 
(Low,  J.  Amer.  Chem.  Soc.  1906,  28,  1715).  The 
mineral  is  decomposed  by  heating  with  strong 
sulphuric  acid  (20  parts)  containing  potassium 
hydro^n  sulphate  (1*4  parts),  ana  1  part  of 
tartaric  acid.  The  cooled  product  is  taken  up 
with  350  C.C.  of  hot  water,  10  c.c.  of  strong  hydro- 
chloric acid,  and  3  grams  of  tartaric  acid,  and 
the  solution  saturated  with  hydrogen  sulphide. 
The  mixed  sulphides  are  dissolved  in  aqueous 

Sotassium  sulphide,  and  the  filtrate  evaporated 
own  with  10  c.c.  of  strong  sulphuric  acid  and 
3  grams  of  potassium  hydrogen  sulphate  until 
the  sulphur  and  the  greater  part  of  tne  free  aid 
are  expelled.  The  cooled  melt  is  dissolved  in 
60  C.C.  of  strong  hydrochloric  acid  and  26  c.o. 
of  water,  and  arsenious  sulphide  precipitated 
by  hydrogen  sulphide.  The  antimony  remaining 
in  the  fitrate  is  precipitated  as  sulphide  by 
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diluting  the  solution  and  passing  in  more  hydro- 
gen sulphide.  The  antimonious  sulphide  is  agAin 
dissolved  in  potassium  sulphide,  the  solucion 
evaporated  nearly  to  dryness  with  strong  sul- 
phuric aoid  and  potassium  hydrogen  sulphate, 
the  melt  dissolved  in  dilute  hydrochloric  acid 
and  titrated  with  standard  permanganate. 

The  arsenious  sulphide  is  dissolved  in  warm 
ammonium  sulphide,  and  the  solution  heated 
strongly  with  strong  sulphuric  acid  and  potassium 
hydrogen  sulphate  until  all  the  sulphur  and 
nearly  all  the  acid  are  expelled.  The  residue  ia 
boiled  with  water  to  expel  sulphur  dioxide, 
neutralised,  and  titrated  with  standard  iodine 
solution  in  the  presence  of  sodium  bicarbonate. 

Arsenic  may  also  be  estimated  in  minerals 
(which  do  not  contain  phosphates)  by  fusing  the 
powdered  ore  with  sodium  carbonate  and  nitre 
or  sodium  peroxide,  extracting  the  fused  mass 
with  water  and  precipitating  silver  arsenate 
from  the  neutralised  solution.  This  precipitate 
is  redissolved  in  nitric  acid,  and  the  amount 
of  silver  in  it  determined  by  standard  thio- 
cyanate;  whence  the  quantity  of  arsenic  pre- 
sent can  be  readily  calculated.  (For  other 
processes  for  the  estimation  of  arsenic  in 
technically  important  materials,  v.  Olark,  Chem. 
Soc.  Trans.  1892,  61,  424 ;  Friedheim,  Zeitsch. 
anal.  Chem.  1905,  44,  666;  Heath,  Zeitsch. 
anorg.  Chem.  1908,  69,  87 ;  Gooch  and  Phelps, 
Amer.  J.  Sci.  1906,  (iv.)  22,  488  ;  McGowan  and 
Floris,  J.  Soc.  Chem.  Ind«  1906,  24,  266 ;  Sanger 
and  Black,  ibid.  26,  1116.)  (For  the  detection 
and  estimation  of  jninute  quantities  of  arsenic, 
V.  Absenic.) 

Stparaiion  of  tin  and  antimony.  In  the 
absence  of  any  large  amount  of  lead  or  other 
metal  giving  a  sulphide  insoluble  in  am-, 
monium  sulphide,  tin  and  antimony  can  be 
separated  from  these  metals  by  means  of  this 
reagent,  but  if  lead  is  present  in  considerable 
amount  the  tin  is  never  completely  extracted, 
a  portion  always  remaining  in  the  insoluble 
residue.  In  this  case  it  is  preferable  to  separate 
out  the  tin  and  antimony  by  oxidising  them  to 
their  insoluble  hydrated  oxides  by  means  of 
nitric  acid.  These  oxides  when  fused  with 
caustic  soda  in  a  silver  crucible  yield  sodium 
stannate  and  antimonate;  the  latter  of  these 
salts  is  practically  insoluble  in  dilute  alcohol 
(1  vol.  alcohol,  2  vols,  water),  whilst  the  former 
is  readily  dissolved.  A  repetition  of  this  process 
with  the  insoluble  antimonate  leads  to  a  com- 
plete separation. 

When  present  as  sulphides,  these  metals  are 
conveniently  dealt  with  by  Henz's  modification 
of  Clark's  method.  The  sulphides  are  dissolved 
in  excess  of  aqueous  caustic  potash  containing 
potassium  tartrate ;  the  solution  is  gradually 
heated  to  boiling  with  excess  of  30  p.c.  hydrogen 
peroxide.  When  the  oxidation  of  the  sulphides 
is  complete,  excess  of  oxalic  acid  is  added  (15 
grams  for  1  gram  of  mixed  metal),  the  liquid 
boiled  to  destroy  excess  of  hydrogen  peroxide, 
and  hydrogen  sulphide  passed  for  some  time 
through  the  hot  solution.  The  precipitated 
antimony  sulphide  is  dealt  with  as  described 
under  gravimetric  estimations  (p.  180).  The 
filtrate  is  treated  with  sulphuric  acid,  concen- 
trated to  a  small  bulk  (160  c.c),  and  electrolysed 
at  60^  virith.  a  current  of  0*2-<)'3  ampere,  and 
2 '3  volts,  using  a  rotating  anode,  when  the  de- 


position of  the  tin  is  complete  in  about  one  hour 
(Henz.  Zeitsch.  anorg.  Chem.  1903,  37,  1 ;  and 
Cahen  and  Morgan,  AnBlyst,  1909,  34,  3). 

In  Clark's  original  process  the  filtrate  from 
the  antimony  sulphide,  which  contains  stannic 
tin,  is  mixed  with  yellow  ammonium  sulphide 
in  excess  and  acidified  with  acetic  acid.  After 
some  time  the  stannic  sulphide  is  collected, 
washed  with  a  solution  of  ammonium  nitrate, 
and  converted  into  stannic  oxide  by  ignition. 
In  accurate  work  the  antimony  sulphide  is 
redissolved,  and  the  oxalic  acid  separation 
repeated  in  order  to  obtain  the  last  traces  of  tin 
(compare  Camot,  Compt.  rend,  1886,  103,  268). 
(For  descriptions  of  other  methods  of  estimating 
tin  and  antimony  in  their  ores  and  alloys,  see 
J.  Soc.  Chem.  Ind.  1892,  11,  062;  G.  W. 
Thompson,  J.  Soc.  Chem.  Ind.  1896,  16,  179 ; 
T.  Brown,  jun.,  J.  Amer.  Chem.  Soc.  1899,  21, 
780;  Argenot,  Zeitsch.  angew.  Chem.  1904,  17, 
1274;  Levy,  Analyst,  1906,30,361;  Panajotow, 
Ber.  1909,  42,  1296.) 

The  following  process,  due  to  Pearce,  gives  a 
rapid  volumetric  method  for  estimating  tin  in 
its  ores.  The  mineral  is  fused  in  a  nickel  crucible 
with  about  20  parts  of  sodium  hydroxide  with 
the  addition  of  a  little  powdered  charcoal ;  the 
fused  mass  is  dissolved  (excepting  silica)  in 
hydrochloric  acid,  and  the  solution  reduced  by 
the  addition  of  iron  rods  or  sheet  nickel.  The 
stannous  chloride  thus  produced  is  titrated  with 
standard  iodine  solution  in  presence  of  suffi- 
cient hydrochloric  acid  (1  :  4)  to  prevent  the 
oxidation  of  any  arsenic  or  antimony  which  may 
be  present. 

Odd  and  platinum  are  separated  chiefly  in  the 
analytical  subgroup  containing  arsenic,  anti- 
mony, and  tin.  Fusion  of  the  sulphides  with 
sodium  carbonate  and  nitre,  followed  by  extrac- 
tion with  water,  removes  the  arsenic.  The  residue, 
treated  with  zinc  and  hydrochloric  acid,  reduces 
tin  and  antimony  to  the  metallic  state ;  the  former 
is  dissolved  by  boiling  hydrochloric  acid,  and  the 
latter  by  nitric  and  tartaric  acids,whiist  gold  and 
platinum  are  left.  Treatment  of  the  mixed 
metals  iiith  chlorine  water  removes  gold,  and 
dilute  aqua  regia  then  dissolves  platinum,  palla- 
dium, and  rhodium.  From  this  solution  platinum 
is  precipitated  by  ammonium  chloride  and  alcohol, 
and  from  the  filtrate,  after  neutralisation  with 
sodium  carbonate,  palladium  is  precipitated  as 
cyanide  by  merouric  cyanide. 

The  residue  from  the  aqua  regia  treatment  is 
roasted  in  the  air;  osmium  volatilises  as  the 
tetroxide,  ruthenium  sublimes  as  the  dioxide, 
whilst  iridium  is  left  (v.  Leidi^,  Compt.  rend.  1900, 
131,  888  ;  and  Platinum  hktals). 

Molybdenum  is  precipitated  as  sulphide  pre- 
ferably from  a  sulphuric  acid  solution  by  treat- 
ment with  hydrogen  sulphide  under  pressure. 
From  the  sulphides  of  the  copper-lead  subgroup, 
it  is  separated  by  digestion  with  sodium  smphide 
under  pressure,  when  the  molybdenum  passes 
into  solution  and  is  roprecipitated  as  sulphide 
by  dilute  sulphuric  acid.  Molybdenum  sul- 
phide is  separated  from  the  stdphides  of  anti- 
mony and  tin  by  dissolving  the  latter  in  hydro- 
chloric acid.  The  sulphides  of  arsenic  and 
molybdenum  are  dissolved  in  hydrochloric  acid 
and  potassium  chlorate,  the  arsenic  precipitated 
from  the  filtrate  after  adding  ammonia  and 
magnesia  mixture   as  magnesium   ammonium 
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arsenate.  The  final  filtrate  u  acidified,  and  the 
molybdenum  reprecipitated  as  sulphide.  Moly- 
bdenum is  separated  from  phosphorus  in  a 
similar  manner.  From  tun^ten  it  is  best 
separated  by  heating  the  mixed  trioxides  or 
their  alkali  salts  at  260''-270''  in  a  current  of 
hydrogen  ,  chloride,  when  the  molybdenum  is 
completely  volatilised  as  the  additive  com- 
pound MoO„2HGl,  while  the  tungsten  remains 
in  the  non-volatile  residue  (Debray,  Compt. 
rend.  1868»  46,  1101 :  and  Pechard,  iM.  1892, 
114,  173).  ' 

Selenium  and  teUurium  fall  into  the  analy- 
tical sub-group  containing  arsenic,  and  after  this 
element  has  been  removed  as  magnesium  am- 
monium arsenate  {v.  Molybdenum),  the  selenium 
and  tellurium  are  precipitated  by  reducing  agents 
such  as  sulphur  dioxide,  hydrazme,  Ao,  (L)  Sul- 
phur, selenium,  and  tellurium  are  separated  by 
fusion  with  potassium  cyanide  in  a  stream  of 
hydrogen.  On  dissolving  the  mass  in  water  and 
passing  air  through  the  solution,  the  potassium 
telluride  present  is  decomposed,  and  tellurium 
is  precipitated.  When  the  filtrate  is  acidified, 
the  potassium  selenocyanate  ^KCNSe)  is  decom- 
posed, yielding  selenium,  (ii.)  The  mixed  di- 
oxides of  selenium  and  tellurium  are  dissolved 
in  aqueous  caustic  potash  ;  the  solution,  faintly 
acidified  with  hydrochloric  acid,  is  diluted  to 
at  least  200  c.c.  with  boillne  water,  rendered 
just  ammoniacal  and  reacioified  with  acetic 
acid.  After  30  minutes  the  tellurium  dioxide 
is  collected,  washed  with  cold  water,  and  gently 
ignited  (Broitning  and  Flint,  Zeitsch.  anorg. 
Chem.  1909,  64,  104). 

OM  from  aU  other  meUda :  reduction  of  an 
acid  solution  by  oxalic  acid  or  sulphurous  acid. 
Selenium  from  the  metals :  reduction  with  sul- 
phurous acid  in  hydrochloric  acid  solution. 

Gsoup  III. — ^The  metals  of  Group  Ilia,  are 
separated  from  those  of  the  suoceedmg  groups 
by  precipitation  with  ammonia  in  presence  of 
ammonium  chloride ;  the  metals  of  Group  III&. 
are  separated  from  those  of  the  succeeding 
groups  by  means  of  ammonium  sulphide  {v. 
Qenercd  methods  of  estimation). 

Iron,  aluminium,  chromium,  uranium, 
glucinum,  and  cerium,  from  zinc,  manganese, 
nickel,  cobalt.  The  solution,  which  must  contain 
iron  and  uranium  as  ferric  and  uranic  salts,  is 
nearly  neutralised,  mixed  with  excess  of  finely 
divided  and  recently  precipitated  barium  car- 
bonate, and  allowed  to  remain  in  a  closed  vessel 
at  the  ordinary  temperature  for  some  hours 
with  occasional  agitation.  In  presence  of  nickel 
and  cobalt,  ammonium  chloride  should  be  added 
to  prevent  precipitation  of  traces  of  these  metals. 
Filter  and  wash  with  cold  water.  The  precipitate 
ma^  contain  ferric,chromic,  aluminium,  gluomum, 
oeno  and  uranic  hydroxides,  mixed  wiu  barium 
carbonate ;  the  filtxate  contains  the  other  metals, 
together  with  some  barium.  In  both  cases  the 
bMinm  can  be  removed  by  means  of  sulphuric 
acid,  but  as  the  barium  sulphate  carries  down 
small  amounts  of  the  other  metals,  it  is  pre- 
ferable to  separate  the  metals  of  Groups  III. 
and  IV.  by  a  double  precipitation  with  am- 
monium sulphide  (TreadweU). 

Iron  ana  aluminium  from  zinc,  manganese, 
nickel,  cobalt,  uranium,  and  metals  of  the  suC' 
ceeding  groups.  The  solution,  which  must  con- 
tain iron  as  a  feirio  salt,  is  neariy  neutralised  by 


sodium  or  ammonium  carbonate.  In  presence 
of  iron  the  liquid  becomes  deep  red,  but  no 
precipitate  must  be  formed.  Sodium,  or,  better, 
ammonium  acetate,  is  added  in  sufficient  but 
not  excessive  quantity,  and  the  liquid  is  boiled 
until  the  precipitate  becomes  granular  and 
settles  rapidly.  Prolonged  boiline  makes  the 
precipitate  shmy.  The  liquid  is  Stered  whilst 
hot,  and  the  precipitate  is  washed  with  hot 
water ;  if  the  liquid  is  allowed  to  cool  the  pre- 
cipitate is  partially  redissolved.  The  precipi- 
tate is  converted  into  ferric  and  aluminium 
oxides  by  ignition ;  the  other  metals  are  in  the 
filtrate.  It  is  advisable,  and  in  presence  of 
nickel  essential,  to  rodissolve  the'  precipitate 
and  repeat  the  process.  This  meUiod  is  not 
available  for  the  separation  of  chromium. 

The  same  result  can  be  obtained  with 
ammonium  formate  or  succinate. 

Aluminium  and  chromium  from  iron,  zinc, 
manganese,  nickel,  and  ccbtdt.  Mix  the  solution 
with  a  moderate  quantity  of  pure  normal  potas- 
sium tartrate,  then  with  pure  caustic  potash  or 
soda  until  the  precipitate  redissolves,  add  am- 
monium sulphide  in  alight  excess  and  allow  to 
stand.  Wash  the  precipitate  with  water  contair- 
in^  ammonium  sulphiae.  Aluminium  and  chro- 
mium are  in  the  filtrate,  the  other  metals  in  the 
precipitate.  If  iron  and  chromium  are  absent, 
it  is  sufficient  to  add  the  alkaline  tartrate, 
excess  of  ammonia,  ammonium  chloride  and 
ammonium  sulphide. 

Separalion  of  iron  and  aluminium.    The  fol- 
lowing methods  have  also  been  employed  for 
this  important  separation,     (i.)  Potassium  hy- 
droxide dissolves  aluminium  hydroxide,  but  not 
ferric  hydroxide ;    the  former  is  reprecipitated 
from  the  filtrate  by  boiling  with  ammonium 
chloride  or  adding  successively  nitric  acid  and 
ammonia ;    the  iron  precipitate  is  dissolved  in 
acid  and  reprecipitated  by  ammonia,    (ii.)  The 
two  metals  are  precipitated  with  ammonia  and 
the  weight  of  the  combined  oxides  determined. 
The  mixture  is  then  digested  with  strong  hydro- 
chloric acid  (10  concentrated  solution  :  1  water) 
until  all  the  iron  has  dissolved  ;  the  presence  of 
free  chlorine  or  hvdriodio  acid  assists  tne  solution 
of  the  ferric  oxide.     If  alumina  predominates,  it 
may  be  necessary  to  fuse  the  mixed  oxides  with 
potassium  pyrosulphate.     The  solution  is  satu- 
rated with  nydrogen  sulphide  to  reduce  the  iron 
to  the  ferrous  condition  ;  the  excess  of  this  sul- 
phide is  expelled  by  carbon  dioxide,  and  the 
liquid   titrated    yriih   standard   permanganate. 
The  proportion  of  aluminium  is  determined  by 
difference,     (iil.)  Iron  and  aluminium  may  also 
be  separated   by  treating  the  mixed  chlorides 
with  strong  hydrochloric  acid  and  ether  (equal 
vols.) ;  the  ajuminium  chloride  is  precipitated, 
collected,  washed   with   ethereal    nydrochloric 
acid  and  ignited  with  mereurio  oxide  (Gooch  and 
Havens,  Amer.  J.  Sci.  1896,  2,  416).    (iv.)  The 
separation   of  small  quantities  of    aluminium 
from  excess  of  iron  has  been  successfully  effected 
by  the  use  of  phenylhydrazine.     The  iron   is 
first  reduced  to  the  ferrous  condition  by  adding 
hydrochloric   acid   and  ammonium  bisulphite, 
and  the  solution  almost  neutralised  with  am- 
monia, a  slight  excess  of  phenylhydrazine   is 
then  added,  and  after  one  hour  the  aluminium 
hydroxide  is  collected  and  washed  with  a  solu- 
tion of  phenylhydrasine  sulphite.     In  this  way 
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alumimum  can  be  separated  from  iron,  man- 
ganese, caloium,  and  magnesium  (Hess  and 
Campbell,  J.  Amer.  Chenu  Soa  1899,  21,  776). 

Separation  of  iron^  alumimum,  and  phoS' 
phoric  acid.  When  the  total  amount  of  these 
substanoes  is  small,  the  precipitate  obtained  by 
ammonia  is  ignited  and  weighed  (A=Fe.O, 
+AltO,+P|Os).  The  precipitate  is  then  fused 
with  sodium  carbonate  and  silica,  and  the  mass 
extracted  with  water  containing  a  little  am- 
monium carbonate.  The  residue  containing  iron 
and  aluminium  is  evaporated  down  with  sul- 
phuric acid  to  dissolve  the  iron ;  the  solution  is 
reduced  with  hydrogen  sulphide  as  in  the  pre- 
ceding separation,  and  titrated  with  permanga- 
nate solution.  The  solution,  which  contains  all 
the  phosphoric  acid,  is  evaporated  down  with 
hydrochloric  acid  to  remove  silica ;  the  residue 
taken  up  with  water,  and  the  phosphoric  acid 
precipitated  from  the  filtrate  as  magnesium 
ammonium  phosphate.  From  the  weight  of 
magnedum  pyrophosphate  obialned  the  amount 
of  F.O.  is  determined,  and  the  Al^Og  is  obtained 
by  difference.  If  the  total  amount  of  these 
three  substances  is  large,  the  original  solution 
may  be  divided  into  three  aliquot  portions,  in  one 
of  which  the  phosphoric  acid  is  precipitated  as 
ammonium  pnospnomolybdate,  in  the  second 
part  the  iron  is  determined  volumetrioally,  and 
from  the  third  the  total  precipitate  (Fe,0„ 
AlfOsfP^O.)  is  obtained  (compare  Oooksev, 
Analyst,  1908,  33,  437). 

Chromium  is  readily  separated  from  many 
metals,  e,g,  aluminium,  b^  conversion  into 
chromate,  which  is  not  precipitated  hj  alkalis. 
This  can  be  done  in  one  of  the  foUowmg  ways, 
(a)  Make  the  solution  alkaline  with  caustic  potash 
or  soda,  saturate  with  chlorine,  and  tihen  heat  to 
expel  excess  of  gas,  and  decompose  hypochlorites 
by  heating  with  ammonia.  (6)  Ammonium 
persuljphAte  is  added  to  a  solution  containing 
chromium,  iron,  and  aluminium.  On  boiling, 
the  chromium  is  oxidised  to  chromate,  the  acid 
set  free  during  oxidation  being  sufficient  to  keep 
the  iron  and  sluminium  in  solution  (G.  v.  Knorre, 
Zeitsch.  anorg.  C%iem.  1903, 16, 1097).  (For  the 
estimation  of  chromium  in  chromite  and  chrome 
steel,  see  Volumetric  section,) 

Aluminium  from  chromium.  After  chro- 
mium has  been  converted  into  chromic  acid,  the 
aluminium  may  be  precipitated  as  hydroxide 
or  as  phosphate  (v.  Det^mination  of  metals). 
The  filtrate  is  acidified,  heated  to  boiling,  and 
sodium  thiosulphate  added  until  the  ohromium 
is  completely  reduced ;  it  can  then  be  estimated 
as  phosphate  in  the  same  way  as  aluminium. 

Uranium  is  separated  from  the  other  metals 
of  this  group  by  the  solubility  of  its  hydroxide, 
sulphide,  and  acid  uranates,  in  ammonium  car- 
bonate. 

Uranium  from  iron  and  aluminium.  An  acid 
solution  containing  ammonium  salts  is  mixed 
with  excess  of  ammonium  carbonate  and  am- 
monium sulphide  in  a  closed  flask.  The  pre- 
cipitate contains  ferrous  sulphide  and  aluminium 
hydroxide ;  the  uranium  remains  dissolved  as 
the  double  carbonate  U0,-G0.,2(NH«)xC0,. 
The  filtrate  is  concentrated  considerably,  acidi- 
fied  with  hydrochloric  acid,  boiled,  and  the 
uranium  precipitated  as  ammonium  diuranate 
with  ammonia.  The  precipitate  is  ignited  and 
weighed  as   UjOg.      Or  this  oxide    is  heated 


with  dilute  sulphuric  acid  (1:6)  at  170^  in  an 
inert  atmosphere  (carbon  dioxide) ;  the  solu- 
tion which  contains  uranyl  sulphate  (2  mols.) 
and  uranous  sulphate  (1  mo].)f  is  titrated  with 
standard  permanganate  solution. 


1  c.c.  ^  KMnO4=0-03693U. 

Uranium  ores  are  treated  in  the  following 
way.  The  mineral  (0*5-1 0  gram)  is  dissolved 
in  nitric  acid  or  aqua  regia,  silica  removed  by 
evaporation,  the  soluble  residue  extracted  with 
hydrochloric  acid,  and  the  metals  of  the  copper 

Soup  i^ecipitated  b^  hydrogen  sulphide.  The 
trate  is  oxidised  with  potassium  chlorate,  and 
treated  successively  with  ammonium  phosphate, 
ammonia  (till  nearly  neutral),  and  sodium 
carbonate  in  excess.  The  mixture  is  boiled  and 
sufficient  ammonium  chloride  added  to  decom- 
pose excess  of  sodium  carbonate.  The  preci- 
pitate, which  contains  the  iron,  vanadium,  &c., 
is  washed  with  aqueous  ammonium  carbonate. 
This  salt  is  removed  from  the  filtrate  bv  boilii^ 
alone  and  with  nitric  acid.  The  solution  is 
almost  neutralised  with  ammonia,  and  to  the 
boiling  liquid  are  added  successivdy  micro- 
cosmic  salt,  sodium  thiosulphate,  acetic  acid, 
and  finally  ammonium  acetate.  The  precipitate, 
uranyl  ammonium  phosphate,  is  collected,  ignited, 
moistened  with  nitric  acid,  again  ignited  and 
weighed  as  (UO,),P,0^ 

Uranium  is  separated  from  thorium  (and 
iron)  by  means  of  hydroxylamine  hydrochloride, 
which  in  ammoniacal  solution  preci]ntate8 
thorium  and  ferric  hydroxides,  leaving  the 
uranium  in  solution  (Jannasch  and  Schilling, 
Chem.  Zeit.  1906,  29,  248). 

Cerium  is  separated  from  other  metals  by 
saturating  the  solution  with  sodium  sulphate,  this 
salt  being  added  in  fine  powder.  A  crystalline 
double  sulphate  of  cerium  and  sodium  separates, 
and  is  washed  with  a  saturated  solution  of 
sodium  sulphate. 

Ohtcinum  la  precipitated  with  aluminium  in 
Group  III.,  and  separated  from  aluminium  and 
the  other  metals  of  the  group  by  one  of  the 
following  methods:  (i.)  A  saturated  solution 
of  sodium  hydrogen  carbonate  dissolves  out 
glucinum  hydroxide  from  a  precipitate  con- 
taining aluminium  and  ferric  hydroxiaes,  leaving 
the  latter  unaffected  (Parsons  and  Barnes, 
J.  Amer.  Chem.  Soc.  1906,  28,  1689).  (ii)  Alu- 
minium and  glucinum  chlorides  are  separated 
by  saturating  their  solutions  with  hydrogen 
chloride  in  the  presence  of  other ;  the  former  is 
precipitated,  the  latter  romaining  dissolved 
(Amer.  J.  Sci.  [4]  11,  416).  (iiL)  The  acetates 
may  be  separated  by  the  use  of  hot  glacial 
acetic  acid,  from  which  solvent  basic  glucinum 
acetate  Gl40(C0|*CH,)f  separates  on  cooling 
(Parsons  and  Robinson;  cf.  also  Glassmapn, 
fier.  1906,  39,  3366;  and  J.  Amer.  Chem.  Soc 
1896,  17,  688). 

Barium  carbonate  decomposes  glucinum 
chloride,  thus  separating  this  metal  from  those 
of  Group  III&. 

Vanadium  is  separated  from  the  majority  of 
metallic  elements  oy  fusion  with  sodium  car- 
bonate and  potassium  nitrate;  the  vanadium 
dissolves  in  water  as  sodium  vanadate.  Chro- 
mium and  manganese  would  also  be  found  in 
the  aqueous  eirtiract,   but  from  these  metals 
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Tanadiam  is  separated  by  the  addition  of  am- 
monium sidphide  in  excess,  when  chromium 
and  manganese  are  precipitated  respectively  as 
hydroxide  and  sulphide  leaving  vanadium  in 
solution  as  a  thiovanadate  (cf.  Zeitsch.  anorg. 
Chem.  5,  381 ;  Compt.  rend.  1904,  138,  810 ; 
and  Hillebrand,  Amer.  J.  Sci.  [4]  6,  209).  From 
arsenic,  vanadium  may  be  separated  either  by 
reducing  with  sulphur  dioxide  and  precipitating 
arsenious  sulpihide  with  hydrosen  sulphiae  or  by. 
heating  the  mixed  sulphides  in  nydrogen  chloride 
at  IW',  when  the  arsenic  is  volatuised  (Field 
and  Smith,  J.  Amer.  Chem.  Soc.  1896,  18, 1061). 

Vanadium  is  separated  from  phosphoric  acid 
by  reducing  vanadic  acid  to  a  hypovanadic  salt 
with  sulphur  dioxide,  and  precipitating  the 
phosphorus  as  phosphomolvbdate. 

Vanadium  and  molybdenum  are  separated 
by  the  action  ot  hydrogen  sulphide  on  vanadic 
and  molybdic  acids  under  pressure,  moly- 
bdenum sulphide  being  precipitated,  or  am- 
monium metavanadate  may  be  precipitated  by 
the  action  of  excess  of  ammonium  chloride 
(Gibbs,  Amer.  CSiem.  J.  1S83,  5,  371) ;  the  latter 
method  serves  to  separate  vanadium  from 
tun^ten. 

(For  methods  of  ^timating  vanadium  in  iron 
and  steel,  see  Brearley  and  Ibbotson,  The 
Analysis  of  Steel  Works  Materials;  and  Blair, 
The  Chemical  Analysis  of  Iron.) 

Tungsten  is  separated  from  the  majority  of 
other  elements  by  fusion  with  alkali  carbonate 
and  extraction  of  the  alkali  tungstate  with 
water.  This  extract,  when  acidified  with  nitric 
acid  and  evaporated  to  dryness,  yields  tungstic 
acid  as  a  residue  insoluble  in  water.  I^m 
arsenic  and  phosphoric  acids  tungstic  acid  is 
separated  by  the  addition  of  magnesia  mixture, 
which  precipitates  the  arsenic  and  phosphorus, 
leaving  the  tungstate  in  solution  (Gooch,  Amer. 
Chem.  J.  1871,  1,  412 ;  and  Gibbp,  t^id.  1885, 
7,  337). 

The  tunffsten  in  wolframite  may  be  estimated 
by  fusing  we  finely  powdered  ore  (0*6  gram) 
with  0  parts  of  fusion  mixture  in  a  platinum 
crucible  for  half  an  hour.  The  fused  mass  ia 
extracted  with  boiling  water  when  alkali  tung- 
state passes  into  solution  together  with  silicate 
and  stannate.  The  insolubk  residue  contains 
iron,  manganese,  calcium,  and  magnesium  with 
small  amounts  of  oolumbic  and  tantalic  acids. 
The  filtrate  is  evaporated  to  dryness  with  excess 
of  nitric  acid,  and  the  residue,  after  heating  at 
120'',  is  extracted  with  dilute  ammonium  nitoate 
solution ;  the  residue,  which  consists  of  tungstic 
oxide  with  silica  and  stannic  oxide,  is  weighed 
and  then  treated  with  hydrofluoric  acid  and 
weighed  again.  This  second  residue  consists  of 
tungstic  oxide  and  stannic  oxide,  and  the  latter 
is  volatilised  bv  heating  repeatedly  with  am- 
monium chloriae  until  the  weight  of  the  final 
residue  (WO3)  is  constant. 

To  remove  tin  the  mixed  oxides  may  be 
ignited  with  zinc  powder,  and  the  residue,  after 
extraction  with  hydrochloric  acid,  is  tungsten 
trioxido  (Angenot,  Zeitsch.  angew.  Chem.  19, 
140). 

(For  other  separations  of  tungsten  from 
its  usual  associates,  see  J.  Amer.  Chem.  Soc. 
1900,  22,  772 ;  Zeitsch.  anorg.  Chem.  1905,  45, 
396 ;  Zeitsch.  anaL  Chem.  1908,  47,  37 ;  Bull. 
Soc.  Chim.  1908,  13,  892.) 
Vol.  I.— T. 


Calumbium  and  tantalum  are  extracted 
from  columbite  or  tantalite  by  fusing  the 
mineral  with  potassium  hydrogen  sulphate  and 
extracting  the  fused  mass  with  hot  water  and 
hydrochloric  acid.  The  residue  is  treated  with 
ammonium  sulphide  to  remove  tin,  timgsten, 
and  a^ain  extracted  with  hot  hydrochloric  acid. 
The  nnal  residue  is  then  dissolved  in  hydro- 
fluoric acid,  the  filtered  solution  is  treated  with 
potassium  carbonate :  potassium  tantalofluoride 
separates  in  acicular  crystals  and  the  mother 
liquor  furnishes  potassium  columbium  oxy- 
fluoride,  crystaUising  in  plates  (compare  Weiss 
and  Landpcker,  Zeitsch.  anorg.  Chem.  1909, 
64,  65 ;  and  Chesneau,  Compt.  rend.  1909,  149, 
1132). 

Titanium.  In  addition  to  the  process  given 
under  the  estimation  of  titanium,  this  element 
may  be  separated  from  iron  by  the  following 
methods  :  (i.)  By  adding  ammonium  sulphide  to 
an  alkaline  tartrate  solution  of  the  two  elements, 
when  ferrous  sulphide  is  precipitated  (Gooch, 
Amer.  Chem.  J.  1885,  7,  283).  (ii.)  By  precipitat- 
ing titanic  acid  with  phenylhydrazine  (J.  Amer. 
Chem.  Sop.  1895, 25, 421 ).  Titanium  is  separated 
from  aluminium  by  boiling  with  an  alkali  acetate 
and  dilute  acetic  acid,  when  basic  titanium 
acetate  is  precipitated. 

Titanium  and  zircontum  are  separated  by 
the  following  methods :  (i.)  A  solution  of  the 
elements  in  dilute  sulphuric  and  acetic  acids  is 
boiled  for  some  time,  when  titanic  acid  is  preci- 
pitated (J.  pr.  Chem.  1869,  108,  75;  Zeitsch. 
anal.  Chem.  9,  388).  (ii.)  The  acid  solution  is 
boiled  with  zinc  till  the  titanium  is  reduced  to 
titanous  salt,  the  zirconium  is  then  precipitated 
by  the  addition  of  potassium  sulphate  (Compt. 
rend.  1863,  57,  298).  (iiL)  A  neutral  solution 
of  the  nitrates  is  added  drop  by  drop  to  a  boiling 
concentrated  solution  of  ammonium  salioylate 
(1 :  5H,0),  the  solution  boiled  for  one  hour, 
concentrated,  and  the  precipitated  zirconium 
salicylate  coUected  and  washed  with  am- 
monium salicylate  solution.  Titanium  sali- 
cylate is  soluble  in  hot  water  and  remains  in 
the  filtrate  (Dittrich  and  Freund,  Zeitsch.  anorg. 
Chem.  1907,  56,  337,  348). 

Cerium  is  precipitated  in  the  aluminium 
group  (Ill.a),  and,  together  with  the  other  metals 
of  the  rare  earths,  is  separated  from  iron  and 
aluminium  by  means  of  oxalic  acid  or  am- 
monium oxalate.  From  lanthanum,  praseo- 
dymium, and  neodymium  it  may  be  separated 
by  suspending  the  hydroxides  in  aqueous 
caustic  potash  and  passing  in  chlorine  until  the 
liquid  ia  no  longer  alkaline.  The  cerium  remains 
precipitated  as  the  yellow  hydrated  dioxide, 
whilst  the  other  hydroxides  are  dissolved 
(Mosander).  Various  methods  have  been  pro- 
posed similarly  based  on  the  oxidation  of  cerous 
compounds  to  the  eerie  condition  {v,  Ann.  Chem. 
Pharm.  131,  359;  Monatsh.  1884,  5,  508;  Ber. 
35,  672). 

Thoriumf  together  with  the  rare  earths,  is 
separated  from  the  other  elements  by  oxalic 
acid.  The  further  separation  is  effected  by  the 
following  methods : — 

(i.)  Monazite  sand  is  heated  with  concen- 
trated sulphuric  acid  at  180^-200^  for  2  to  3 
hours,  and  the  product  taken  up  with  water,  and 
the  rare  earths  precipitated  by  the  addition  of 
oxalic  acid.    The  precipitated  oxalates,  after 

o 


194 


ANALYSIS. 


washing  till  free  from  phosphoric  acid,  are 
ignited,  and  the  resulting  oxides  dissolved  in 
hydrochloric  acid.  The  excess  of  acid  is  ex- 
pelled hy  evaporation  at  100**,  the  residue  dis- 
solved in  water  and  treated  with  sodium 
thiosulphate.  After  12  hours  the  solution  is 
boiled  for  10  minutes  and  filtered.  The  pre- 
cipitate contains  thorium,  but  contaminated 
with  cerium ;  it  is  therefore  redissolved  and 
the  precipitation  repeated  until  the  filtrate  gives 
no  precipitate  on  boiling  with  ammonia.  At 
this  stage  the  precipitate  is  ignited,  fused  with 
sodium  hydrogen  sulphate,  the  product  dis- 
solved in  water,  and  the  thorium  finally  preci- 
pitated with  oxalic  acid,  the  precipitate  beins 
ignited  and  weighed  as  ThOt  (Frosenius  ana 
Hintz,  Zeitsch.  anal.  Chem.  35,  543). 

(ii.)  The  mixed  oxalates  obtained  as  before 
from  the  monazite  sand  are  decomposed,  and 
the  metals  converted  into  nitrates  by  repeated 
evaporation  with  nitric  acid.  The  neutral  solu- 
tion of  the  nitrates  is  diluted  with  aqueous 
ammonium  nitrate  (10  p.c.)  warmed  to  80% 
and  the  thorium  precipitated  as  peroxide  by  the 
addition  of  pure  hyorogen  x>®roxide  solution. 
The  precipitate,  which  contains  a  trace  of 
cerium  peroxide,  is  filtered,  washed  with  aqueous 
ammonium  nitrate,  ignited  and  weighed  as 
ThO,  (Benz,  Zeitsch.  angew.  Chem.  1902,  15, 
297  ;  compare  Chem.  Zeit.  1908,  32,  509). 

(iii. )  Precipitation  by  organic  acids,  (a)  Fumaric 
acid  precipitates  thorium  fumarate  in  40  p.o. 
alcohol,  leaving  the  other  rare  earths  in  solution 
(Metzger,  J.  Amer.  Chem.  Soc.  1902,  24,  901). 
Ifi)  m-Nitrobenzoio   acid  in   aqueous   solution 

Precipitates  its  thorium  salt,  the  separation 
eing  complete  in  the  presence  of  aniline. 
Under  these  conditions,  cerium,  praseodymium, 
neodymium,  and  lanthanum  remain  in  solu- 
tion (Kolb  and  Akele,  Zeitsch.  angew.  Chem. 
1906,  18.  92). 

(iv.)  Boiling  with  potassium  azide  in  neutral 
solution  leads  to  the  precipitation  of  thorium 
hydroxide,  the  salts  of  the  other  rare  earth 
metals  being  unaffected  (Dennis,  J.  Amer.  Chem. 
Soc.  1896,  18,  947).  Fusion  with  potassium 
hydrogen  fluoride  separates  thorium  and  cerium 
from  zirconium,  for  on  extraction  with  water 
containing  a  little  hydrogen  fluoride,  potassium 
zirconofluoride  dissolves,  leaving  benind  the 
fluorides  of  thorium  and  cerium  (Chem.  News, 
1897,  75,  230). 

Manganese  and  iron  are  separated  in  their 
alloys  (ferromanganese,  &c.)  bv  dissolving  the 
alloy  in  hydrochloric  acid  witn  a  little  nitric 
acid.  After  boiling  off  nitrous  fumes,  the  solu- 
tion is  flltered  and  diluted  with  boiling  water 
to  600  c.c.  Ammonia  is  added  till  a  faint 
turbidity  remains,  excess  of  neutral  ammonium 
acetate  is  then  quickly  added,  and  the  solution 
boiled.  The  basic  ferric  acetate  thus  precipi- 
tated contains  some  manganese ;  it  is  therefore 
redissolved  and  the  separation  repeated.  The 
united  filtrates  are  treated  with  excess  of 
bromine  followed  by  strong  ammonia  also  in 
excess  ;  the  liquid  is  vigorously  agitated  durinc 
the  addition  of  these  reagents,  and  then  heated 
slowly  to  boiling.  The  precipitate  is  collected, 
washed  with  boiling  water,  ignited  and  weighed 
as  MnjO*  (compare  Riggs*  Amer.  J.  Sci.  43,  135 ; 
Gooch,  Zeitsch.  anorg.  Chem.  1898,  17,  268; 
Brearley  and  Ibbotson,  C^em.  News,  1902,  82, 


209 ;  Zeitsch.  anal.  Chem.  1904,  43,  382 ; 
Jannasch  and  Rtthl,  J.  pr.  Chem.  1905,  72,  1  ; 
Moore  and  Miller,  J.  Amer.  Chem.  Soc,  1908, 
30,  593). 

Nicicd  from  cobalt.  The  solution,  which 
should  contain  but  little  free  acid,  is  mixed  with 
excess  of  pure  potassium  cyanide  fred  from 
cyanate  (the  ordinary  cyanide  is  fused  with  char- 
coal, dissolved  in  water,  filtered,  and  evaporated 
in  a  silver  dish),  heated  to  boiling,  and  mixed 
with  a  solution  of  mercuric  oxide  in  mercurio 
cyanide.  The  precipitate,  when  washed,  dried, 
and  ignited,  leaves  a  residue  of  nickel  oxide 
NiO,  which  is  weighed.  Cobalt  is  usually  deter- 
mined by  difference ;  but  if  direct  estimation 
is  required,  the  filtrate  from  the  nickel  is  eva- 
porated to  dryness,  heated  for  some  time 
with  strong  sulphuric  acid,  and  the  cobalt 
estimated  in  the  solution. 

Nickel  can  be  separated  from  cobalt  and  all 
the  other  metals  of  Groups  III.  and  IV.  by  pre- 
cipitation in  ammoniacal  or  dilute  acetic  aoid 
solution  with  dimethylglyoxime  {see  Estimation 
of  nickel).  If  ferric  salts  are  present,  they  should 
be  reduced  to  the  ferrous  condition,  or  tartaric 
acid  is  added  before  rendering  the  solution  alka- 
line ;  the  organic  acid  prevents  the  co-precipita- 
tion of  iron,  chromium,  and  aluminium  (Brunck, 
Zeitsch.  angew.  Chem.  1907,  20,  1845). 

Cobalt  from  nicled.  (i. )  In  acetic  acid  solution, 
nitroso-iS-naphthol  precipitates  the  cobalt  as 
cobaltio  nitroso-/3-naphthoxide  (Ilinski  and 
Knorre,  Ber.  18, 699).  (ii.)  Cobaltio  hydroxide  is 
precipitated  from  a  neutral  solution  of  the  two 
metals  by  barium  carbonate  and  bromine  water 
(Taylor,  Proc.  Manchester  Phil.  Soc.  1902,  46, 
(ii)  1).  (iii.)  Small  quantities  of  cobalt  can  be 
detected  and  estimated  in  the  presence  of  nickel 
by  adding  to  a  neutral  solution  concentrated 
aqueous  ammonium  thiocyanate.  On  shaking 
with  amyl  alcohol  and  ether,  these  organic 
solvents  extract  the  double  salt  (NH|),Co(CNS)4 
(blue  solution),  leaving  the  nickel  in  the  aqueous 
solution  (Ber.  1901,  34,  2050  and  3913).  Zino 
is  also  removed  with  the  cobalt. 

Cobalt  is  precipitated  as  double  nitrite  on 
adding  potassium  nitrite  to  an  acetic  acid  solu- 
tion of  the  two  metals ;  the  nickel  is  l^t  in  solu- 
tion (Fischer,  Pogg.  Ann.  72,  477;  and  Funk, 
Zeitsch.  anal.  Chem.  1907,  46,  1). 

Separation  of  zinc,  manganese,  nickel,  and 
cobalt.  The  slightly  aoid  solution  of  the  four 
metab  is  treat^  with  sodium  carbonate  till  a 
permanent  precipitate  is  formed,  which  is  redis- 
solved by  a  few  drops  of  hjrdrochlorio  acid; 
then  for  every  100  c.o.  of  liquid  15  drops  of  the 
same  acid  are  added,  followed  by  10  o.c.  of  20  p.c. 
ammonium  thiocyanate ;  the  solution  heated  to 
70^  is  then  saturated  with  hydrogen  sulphide; 
the  zino  in  the  precipitate  is  determined  either 
as  sulphide  or  oxide.  Manganese  is  separated 
from  nickel  and  cobalt  by  passing  hydrogen 
sulphide  into  a  solution  of  their  saSs  in  acetio 
acid  cont-aining  excess  of  ammonium  acetate, 
when  nickel  and  cobalt  are  precipitated  as 
sulphides;  the  filtrate  may,  however,  still  con- 
tain small  amounts  of  these  metals.  The  solu- 
tion is  concentrated,  treated  with  ammonium 
sulphide,  and  then  with  acetic  acid.  A  further 
precipitate  of  nickel  and  cobalt  sulphides  is 
thus  obtained  {v.  Tread  well  and  Kramers, 
Zeitsch.  anorg«  Chem.  1901,  26,  184  -,  compare 
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J.  Soc.  Chem.  Ind.  1905,  24,  228;  BuD.  Soo. 
Chim.  1908,  (iv.)  3,  114). 

Zinc  from  nickel  and  cobalt.  Add  excess  of 
pure  potassium  cyanide  and  precipitate  the  zinc 
with  sodium  sulphide. 

Gbodt  IV. — ^The  metals  of  this  group  are 
separated  from  those  of  the  foUowmg  group 
by  precipitation  \^ith  ammonium  carbonate  (v. 
Oeneral  methods  cf  estimation).  The  liquid 
is  first  made  alkaline  with  ammonia  and  after- 
wards heated  to  boiling  to  ensure  complete  pre- 
cipitation. 

Barium  from  calcium  and  strontium.  The 
dilate  neutral  or  feebly  acid  solution  is  mixed 
with  excess  of  freshly  prepared  hydrofluosilicic 
acid  and  one-third  its  volume  of  95  p.o.  alcohol 
allowed  to  stand  twelve  hours,  collected  on  a 
weighed  filter,  washed  with  a  mixture  of  equal 
parts  of  water  and  alcohol,  and  dried  at  100^. 
Calcium  and  strontium  are  not  precipitated. 

Barium  from  strontium.  Ammonium  bichro- 
mate and  ammonium  acetate  are  added  alter- 
nately to  a  solution  of  barium  and  strontium 
salts  containing  ammonium  acetate.  After 
three  hours  the  precipitate,  BaOrO«,  is  washed 
with  ammonium  acetate  solution,  dried  at  180~, 
and  weighed  (Kahan,  Analyst,  1908,  33,  12; 
t^.  Zeitsch.  anal.  Chem.  1905,  44,  742  ;  J.  Amer. 
Chem.  Soo.  1908,  30,  1827). 

Barium  and  strontium  from  calciuTn.  The 
solution  is  mixed  with  a  concentrated  solution 
of  ammonium  sulphate,  using  50  parts  of  the 
latter  salt  for  one  part  of  the  mixed  salts, 
heated  to  boiling  with  addition  of  a  small  quan- 
tity of  ammonia,  and  the  precipitate  washed 
with  water  containing  ammonium  sulphate.  The 
filtrate  contains  the  calcium,  which  can  be 
precipitated  by  ammonium  oxalate. 

Calcium  from  strontium.  Convert  the  metals 
into  nitrates,  evaporate  to  dryness,  and  extract 
with  a  mixture  of  equal  volumes  of  alcohol  and 
ether,  which  dissolves  calcium  nitrate  but  not 
strontium  nitrate. 

Calcium  from  strontium  and  barium.  The 
nitrates  are  dried  at  140"  and  extracted  with 
amyl  alcohol,  which  dissolves  out  the  calcium 
salt,  leaving  the  other  two  undissolved  (Brown- 
ing, Amer.  J.  ScL  43,  50,  314). 

Calcium  from  magnesium.  The  calcium  is 
precipitated  by  ammonium  oxalate  (v.  Determi' 
nation  of  metals),  adding  sufficient  of  this  salt 
to  convert  both  metals  into  oxalates,  since 
calcium  oxalate  is  appreciably  soluble  in  a  solu- 
tion of  magnesium  chloride.  In  very  accurate 
separations  the  precipitate  should  be  filtered  off, 
redissolved  in  hydrochloric  acid,  and  reprecipi- 
tated  by  adding  excess  of  ammonia  and  a  small 
quantity  of  ammonium  oxalate  {cf.  Richards, 
Zeitsch.  anoig.  Chem.  1901,  28,  71;  Zeitsch. 
angew.  Chem.  1908,  21,  592 ;  J.  Amer.  Chem. 
Soc.  1909,  31,  917). 

Gboup  V. — Magnesium  from  aUedlis.  The 
magnesium  is  precipitated  with  ammonium 
phosphate  in  the  usual  way,  the  filtrate  evapo- 
rated to  dryness,  heated  to  expel  ammonium 
salts,  the  residue  evaporated  two  or  three  times 
with  strong  nitric  acid  to  remove  hydrochloric 
acid,  and  the  phosphoric  acid  removed  by  stannic 
oxide  (v.  Phosphoric  acid  from  metals ;  v.  Gibbs, 
Amer.  J.  SoL  [3]  5,  114;  Neubauer,  Zeitsch. 
angew.  Chem.  1896,  9,  439;  Gooch,  Zeitsch. 
anoiig.  Chem.  1899,  20,  121). 


In  solutions  free  from  ammonium  salts,  the 
magnesium  can  be  precipitated  as  magnesium 
hydroxide  by  the  addition  of  aqueous  barium 
hydroxide.  The  excess  of  barium  is  removed 
by  ammonium  carbonate  and  the  alkalis  are 
determined  in  the  filtrate.  Magnesium  chloride 
is  also  separated  from  the  alluili  chlorides  by 
ignition  with  mercuric  oxide,  when  mercuric 
chloride  and  the  excess  of  oxide  volatiUse,  leaving 
magnesia,  from  which  the  soluble  alkali  chlorides 
are  readily  separated. 

Alkalis  from  magriesium.  (a)  The  solution 
is  made  distinctly  alkaline  with  pure  milk  of 
lime  (calcium  hydroxide  suspended  in  water) 
and  boiled  for  son^e  time,  care  beuig  taken  that 
it  remains  alkaline.  The  liquid  is  filtered,  made 
alkaline  with  ammonia,  and  the  calcium  pre- 
cipitated by  adding  ammonium  carbonate  and 
a  small  quantity  of  ammonium  oxalate.  The 
filtrate  is  acidified  with  hydrochloric  acid  and 
evaporated  in  a  weighed  platinum  dish,  heated 
to  expel  ammonium  salts,  and  the  alkaline 
chlorides  weighed.  They  should  dissolve  com- 
pletely in  water  and  should  give  no  precipitate 
when  mixed  with  ammonium  carbonate  and 
allowed  to  stand  for  some  time.  If  any  calcium 
is  present,  it  must  be  removed  by  repeating  the 
treatment  with  ammonium  carbonate  and 
oxalate. 

(6)  The  solution,  which  must  contain  only 
potassium,  sodium,  and  magnesium,  is  mixed 
with  excess  of  oxalic  acid,  evaporated  to  dryness, 
and  the  oxalic  acid  expelled  by  heating  carefully 
over  a  lamp  until  white  fumes  cease  to  come  off. 
The  residue  is  treated  with  water,  when  potas- 
sium and  sodium  dissolve  as  carbonates,  whilst 
magnesium  oxide  remains  undissolved. 

Alkalis  from  sUieates.  (a)  The  finely  pow- 
dered silicate  (1  gram)  is  mixed  intimateW  with 
an  equal  weight  of  ammonium  ohlori^  and 
eight  parts  of  dense  granular  calcium  carbonate, 
and  heated  to  redness  for  half  an  hour.  The 
product  is  boiled  with  water  in  a  platinum  or 
silver  dish  for  two  hours,  care  being  taken  to 
make  up  the  loss  by  evaporation,  the  liquid 
is  filtored  and  the  residue  well  washed  with  hot 
water.  The  filtrate,  which  contains  calcium  and 
the  alkalis,  is  treated  in  the  manner  just  de- 
scribed. In  this  method  of  decomposition, 
which  is  due  to  J.  Lawrence  Smith,  the  silicate 
is  decomposed  by  the  calcium  oxide,  which  is 
dissolved  by  the  fused  calcium  chloride  formed 
by  the  action  of  the  ammonium  chloride  on  the 
calcium  carbonate. 

(b)  The  silicate  is  treated  in  a  platinum  dish 
with  excess  of  sulphuric  and  hydrofluoric  acids, 
and  the  mixture  evaporated  on  the  water-bath 
until  the  mineral  is  entirely  decomposed.  The 
temperature  is  then  raised  to  drive  off  the 
greater  part  of  the  sulphuric  acid,  and  the 
cooled  residue  extracted  with  water.  The  sul- 
phates are  converted  into  chlorides  by  barium 
chloride,  the  metals  of  Groups  III.  ana  IV.  pre- 
cipitated by  ammonia  and  ammonium  carbonate, 
the  magnesium  removed  by  barium  hydroxide, 
and  the  excess  of  this  reagent  eliminated  by 
ammonia  and  ammonium  carbonate.  The  alkaU 
chlorides  remaining  in  the  final  filtrate  are 
estimated  as  indicated  in  the  following  section. 
Certain  native  silicates  of  the  andalusite  group 
are  not  decomposed  completely  by  this  treat- 
ment with  hydrofiuoric  acid ;    these  minerals 
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may,  however,  be  broken  up  by  ignition  with 
ammonium  fluoride. 

(c)  The  alkali  and  other  metak  contained  in 
a  refractory  silicate  may  be  separated  by  heat- 
ing the  mineral  with  lead  carbonate.  The  pro- 
duct ia  extracted  with  nitric  acid;  the  lead 
removed  as  chloride  and  sulphide,  and  the 
metala  in  solution  dealt  with  in  the  customary 
manner  (Jannasch,  Zeitsch.  anorg.  Chem*  1895, 
8,364). 

{d)  Silicates  of  different  types  are  decomposed 
by  fusion  with  boric  anhydride  followed  by 
extraction  with  methyl  alcoholic  hydrogen 
chloride  and  evaporation  to  remove  the  boric 
acid  as  volatile  methyl  borate  (Ber.  1895,  28, 
2822  ;  Zeitsch.  anoig.  Chem.  1896,  12»  208). 

PotoMfum  from  aodiutn.  The  metals  are 
converted  into  chlorides,  which  are  evaporated 
to  dryness  and  weighed  together  after  dryixi^  at 
150^.  The  salts  are  dissoived  in  water,  mixed 
with  platinio  chloride  in  sufficient  quantity  to 
convert  both  into  platiniohlorides,  and  ^^y^p- 
rated  nearly  but  not  quite  to  dryness.  The 
residue  is  then  treated  with  alcohol,  which  dis- 
solves the  sodium  but  not  the  potassium  salt 
(v,  Pokustum),  If  the  mixture  is  evaporated  to 
complete  dryness  and  heated  so  that  the  sodium 
platiniohloride  becomes  anhydrous,  it  dissolves 
^vith  difficulty  in  alcohol.  Under  some  condi- 
tions reversion  takes  place  and  sodium  chloride 
separates  in  white  crystals  insoluble  in  alcohol. 
In  this  case  the  edcohol  is  very  carefully  evapo- 
rated and  the  residue  again  treated  with  platinic 
chloride. 

In  order  to  separate  small  quantities  of  po- 
tassium from  large  quantities  of  sodium,  advan- 
tage may  be  taken  of  the  fact  that  potassium 
chloride  is  more  soluble  than  sodium  chloride 
in  strong  hydrochloric  acid  (ZeitsolL  analyt. 
Chem.  1880,  156).  The  dry  mixed  chlorides  are 
thoroughly  moistened  with  concentrated  hydro- 
chloric acid :  2  c.c.  of  the  acid  is  then  added, 
and  the  salt  thoroughly  crushed  and  stirred  with 
a  glass  rod.  After  standing  for  a  few  minutes 
the  acid  is  poured  off  into  a  small  dish.  Ten 
repetitions  of  this  treatment,  using  2  c.c  of 
acid  each  time,  will  suffice  to  remove  all  potas- 
sium, whilst  the  greater  part  of  the  sodium 
chloride  is  not  dissolved.  The  acid  solution  is 
evaporated  to  dryness  and  the  potassium  deter- 
mined as  platiniohloride  (Chom.  Soc.  Trans.  39, 
506).  B^  adopting  this  plan  much  less  platinic 
chloride  is  required,  and  the  separation  is  much 
more  accurate. 

Lithium  from  sodium  and  poUuaium.  When 
a  lithia-oontaining  silicate  {e.g,  lepidolite)  is 
broken  up  by  one  of  the  preceding  processes 
the  precipitable  metals  of  Groups  L-IV.  are 
first  removed  and  the  alkali  metab  converted 
into  chlorides.  The  combined  chlorides  are 
dried  and  weighed;  potassium  is  estimated  in 
one  portion,  and  in  a  second  portion  the  lithium 
is  estimated  by  extracting  the  chlorides  with 
amyl  alcohol  or  with  ether-alcohol  saturated 
with  hydrogen  chloride.  Anhydrous  lithium 
chloride  is  soluble  in  these  media,  whereas 
sodium  and  potassium  chlorides  are  practically 
insoluble  therein.  Lithium  chloride  has  also 
been  separated  from  the  chlorides  of  the  other 
alkali  metals  and  barium  bv  dissolving  it  in 
boiling  pyridine,  in  which  the  others  are  in- 
soluble (Kahlenberg  and  Krauskopf,  J.  Amcr. 


Chem.  Soc.  1908, 30, 1 104).  fFor  the  separation 
of  lithium  as  phosphate  and  fluoride,  see  Ann. 
Chim.  Phys.  98,  193;  Frdl.  29,  332,  and 
Analyst,  16,  209.) 

Rubidium  and  ccesium  are  separated  from 
each  other  and  from  potassium  by  taking  advan- 
tage of  the  difference  in  the  solubility  of  tiieir 
platinichlorides.  Rubidium  hydrogen  tartrate  ia 
more  than  nine  times  less  soluble  than  the 
cflBstum  salt.  Caesium  carbonate  alone  of  the 
alkali  carbonates  is  soluble  in  aloohoL  C«»ium 
eives  rise  to  a  series  of  sparingly  soluble  per- 
nalides  and  yields  double  chlorides  with  lead  and 
antimony  cnlorides  (v.  Wells,  Amer.  J.  Sci.  43, 
[3]  17;  and  Amer.  Chem.  J.  1901,  26,  265). 

Ammonium  salts  can  be  removed  from  a 
solution  in  two  ways:  (1)  By  evaporating  to 
dryness  and  carefully  heating  over  a  lamp  until 
all  fumes  cease  to  come  off.  (2)  By  concen- 
trating the  solution  and  heatinc  for  some  time 
with  excess  of  strong  nitric  acicL  When  evolu- 
tion, of  oxides  of  nitrogen  ceases,  the  liquid  Is 
evaporated  to  complete  dryness  and  the  mtrates 
converted  into  chlorides  by  repeated  treatment 
with  hydrochloric  acid  if  necessary. 

B.  The  Estimation  of  Acid  Badides, 

Bromine  from  chlorine,  (a)  The  two  ele- 
ments are  precipitated  by  excess  of  silver  nitrate 
and  weighed  together.  The  filter  ash  is  removed, 
the  precipitate  cautiously  heated  to  fusion,  and 
a  portion  poured  into  a  weighed  porcelain  boat. 
The  boat  is  affain  weighed,  heated  to  fusion  in 
a  current  of  dry  chlorine  in  a  glass  tube  until 
all  bromine  is  expelled,  and  the  silver  chloride 
formed  is  weighed.  It  is  Advisable  to  heat  in 
chlorine  for  a  further  period  of  ten  minutes  and 
weigh  i^ain.  The  loss  of  weight  multiplied  by 
4*223  gives  the  amount  of  silver  bromide  in  the 
weight  of  precipitate  treated  with  chlorine,  from 
which  ike  quantity  in  the  whole  precipitat<e  is 
readily  calculated  (v.  Indirect  methods  of  de- 
temiinaiion). 

This  method  gives  accurate  results  if  the 
proportion  of  bromine  is  not  too  small.  When 
a  small  quantity  of  bromine  ia  mixed  with  a 
large  quantity  of  chlorine,  the  former  may  be 
concentrated  by  taking  advantage  of  the  fact 
that  if  a  limited  quantity  of  silver  nitrate  is 
added,  the  precipitate  will  contain  all  the  bro- 
mine, but  only  a  portion  of  the  chlorine.  In  one 
Sortion  of  the  substance  the  two  elements  are 
etermined  together  by  complete  precipitation. 
Another  portion  in  somewhat  dilute  solution  is 
mixed  with  a  quantity  of  silver  nitrate  insuffi- 
cient for  complete  precipitation,  and  allowed  to 
stand  in  the  cold  for  some  time  with  repeated 
agitation.  The  precipitate  Is  collected,  washed, 
and  weighed,  and  the  projiortion  of  bromine 
determined  in  the  manner  already  described. 
The  quantity  of  silver  nitrate  which  should  be 
used  depends  upon  the  relative  proportions  of 
chlorine  and  bromine.  If  one  part  of  bromine 
is  present  for  every  1000  parts  of  chlorine,  one- 
fifth  or  one-sixth  of  the  silver  necessary  for  com- 
plete precipitation  should  be  used ;  If  one  part 
to  10,000,  only  one-tenth ;  if  one  part  to  100,000, 
only  one-sixtieth  (Fehling). 

(h)  The  solution  of  tne  two  halides  heated 
at  70^-80^  is  treated  with  ammonium  x>®rsul- 
phate,  and  the  liberated  bromine  volatilised  in  a 
current  of  air,  collected  in  sulphurous  acid,  and 
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estimated  as  silver  bromide  (Engel,  Compt.  rend. 
18d4,  118,  1263). 

Iodine  is  aeparaied  from  chlorine  in  exactly  the 
same  way  as  bromine  from  chlorine.  The  loss  of 
weuzht  on  treating  with  chlorine,  multiplied  by 
2*569,  gives  the  weight  of  silver  iodide  in  the 
portion  of  precipitate  taken. 

Iodine  from  chlorine  or  bromine.  The  solu- 
tion is  8lij|;htly  acidified  with  hydrochloric  acid, 
mixed  with  paUadious  chloride  until  precipi- 
tation 18  complete,  and  allowed  to  stand  in  a 
warm  place  for  twenty-four  or  forty-eight  hours. 
The  precipitate  of  palladious  iodide  Pdl,  is 
collected  on  a  weighed  filter,  washed  with  warm 
water,  and  dried  at  100°,  or  is  reduced  by  heating 
in  hydrogen  and  the  metal  weished. 

Iodine  can  also  bo  liberated  by  nitrous  acid 
and  estimated  volumetrioally  (v.  Volumelric 
methods). 

Bromine,  chlorine,  and  iodine  from  one 
anoiher.  (a)  The  three  elements  are  precipi- 
tated and  weighed  together  in  one  part  of  the 
solution.  In  another  part  the  iodine  is  separated 
as  paUadious  iodide  by  palladious  chloride,  or 
better,  nitrate;  the  excess  of  palladium  is 
removed  by  hydrogen  sulphide  and  excess  of 
the  latter  by  ferric  sulphate ;  and  the  chlorine 
and  bromine  in  the  filtrate  are  precipitated  com- 
pletelv  or  fractionally  and  the  bromine  deter- 
mined in  the  manner  previously  described.  The 
chlorine  is  estimated  by  difference. 

(6)  A  direct  method  of  estimating  the  three 
halogens  in  a  mixture  of  their  solubk  salts  has 
been  inves^iated  by  Jannasch  and  his  colla- 
borators. I%e  process  in  its  present  sta^  of 
development  gives  a  sharp  separation  of  ohforine 
and  i<>dine,  but  the  results  for  bromine  are 
rather  low.  The  mixture  dissolved  in  25  c.c. 
of  water  is  heated  to  boiling  with  acetic  acid 
and  hydrogen  peroxide,  and  die  liberated  iodine 
expelled  by  a  current  of  carbon  dioxide.  The 
bromine  is  then  liberatod  by  adding  excess  of 
hvdrogen  peroxide  and  moderately  strong  sul- 
phuric acid  (5 :  3).  The  iodine  is  collected  in 
an  ammoniacal  solution  of  hydrazine  sulphate 
and  the  bromine  in  alkaline  hydrazine  sulphate. 
After  acidifying  with  nitric  acid,  the  iodine  and 
bromine  are  precipitated  as  silver  salts,  and  the 
chlorine  left  in  the  distilling  flask  is  similarly 
precipitated  (Ber.  1906,  39,  196,  3665 ;  J.  pr. 
Chem.  1908,  78,  29;  Zeitsch.  anorg.  Chem.  1, 
144  and  245).  (For  other  processes  for  sepa- 
rating the  halogens,  see  Volumetric  section ;  and 
Honatsh.  13,  1 ;  Chem.  Soc.  Trans.  1893,  63, 
1051 ;  Compt.  rend.  1898,  126,  187 ;  Ber.  1899, 
32,  3615.) 

Several  indirect  methods  of  estimating  these 
three  elements  in  a  mixture  have  been  pro- 
posed. Thev  are  based  on  the  methods  given, 
together  with  the  fact  that  the  radicles  may  be 
pvecipitated  exactly  by  a  standard  solution  of 
silver  nitrate  and  the  precipitate  weighed,  the 
proportion  of  silver  ana  halides  in  the  precipi- 
tate being  thus  determined  {v.  Fresenius, 
Quantitative  Analysis,  sect.  5). 

Indirect  Methods  of  Determination,  This 
estimation  of  two  or  three  halogens  in  a 
mixture  furnishes  a  good  example  of  indirect 
methods  of  analysis,  which  are  adopted  in  those 
cases  where  the  separation  of  two  or  more 
constituente  is  eiUier  impossible  or  inconvenient. 
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The  calculation  of  the  relative  proportions  of 
these  constituents  becomes  possible  when  one 
can  obtain  as  many  independent  relationships 
as  there  are  radicles  to  oe  determined.  The 
estimation  of  chlorine  and  bromine  (a)  is  a  case 
in  point.  The  loss  of  weight  due  to  the  replace- 
ment of  Br.(79-92)  by  a(35-46)  is  proportional 
to  the  amount  of  bromine  present.  Let  w  = 
loss  of  weight.    Now 

CI 

lir 

or  Br  »  1-797  w :  i.e.  the  loss  of  weight  multi- 
plied by  1*797  gives  the  quantity  of  bromine 
present. 

Similarly,  the  halogens  in  a  mixture  of 
soluble  chloride,  bromide,  and  iodide  can  be 
calculated  from  the  following  data:  (L)  the 
amount  of  iodine  present,  set  free  by  nitrous 
acid  or  hydrogen  peroxide  and  acetic  acid ; 
(ii.)  the  totel  weight  of  mixed  silver  halides 
obtained  from  a  known  amount  of  mixture ; 
(iii.)  the  silver  required  for  the  complete  pre- 
cipitation of  the  three  halogens  ;  this  is  obtamed 
volumetrically.  The  indirect  method  can  also 
be  applied  to  the  estimation  of  sodium  and 
potassium  contained  in  the  mixed  chlorides 
from  a  silicate  analysis  (v.  supra).  The  date 
required  are:  (i.)  the  weight  A  of  mixed 
chlorides  ;  (ii.)  the  weight  B  of  chlorine  therein 
conteined,  this  amount  being  determined  either 
c;ravimetrically  or  volumetrically.  Let  x  and  y 
be  the  amounte  of  potassium  and  sodium 
respectively,  then  these  quantities  are  readily 
calculated  from  the  following  equations,  where 
CI,  K,  and  Na  represent  the  atomic  weighte  of 
these  elements. 

3;  +  y  =  A-B 

These  indirect  methods  give  useful  resulte 
only  when  the  atomic  or  molecular  weishte  of 
the  two  radicles  differ  considerably,  ana  when 
the  quantities  present  are  approximately  e^ual. 
Moreover,  the  resulte  are  affected  to  a  consider- 
able extent  by  comparatively  small  experi- 
mentel  errors. 

Cyanide  from  chloride.  Silver  nitrate  is 
added  in  excess  to  an  approximately  2  p.c. 
solution  of  soluble  cvanide  and  chloride.  An 
excess  of  normal  nitno  acid  is  now  added,  and 
the  mixture  containing  the  freshly  precipiteted 
silver  salte  is  distilled,  when  hydrocyanic  acid  is 
expelled  quantitetivelv  and  estimated  in  the 
distillate  by  precipitetion  as  silver  cyanide  with 
acidified  silver  nitrate,  drying  this  precipitote 
at  110^,  and  weighing  in  a  Gooch  crucible  or  on 
a  tered  filter  paper  (rlimmer,  Chem.  Soc.  Trans. 
1904,  85,  12 ;  compare  also  Richards  and 
Singer,  Amer.  Cliem.  J.  1902,  27,  205). 

Phosphoric  acid  from  metals,  (a)  The  nitric 
acid  solution,  as  free  as  possible  from  hydro- 
chloric acid,  and  free  from  silicic  and  arsenic 
acids,  is  mixed  with  excess  of  a  solution  of  am- 
monium molybdate  in  nitric  acid,  heated  f^ntly 
for  a  few  minutes,  and  filtered  after  stending  for 
a  short  time.  The  prccipitete  is  washed  \nth 
dilute  nitric  acid,  dissolved  in  ammonia,  and  the 
phosphoric  acid  precipiteted  by  magnesia 
mixture.  This  method  is  more  espcciedly  ap- 
plicable when  the  quantity  of  phosphoric  acid 
is    relatively    small.      To    pre|)aro    ammonium 
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molybdate  solution,  25  grams  of  the  salt  is  dis- 
solved in  100  CO.  of  dilute  ammonia, and  the  solu- 
tion poured  gradually  with  constant  and  vigorous 
agitation  into  500  c.c.  of  a  mixture  of  3  vols, 
strong  nitric  acid  and  1  vol.  water.  The  liquid 
is  heated  at  50°  for  some  time  and  the  clear 
solution  drawn  off. 

(b)  By  stannic  oxide.  The  nitric  acid  solu- 
tion is  concentrated,  mixed  with  fuming  nitric 
acid  boiling  at  86*^,  heated  gently,  and  granulated 
tin  added  gradually  in  quantity  not  less  than 
four  times  the  amount  of  phosphoric  acid  pre- 
sent. The  stannic  oxide  produced  forms  an  in- 
soluble compound  with  the  phosphoric  acid. 
This  is  filtered  off,  washed  Mrith  hot  water,  dis- 
solved in  caustic  potash,  the  solution  saturated 
with  hydrogen  sulphide,  acidified  with  acetic 
acid,  and  the  stannic  sulphide  removed.  The  fil- 
trate is  concentrated,  any  stannic  sulphide  which 
separates  subsequently  is  removed,  and  the 
phosphoric  acid  is  estimated  in  the  usual  way. 
The  original  filtrate  from  the  stannic  oxide  con- 
tains the  metals  previously  combined  with  the 
phosphoric  acid. 

(c)  The  nearly  neutral  solution  is  mixed 
with  silver  nitrate  and  digested  for  some  time 
with  excess  of  silver  carbonate.  The  phos- 
phoric acid  separates  as  silver  phosphate,  the 
metak  remain  in  solution  with  the  excess  of 
silver  nitrate.  The  silver  is  removed  by  hydro- 
chloric acid. 

{d)  When  the  phosphoric  acid  is  combined 
with  metals  which  form  phosphates  insoluble  in 
water  but  soluble  in  acetic  acid,  the  solution 
is  nearly  neutralised,  mixed  with  sodium  or 
ammonium  acetate,  and  a  slight  excess  of  ferric 
chloride  containing  a  known  weight  of  iron 
added.  The  liquid  is  heated  to  boiling,  the 
mixture  of  ferric  phosphate  and  basic  acetate 
washed  with  hot  water,  dried,  and  heated  in  a 
platinum  crucible  until  the  weight  is  constant. 
The  weight  of  the  precipitate  minus  the  known 
weight  of  the  ferric  oxide  ffives  the  phosphoric 
anhydride  ^tO^.  The  precipitate  ma^  be  mois- 
tened with  nitric  acid  before  the  final  ignition. 

Phosphoric  acid  in  sUiccUes,  In  the  analysis 
of  silicates  (v.  supra)  the  phosphoric  acid  is 
found  together  with  iron  and  aluminium  in  the 
precipitate  produced  by  ammonia  in  the  filtrate 
from  the  suica.  This  mixture  is  analysed  in 
accordance  with  the  method  indicated  under  the 
separations  of  metals  (Group  III.). 

Phosphorus  and  silicon  in  iron  and  sieeL  The 
iron  or  steel  borings  are  dissolved  in  nitric  acid 
(IHNO,  8p.gr.  l*4:lHgO);  the  solution  eva- 
porated to  dryness,  and  the  residue  ignited 
carefully  until  all  the  ferric  nitrate  is  converted 
into  ferric  oxide.  The  ignited  residue  is  dis- 
solved in  concentrated  hydrochloric  acid  heated 
nearly  to  boiling,  when  the  ferric  oxide  and 
phosphate  pass  mto  solution,  leaving  insoluble 
silica.  The  solution  is  evaporated  to  dryness, 
moistened  with  strong  hydrochloric  acid,  and 
taken  up  with  water ;  the  silica  is  collected, 
ignited,  and  weighed,  its  purity  being  tested  by 
treatment  with  hydrofluoric  and  sulphuric  acids. 
The  phosphoric  acid  in  the  filtrate  is  estimated 
by  either  of  the  following  methods. 

(a)  The  ferric  solution,  diluted  and  almost 
neutralised  with  ammonia,  is  reduced  with  sul- 
phurous acid  or  sodium  sulphite.  Hydrochloric 
acid  is  added  and  the  excess  of  sulphur  dioxide 


expelled  by  boiling.  A  small  portion  of  the 
ferrous  iron  is  now  reoxidised  with  a  few  drops 
of  bromine  water.  Ammonia  is  added  care- 
fully till  a  brown  precipitate  is  formed  which 
becomes  green  on  stirring.  Acetic  acid  is  added 
till  the  precipitate  either  dissolves  or  becomes 
whiter,  and  the  solution  then  heated  to  boiling. 
The  precipitate,  which  contains  all  the  phos- 
phorus as  ferric  phosphate  mixed  with  oasic 
ferric  acetate,  i&  dissolved  in  hydrochloric  acid, 
the  solution  evaporated  nearly  to  dryness,  excess 
of  citric  acid  added,  and  then  magnesia  mixture 
and  ammonia.  The  ma^esium  ammonium 
phosphate  is  redissolved  m  hydrochloric  acid 
and  reprecipitated  in  the  presence  of  citric  acid 
to  remove  a  small  amount  of  iron,  and  ignited 
and  weighed  as  MgjPsO^. 

(6)  The  filtrate  from  the  silica  is  evaporated 
to  dryness,  the  residue  dissolved  in  dilute  nitric 
acid,  ammonium  nitrate  added,  and  the  solution 
heating  to  boiling.  A  boiling  solution  of  am- 
monium molybdate  is  then  added  to  phosphate 
solution,  when  ammonium  phosphomolybdate  is 
precipitated  quantitatively.  Tms  precipitate  is 
redissolved  in  ammonia  to  which  ammonium 
nitrate  and  ammonium  molybdate  are  added, 
fiknd  reprecipitated  by  adding  hot  nitric  acid  to 
the  boiling  solution.  The  compound  is  now 
pure,  and  is  collected,  washed  with  water  con- 
taining ammonium  nitrate  and  nitric  acid,  and 
either  dried  at  160°-180°  or  gently  imiited.  In 
the  former  case  it  is  weighed  as  (NH«)3P04, 
12MoO,  (containing  3*782  p.c  PtOg)  or  in  the 
latter  as  PsO(,24MoO,  (containing  3*946  p.c. 
PfOg)  (v.  Ber.  1878,11,1640;  Zeitsch.  anorg. 
Chem.  1893,  32,  144 ;  Amer.  Chem.  J.  34,  204  ; 
Analyst,  1909,  34,  392 ;  Chem.  Zeit.  21,  442). 
Separation  of  phosphoric  and  titanic  acids  (v. 
J.  Soc.  Chem.  Ind.  1895,  14,  443).  Estimation 
of  phosphorus  in  phosphor-bronze  (v.  J.  Amer. 
Chem.  Soc.  1897,  19,  396)  in  phosphor-tin 
(J.  Soc.  Chem.  Ind.  1908,  27,  427). 

Silicic  acid  from  titanic  acid.  The  silica 
and  titanium  dioxide  are  weighed  together,  the 
mixture  fused  with  a  somewhat  larse  quantity 
of  potassium  hydrogen  sulphate,  euid  the  cooled 
mass  extracted  wiui  wat^.  Silica  is  left  un- 
dissolved, titanic  oxide  dissolves,  and  can  be 
^irecipitated  from  the  filtrate  by  ebullition  {v. 
Titanium), 

Sulphides.  If  the  sulphides  are  decom- 
posable by  hydrochloric  acid,  the  hydrogen 
sulphide  is  absorbed  in  hydrochloric  acid  con- 
taining bromine  (v.  Determination  of  meials). 
Insoluble  sulphides  are  decomposed  by  gently 
heating  with  aqua  regia  or  with  hydrochloric 
acid  and  bromine,  and  the  sulphuric  acid 
estimated  in  the  solution.  The  latter  method 
gives  the  total  sulphur. 

Sulphur  in  coal  and  coke.  The  finely  pow- 
dered material  (1  gram)  is  mixed  intimately  with 
1  cram  of  calcin^  magnesia  and  0*5  gram  of 
sooium  carbonate,  and  ignited  to  dull  redness 
in  an  open  platinum  crucible  for  1  hour,  the 
mixture  being  stirred  every  five  minutes  with 
a  platinum  wire.  The  mixture  is  then  heated 
strongly  for  10  minutes  with  1  gram  of  am- 
monium nitrate.  The  residue  is  extracted  with 
water  and  the  sidphate  determined  in  the  usual 
way  (Eschka).  The  sulphur  may  also  be  deter- 
mined by  heating  the  coal  with  sodium  or  potas- 
sium carbonate  (4  parts)  alone,  and  extracting 
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the  Teddiue  with  hydrochlorio  aoid  and  a  few 
drops  of  bromine  (Nakamura).  (Compare  also 
Zeitsch.  angew.  Chem.  1905,  18,  1560;  Chem. 
Zoit.  1908,  32,  349 ;  J.  Russ.  Chem.  Soc.  1902, 
34,  467.) 

Sfdphur  in  pyrites.  The  pyrites  is  oxidised 
either  by  fusion  with  sodium  peroxide  and 
sodium  carbonate  or  by  oxidation  with  nitric 
acid  and  bromine.  These  processes  convert  the 
sulphur  to  sulphate,  which  is  estimated  in  the 
usual  way  (v.  J.  pr.  Chem.  1892,  [2]  45,  103 ; 
Zeitsch.  anoig.  Chem.  6,  303,  /.c.  1896,  12, 
129;  J.  Soc.  Chem.  Ind.  1906,  24,  7;  Chem. 
News,  1906,  93,  213). 

Sutphuric  acid  from  all  other  acids  except 
hydrofluosiUcic  by  precipitation  with  barium 
chloride  in  presence  of  hydrochloric  aoid. 

Sulphuric  acid  from  hydrofluosilicic  acid. 
The  solution  is  mix^  with  excess  of  potassium 
chloride  and  an  equal  volume  of  strong  alcohol, 
filtered  through  a  weighed  filter,  and  the  precipi- 
tate of  potassmm  silicofluoride  (KjSiFg),  washed 
with  a  mixture  of  equal  volumes  of  alcohol  and 
water,  and  dried  at  100^.  The  sulphuric  aoid  in 
the  filtrate  is  estimated  in  the  usual  way  after 
evaporation  of  the  edoohol. 

Titanic  acid  from  silicic  acid  {v.  Silicic  acid 
from  titanic  acid). 

Boric  acid.  The  borates  of  the  alkali  and 
alkaline  earth  metals,  when  heated  with  pure 
methyl  alcohol  (free  from  acetone)  and  acetic 
acid,  evolve  all  the  boron  present  in  the  form  of 
methyl  borate  (b.p.  65**).  This  liquid,  when 
added  to  moist  lime,  is  completely  hydrol^n^ed 
and  the  boric  acid  set  free  combines  with  the 
calcium  oxide  forming  calcium  borate.  The 
decomposition  is  effected  in  a  small  retort  fitted 
with  a  tap  funnel  for  introducing  further  quan- 
tities of  methyl  alcohol.  The  retort  is  connected 
with  a  water  condenser  and  a  conical  flask 
containing  a  weighed  amount  of  quicklime.  This 
lime  is  carefully  slaked  before  the  distillation, 
and  the  methyl  borate  dropping  into  the  conical 
flask  is  decomposed  and  the  boric  acid  taken  up 
by  the  lime.  The  contents  of  the  receiver  are 
rinsed  into  a  platinum  dish,  and  the  methyl 
alcohol  evaporated  at  as  low  a  temperature  as 

Sossible.  The  residue  is  cautiously  ignited  to 
estroy  calcium  acetate,  and  the  increase  in 
weight  of  the  lime  represents  the  amount  of 
boric  anhydride  B^O}  obtained  from  the  borate. 
Instead  of  lime,  aqueous  ammonium  carbonate 
may  be  used  in  the  receiver,  and  the  liquid 
poured  on  to  slaked  lime  (from  a  known  weight 
of  quicklime)  contained  in  a  platinum  dish 
(Zeitsch.  anaL  Chem.  1887,  26,  18,  364). 

Volumetric  Methods. 

In  volumetric  analysis  the  proportion  of  a 
substance  is  ascertained,  not  by  separation  and 
weighing,  but  by  determining  the  exact  volume 
of  a  reagent  solution  of  known  concentration 
required  to  produce  some  particular  reaction, 
such  as  neutralisation,  oxidation,  or  precipita- 
tion. The  termination  of  the  reaction  is  mdi- 
cated  by  some  end-reaction,  which  is  usually  a 
production,  destruction,  or  change  of  colour, 
the  formation  of  a  permanent  precipitate  or 
the  cessation  of  the  formation  of  a  precipitate. 
In  determining  the  strength  of  caustic  soda,  for 
example,  it  is  colourecf  yellow  with  methyl 
orange,  and  a  dilute  solution  of  sulphuric  aoid  ! 


of  known  strength  is  added  gradually  until 
the  yellow  colour  of  the  methyl  orange  just 
changes  to  red,  thus  indicating  the  point  of 
neutralisation.  The  volume^f  acid  required  is 
noted ;  the  weight  of  sulphuric  acid  which  it 
contains,  and  hence  the  weight  of  soda  which 
it  will  neutralise,  is  known,  and  thus  the  pro* 
portion  of  soda  in  the  substance  is  determined. 

In  order  that  a  reaction  may  serve  as  the 
basis  of  a  volumetric  process,  it  must  be  rapid, 
simple,  and  definite,  and  not  complicated  by 
secondary  reactions.  It  should  remain  constant 
through  considerable  variations  in  conditions, 
and  should  not,  for  example,  be  materiaUy 
affected  by  the  degree  of  concentration  of  the 
solution.  A  final  reaction  should  be  rapid,  per- 
fectly decisive,  and  should  only  require  a  slight 
excess  of  the  reagent  for  its  production.  In 
many  cases  a  thira  substance  is  employed  to 
indicate  the  completion  of  the  reaction,  and  is 
termed  an  indicator.  It  is  an  internal  indicator 
if  it  is  added  to  the  bulk  of  the  liquid,  an  external 
indicator  if  drops  of  the  liquid  bxq  removed  and 
brought  in  contact  with  it. 

Tne  execution  of  volumetric  processes  in- 
volves the  possession  of  accurately  graduated 
instruments  of  three  kinds,  viz.  flasks,  pipettes, 
and  burettes.     The  flasks  should  be  fitted  with 
wdl-ground  stoppers,  and  shoidd  have  some- 
what long  necks,  the  graduation  being  not  higher 
than  the  middle  of  the  neck,  in  order  that  there 
may  be  sufficient  empty  space  for  efficient  agita- 
tion.    Masks  holding  respectively  1000  c.c,  600 
CO.,  260  CO.,  and  100  cc,  are  used.    Elach  flask 
should  have  two  graduation  marks,   viz.   the 
containing  mark,  indicating  the  point  to  which 
the  flask  must  be  filled  in  order  that  it  may 
then  contain  the  particular  volume  of  liquid,  and 
the  delivery  marl  or  point  to  which  the  flask 
must  be  filled  in  order  that  it  ma^  deliver  the 
given  volume  of  liquid  when  emptied  by  drain- 
ing.    A  pipette  is  usually  a  cylindrical  bulb 
terminating  at  each  end  in  a  tube,  the  lower 
of  which  is  drawn  out  to  a  jet,  whilst  the  end 
of  the  upper  tube  is  slightly  contracted  so  that 
it  may  be  readily  closed  by  the  forefinger  and 
the  flow  of  liquid  regulated  or  stopped  altogether. 
Usually  a  pipette  has  only  a  delivery  mark,  but 
occasionally  they  are  graduated  throughout  their 
whole  length,  and  then  take  the  form  of  a  some- 
what wide  tube  contracted  to  a  jet  at  the  bottom 
and  terminating  in  a  narrower  tube  at  the  top. 
Pipettes  of  100  c.c,  50  cc,  25  cc,  10  cc,  and  6 
CO.  capacity  are  most  generally  useful.   A  burette 
is  a  long  tube  of  uniform  bore,  12  to  16  mm.  in 
diameter,  graduated  in  cubic  centimetres  and 
tenths  or  fi^hs.     A  convenient  capacity  is  60  cc 
It  is  open  at  the  top  and  contracted  at  the 
lower  end,  to  which  a  glass  jet  is  attached  by 
means  of  a  piece  of  narrow  indiarubber  tubing. 
This  tubing  is  nipped  by  a  spring  pinchoock, 
which  is  opened  by  the  pressure  of  the  fingers, 
the  flow  of  liquid  being  thus 
regulated.     A  better  plan  is   ^^  y^^ 

to  insert  in  the  indiarubber  ^^9  C^^m 

tubing  a  short  piece  of  glass    ^Br  ^"^^ 

rod  the  diameter  of  which  is       1  2 

just  sufficient  to  prevent  the  pjQ^  g^ 

flow  of  liquid  when  the  tub- 
ing remains  circular.     If,  however,  the  tubing 
is  squeezed   out   laterally  by  the  pressure  of 
the  thumb  and  fore  fiugcr  (Fig.  9),  a  channel 


1  *  • 


200 


ANALYSIS. 


is  made  through  which  the  liquid  can  pass, 
and  by  increasing  or  reducing  the  pressure,  the 
flow  of  liquid  can  be  regulated  to  a  nicety. 
Certain  reagents  act  upon  indiarubber,  and  for 
these  a  burette  with  a  glass  stopcock  should  be 
used.  This  form  is,  in  fact,  the  most  convenient 
for  all  purposes.  The  stopcock  may  be  pre- 
vented from  sticking  by  a  little  vaseline  or 
paraffin,  and  from  slipping  out  by  a  smiidl  india- 
rubber  ring  passed  over  the  tap  and  round  the 
burette  tube.  Sometimes  the  tube  carrying  the 
stopcock  is  not  in  the  same  line  with  the  burette, 
but  is  bent  twice  at  risht  angles,  so  that  the 
burette  jet,  although  stifl  vertical,  is  one  or  two 
inches  in  advance  of  the  burette  itself.  This 
form  is  useful  when  titrating  hot  liquids,  since 
the  risk  of  heatins  the  burette  and  its  contents 
is  reduced.  An  utemative  method  is  to  have 
the  top  of  an  ordinary  burette  funnel-shaped, 
which  admits  of  the  burette  being  slung  m  a 
stand  by  the  funnel  without  other  support,  so 
that  it  can  be  tilted  from  the  vertical  when 
titrating  hot  solutions. 

When  a  burette  is  in  use,  it  is  important  that 
it  should  be  supported  in  a  vertical  position. 
This  ceui  be  done  oy  means  of  a  damp  attached 
to  a  stand  similar  to  a  retort  stand.  A  useful 
and  easily  constructed  burette  stand  is  described 
in  J.  Amer.  Chem.  Soc.  1905,  27,  1442. 

When  several  different  solutions  are  being  used 
continually,  it  is  convenient  to  have  the  series 
of  burettes  attached  to  a  revolving  stand,  so 
that  each  may  be  brought  round  to  the  front 
when  required.  Short  test-tubes  inverted  over 
the  tops  of  burettes  serve  to  keep  out  dust. 

Standard  solutions  should  be  kept  in  well- 
stoppered  bottles  in  a  cool  place  protected  from 
bright  light.  When  many  determinations  of 
the  same  kind  have  to  be  made,  it  is  convenient 
to  keep  the  reservoir  of  standard  solution  at- 
tached to  the  burette  to  facilitate  the  filling  of 
the  latter.  A  glass  T-piece  is  introduced  be- 
tween the  graduated  part  of  the  burette  and  the 
stopcock  or  pinchcock,  and  is  attached  by  means 
of  an  indiarubber  tube  to  a  tubulus  at  the  bottom 
of  the  bottle  which  contains  the  standard  solution 
and  stands  on  a  shelf  above  the  burette.  If  this 
bottle  has  no  tubulus,  a  glass  tube  bent  twice  at 
right  angle8,with  one  limb  reaching  to  the  bottom 
of  the  bottle  and  the  other  connected  with  the 
burette,  is  fitted  into  the  neck  of  the  bottle  by 
means  of  a  cork,  and  is  kept  always  full,  so  that 
it  acts  as  a  siphon.  There  must,  of  course,  be 
an  entrance  for  air  as  the  liquid  flows  from  the 
bottle.  The  flow  of  liquid  into  the  burette  is  resu- 
lated  by  a  pinchcock  on  the  indiarubber  tuoe. 
If  the  stanoard  solution  acts  upon  indiarubber, 
all  these  connections  must  be  constructed  of 
glass  tubing.  Burettes  may  now  be  obtained 
fitted  with  Greiner  and  Friedrich*s  three-way  taps 
(compare  Fig.  12) ;  these  are  readily  connected  to 
reservoirs  and  filled  from  the  bottom.  Filling 
the  burette  from  the  bottom  avoids  the  forma- 
tion of  air-bubbles,  but  it  can  also  be  filled 
from  the  top  if  the  tube  from  the  stock  bottle 
is  bent  slightly  so  that  the  liquid  flows  down 
the  side  of  the  burette.  A  convenient  form  of 
apparatus  for  this  method,  which  is  the  only  one 
available  with  an  ordinary  tap  burette  without 
a  side-tube  attachment,  is  described  in  Chem. 
News,  1906,  03,  71.  When  the  standard  solu- 
tion  alters  if  exposed  to  air,  the  surface  of  the 


liquid  may  be  covered  with  a  1  ayer  of  rectified 
paraffin  of  moderately  high  boiling-point,  or  the 
neck  of  the  bottle  may  m  provid^  with  a  cork 
carrying  a  tube  containing  oaustio  potash,  or 
alkaline  pyrogallate,  through  which  all  air  enter- 
ing  the  bottle  has  to  pass.  A  still  better  plan 
is  to  fill  the  up^r  part  of  the  stock  bottle 
with  carbon  dioxide,  or,  if  the  nature  of  the 
solution  permits,  with  coal  gas,  and  connect  it 
by  means  of  a  cork  and  tUM  with  a  self-acting 
carbon  dioxide  apparatus  or  the  ordinary  gas 
supply.  When  solution  is  withdrawn,  carbon 
dioxide  or  coal  gas  enters.  The  burette  should 
be  kept  permanently  attached  to  the  reservoir  as 
just  described,  and  we  top  end  of  the  burette  also 
put  into  communication  with  the  inert  gas  supply. 

OradtuUion  of  the  instrufnents. — Accurate 
calibration  of  the  measuring  vessels  is  of  course 
necessary  if  correct  results  are  to  be  obtained, 
and  it  is  never  advisable  to  trust  the  makers' 
graduations.  All  the  instruments  should  be 
checked  before  being  taken  into  use.  Although 
it  is  sufficient  for  most  purposes  if  the  relative 
volumes  of  the  vessels  are  correct,  they  should 
nevertheless  be  graduated  in  true  cubic  centi- 
metres. With  gas-volumetiic  apparatus  this 
procedure  is  essential.  If  the  ctdioration  is  per- 
formed at  a  temperature  of  18^-20^,  variations 
from  the  true  volume  resulting  from  ^  the  ex- 
pansion of  the  glass  are  so  small  for  the  intervals 
of  temperature  through  which  the  laboratory  is 
likely  to  vary,  that  they  may  be  neglected. 

The  vessels  are  checked  by  ascertaining  the 
weight  of  distilled  water  at  a  Imown  temperature 
which  they  will  contain  or  deliver  as  the  case 
may  be.  A  large  beaker  of  distilled  water  is 
placed  in  the  bedance  room,  and  left  for  some 
hours  till  its  temperature  has  become  constant. 
The  vessels  to  oe  calibrated  are  thoroughly 
cleansed  by  successive  treatments  with  concen- 
trated caustic  potash,  distilled  water,  and  a  warm 
solution  of  chromic  acid  in  concentrated  sul- 
phuric acid,  and  then  rinsed  well  with  distilled 
water.  The  flasks  are  then  dried.  A  narrow 
strip  of  paper  is  attached  vertically  to  the  neck 
of  the  litre  flask  near  the  mark,  the  flask  placed 
on  one  pan  of  a  large  balance  capable  of  re- 
sponding to  0*05  gram,  and  counterpoised. 
Weights  corresponding  with  the  weight  of  water 
which  at  the  temperature  of  the  supply  in  use 
will  occupy  1000  C.C.,  are  then  placed  in  the  pan  ; 
the  flask  is  filled  nearly  to  the  mark  with  water, 
and  water  }b  gradually  added  until  flask  and 
weights  are  in  equilibrium.  Any  wat'Cr  ad- 
hering to  the  inside  of  the  neck  of  the  flask 
above  the  mark  must  be  removed  by  means  of 
filter  paper.  If  the  mark  on  the  neck  of  the 
fladE  is  thus  found  to  be  in  error,  a  pencil  mark 
is  made  on  the  strip  of  paper  at  the  point  corre- 
sponding with  the  lower  edge  of  the  meniscus, 
the  glass  above  and  below  is  evenly  coated  ivith 
a  thin  film  of  wax,  and  a  horizontal  ring  is 
scratched  through  by  means  of  a  needle  pre- 
cisely on  a  level  with  the  pencil  mark.  The 
ring  is  covered  with  a  small  piece  of  filter  paper, 
which  is  moistened  with  hydrofluoric  acid,  care 
being  taken  to  remove  air-bubbles.  After  a 
few  minutes  the  acid  is  washed  off  and  the  wax 
removed,  when  a  new  mark  will  be  found  etched 
into  the  glass. 

In    calibrating     volumes    by    determining 
weights  of  water,  it  is  necessary  to  reduce  the 


weight  to  vacuum  stondud,  and  then  divide 
the  rMult  by  the  deneity  ot  the  water  in  otdet 
t«  obtain  accurately  the  volume  in  true  cubic 
centimetres.  This  calculation  can  be  avoided 
by  making  use  of  the  following  table : — 


C       0"       1» 
I     1-19    113 

2°        3° 
1-09    1-07 

4" 

1-06 

5° 

1-07 

1-43 

('   1    6"    1    7'    1    8° 
X   \  1-08  1  1-13  1  1-18 

9°    1  10- 
1'26  1  1'33 

f   1  12«      13°  1   M" 
X   1  1-53     1-66  1  1-78 

16° 
1-93 

16° 
2-09 

17= 
225 

1°   1  I8»  (  lfl»  1  2Cf  1  21'  1   22"      23" 
X   1  2-43  I  2-62  1  2'B3  |  3-03  |  3-26    3-49 

1°   i  M'      26°      26°      27°  1  28°      29°      30° 
X     3-73    3-BB    4'24    4-52  ]  4-80    H-08    6-38 

X  is  the  quantity  to  be  mibtracted  from  1000 
to  obtain  the  apparent  weight  (in  air,  when 
brass  weights  are  employed)  of  1000  co.  of  water 
at  the  temperature  t.  For  example,  at  13*  the 
apparent  weight  of  1000  o.c.  ia  1000  —  2-43  = 
997-57  grams. 

The  litre  flask  having  been  graduated  to 
contain,  it  should  now  be  graduat«d  to  deliver. 
The  full  flaak  is  carefully  emptied  and  allowed 
to  drain  for  a  definite  time — say  thirty  seoondfl 
. — again  counterpoised  with  the  water  adhering 
to  UiD  inside,  and  again  filled  with  a  further 
1000  c.c.  of  water  in  the  manner  previously 
described.  The  other  flasks  are  sraduated  in 
the  same  way,  subtracting  only  )x  from  600 
grams  in  the  case  of  the  ^  o.c.  flaak,  ];z  from 
250  gmma  for  the  260  c.c.  flask  and  so  on. 

The  quantity  of  liquid  which  a  pipette  will 
deliver  depends  to  some  extent  on  the  maimer 
in  which  it  is  emptied.  A  small  quantity  of 
liquid  always  remains  in  the  jet,  and  this  should 
not  be  blown  out.  The  beet  plan  is  to  allow 
the  pipette  to  empty  itself  whilst  held  vertioally, 
and  then  to  let  it  drain  for  twenty  seoonds  with 
the  point  of  the  pipette  just  touching  the  side 
of  the  receiving  vessel ;  but  the  method  of 
emptying  employed  in  the  calibration  must  '" 
adherad  to  in  its  subeequent  use. 

To  t«st  the  accuracy  with  which  a  pipette 
has  been  graduated,  it  is  filled  to  the  mark 
with  distil^d  water  at  an  observed  tempera- 
ture, the  contents  delivered  into  a  light,  tared, 
stoppered  flaak,  and  accurately  weighed.  The 
operation  is  repeated  several  times,  and  from 
the  mean  result  the  true  volume  is  calculated 
by  using  the  table  previously  given ;  for  it 
clear  that  1  —  , '  denotes  the  apparent  weight  of 
1  c.c.  of  water  at  (°,  or  1  +  '^^  equals  the  volume 
at  1°  occupied  by  1  gram  of  water  weighed  i 
air  with  Iwass  weights.  If  the  error  in  grodue 
tion  is  greater  than  can  be  allowed,  anothf 
mark  must  be  made ;  its  position  may  be  found 
by  repeated  trials,  a  strip  of  paper  being  posted 
along  the  stem,  and  the  volumes  corresponding 
to  various  pencil  marks  being  found  as  above. 
The  new  mark  is  then  etched  in  with  hydro- 
fluoric acid. 
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A  convenient  method  for  directly  calibrating 
pipettes  is  described  b^  Thorpe  (Quantitative 
Analysis).    The  pipette  u  bus-     - 

inded  from  one  arm  of  a 
by  meaiu  of  a  clip,  , 
hang  perpendicularly 
and  pass  through  a  hole  in  the 
bottom  of  the  balance  case  or 
of  a  specially  constructed  table. 
A  Buiteblo  cUp  (Fig.  10)  con- 
aiate  of  a  stout  brass  wire  frame 
carrying  two  clips  of  sheet 
' — IBS  closed  by  sliding  collars. 

le  upper  end  ot  the  pipette 
-.  passed  through  the  lower 
clip  and  connected  by  caout- 
chouc tubing  with  a  glass  stop- 
cock fixed  m  the  upper  clip. 
The  other  end  ot  the  stopcock         Fio,   10. 
is  provided  with  a  piece    of 
caoutchouc  tubing,  to  which  a  piece  of  thermo- 
meter tube   or   a   piece   of   wider    glass   tube 
can  be  attached.     The  wider  glass  tube,  which 
serves  as  a   mouthpiece,   is  first   attachod  to 
the  stopcock,  and   the    pipette    is  filled  with 
water  to  a  short  distance  above  the  mark,  and 
then   emptied   by   the  method  to  be  adopted 
in   its   subsequent   use.     It   is   then   counter- 
poised on  the  balance  with  the  adhering  ^vater 
maide,  the  wide   tube  being   replaced   by   the 
thermometer  tube,  and   the  requisite  weights 
placed  on  the  otiier  pan.     The  pipette  is  again 
filled  Ut  a  short  distance  above  the  mark ;   the 
thermometer  tube,  which  is  drawn  out  at  one 
end,   is  attached   again,   and   the  stopcock   is 
opened.      Water  drops  very  slowly  &am  the 
end  of   the  pipette,  and  it 
can  be  arrested  the  moment 
the   balance    is    in    equili- 
brium.     The  level   of  the 
wafer  is  marked  on  a  piaoe 
of   paper  gummed   to   the 
pipette,   and   a    new    ring 
etched     nitn     hydrofluoric 

The  burette  is  most 
simply  calibrated  by  the 
method  due  to  Oetwald  with 
the  help  of  a  small  pipette 
ot   about    2   CO.   capacity,  / 

attached  to  the  burette  as 
indicated   in  Fig.  11.     The 
burette  and  pipette  are  filled 
with  water  to  the  zero  mark 
and    the    mark   a   respec- 
tivelv,  taking  care  to  leave 
no  air  bubbles  in  the  tubes.  ( 
The  dip  I  (or  the  tap  ot  the 
burotto)  is  opened  and  water 
allowed   to   run    from   the 
burette  into  the  pipette  till 
the  level  6  is  reached.    The 
burette  reading  is  then  no- 
ted, and  the  pipette  emptied 
to  mark  1.  These  operations         Yia.  11. 
of  filling  the  pipette,  taking 
a  biircttoreadinH,andthen  emptying  the  pipette, 
arc  repeated  to  ^e  full  extent  of  the  burette  read- 
ings.    Suppose,  tor  example,  that  after  ti 
four  fillings  the  burette  reading  is  4949  c.c 
burette  is  now  refilled,  and  exactly  this  amount 
I  of  distilled  water  is  run  out  into  a  tar«d  flask  and 
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weighed,  using  all  the  precautions  that  would 
be  observed  in  an  actual  titration.  From  the 
table  already  given  the  true  volume  of  this 
water  is  calomatod .  Suppose  this  to  be  49*44  c.c. 
Then  the  volume  of  the  calibrating  pipette  must 

be  -gj-  =  2060  c.c.    The  differences  between 

the  successive  burette  readings  and  the  suc- 
cessive numbers  2*06, 4-12»  6-18  .  .  .  give  at  once 
the  burette  errors  at  these  inter- 
vals, due  regard  being  paid  to  the 
sign  of  the  difference.  In  the  ex- 
ample quoted,  the  correction  to 
be  applied  for  50  c.c.  is  obviously 
— 0-06  c.c.  (*ce  J.  Amer.  Ghem. 
Soc.  1900,  22,  149;  and  for  a 
modification  of  above,  J.  Amer. 
Chem.  Soc.  1901,  23,  484). 

A  better  deeiffu  for  a  calibra- 
ting pipette  18  shown  in  Fig.  12, 
which  also  illustrates  the  Greiner 
and  Friedrich  three-way  tap 
(Morse  and  Blalock,  Amer.  Chem. 
J.  1894,  16,  479). 

The  gas  burettes  described 
under  Qaa  analyaia  may  be  cali- 
brated in  much  the  same  way^as 
an  ordinary  burette,  by  fiUing 
with  water  or  mercury,  drawing 
off  aliquot  portions  and  weighing 
them,  the  temperature  of  the 
liquid  being  noted  and  the  appro- 
priate correction  made  for  expan- 
sion. Any  error  thus  detected 
must  be  used  as  a  correction  in 
subsequent  readings. 

Standard  soltUiona,  —  These 
form  the  basis  of  all  volumetric 
work,  and  great  care  shoudd  be 
exercised  in  their  preparation. 
When  a  solution  is  used  only  for  the  estimation 
of  one  ^  substance,  it  may  be  convenient  to 
adjust  its  strength  so  that  each  c.c.  is  equiva- 
lent to  some  simple  and  definite  quantity  of 
the  substance,  say  0-01  gram ;  but  for  general 
purposes  the  so-called  nomud  solutions  should 
be  employed.  A  normal  solution  contains  in 
1000  C.C.  the  equivalent  in  grams  of  the 
active  substance.  A  solution  of  one-tenth  this 
strength  is  termed  a  decinormal  solution,  and 
one  of  a  hundredth  a  centinormal  solution. 
Thus  a  normal  solution  of  sulphuric  acid  con- 
tains 49*04  grams  of  real  acid  per  litre,  a  deci- 
normal solution  of  iodine  contains  12*69  grams 
of  iodine  per  litre,  and  ea^h  litre  of  a  decinormal 
solution  of  potassium  permanganate  contains 
0*8  gram  of  active  oxygen. 

Standard  solutions  are  usually  made  up  ap- 
proximately normal  or  decinormal  as  the  case 
may  be,  and  afterwards  accurately  standardised 
by  titration  against  a  weighed  amount  of  some 
pure  compound.  If  the  solution  has  been  pur- 
posely made  rather  too  concentrated,  it  may 
then  be  suitably  diluted  until  exactly  normal 
or  decinormal.  Since  accurate  adjustment  by 
dilution  is  difficult  to  effect,  and  in  certain  cases 
inadvisable,  it  is  usuallv  better  to  avoid  the 
process  and  determine  a  factor  by  which  readings 
must  be  multiplied  in  order  to  convert  them  into 
equivalent  readings  of  a  normal  or  decinormal 
solution.  For  example,  if  1  c.c.  of  potassium 
permanganate  solution  is  found  to  be  capable 
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of  oxidising  0*005630  grams  of  iron,  then  since 
the  corresponding  figure  for  a  decinormal  solu- 

tion  is  0*005585,  the  permanganate  is  ^^^^*  or 

1*008  times  decinormal,  and  when  using  it  to 
estimate  a  substance  oi  equivalent  x,  each  c.s. 

of   permanganate    wiU   oxidise   ,™q   X  1*008 

grftms  of  substance.  When  only  one  or  two 
litres  of  a  standard  solution  are  required,  and 
the  pure  reagent  is  at  hand,  the  exact  quantity 
may  be  weigned  out  and  diluted  to  the  appro- 
priate volume ;  e.g.  solutions  of  silver  nitrate  and 
potassium  dichromate  may  be  thus  prepared. 

Measurements. — In  measuring  out  solutions, 
&c.,  the  vesseb  must  be  perfectly  dry,  which  is 
inconvenient,  or  must  be  well  drained  and  then 
rinsed  out  with  a  small  quantity  of  the  solu- 
tion to  be  measured,  which  is  fldlowed  to  run 
away. 

To  read  correctly  the  level  of  the  liquid  in  a 
burette  or  pipette  requires  certain  precautions. 
In  the  first  place,  the  instrument  must  be  held  in 
a  vertical  position.  Ordinary  liquids  form  a 
concave  sunaoe,  or  meniscus,  ana  the  readins 
should  always  be  taken  from  the  lowest  point  of 
this  curve,  except  in  the  case  of  very  dark- 
coloured  solutions,  when  the  upper  line  of  the 
surface  must  be  taken.  The  meniscus  must  bo 
properly  illuminated,  and  on  a  level  with  the 
eye,  in  order  to  avoid  parallax.  The  best 
method  of  avoidm^  this  error  is  by  the  use  of 
a  burette  having  m.e  graduation  marks  carried 
half-way  round  the  tube.  In  default  of  such 
a  burette,  use  may  be  made  according  to  Mohr 
of  a  piece  of  card  one-half  of  which  is  black 
and  the  other  half  white.  This  is  attached  to 
the  burette  by  an  indiarubber  ring,  and  is  ad- 
justed BO  that  the  horizontal  edge  of  the  black 
naif,  which  is  lowest,  is  2  to  3  mm.,  hut  not 
more,  below  the  meniscus.  The  lower  edge  of 
the  curve  then  appears  black  against  the  white 
baclu;round.  If  the  card  is  too  low,  the  reading 
will  be  slightly  too  high.  The  little  clamp  and 
screen  designed  by  Gockel  are  based  on  the 
same  principle.  Some  burettes  are  provided  at 
the  back  with  a  dark  vertical  line  on  a  milk 
glass  background.  When  the  eye  is  on  a  level 
with  the  TOttom  of  the  meniscus,  the  dark  line 
appears  to  be  drawn  out  to  two  fine  points 
vrmch  just  touch  one  another.  By  means  of 
these  devices  accurate  readings  can  easily  be 
taken  even  without  using  a  burette  float. 

In  addition  to  the  errors  incident  to  aU 
analytical  processes,  another  error  arises  in 
volumetric  analysis,  owing  to  variations  in  the 
concentrations  of  the  solutions  due  to  changes 
of  temperature.  In  the  case  of  ^/lO-solutions 
this  affects  the  results  to  the  extent  of  0*1  p.c. 
for  each  5°  variation  in  temperature.  With 
concentrated  solutions,  especially  those  of  'the 
acids  and  alkalis,  the  error  is  greater.  The 
coefficients  of  expansion  of  certain  standard 
solutions  have  been  determined  by  A.  Schulze 
(Zeitsch.  anal.  Chem.  21,  167). 

Errors  due  to  changes  of  temperature  may  bo 
eliminated  by  weighii^  the  solutions  instead  of 
measuring  them.  The  liquid  is  contained  in  a 
light  glass  bottle,  with  a  long  jet-like  neck,  and 
a  tubulus  at  the  shoulder  which  can  be  closed 
by  the  finger,  and  the  flow  of  liquid  thus  regu- 
lated.   The    bottle    is    weighed,    the   solution 


ANALYSIS. 


203 


poured  gradually  from  it  until  the  reaction  ia 
complete,  and  the  bottle  again  weighed.  The 
difiPerence  between  the  two  weighings  gives  the 
quantity  of  solution  used.  Convenient  weight 
burettes  are  described  in  Chem.  News,  1877, 
35,  98  ;  J.  Amer.  Chem.  Soc.  1008,  30,  31. 

Volumetric  methods  may  be  broadly  classi- 
fied as  I.  Methods  of  Saturation  ;  II.  Methods 
of  Oxidation  and  Reduction;  III.  Methods  of 
Precipitation ;  and  examples  of  the  two  latter 
types  of  processes  are  indicated  below.  (For 
methods  of  saturation,  v.  Acidihetby  and 
Alkalimetry.  ) 

In  the  following  section  the  methods  for 
preparing  and  standardising  the  more  com- 
monly employed  solutions  are  first  described, 
followed  by  details  of  the  various  volumetric 
estimations  for  which  these  solutions  may  be 
conveniently  employed,  alphabetically  arranged 
under  the  names  of  the  elements  that  are 
determined. 

Preparation  of  Standard  Solutions. 
Potassium  permanganate. 

Employed  as  an  oxidising  agent,  usually  in 
dilute  sulphuric  acid  solution,  when  the  per- 
manganate decomposes  according  to  the  equa- 
tion: 

2KMnO«+3H,S04 

=K,S04+2MnS04+3H,0+60. 

The  oxidation  of  ferrous  sulphate,  for  ex- 
ample, is  represented  in  the  following  manner : — 

2KBInO4+10FeSO4+8H,SO4 

=  K,S04+2BInS04+6Fe,(S04)3+8H,0 
and  of  oxalic  acid  thus : 

2KMn04+6H^,04+3H,S04 

=  K,SO4+2MnSO4+8H,O+10CO,. 
In  order  to  facilitate  calculation,  these  oxida- 
tions   are  conveniently  expressed  as  a  trans- 
ference of  oxygen  from  one  oxide  to  another,  e.g, : 

10FeO+Mn,O,  =  6Fe,03+2MnO. 

The  utility  of  permanganate  solution  de- 
pends upon  the  facts  that  such  oxidation  pro- 
ceases  are  usually  quite  easy  to  effect,  the  end- 
point  being  readily  indicated  by  the  solution 
acquiring  a  faint  permanent  pink  tinge,  due  to 
the  presence  of  a  slight  excess  of  permanganate, 
which  thus  acts  as  its  own  indicator.  Oxida- 
tion usually  proceeds  rapidly  at  the  ordinary 
temperature,  but  solutions  of  oxaUc  acid  must 
be  heated  to  60''-80''.  It  is  most  essential  that 
a  considerable  excess  of  sulphuric  acid  should 
be  present  (about  5  c.c.  of  concentrated  acid  per 
100  C.C.  of  solution),  since  otherwise  the  solution 
becomes  turbid  owing  to  the  separation  of 
manganese  dioxide,  and  the  determination  is 
spoilt.  The  presence  of  hydrochloric  acid  in 
the  solution  should  be  avoided,  if  possible,  since 
it  reacts  mth  the  permanganate  under  certain 
circumstances,  particularly  in  the  presence  of 
iron  salts.  The  error  that  thus  arises  can  be 
reduced  to  a  negligible  amount  by  adding 
manganese  sulphate  to  the  solution,  and  titrating 
very  slowly  (see  Iron,  p.  211). 

Preparation  and  titration  of  the  solution. — A 
decinormal  solution  containing  3*16  grams  of 
the  salt  per  litre  of  solution  is  most  convenient 
for  general  use ;  it  is  most  readily  prepared  by 
grinding  the  solid  repeatedly  with  small  amounts 


of  distilled  water  in  a  mortar  and  decanting  the 
solution  into  the  stock  bottle.  After  a  day  or 
two,  the  solution  is  filtered  through  asbestos, 
and  standardised.  If  kept  away  from  direct 
sunlight,  reducing  gases  and  dust,  it  retains  its 
titre  for  a  long  time ;  its  spontaneous  decom- 
position is  largely  augmented  by  the  presence 
of  solid  dioxide,  which  explains  the  necessity 
for  the  filtration  through  asbestos  (Amer.  Chem. 
J.  1806,  18,  401). 

The  solution  is  best  standardised  against 
electrolytic  iron,  anhydrous  sodium  oxalate,  or 
by  the  iodimetric  method  of  Volhard,  using  a 
thiosulphate  solution  which  has  been  recently 
titrated  against  pure  iodine.  (For  the  latter 
method,  see  ThiostUpJiate  solution,  and  for  the 
first,  which  requires  a  somewhat  complicated 
apparatus,  consult  Tread  well-Hall,  vol.  2,  81.) 

Titration  by  sodium  oxalate. — This  method 
was  proposed  by  Sorensen,  and  its  accuracy 
has  been  fully  established  by  various  other 
chemists  (Zeitsch.  angew.  CShem.  1902,  15, 
1244  :  1004,  17,  230  and  269  ;  1905,  18,  1520). 
The  pure  oxalate,  prepared  by  Kahlbaum  accord- 
ing to  Sorensen's  directions,  should  be  dried  at 
100®  for  a  few  hours  before  use. 

Three  or  four  portions  of  the  oxalate,  each 
weighing  about  0*25-0-30  grams,  are  dissolved 
in  an  excess  of  dilute  sulphuric  acid ;  the  solu- 
tions are  warmed  to  60^-80*',  and  titrated  with 
the  permanganate  solution  until  a  faint,  per- 
manent pink  colouration  is  obtained.  From 
the  relation  2Na,Cg04  =  0,,  the  value  of  the 
permanganate  solution  is  calculated  for  each 
titration,  and  the  mean  of  the  concordant 
results  adopted  as  the  true  value. 

Many  other  methods  for  standardising  per- 
manganate have  been  proposed,  e.g.  titration 
against  crystalline  oxalic  acid  Kfifi^^iRfi, 
ammonium  oxalate  (NH4)j,C204,H,0,  ferrous 
sulphate  FeS04,7H,0,  Mohr's  salt  FeSO*. 
(NH4),S04,6H,0,  &c.,  which  although  at  times 
convenient,  are  less  accurate  than  the  methods 
given.  Standardisation  against  iron  wire  is  not 
to  be  recommended,  since  the  small  quantities 
of  oxidisable  impurities  present  consume  more 
permanganate  than  would  be  required  by  their 
own  weight  of  iron,  and  the  error  is  augmented 
by  making  allowance  for  the  actual  iron  content 
of  the  wire  (Zeitsch.  anal.  Chem.  1903,  42,  359  ; 
Zeitsch.  ansew.  Chem.  1901,  14,  1233;  also 
Treadwell-Hall,  ^c). 

It  is  usual  to  express  the  concentration  of  a 
permanganate  solution  in  terms  of  the  amount 
of  iron  it  can  oxidise;  thus  1  c.c.  of  N/IO- 
KMnO*  =  0-005685  gram  Fe. 

Potassium  dichronuUe. 
A  solution  of  this  reagent  may  replace 
permanganate  in  the  titration  of  ferrous  salts, 
with  the  advantage  that  it  can  be  used  in  the 
presence  of  either  hydrochloric  or  sulphuric  acid. 
An  excess  of  free  acid  is  essential,  the  oxidation 
of  ferrous  chl(^de,  for  example,  proceeding 
according  to  the  equation  : 

K,Cr,0,-i-6FeC1  j+ 14HC1 

=  2KCl+2Cra3+6Fea,+7H,0 

which  is  essentially : 

2Cr0,+6Fe0  =  O803-h3Fe,0,. 
A  decinormal  solution  obtained  by  dissolving 
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-  *Qr^  '  =  4-903  grams  of  the  pure  dry  re- 
crystallised  salt  in  distilled  ivater  and  diluting 
the  solution  t9  1  litre,  requires  no  further 
standardisation.  A  stock  solution  of  approxi- 
mate strength  may  be  standardised  against 
several  weighed  amounts  (1  ■0-1*4  grams)  of 
pure  ferrous  ammonium  sulphate  by  a  similar 
procedure  to  that  described  under  the  standardi- 
sation of  permanganate  by  sodium  oxidate.  The 
titrations,  however,  are  made  in  cold  solution, 
and  the  dilute  sulphuric  acid  used  should  be 
gently  boiled  for  half  an  hour  to  expel  dis- 
solved air,  and  cooled  rapidly  just  before  use. 
Since  the  green  colour  of  the  chromic  salt  pre- 
vents the  excess  of  dichromate  from  being  seen, 
an  external  indicator  is  necessary,  r^ps  of  a 
dihUe  solution  of  potassium  ferricyanide,  free 
from  ferrocyanide,  are  placed  on  a  whito  plate, 
and  from  time  to  time  the  end  of  a  glass  rod, 
previously  dipped  in  the  titrating  flask,  is 
brought  mto  contact  with  a  drop  of  the  ferri- 
cyanide. As  lonf^  as  any  ferrous  salt  remains  a 
blue  precipitate  is  produced ;  the  approach  of 
the  end  is  mdicated  by  the  decrease  in  intensity 
of  the  blue  colouration,  and  when  very  near 
the  end  about  thirty  seconds  should  be  allowed 
for  the  colour  to  develop.  The  end-point  is 
reached  when  the  blue  colour  ceases  to  appear. 
The  ferricyanide  solution  should  be  prepared 
only  when  required  by  dissolving  in  water  a 
crystal  of  the  salt  which  has  been  rinsed  to  remove 
superficial  ferrocyanide :  the  yellow  colour  of 
the  drops  on  the  white  plate  should  be  barely 
visible  ;  if  the  ferricyanide  is  too  concentratedf, 
the  blue  colouration  changes  through  various 
shades  of  green  into  a  brown  tint. 

Iodine,  Sodium  thiostdphaU,  and  Sodium  arsenile, 

Decinormal  solutions  of  these  reagents  are 
frequently  used  in  conjunction  with  one  another. 
The  reaction  between  iodine  and  sodium  thio- 
sulphate  is  essentially : 

2Na,S,0,+Ia  =  Na,S40t+2NaI 
although  under  certain  circumstances  oxidation 
to  sulphate  proceeds  to  a  small  extent,  even  at 
the  ordinary  temperature  (Pickering).  When 
usin^  decinormal  solutions  the  end-point  is 
readily  indicated  by  the  appearance  or  dis- 
appearance of  the  yellow  colour  of  the  iodine, 
provided  the  solution  undeisoing  titration  is 
not  unduly  diluted  and  is  otherwise  colourless. 
The  production  of  a  blue  colour  when  free 
iodine  and  starch  solution  are  brought  together 
is,  however,  much  more  sensitive,  and  is  the 
method  usually  employed  in  ascertaining  the 
end-point. 

Preparation  of  starch  solution, — About  1  gram 
of  powdered  starch  is  rubbed  into  a  paste  with 
a  little  cold  water,  and  slowly  added  to  200  c.c.  of 
boiling  water,  the  boiling  is  continued  for  two 
or  three  minutes,  the  solution  cooled,  and  after 
some  hours  the  clear  liquid  is  decanted.  The 
solution  will  only  keep  for  one  or  two  days, 
unless  sterilised,  when  it  is  conveniently  pre- 
served in  small  bottles,  completely  filled  and 
closed  by  soft  rubber  stoppers ;  it  will  then 
keep  indefinitely.  Starch  paste  prepared  from 
Gastine's  formula  (5  grams  starch,  0-01  gram 
mercuric  iodide,  and  1  litre  water)  retains  its 
sensitiveness  for  a  long  time.    Addition  of  1  c.c. 


of  oil  of  cassia  to  a  litre  of  starch  liquor  is  also 
recommended  as  a  preservative. 

Sensitiveness  of  the  iodine-starch  reaction.-^ 
This  depends  upon  several  circumstances.  It 
is  necessary  to  work  with  cold  solutions,  pre- 
ferably neutral  or  slightly  acid;  the  presence 
of  mineral  acid  in  high  concentration  greatly 
impairs  the  sensitiveness  of  the  reaction,  since 
it  hydrolyses  the  starch.  It  is  essential  that 
a  soluble  iodide  should  be  present  (usually  this 
is  potassium  iodide)  in  moderate  amount ;  the 
best  concentration  of  potassium  iodide  to 
employ  is  about  N/150,  since  the  sensitiveness  of 
the  reaction  then  reaches  a  maximum  (^ecZeitsch. 
anal.  Chem.  1902,  41,  485 ;  Amer.  J.  Sci.  1900, 
[iv.]  10,  151 ;  J.  Amer.  Chem.  Soo.  1909,  31, 
1038). 

Gk>od  starch  solution  first  yields  a  pink 
colouration  with  iodine,  which  more  iodine 
develops  into  the  blue  colour;  starch  which 
produces  green  tints  should  be  rejected  (J.  Amer. 
Chem.  Soc.  1908, 30,  31).  It  frequently  happens 
in  titrating  arsenious  and  antimonious  oxides 
with  iodine  that  various  tints  of  red  make  their 
appearance  instead  of  the  usual  blue  coloura- 
tion. This  is  due  to  impurity  in  the  starch :  in 
such  a  case  one  or  two  grams  of  potassium  iodide 
are  added,  the  end-point  being  ascertained  from 
the  development  of  the  yellow  colour  of  the  iodine, 
and  then  confirmed  by  the  starch  (Amer.  J.  Sci. 
1902,  [41  13,  379). 

For  tnc  iodine  solution  26  grams  of  potassium 
iodide  are  dissolved  in  a  little  water,  12*7  f^ms 
of  commercial  iodine  added,  and  the  mixture 
shaken  till  the  iodine  has  dissolved ;  the  solu- 
tion is  then  filtered  through  asbestos  and 
diluted  to  1  litre.  It  shoula  be  kept  in  the 
dark,  and  protected  from  dust.  For  the  thio- 
sulphate  solution  the  crystalline  salt  Na^,0„ 
5H2O  is  dissolved  in  distilled  water,  using 
25  grams  per  litre,  and  the  solution  kept  away 
from  direct  sunlight  for  two  weeks  before  it  is 
standardised.  It  then  retains  its  titre  for 
months.  For  the  sodium  arsenite,  4*948  grams  of 
resublimed  arsenious  oxide  are  dissolved  in  a 
little  warm  sodium  hydroxide  free  from  iron, 
the  solution  rinsed  into  a  litre  flask,  and  made 
just  acid  to  phenolphthalein  with  dilute  sul- 
phuric acid.  A  filtered  solution  of  20  g;rams  of 
sodium  bicarbonate  in  500  c.c.  of  water  is  added, 
and  if  the  mixture  reacts  alkaline  to  the  phenol- 
phthalein, sulphuric  acid  added  till  the  pink 
colour  disappears.  This  solution,  when  diluted 
to  1  litre  and  thoroughly  mixed,  is  strictly  deci- 
normal, and  keeps  indefinitely.  A  measured 
quantity  of  the  N/IO  -arsenite  solution  is  delivered 
into  an  Erlenmeyer  flask,  and  the  iodine  solu- 
tion run  in  from  the  burette  until  present  in 
slight  excess,  starch  paste  being  added  nearly 
at  the  finish  of  the  titration  {see  remarks  on 
starch  above).    The  reaction 

A8,0,+2I,+2H,0  ^  A8,0j+4HI 

proceeds  to  completion  in  the  sense  of  the  upper 
arrow  in  neutral  solution,  a  condition  secured 
by  the  presence  of  the  bicarbonate,  which 
neutralises  the  hydriodic  acid  produced.  Since 
the  solution  should  be  saturated  with  carbon 
dioxide,  it  is  advisable  to  stopper  the  flask 
except  when  actually  introducing  the  iodine 
(J.  Amer.  Chem.  Soc.  1908,  30,  31). 

The   iodine    being   standardised,    the   thio- 
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Bulphate  can  be  directly  titrated  against  it, 
preferably  by  running  the  iodine  into  a  measured 
volume  of  tniosulphate. 

Many  alternative  methods  have  been  pro- 
posed for  standardising  iodine  and  thiosulpnate 
solutions.  The  latter  may  be  titrated  against 
pure  iodine :  0*5  gram  of  pure  iodine  and  0*1  gram 
of  potassium  icMide  are  powdered  and  mixed 
together  in  a  porcelain  dish,  and  heated  on  a 
sand-bath  till  vapour  is  copiously  evolved ;  the 
dish  is  then  covered  with  a  dry  watch-elass,  and 
the  greater  part  of  the  iodine  sublimea  on  to  it. 
The  watch-glass  is  covered  with  a  second  accu- 
rately fitting  glass  and  the  whole  weighed,  the 
weight  of  the  glasses  bavins  been  previously 
found.  The  whole  is  gently  ^aced  in  a  solution 
of  1  gram  of  potassium  iodide  in  10  c.c.  of  water, 
and  after  a  few  seconds  the  solution  is  diluted 
to  100  c.c.  and  titrated  with  the  thiosulphate. 

The  thiosulphate  may  also  be  standardised 
against  permanganate,  itself  verified  by  reference 
to  sodium  oxalate.  One  or  two  grams  of  potas- 
sium iodide  are  dissolved  in  water,  acidified  with 
6  c.c.  of  hydrochloric  acid  (1 :  5)  and  25  c.c.  of 
standard  permanganate  aaded.  The  iodine, 
which  is  quantitatively  liberated  : 

Mn.O,  +  lOHI  =  2MnO  -{-  5H,04-6I, 
is  then  titrated  with  the  thiosulphate,  after 
diluting  the  solution  to  100  c.c.  By  the  reverse 
process  of  calculation,  a  permanganate  solution 
may  be  standardised  against  a  thiosulphate 
solution  that  has  been  verified  by  either  of  the 
preceding  methods  {see  Standardisation  of  per- 
numganaU;  ef,  Annalen,  1897, 198, 333 ;  Zeitech. 
angew.  Chem.  1904,  17,  816 ;  Ann.  Chim.  AnaL 
1904,  9,  3fi6 ;  Zeitsch.  anorg.  Chem.  1906,  49, 
277). 

(For  the  use  of  potassium  dichromate  in  this 
connection,  see  Voktmetric  e^imation  of 
ehromiwn;  Zeitsch.  anorg.  Chem.  1899,  19, 
427;  1906,  49,  277.  See  also  Copper  under 
Volumetric  esiinuUions.  For  a  g;ravimetric 
method  for  standardising  iodine  solution,  consult 
Amer.  J.  Sci.  1909,  (iv.)  28,  33.) 

Titanous  chloride. 

This  reiM^ent,  introduced  into  volumetric 
analysis  by  iTnecht  (J.  Soc.  Dyers  and  Colourists, 
19,  Ino.  6;  Ber.  1907,  40,  3819),  is  a  powerful 
reduoinff  agent.  For  examjde,  a  hydrochloric 
acid  s^ution  of  ferric  chloride  is  quickly  and 
quantitatively  reduced  in  the  cold,  according  to 
the  equation : 

Fea,  -f  Tia,  =  Fea,  +  TiQ* 
and  the  end-point  is  reached  when  a  drop  of 
the  liquid  ceases  to  produce  a  red  colouration 
with  potassium  thiooyanate.  Chromic  acid  and 
cupric  salts  may  be  similarly  estimated,  and 
also  a  large  num\)er  of  organic  dyes. 

Fifty  CO.  of  the  commercial  20  p.o. 
solution  of  titanous  chloride,  which  usually  con- 
tains a  little  iron,  are  mixed  with  an  equal 
volume  of  concentrated  hydrochloric  acid,  boiled 
for  several  nunutes,  and  diluted  to  1  litre  with 
air-free  water.  The  solution  must  be  kept  pro- 
tected from  the  air ;  a  convenient  method  is 
figured  in  Sutton's  Volumetric  Analysis  (9th  ed.), 
p.  224. 

The  concentration  of  the  solution  is  fixed 
by  titrating  against  a  known  quantity  of  either 
fwric  salt  or  potassium  dichromate.    In  the 


former  case  36  ^ms  of  pure  ferrous  ammonium 
sulphate  are  dissolved  in  dilute  sulphuric  acid 
ana  the  solution  diluted  to  1  litre ;  25  c.c.  are 
then  exactly  oxidised  with  dilute  permanganate, 
and  the  resulting  ferric  sulphate  titrat^  with 
the  titanous  chloride  until  a  drop  of  the  solution 
no  longer  gives  a  red  colour  with  potassium 
thiocyanate.  Instead  of  using  this  *  spot-out ' 
method,  10-20  c.o.  of  10  p.c.  potassium  thio- 
cyanate may  be  added  to  the  ferric  solution. 
If  the  standardisation  be  effected  with  potas- 
sium dichromate,  addition  of  the  indicator  to 
the  solution  itself  is  inadmissible.  Nearly  all 
the  titanous  chloride  necessary,  may,  however, 
be  added  at  once,  since  the  colour  changes, 
throuffh  orange  to  green  and  then  violet,  a£>rd 
an  indication  of  the  end-point.  DrojiB  of  solu- 
tion are  removed  for  testing  when  the  green 
colour  has  just  disappeared  (J.  Soc.  Chem.  Ind. 

1908,  27,  673). 

Pure  ferric  alum,  the  preparation  of  which 
is  described  by  Be  Koninck  (Bull.  Soc.  chim.  Beli;;. 

1909,  23,  222),  might  also  be  employed  for  this 
standardisation. 

For  a  number  of  estimations  it  is  necessary 
to  employ  titanous  sulphate  instead  of  the 
chloride. 

Stannous  chloride. 

This  reagent  has  long  been  employed  as  a 
reducing  agent,  but  the  closely  allied  and  more 
powerfiuly  reducing  titanous  salts  appear  to  be 
uisplaoinff  it.  Ferric  salts  are  easuy  reduced 
in  hot  acid  solution : 

2Fea3  -f  SnQj  —  8nCl^  -f  2Fea,. 

Iodine  in  cold  acid  solution  oxidises  it 
quantitatively : 

2SnCl,  +  21,  =  SnI*  +  SnCl4. 

Ten  grams  of  pure  tin  in  thin  pieces  are 
heated  with  200  c.o.  of  concentrated  hydro- 
chloric acid  in  a  platinum  dish  until  dissolved : 
or  a  glass  flask  may  be  used  with  a  piece  of 
platinum  foil  touching  the  tin  to  promote  its 
speedy  solution.  The  solution  is  diluted  to 
I  litre,  and  preserved  out  of  contact  with  the 
air. 

The  solution  is  best  standardised  by  that 
process  for  which  it  is  afterwards  to  be  employed, 
e.g.  if  required  for  iron  estimations,  by  titration 
against  a  known  amount  of  ferric  chloride. 
Tn»  latter  may  be  obtained  by  dissolving 
10-03  fframs  of  bright  iron  wire  (99*7  p.c  iron) 
in  hycurochlorio  acid,  oxidising  with  potassium 
chlorate,  expelling  the  excess  of  chlorine  by 
boiling,  and  diluting  the  solution  to  1  litre ; 
26  o.c.  are  conveniently  used  for  titrating  the 
above  solution. 

Several  methods   have  been  proposed  for 
determining  the  end-point.    The  iron  solution 
containing  20-40  c.c.   of  concentrated  hydro- 
chloric acid  in  a  volume  of  126  o.c.  may  be 
titrated  nearly  at  the  boiling-point,  16  o.c.  of 
indicator  solution  (34  grams  HgCI,+0*05  gram 
Pt  as  chloride   per  litre)   being  added.    The 
end-point   is   reached   when   a   dark-cloud   of 
i  finely  divided  mercury  and  platinum  is  pro- 
I  duced  (Amer.  Chem.  J.  1893,  16,  360).     Or  a 
I  drop  of  the  solution  may  be  mixed  with  am- 
monium   molybdate   on   a   white   plate ;    the 
slightest  trace  of  stannous  salt  causes  a  blue 
I  colouration.     An  alternative  is  to  add  a  sl^ht 
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excess  of  stannous  chloride,  and  titrate  back 
the  cold  solution  Mith  iodine. 

(For  the  st-andardisation  by  means  of  iodine, 
see  Volumetric  estimation  of  tin.) 

Silver  nitraie.  Sodium  chloride,  and  Am- 
monium thiocyantUe, 

These  precipitation  reagents,  which  are  con- 
veniently made  of  decinormal  strength,  are  of 
great  service  for  the  volumetric  estimation  of 
silver,  copper,  mercury,  the  halogen  acids, 
cyanides,  and  thiooyanates. 

Silver  nitrate  is  used  either  in  neutral  or  in 
nitric  acid  solution.  In  the  first  case  potassium 
chromate  is  employed  as  indicator  when  halcM|ens 
are  being  estimated  (Mohr*s  method).  Suver 
chromate  is  decomposed  by  solutions  of  halogen 
saJts  forming  silver  nalide  and  metallic  chromate ; 
consequently,  silver  chromate  cannot  permanently 
exist  in  the  solution  until  all  the  nalogen  has 
been  precipitated.  The  first  drop  of  silver 
nitrate  in  excess  then  produces  a  permanent 
precipitate  of  silver  chromate,  whi<m  gives  a 
faint  red  tint  to  the  previously  pale-yellow 
liquid.  This  colour  change  is  more  readily 
observed  in  monochromatic  light  (from  a  power- 
ful sodium  flame).  One  or  two  drops  of  a 
10  p.c.  solution  of  potassium  chromate  are 
added  to  the  solution,  which  should  not  be 
unduly  diluted.  Silver  chromate  is  soluble  in 
mineral  acids  or  ammonia  ;  hence  the  necessity 
for  working  in  neutral  solution.  An  alkaline 
solution  may  be  acidified  with  dilute  nitric  acid, 
and  then  neutralised  with  powdered  calcium 
carbonate.  Barium  must  be  absent  fro^  the 
solution,  since  it  precipitates  the  indicator;  it 
may  be  removed  with  sodium  sulphate. 

In  the  presence  of  nitric  acid,  silver  nitrate 
and  ammonium  thiocyanate  solutions  are  used 
in  conjunction  (Volhard's  method,  Annalon, 
1878,  190,  47).  The  addition  of  thiocyanate  to 
a  nitric  acid  solution  containing  silver  causes 
the  precipitation  of  white  silver  thiocyanate, 
and  the  end-point  is  indicated  by  the  red 
colouration  produced  by  the  interaction  of  the 
first  drop  of  thiocyanate  in  excess  with  a  ferric 
salt  previously  introduced  into  the  solution. 
The  tniooyanate  should  always  be  added  to  the 
silver  solution.  The  ferric  indicator  is  prepared 
by  adding  nitric  acid  (4 : 1  boiled  to  expel 
nitrous  acid)  to  a  saturated  solution  of  iron 
idum  until  colourless ;  5-10  c.c.  are  used  in  the 
titration. 

Standard  sodium  chloride  solution  is  used 
for  the  estimation  of  silver  by  the  vezy  exact 
method  originally  due  to  Gay-Lussac.  (For  a 
description  of  the  method,  v.  Assayino.  ) 

Decinormal  silver  nitrate  is  obtained  by  dis- 
solving 16-99  grams  of  the  pure  dry  recrystal- 
lised  silver  nitrate  in  water  and  diluting  the 
solution  to  1  litre.  If  it  is  to  be  used  in  con- 
junction with  the  thiocyanate,  this  solution 
may  also  be  prepared  by  dissolving  10*788  grams 
of  pure  silver  in  a  slight  excess  of  nitric  acid, 
boiling  till  nitrous  acid  is  expelled,  and  diluting 
to  1  litre. 

The  thiocyanate  is  prepared  approximately 
decinormal  by  dissolving  the  salt  in  distilled 
water  (8  grams  per  litre),  and  is  standardised 
against  the  silver  nitrate  solution,  26  c.c.  of 
^mich  are  diluted  to  100  c.c.  and  titrated  as 
described  above.  I 


Volumetric  Estimations. 

Aluminium.  lodimciricaUy.  The  neutral 
solution  is  boiled  with  excess  of  potassium  iodide 
and  potassium  iodate  for  twenty  minutes  in  a 
stream  of  hydrogen ;  the  iodine  evolved,  and 
collected  in  potassium  iodide,  together  with  that 
which  remams  in  the  distilling  nask,  is  titrated 
with  ^/lO-thiosulphate  (Amer.  J.  Sci.  1906,  20, 
181 ;  Zeitsch.  anorg.  Chem.  1907,  62,  286) : 

Ala(S04),+5KH-KI03+3H,0 

=  2Al(OH),H-3K,SO,+3T,. 

Antimony,  AiniMOHions  solittions.  (a)  lodi- 
metrically.  One  or  two  grams  of  Rochelle  salt 
are  added,  the  solution  made  alkaline  with 
sodium  bicarbonate,  and  titrated  with  2^/10- 
iodine.    I,  =  Sb  {v.  Absbnic). 

(6)  By  oxidation.  The  hot  hydrochloric  acid 
solution  (above  60*)  is  titrated  with  ^/lO-potas- 
sium  bromate,  which  has  been  standardised 
against  a  known  amount  of  pure  antimony — 

3SbCa,H-KBrO,+6Ha=3SbCl,+KBr+3H,0. 

The  end-point  is  indicated  by  the  bleaching  of 
a  few  drops  of  methyl  orange  added  to  the  hot 
solution  (Chem.  Zeit.  1903,  27,  749;  J.  Soc. 
Chem.  Ind.  1906,  26,  1181 ;  Chem.  News,  1907. 
96,  49). 

(e)  By  oxidation.  The  cold  solution,  freely 
acidified  with  hydrochloric  acid,  is  titrated  with 
3r/10»permanganate  (Zeitsch.  angew.  Chem.  1901, 
14,  1179 ;  J.  Amer.  Chem.  Soc.  1907,  29,  66). 

Antimonic  solutions,  (a)  By  reduction  to 
the  tervalent  state,  and  estimation  by  one  of 
the  foregoing  processes.  Reduction  may  be 
aooompli^ed :  (i.)  by  boiling  the  hydrochloric 
acid  solution  with  sodium  sulphite  or  sulphurous 
acid  (Zeitsch.  angew.  Chem.  1888,  166) ;  accord- 
ing to  Rohmer,  the  reduction  is  not  quanti- 
tative  unless  a  gram  of  potassium  bromide  is 
added  (Ber.  1901,  34,  1666);  (ii)  by  boiling 
the  sulphuric  acid  solution  (100  c.c.  containing 
6  C.C.  of  concentrated  acid  euid  4  grams  of  Bochdle 
salt)  with  1-0-1*6  grams  of  potassium  iodide  till 
nearly  all  the  iodine  is  expelled,  exactly  bleach- 
ing the  remainder  with  dilute  sulphurous  acid, 
dihiting,  rapidly  cooling,  and  neutralising.  The 
solution  is  then  titrated  in  bicarbonate  solution 
with  ^/10-iodine  (Amer.  J.  SoL  1892.  42,  213). 

(h)  lodimeiricaUy.  The  cold  solution  con- 
taining 20-26  C.C.  of  hydrochloric  acid  in  a 
volume  of  100  cc,  is  mixed  with  0-6-1-0  gram 
of  potassium  iodide  and  the  liberated  iodine  ti- 
trated with  ^/lO-thiosulphate.  I,  »  Sb  (Zeitsch. 
anorg.  Chem.  1908,  68,  202 ;  cf.  ibid.  1903,  37, 
337). 

Arsenie.  Absbnious  solutioms.  lodimetri- 
caUy.  The  solution,  containing  sodium  bicarbo- 
nate in  excess,  is  titrated  with  AVlO-iodine  as 
described  imder  the  standardisation  of  iodine 
solution.  The  bicarbonate  may  with  advantage 
be  replaced  by  disodium  hydrogen  phosphate 
(J.  Amer.  Chem.  Soc.  1908,  30,  31). 

Absbnio  solutions,  (a)  By  reduction  with 
hydriodic  acid  as  described  under  Antimony,  and 
subsequent  titration  with  iodine ;  no  Rochelle 
salt  is  necessary  (Amer.  J.  Sd.  1900,  10,  161). 
Reduction  may  also  be  effected  by  heating  the 
sulphuric  acid  solution  with  sulphurous  acid 
in  a  stoppered  bottle  for  an  hour,  diluting  and 
boiling  down  to  half  the  volume  to  expel  excess 
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of  BulphuronB  acid  (Zeitsch.  anal.  Chem.  1883, 
22,  378 ;  Chcm.  News,  1886,  53,  221). 

{b)  By  precipitation.  The  neutral  or  acetic 
acid  solution  is  precipitated  with  excess  of  silver 
nitrate,  and  the  precipitated  silver  arsenate 
collected,  washed,  dissolved  in  nitric  acid,  and  the 
silver  titrated  with  ^/  10-thiooyanate.   3  Ag  a  As. 

(c)  lodimelricaUy  (Zeitsch.  anal.  Chem.  1006, 
45,  596 ;  compare  Amer.  J.  Sci.  1900,  10,  151). 
{See  also  Zeitsch.  anorg.  Chem.  1909,  62,  123, 
for  a  method  suitable  for  small  quantities  of 
arsenic.) 

Barium.  lodimelricaUy,  Excess  of  potas- 
sium iodate  is  added  to  the  faintly  ammoniacal 
solution,  the  precipitated  iodate  washed  with 
ammonia  and  then  with  alcohol,  dissolved  in 
hydrochloric  acid  and  potassium  iodide,  and  the 
iodine  titrated  with  J^/10-thiosulphate.  6I,s3Ba 
(J.  Amer.  Chem.  Soc.  1909,  31,  43). 

•Bismuth,  (a)  lodimeiricaUy,  The  solution, 
as  free  as  possible  from  mineral  acids,  is  mixed 
with  excess  of  i\^^2-pota6sium  ohromate,  shaken 
for  10  minutes,  oiluted  to  a  known  volume,  and 
the  chromate  in  an  aliquot  part  of  the  filtrate 
from  the  bismuthyl  chromate  BitO,*2CrOs  is 
titrated  iodimetrically  (Zeitsch.  anorg.  Chem. 
1902,  32,  362 ;  Zeitsch.  anaL  Chem.  1907,  46, 
223). 

(&)  As  bismuth  ammonium  molybdate  (J.  Amer. 
Chem.  Soc.  1903,  25,  907). 

BorooL    (a)   v.   Acidimetby   and   Aijcali- 

SfSTRT. 

(6)  lodimelricaUy,    The  reaction 

5KI+KIO,+6HBO,=3I,+3H,0+6KBO, 

is  quantitative  in  a  solution  saturated  with 
mannitol  {v,  Amer.  J.  Sci.  1899,  8,  127). 

Bromine  v,  EaJogens, 

Caleium.  Bu  oxidation.  The  oxalate,  preci- 
pitated from  a  hot  slightly  ammoniacal  solution 
{see  Oravimeiric  m£lhods),  is  washed  with  warm 
water  till  free  from  ammonium  oxalate,  decom- 
posed with  hot  dilute  sulphuric  acid,  and  the 
oxalic  acid  titrated  with  i\^/10-permanganate. 
The  precipitate  may  also  be  dissolved  in  dilute 
hydrochloric  acid,  0*6  gram  of  muiganese  sul- 
phate added,  and  the  solution  titrated  with 
permanganate  {v.  Amer.  Chem.  J.  1905,  33,  500). 

CarMii.  Cabboh  dioxidx.  v,  Acidimxtby 
and  Alkauhetby,  and  Oas  analysis, 

Cyanooen  ACIDS.  Cyanatbs.  The  cold,  dilute 
solution  is  exactly  neutralised  with  ^/10-hydro- 
chlorio  acid  (using  methyl  oranee  or  congo  red 
as  indicator),  excess  of  acid  is  added,  the  solutior. 
boiled  for  ten  minutes,  cooled  and  titrated  back 
^/10-Bodium  hydroxide.  Excess  of  ^/lO-sodium 
hydroxide  is  then  added,  the  solution  boiled  to 
expel  ammonia,  and  titrated  back  with  N/IO- 
hydrochloric  acid.  From  these  data  two  values 
for  the  oyanate  can  be  calculated,  which  serve 
to  check  one  another  (Chem.  News,  1906,  93, 
5;  compare  Zeitsch.  angew.  Chem.  1901,  24, 
585 ;  J.  Soc.  Chem.  Ind.  1904,  23,  244). 

KCN0-f2Ha+H,0  =  Ka+NH^a+co,. 

Ctanidbs.  (a)  By  precinitalion,  (L)  Excess 
of  3^/10-silver  nitrate  is  added  to  the  neutral 
cyanide  solution,  and  then  a  little  nitric  acid. 
The  excess  of  silver  is  titrated  with  ^/10-thio- 
oyanate  after  filtering  off  the  silver  cyanide, 
(ii.)  The  slightly  alkaline  solution  is  titrated 
with  i^/10-silver  nitrate  mth  constant  stirring 


till  a  permanent  turbidity  is  produced  (Liebig, 
Annalen,  1851,  77,  102).*  This  marks  the  end 
of  the  reaction : 

2KCN+AgN0,=KN0,+KAg(CN),. 
The  end-point  is  best  observed  by  adding  5-10 
drops  of  20  p.c.  potassium  iodide  as  an  indicator. 
A  permanent  yellow  turbidity,  due  to  silver 
iodide,  is  produced  as  soon  as  the  above  reaction 
is  completed  (Ann.  Chim.  Phvs.  1895,  (vii)  6, 
381). 

(b)  See  Ferrocyanides  (6). 

Fbbbicyanides.  (a)  The  salt  is  reduced  to 
ferrocyanide  by  boiling  with  sodium  hydroxide 
and  ferrous  sulphate  and  the  filtered  solution 
strongly  acidified  with  sulphuric  acid  and  titrated 
with  i^/lO-permanganate  {v.  Ferrocyanides). 
Reduction  may  also  be  effected  by  boiUng  with 
sodium  peroxide  (Arch.  Phaxm.  232,  226). 

(6)  lodimelricaUy,  The  neutral  solution  (50 
c.c.)  is  mixed  with  3  grams  of  pot^issium  iodide 
and  1*5  grams  of  zinc  sulphate,  the  mixture  well 
shaken,  and  the  iodine  titrated  with  iyT/lO-thio- 
sulphate.  2K,Fe(CN),=I,  (Zeitsch.  anorg.  Chem. 
1910,  67,  418;  compare  ibid.  67,  322). 

Febrocyanides.  (a)  By  oxidaiion.  The  solu- 
tion  is  strongly  acidified  with  sulphuric  acid 
and  titrated  with  iy^/lO-permanganate  till  the 
colour  changes  from  yellowish-green  to  yellowish- 
red.  If  any  difficulty  is  experienced  in  detcr- 
minins  the  end-point,  a  drop  of  the  solution 
may  be  mixed  with  dilute  ferric  chloride.  A 
blue  colour  will  develop  whilst  any  ferrocyanide 
remains  (de  Haen,  Annalen,  1854,  90,  160 ; 
compare  Zeitsch.  anorg.  Chem.  1910,  67,  418). 

An  excess  of  permanganate  may  also  be 
added,the  excess  being  determined  iodimetricHUy. 
(For  details,  consult  Zeitsch.  anorg.  Chem.  1910, 
67,322.) 

(&)  By  conversion  ifdo  hydrocyanic  acid.  The 
ferrocyanide  solution  is  boiled  for  five  minutes 
with  10  0.0.  of  iy^-sodium  hydroxide  and  15  c.o. 
of  3^-magnesium  chloride,  100  co.  of  boiling 
^/10-merourio  chloride  are  then  added,  and  the 
boiling  continued  for  ten  minutes.  The  mercuric 
cyanide  produced  is  distilled  for  thirty  minutes 
with  30  0.0.  of  3^-sulphuric  acid,  the  prussio 
acid  collected  in  25  o.c.  of  iV^-aodium  hydroxide, 
a  little  potassium  iodide  added,  and  the  cyanide 
titrated  with  ^/lO-silver  nitrate  (Fold,  Chem. 
Zentr.  1903,  ii.  1398 ;  Analyst,  1908,  33,  261 ; 
1910,  35,  295). 

Thiocyakatss.  (a)  By  prectpHalion,  As  in 
standardising  ammonium  thiocyanate  solution; 
the  thiocyanate  must  be  added  to  the  silver 
nitrate,  and  not  vice  versd,  since  nitric  acid 
decomposes  thiocyanates. 

(5)  By  oxidaiion.  The  thiocyanate  is  ti- 
trated in  concentrated  hydrochloric  acid  solu- 
tion with  potassium  iodate,  in  a  stoppered 
bottle,  with  vigorous  shaking.  The  ena-point 
is  reached  when  5  co.  of  chloroform  previously 
introduced  are  no  longer  coloured  by  iodine 
(J.  Amer.  Chcm.  Soc.  1908,  30,  760);  e,g, 

4CuCNS+7KIO,+ 14Ha 

«4CuS04+7KaH-7ia+4Ha-|-5H,0. 
Oxidation  in  dilute  sulphuric  aoid  solution  with 
permanganate  is  untrustworthy. 

Cerium,  (a)  lodimelricaUy,  Cerio  oxide  is 
warmed  with  concentrated  hydrochlorio  acid 
and  potassium  iodide  in  a  stoppered  bottle  till 
complete   solution   is   effected.    The   liberated 
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iodine  is  then  titrated  with  ^/lO-thiosulphate 
(Bonaen,  Annalen,  1858,  105,  40;  also  Amer. 
J.  Soi.  1899,  8,  451). 

2CeO,+8HCl+2KI  =  2Cea3+2Ka+I,+4HtO 

(6)  By  oxidation.  The  washed  oxalate  is 
suspended  in  hot  dilute  sulphuric  acid  and 
titrated  with  ^lO-permanganate  (v.  Calcium: 
Zeitsch.  anal.  Chem.  1880,  19,  194;  Amer.  J. 
Sci.  1899,  8,  457). 

(c)  Bv  reduction.  The  cerium  is  oxidised  with 
sodium  bismuthate  in  boiling  sulphuric  acid 
solution  to  oeric  sulphate  and  the  filtered  solu- 
tion reduced  by  a  slight  excess  of  ferrous 
sulphate,  the  excess  being  titrated  with  N/10' 
permanganate.  Other  rare  earth  metals  do  not 
interfere  (J.  Amer.  Chem.  Soo.  1909,  31,  523 ; 
1910,  32,  642;  compare  Compt.  rend.  1899, 
128,  101 ;   Ber.  1900,  33,  1924 ;   Ber.  1903,  36, 

282). 

(d)  Other  metJiodt  (Zeitsch.  anorg.  Chem. 
1907,  54,  104  ;  1908,  59,  71). 

Chlorine  v.  Halogens, 

Chromium.  The  chromium  should  be  in  the 
form  of  chromate. 

(a)  lodimetricaUy.  The  chromate  solution  is 
acidified  with  hydrochloric  aoid  (5  c.c.  of  concen- 
trated acid  per  100  c.c.  solution),  1  or  2  grams  of 
potassium  iodide  added,  and  the  covered  solu- 
tion allowed  to  stand  for  15  to  20  minutes.  It 
is  then  diluted  to  400-500  cc  and  the  liberated 
iodine  titrated  with^/10-thiosulphate.  3I,=2Cr. 
A  known  dichromate  solution  can  in  this  way  bo 
used  to  standardise  sodium  thiosulphate  (J.  pr. 
Chem.  1868,  103,  362;  Zeitsch.  anoig.  Chem. 
1899,  19,  427 ;  1906,  49,  277 ;  Zeitsch.  angew. 
Chem.  1900,  1147). 

{h)  By  reduction  (i.)  with  ferrous  ammonium 
sulphate,  of  which  a  slight  excess  is  added  to 
the  chromate  s^ution  containing  sulphuric  or 
hydrochloric  acid,  the  excess  of  ferrous  salt  bein£ 
then  titrated  with  .AT/lO-dichromate ;  (ii.)  with 
titanous  chloride  (v.  Preparation  of  standard 
solutions ;  J.  Soc.  Chem.  Ind.  1908,  27,  673) ; 
(iii.)  with  arsenious  oxide  (Amer.  J.  Sci.  1896, 

1,  35). 

Chromium  in  chrome  steeL  Three  grams  of 
alloy  are  dissolved  in  35  c.c.  of  concentrated 
hydrochloric  aoid,  and  the  excess  evaporated ; 
150  C.C.  of  strong  nitric  acid  are  added,  the 
boiling  continued  till  no  more  brown  fumes  are 
evolved,  when  all  chlorine  has  been  expelled. 
The  chromium  is  then  oxidised  by  adding 
10  grams  of  potassium  chlorate,  and  the  solution 
boiled  down  to  40  c.c.  to  decompose  excess  of 
chlorate ;  100  c.c.  of  water  are  added,  and  one 
or  two  drops  of  hydrochloric  acid,  to  dissolve 
separated  manganese  dioxide.  The  chromate 
solution  is  boiled  to  expel  chlorine,  cooled  and 
titrated  according  to  method  (6)  (i.)  above.  (For 
other  methods,  see  J.  Amer.  Chem.  Soc.  1905, 
27,  1550;  1908,  30,  1116;  J.  Soc.  Chem.  Ind. 
1907,  26,  1010;  Chem.  News,  1904,  90,  320; 
91,  3;  also  Matiganese  and  Variadium  (v, 
infra),) 

Chromium  in  chromHe.  The  valuation  of 
this,  the  only  important  ore  of  chromium,  is 
usually  effected  by  a  volumetric  methtxl;  the 
finely  powdered  ore  is  fused  with  sodium  per- 
oxide in  a  nickel  crucible,  and  the  chromate  in 
the  aqueous  extract  estimated  as  described 
above,  after  boiling  for  ten  minutes  to  decompose 


excess  of  peroxide  {v,  J.  Soc.  Chem.  Ind.  1896, 
15,  155,  436 ;  Chem.  Zeit.  1897,  21,  3 ;  Bull. 
Soc.  Chim.  1909,  5,  1133;  Cliem.  News,  1896, 
73,  1). 

Cobalt,  (a)  lodimetricaUy,  The  solution  is 
mixed  with  hydrogen  peroxide,  and  then  with 
sodium  hydroxide,  when  the  cobalt  is  preci- 
pitated as  sesquioxide  C0|0„  whilst  nickel  is 
simply  precipitated  as  ereen  hydroxide.  After 
boiling  for  a  minute,  the  olack  ppt.  is  dissolved  ia 
hydrochloric  acid  and  potassium  iodide,  and  the 
iodine  titrated  wrth  iv/10-thiosulphate  (Chem. 
News,  1900,  82,  66,  73 ;  1903,  88,  184). 

{bj  By  precipitation  with  ferrocyanide,  as 
described  under  Nickel  (6). 

ColumMum.  By  reduction  and  subsequent 
oxidation  (v,  Zeitsch.  anor^.  Chem.  1909, 62,  383). 

Copper,  (a)  lodim^tncaUy,  The  solution  of 
cupnc  salt  preferably  neutral  or  containing 
acetic  acid,  is  diluted  to  100  c.c,  5  crams  of 
potassium  iodide  are* added,  and  the  liberated 
iodine  titrated  witii  i^/10-thiosulphate,  using 
starch  paste  as  indicator.  If  more  than  25  c.c. 
of  thiosulphate  are  required,  2-3  grains  more 
potassium  iodide  should  be  added  (Amer.  J.  Sci. 
1907,  24,  65;  compare  J.  Amer.  Chem.  Soc. 
1902,  24,  1082;  1905,  27,  1224;  see  also 
Methods  of  separation), 

2CUSO4+4KI  =  2K5S04-hI,+CujI,. 

(6)  By  titration  with  potassium  cyanide 
{Sieinbeck*s  process).  The  ammoniacal  copper 
solution  is  titrated  neith  potassium  cyanide 
until  colourless  (v.  Chem.  News,  1897,  76,  189; 
Methods  of  separation ;  and  the  article  Cofpsb). 

(c)  By  precipitation  as  thiocyanate  and  esti- 
mation of  the  precipitate  by  potassium  iodate 
in  hydrochloric  acid  solution  {v,  Thiocyanates ; 
and  J.  Amer.  Chem.  Soc.  1908,  30,  760). 

(d)  By  oxidation.  The  oxalate  is  precipi- 
tated in  a  nitric  acid  solution  by  adding  excess 
of  ammonium  oxalate,  washed  and  titrated 
with  .AT/lO-permanganate  (Amer.  J.  Sci.  1909,  27, 
448). 

(e)  By  reduction  to  cuprous  salt.  To  the 
sulphuric  or  hydrochloric  acid  solution,  10-20c.c. 
of  10  p.c.  potassium  thiocyanate  and  a  little 
ferrous  salt  are  added,  when  a  deep  red  coloura- 
tion is  produced,  since  ferrous  salts  in  acid 
solution  are  partly  oxidised  by  cupric  salts. 
The  cold  solution  is  titrated  with  titanous 
chloride  until  the  red  colouration  is  destroyed 
(Chem.  Soc.  Trans.  1906,  89,  1491).  Or  a  slight 
excess  of  titanous  chloride  may  be  added,  and 
titrated  back  with  standard  ferric  alum. 

Ilaorine.  AcidimetricaUy,  The  fluoride  is 
mixed  with  ten  times  its  weight  of  finely 
powdered  and  ignited  quartz,  and  decomposed 
by  warming  witn  concentrated  sulphuric  acid ; 
the  silicon  fluoride  evolved  passes  through  a 
dry  U-tube  filled  with  glass  beads  and  immersed 
in  cold  water,  in  order  to  remove  sulphuric  acid, 
and  is  then  absorbed  in  50  p.c.  alcoholic  potas- 
sium chloride,  which  precipitates  silicic  acid 
and  potassium  silicofluoriae,  leaving  hydro- 
chloric acid  in  the  solution  : — 

3SiF4H-2H,0  =  2HgSiF,+SiO, 
H,SiF,-i-2Ka  =  K,SiF,-i-2Ha. 

The  hydrochloric  acid  is  titrated  with  2^/5- 
sodium  hydroxide,  using  lacmoid  as  indicator. 
2HC1  =  3F,.  (For  full  experimental  details, 
which  are  absolutely  essential  in  order  to  obtain 
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accurate  results,  consult  Chem.  News,  1879,  39, 
179;  Amer.  J.  Sci.  1906,  22,  329;  or  Low's 
Technical  Methods  of  Ore  Analysis.) 

Gold.  lodimetricaUy,  The  auric  solution  is 
treated  with  potassium  iodide  in  more  than 
sufficient  quantity  to  dissolve  the  aurous  iodide 
first  precipitated,  and  the  iodine  liberated  is 
estimated  with  standard  thiosulphate  (Amer. 
J.  Sci.  1899,  8,  261 ;  compare  Zeitsch.  anorg. 
Chem.  1899,  19,  63). 

Halogens.  This  term  is  restricted  in  this 
connection  to  chlorine,  bromine,  and  iodine, 
fluorine  being  treated  separately,  since  its 
anal3rtical  reactions  are  quite  different. 

Estimation  of  halogens.  Iodine  is  esti- 
mated by  solution  in  potassium  iodide  and  titra- 
tion with  JV/ 10- thiosulphate,  using  starch  paste 
as  indicator  {v.  Preparation  of  standard  solutions, 
p.  205).  Bromine  and  chlorine  are  absorbed  in 
potassium  iodide  solution,  setting  free  an  equi- 
valent quantity  of  iodine,  which  is  titrated  with 
i^r/lO-thiosulphate. 

A  large  number  of  substances,  e,g,  peroxides, 
chlorates,  chromates,  &c.,  may  b^  reaoily  deter- 
mined indirectly  by  distillation  with  concen- 
trated hydrochloric  acid,  the  available  oxygen 
of  the  compound  setting  free  its  equivalent  of 
chlorine,  which  is  absorted  in  potassium  iodide, 
and  the  liberated  iodine  titrated  with  ^/10-thio- 
sulphate.  It  is  very  desirable  to  exclude  air 
in  the  process  of  distillation,  since  it  liberates 
iodine  from  the  hydrogen  iodide  set  free  in  the 
receiver,  by  the  hy^ogen  chloride  distilling 
over  during  the  experiment.  The  apparatus 
devised  by  Bunsen,  the  originator  of  this 
analjrtical  method,  is  shown  in  Fig.  13,  b.    The 


Fig.  13. 

small  flask  (50  c.c.)  and  the  deliverv  tube  are 
ground  at  their  junction  to  fit,  and  the  joint 
made  with  caoutchouc  tubing ;  a  ground-glass 
joint  is  better,  a  spring  holding  the  two  parts 
tightly  together.  The  mixture  is  rapidly  boiled, 
the  chlorine  passing  into  potassium  iodide  con- 
tained in  the  retort,  the  size  of  which  must  be 
suitably  chosen  to  prevent  overflowing.  A 
different  receiving  vessel  is  shown  in  Fig.  13,  a. 
It  is  very  convenient  to  perform  such  dis- 
tillations in  a  current  of  carbon  dioxide  or 
other  inert  gas,  and  various  designs  of  apparatus 
for  such  a  purpose  are  given  in  Amer.  J.  Sci 
1898,  6,  168;  Chem.  News,  1899,  79,  85; 
Chem.  Soc.  Traas.  1892,  61,  87  ;  Zeitsch.  angew. 
Chem.  1890,  477. 

The  apparatus  shown  in  Fig.  14  (Analyst, 
1908, 33, 117)  admits  of  the  gradual  introduction 
of  a  liquid  reagent  during  ojstillation  in  carbon 
dioxide,  steam,  or  any  other  gas  or  vapour. 
Contamination  of  the  reagents  with  cork  or 
Vol.  L— r. 


indiarubber  derived  from  stoppers, &c.,  Is  avoided 
by    fitting  the    condenser  and    the    dropping 


Fig.  14. 

funnel  to  the  distilling  flask  by  ground -glass 
joints. 

Estimation  of  halogens  in  halids  salts. 
By  precipitation,  (i.)  Mohr's  method.  The  neu- 
tral solution  is  titrated  with  ^/10-silver  nitrate 
in  the  presence  of  a  few  drops  of  potassium 
chromate  as  indicator  (v.  Preparation  of  standard 
solutions,  p.  206).  It  is  advisable  to  perform 
a  blank  experiment  under  identical  conditions, 
to  allow  for  the  silver  nitrate  necessary  to  bring 
out  the  reddish  colouration,  (ii.)  Volhard*s 
method.  The  nitric  acid  solution  of  the  halido 
is  precipitated  by  adding  a  slight  excess  of  iV/10- 
silver  nitrate,  the  excess  being  then  titrated  ^\ith 
i^/10-ammonium  thiooyanate.  Silver  chloride 
must  be  filtered  off  before  the  latter  titration  is 
performed,  since  it  reacts  with  the  thiocyanate 
(J.  Amer.  Chem.  Soc.  1907,  29,  269 ;  comjiare 
Zeitsch.  anorg.  Chem.  1909,  63,  330);  but 
silver  bromide  and  iodide  do  not  interfere.  It 
is  advisable  to  titrate  iodide  in  a  stoppered 
bottle  with  vigorous  shaking  when  adding  both 
the  silver  solution  and  the  thiocyanate,  to 
minimise  error  due  to  occlusion.  It  is  more 
accurate  to  weigh  out  a  very  slight  excess  of 
pure  silver,  dissolve  it  in  nitric  acid  (carefully 
expelling  nitrous  acid,  which  interferes  with 
the  indicator),  and  add  to  the  halide  solution 
than  to  measure  out  ^/10-silver  nitrate.  After 
vigorous  shaking,  the  excess  of  silver  is  then 
titrated  A\ith  a  dilute  thiocyanate  solution 
(1  C.C.  =  1  milligram  Ag). 

Iodides.  Jodimetrically,  (i.)  A  slight  excess 
of  potassium  iodate  is  added,  and  the  solution 
acidified  with  dilute  sulphuric  acid.  The 
liberated  iodine  is  extracted  with  chloruforni, 
carbon  disulphide  or  toluene,  and  titrated  with 
^/10-thiosulphate.  A  weaker  acid  than  sul- 
phuric acid  may   be  employed,  e,g.  acetic  or 
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tartaric  acid.  Five-sixthB  of  the  iodine  found 
was  originally  present  as  iodide  (Chem.  Zeit.  1904, 
28,  1191 ;  Amer.  J.  Sci.  1897,  3,  293  ;  J.  pharm. 
Chim.  1902,  16,  207;  J.  Amer.  Chem.  Soc. 
1903,  25,  1138).  This  method  is  available  in 
the  presence  of  bromide  and  chloride,  if  acetic 
acid  be  employed,  (ii.)  The  solution,  contain- 
ing the  iodide,  2  grams  of  pure  potassium  arsenate, 
and  10  c.c.  of  concentrated  sulphuric  acid,  is 
boiled  down  from  a  volume  of^  100  c.c  to 
35-40  C.C.,  when  all  the  iodine  is  expelled.  The 
arsenious  salt  in  solution  is  then  titrated  with 
i^/10-iodine  (Amer.  J.  Sci.  1890,  39,  188).  As 
B=I,.  In  the  presence  of  chloride  the  results 
are  a  little  low ;  bromide  causes  them  to  be 
slightly  high,  (iii.)  (v.  Chem.  Soc  Trans.  1885, 
47,  471.) 

Estimations  or  halogens  in  oxyhalooen 
COHFOUNDB.  (a)  Btf  reduction  to  a  halide  salt 
and  determination  of  the  latter.  lodates  are 
reduced  by  adding  suJ^urous  acid  to  the 
sulphuric  acid  solution  of  the  iodate  till  the 
separated  iodine  is  redissolved;  an  excess  of 
^10-silver  nitrate  is  added  to  precipitate  the 
iodide,  the  mixture  boiled  with  excess  of 
nitric  acid,  and  finally  the  excess  of  silver 
titrated  with  A'/lO-thiocyanate.  Bromates  and 
chlorates  are  reduced  by  adding  an  excess  of 
iron  filings  to  the  sulphuric  acid  solution  ;  after 
an  hour,  excess  of  ^10-silver  nitrate  is  added, 
the  mixture  boiled  with  nitric  acid  to  oxidise  the 
ferrous  salt,  and  the  excess  of  silver  titrated 
(Amer.  Chem.  J.  1904,  32,  242). 

(6)  By  reduction  to  a  halide  salt  and  estima- 
tion of  the  reducing  agent  used  up  in  the  process. 
With  cMoTotes  and  hromates,  the  sulphuric  acid 
solution  is  boiled  for  ten  minutes  with  excess  of 
standard  ferrous  sulphate  in  an  atmosphere  of 
carbon  dioxide,  the  solution  cooled,  manganese 
sulphate  added  and  the  unchanged  ferrous  salt 
titrated  with  i^/10-KMnO4.  6Fe  =  QO,  or  BrO, 
(Zeitsch.  anorg.  Chem.  1904,  38, 110).  Bromates 
may  also  be  r^uced  with  arsenious  oxide  (Amer. 
J.  Sci.  1902,  14,  285).  Chhraies  are  reduced  by 
adding  an  excess  of  2\r/10-titanous  sulphate,  and 
after  three  minutes,  titrating  back  with  ferric 
alum  (J.  Soc.  Chem.  Ind.  1908,  27,  434). 

(c)  lodimelricaUy.  Chlorates,  (i.)  By  dis- 
tillation with  concentrated  hydrochloric  acid. 
QO,  s=  31,  {Bunsen's  method ;  v.  Estimation 
of  halogens  ;  Chem.  Soc.  Trans.  1892,  61,  87). 
(ii.)  By  reduction  with  concentrated  hydro- 
chloric acid  and  potassium  bromide  (Chem.  Zeit. 
1901,  25,  727),  or  with  potassium  iodide  and 
dilute  siilphuric  acid  in  presence  of  vanadyl 
sulphate  (Zeitsch.  anal.  Chem.  1907,  46,  521). 
(For  other  methods,  see  Amer.  J.  Sci.  1891,  42, 
220;  J.  Amer.  Chem.  Soc.  1903,  26,  756; 
Zeitsch.  anal.  Chem.  1907,  46,  308.) 

Hypochlorites,  A  slight  excess  of  2\r/10-sodium 
arsenite  is  added  and  the  excess  titrated  with 
?^/10-iodine,  or  the  hypochlorite  is  directly  ti- 
trated with  the  arsenite  till  a  drop  of  the  solution 
ceases  to  colour  starch-jjotassium  iodide  paper 
blue.  As  =  CIO  {Penot*s  method ;  compare 
Chem.  Zeit.  1904,  28,  59). 

Perchlorates.  The  concentrated  solution  is 
boiled  with  a  large,  excess  of  titanous  sulphate, 
the  excess  oxidised  ^ith  permanganate,  and  the 
chloride  produced  is  titrated  as  usual  (Zeitsch. 
anorg.  Chem.  1909,  62,  108 ;  Chem.  Zeit.  1909, 
33,759). 


Bromates,  The  substance  is  digested  at  100^ 
with  potassium  iodide  and  concentrated  hydro- 
chloric acid  in  a  stoppered  bottle,  and  the 
liberated  iodine  titrated  with  thioeulphate. 
BrO,  =  3I2  (compare  Zeitsch.  anoig.  Chem.  1899, 
19,  427). 

Jodates,  These  are  simply  added  to  a  slight 
excess  of  potassium  iodide  solution,  acidined 
with  sulphuric  or  hydrochloric  acid,  and  the 
liberated  iodine  titrated.    10,  »  Slf 

Estimations  xnvolvino  Mixtures  or  the 
Fo&BGOiNa  Halide  Salts. 

Chloride,  Hypochlorite  and  Chlorate,  The 
solution  is  titrated  with  ^/lO-sodium  arsenite 
by  Penot's  method  for  the  hypochloriU ;  the 
chlorale  is  then  estimated  in  the  tolution,  after 
acidifying  with  sulphuric  acid,  by  reduction  with 
standard  ferrous  sulphate,  and  tne  total  chlorine 
then  titrated  by  Volnard's  method  (Compt.  rend. 
1896,  122,  449;  cf.  J.  Amer.  Chem.  Soc.  1909, 
31,  525,  1273). 

Chloride,  ChloraU  and  Perchlorate,  Chloride 
is  titrated  in  one  portion  of  the  solution  by 
Volhard's  method,  and  in  another  portion  after 
reducing  the  chlorate  with  ferrous  sulphate. 
For  perchlorate  the  dry  substance,  mixed  with 
five  times  its  weight  of  pure  quartz  sand  and 
covered  with  a  layer  of  the  same  2  cm.  deep, 
is  fused  in  a  platinum  crucible  for  half  an  hour, 
cooled,  extracted  with  water,  and  the  total 
chloride  estimated  (Compt.  rend.  1896,  122, 
452). 

Chloride  and  Iodide,  The  total  halogen  is 
titrated  by  a  suitable  method  in  one  portion  of 
solution,  and  the  chlorine  in  another  portion 
after  removing  iodine  by  one  of  the  following 
methods  (Amer.  J.  Sci.  1890,  39,  293).  (i.)  To 
the  neutral  solution  (400  c.c.)  is  added  10  c.c. 
sulphuric  acid  (1:1),  2  grams  ferric  sulphate, 
and  3  c.c.  nitric  acid,  and  the  whole  boiled  till 
all  iodine  is  expelled  ;  1  c.c.  nitric  acid  is  ag&in 
added,  and  the  solution  again  boiled,  (ii.)  The 
ferric  sulphate  and  nitric  acid  of  method  (i.)  are 
replaced  by  2  grams  of  pure  sodium  nitrite  (or, 
fauing  this,  by  passing  into  the  solution  the 
vai)ours  senerated  from  the  slightly  impure 
nitrite  and  dilute  sulphuric  acid). 

Bromide  and  Iodide  {v.  supra.  Iodides). 

Bromide  and  Chloride,  The  solution  is  acidi- 
fied so  as  to  contain  25  c.c.  of  concentrated  nitric 
acid  in  a  total  volume  of  100  cc,  heated  to 
boiling  and  boiled  for  one  minute,  the  source 
of  heat  removed  and  air  sucked  through  the 
solution  until  it  is  perfectly  colourless  (and  for 
one  minute  longer).  The  bromine  is  then  com- 
pletely expelled  ;  the  residual  chloride  is  titrated 
by  Volhard's  method.  The  total  halogens  are 
titrated  in  another  portion  of  solution  (J.  Soc. 
Chem.  Ind.  1909,  28,  505). 

(For  a  very  accurate  but  more  elaborate 
method,  v.  J.  Amer.  Chem.  Soc.  1907,  29,  275 ; 
also  Zeitsch.  anorg.  Chem.  1895, 10, 387  ;  Zeitsch. 
anal.  Chem.  1900,  39,  81.^ 

Chloride,  Bromide,  ana  Iodide,  (a)  The  iodide 
is  decomposed  with  potassium  iodate  and  acetic 
acid,  the. iodide  extracted  with  chloroform  and 
titrated.  The  bromide  is  destroyed  by  boiling 
with  5A'-nitric  acid,  anv  iodate  remaining  is 
decomposed  with  a  slight  excess  of  potassium 
iodide,  which  excess  is  readily  decomposed  bv 
boiling  with  nitric  acid,  and  the  residual  ehloriae 


tltaftted.  The  total  h^c^feiu  am  titmted  in 
■notjwr  pcotion  of  solution  (J.  Anier.  Chem. 
Soo.  1903,  2S,  1138). 

(6)  The  iodide  is  destroyed  by  boiling  with 
[errio  Bulphftte  and  aulphorio  »oid,  and  the 
amount  of  ferrio  salt  reduoed  is  determined  with 
X/lO-diohiom&te.  The  total  hatogtnt  Are  deter- 
mined by  Volhud's  method,  and,  in  another 
portion  of  Bolation,  the  iodide  ig  removed  bj 
adding  hydrogen  peroxide  and  aoetio  acid  uid 
distiltmg  in  Bteam,  the  bromine  Mpuated  aa 
deacribed  under  Bromide  and  C&Ioride  «nd  the 
reddual  Moridt  titmted  (J.  Soc.  Chem.  Ind. 
1000,  ZS>  SOS). 

Enm.  FuBOua  SUTB.  By  oxidation,  (a) 
The  cold  Kdntion  ia  itronglr  acidified  with  dilu(« 
Bulphnrio  Add  and  titratoa  with  N/lO-penaaa- 
gAOAte.  This  simple  and  aconrate  method 
nquirsB  modificatioa  when  hydrochlorio  Aoid  is 
tv^nt,  since  it  reaota  with  permanganate. 
This  aide-reaction  can  be  practically  prevented 
by  adding  a  moderate  qoAntity  of  mAnganese 
sulphate  to  the  solution  and  titrating  very 
slowly.  A  solution  is  prepared  as  follown ; 
67  grama  of  crystalline  manganese  sulphate  Are 
disBoIved  in  water,  138  o.o.  of  phoaphorio  aoid 
(sp-gr.  I'T),  and  130  c.c.  concentrated  aulphuric 
acid  (sp.gr.  1-82)  are  added,  and  the  mucture 
diluted  to  1  litre.  Of  this  Bolntion,  26  o.c.  are 
added  to  the  ferrous  solntion  to  be  titrated. 
The  phosphoric  acid  keeps  the  ferric  solution 
colourless.  And  thus  faoilitates  the  obaervation 
ol  the  end-point  (Zeitrch.  anal.  Chem.  1S63,  1, 
320  ;  Chem.  Zeit.  1889,  13,  323 ;  Amer-  Cbem- 
J.  190S,  34,  100;  Analyst,  1908,  33,  43,  and 
1909,  34.  300)- 

{b)  The  acid  solution  is  osidiaed  by  tf/10- 
dichromate  aa  described  under  Prej/aratioti  of 
tUmdard  toliUione. 

Fbbmo  salts,  (a)  By  rtdtiction  to  ferrous 
salt  and  titration  with  permau^nBte  or  di- 
chromAte.  Reduction  may  be  ^ected  in  any 
of  the  following  ways  :  (i.)  The  sulphuric  acid 
solution  is  heated  to  boiling  and  hydrogen 
snlpbide  passed  through  it  until  the  solution 


(Anah'st,    1000,    34,  .SOS). 
paBadirnn-hydrogen   in    boHlnf 
this  introduces  no 


acid   solution ; 
into  the 


sulphi< 

by  a  current  of  carbon  dioxide,  (ii.)  'fhe  nearly 
neutral  solution  ia  boiled  with  sulphurous 
aoid  or  ammonium  sulphite,  excess  being  re- 
moved by  continaod  boiling,  meferably  m  a 
current  oi  carbon  dioxide,  (iii.)  Eight  or  ten 
grams  of  granulated  lino  are  added  to  the 
warm  sulpEuric  Acid  solution,  and  the  action 
allowed  to  continue  until  a  drop  of  the  solution 
no  longer  gives  a  colouration  with  potMsium 
thiooyaoAte.  The  solution  is  cooled,  filtered 
through  glass  wool,  and  titrated.  The  use  of 
the  zmc-copper  couple  is  preferable  (Analyst, 
leol,  26,  226 ;  compan  Chem.  News,  1908,  97, 
SO).     Reduction   may   be   rapidly   efieoted   by 


Iron,  eth  ed.  94)-  (iv-)  The  hydrochloria  acid 
solution  is  heated  nearly  to  boiling,  and  stannoas 
chloride  (20  p.c.  solution)  addea  drop  by  drop 
until   the    solution    is   colourless ;     10   c.c.    of 


chloride  are  added  to  destroy 


Fio.  15. 
solution  (Zeitsch.  angew.  Chem.  1002,  15,  398, 
424;    AnAlyst,  1004,  29,  348).     (vi.)  Beiwiion 
urilh  liUmoiu  tulphaU  (Amer.  J.  Soi.   1006,  26, 
343). 

[b]  By  direct  tilralion  taith  a  redttdng  agent. 
(i.)  Titanout  chloride.  The  sulphuric  or  hydro- 
chloric aoid  solution  of  the  ferrio  salt  is  titrated 
as  described  under  Prepamtion  of  ttandatd 
lolviioni,  p.  206.  (ii-)  Stannous  Moridt.  The 
nearly  boiling  hydrochloria  aoid  solution  is 
titrated  as  deaoribed  under  Preparation  of 
standard  tohtiotu,  p.  20S,  using  either  the 
mercuric  chloride   indicAtor   (Amor.   Chem.   J. 

1893,  16,  3B0)  or  tiCrAting  back  with  iodine. . 

FwlIlOUe  IBON  IN  MINKEil^  AND  BOOKfl.     The 

only  satisfactory  method  conaiata  in  decom- 
posmg  the  coaiwly  powdered  substance  with 
sulphuric  and  hydrofiuorio  Acida  in  an  Atmo- 
sphere of  cArbon  dioxide,  and  titrating  the 
ferrous  salt  produced  {Coott't  Method;  Amer. 
J.  Sci.   1867,  44,  347  ;  Me  Also  Amer.    J.  Sci. 

1894,  48,  140).  The  old  method  of  heating  with 
diluto  Bulpburio  Acid  in  a  sealed  tube  (Hitecher- 
lich)  is  worthless  in  the  presence  of  sidphur  or 
sulphides  (J.  Amer.  Chem.  Soc.  1900,  22,  62B). 
(For  an  exhADstive  discussion  of  this  problem, 
V.  Hillebrand's  Analysis  of  Silicat«  and  Carbonate 
Rocks.) 

Iron  and  Aluminium.  After  ._, 
ignited  seaquioiides,  they  are  brought 
tion  by  fusion  with  potassium  hydrogen  sulphate 


and  titrated  (Zeitsch.  angew.  Chem.  1906,  1 
816). 

Iron   and    Titanium.     Ferric  salts   can   1 


ferrous   salt  titmted  witji  Jy/lO-permonganate  '  reduction  of  both  may  be^ected  with  lino  and 


212 


ANALYSIS. 


sulphorio  aoid,  the  tUanoMS  salt  ozidiBed  with 
a  alight  excess  of  bismuth  oxide,  and  the  ferrous 
salt  titrated  in  the  filtered  solution.  To  estimate 
both  elements  present,  one  of  the  preceding 
methods  may  be  combined  with  the  reduction 
process  for  titanium,  described  later,  which 
would  give  the  total  iron  and  titanium  (v.  also 
J.  Soc.  Ghem.  Ind.  1909,  28,  189;  Analyst, 
1910,  35,  198). 

Iron  and  Vanadium,  Reduction  with  sul- 
phur dioxide  proceeds  with  the  vanadium  as 
far  as  to  the  oxide  VfO^ ;  reduction  with  zinc 
carries  it  as  far  as  ViO| ;  hence  two  such 
reductions  and  titrations  with  permanganate 
furnish  data  for  calculating  both  iron  and 
vanadium  (Amer.  J.  Sci.  1908,  26,  79). 

Latd.  By  precipitation  (i.)  As  molybdate. 
The  boiling  acetic  acid  solution  is  titrated  with 
standard  ammonium  molybdate  (4*75  ^ms  per 
litre,  titrated  against  pure  lead)  until  a  drop 
of  solution  gives  a  brown  or  yellow  colour  with 
a  drop  of  dilute  tannic  acid  solution.  The 
indicator  not  being  very  sensitive,  a  *  blank  * 
experiment  should  be  made  and  the  necessary 
correction  allowed  for  both  in  an  assay  and  in 
standardising  the  solution,  (ii. )  As  ferrocyanide. 
The  cold  acetic  acid  solution  is  titrated  with 
potassium  ferrocyanide  (10  srams  per  litre 
titrated  against  pure  lead)  imtil  a  drop  of  the 
solution  produces  a  brown  colouration  with  a 
drop  of  saturated  uranium  acetate  solution ; 
a  *  blank '  experiment  should  also  be  made 
(J.  Amer.  Chem.  Soc.  15,  550;  Chem.  News, 
1896,  73,  18).  In  determining  lead  in  ores,  &c., 
it  is  usually  separated  as  sulphate  and  dissolved 
in  ammonium  acetate  previous  to  titration. 
(For  a  comprehensive  review  of  methods  for  lead, 
V.  Ghem.  Ilews,  1903,  87,  40;  Gaz.  chim.  ital. 
1896,  26,  i.  327  ;  see  also  Methods  of  separation ; 
and  J.  Amer.  Ghem.  Soc.  1903,  25,  632 ;  1904, 
26,  1135.) 

Magnesium,  (a)  AcidimeiricaUy.  The  mag- 
nesium is  precipitated  as  the  double  ammonium 
phosphate,  the  precipitate  washed  with  dilute 
ammonia,  and  then  with  aqueous  alcohol  till  free 
from  extraneous  ammonia,  dissolved  in  a 
measured  excess  of  A'/lO-hydrochloric  acid,  and 
the  excess  titrated  with  ^/10-sodium  hydroxide, 
using  methyl  orange  for  indicator : 

Mg(NH4)P04+2Ha  =  MgGl,+H,(NH4)P04 

(Ghem.  Zentr.  1876,  727;  for  a  method  which 
obviates  the  use  of  alcohol,  v,  J.  Amer.  Ghem. 
Soc.  1900,  22,  31 ;  see  also  Phosphorus). 

(6)  lodimetricaUy.  The  magnesium  is  pre- 
cipitated as  double  ammonium  arsenate,  dis- 
solved in  hydrochloric  acid  and  potassium  iodide, 
and  the  iodine  titrated  (J.  Amer.  Ghem.  Soc. 
1899,  21,  746;  Zeitsch.  anal.  Ghem.  1907,  46, 
714). 

Hanganese.  (a)  By  oondation  tvith  perman- 
ganate, {VMard*s  method,  modified,)  The  neutral 
chloride  or  sulphate  solution  containiog  10  grams 
of  zinc  sulphate  is  heated  to  boiling,  1  gram  of 
freshly  ignited  zinc  oxide  added,  and  the  liquid 
titrated  with  A'/lO-permanganate,  boiUne  and 
shaking  frequently  until  the  supernatant  liquid 
is  red  ;  1  c.c.  yvae  glacial  acetic  acid  is  added, 
and  the  titration  slowly  finished  with  perman- 
ganate in  the  hot  but  not  hoUing  Uquid.  The 
manganese  can  be  accurately  calculated  from 
the  equation : 


3MnO-t-Mn,07  «  5MnO, 
(Zeitsch.  anal.  Ghem.  1909,  48,  751 ;  Little  and 
Gahen,  Analyst,  1911,  36,  52). 

(h)  By  precipitation  as  dioxide  and  estimation 
of  tne  available  oxygen.  Precipitation  may  bo 
effected  in  one  of  the  following  ways  :  (i.)  By 
adding  bleaching-powder  solution  and  (»dcium 
carbonate  to  a  hot  neutral  solution  of  the 
manganese  salt  containing  ferric  and  zinc 
chlorides  {Chem.  Soc.  Trans.  1879,  35,  365; 
J.  Soc.  Ghem.  Ind.  1891,  10,  333).  (ii)  By 
boiling  the  solution  in  concentrated  nitric  acid 
(quite  free  from  any  hydrochloric  acid)  with 
potassium  (or  preferably  sodium)  chlorate, 
(iii.)  By  boiling  the  dilute  sulphuric  acid  solu- 
tion with  ammonium  persulphate  (Zeitsch. 
angew.  Ghem.  1901,  14,  1149;  1903,  16,  905; 
Gompt  rend.  1902,  135,  965 ;  1903,  136,  449). 
The  washed  precipitate  in  either  case  is  dis- 
solved in  a  sulphuric  acid  solution  of  standard 
ferrous  sulphate  or  oxalic  acid,  and  the  excess 
of  reagent  titrated.  The  precipitate  obtained 
by  method  (ii.)  is  deficient  in  available  oxygen 
(Amer.  J.  Sci.  1898,  5,  260),  and  the  standard 
solution  employed  in  the  filnal  titration  must 
therefore  be  standardised  on  a  known  amount 
of  manganese  treated  in  a  similar  fashion. 

(c)  iy  conversion  into  permanganic  acid. 
(1.)  The  cold  solution  free  from  hydrochloric 
acid,  and  containing  one  quarter  its  volume  of 
nitric  acid  (specific  gravity  1*42),  is  oxidised  by 
shaking  with  2-4  grams  of  sodium  bismuthate 
for  throe  minutes,  diluted  with  half  its  volume 
of  3  p.c.  nitric  acid,  the  solid  residue  allowed 
to  settle,  and  the  permanganic  acid  solution 
filtered  into  a  slight  excess  of  ferrous  sulphate ; 
excess  of  the  latter  is  then  titrated  with  N/IO- 
permanganate  (Dingl.  poly.  J.  269,  224 ;  Ghem. 
Soc.  Trans.  1895,  67,  268 ;  Ghem.  News,  1901, 
84,  209,  247;  J.  Amer.  C^iein.  Soc.  1904,  26, 
793).  (ii.)  The  oxidation  of  small  quantities  of 
manganese  may  be  effected  by  boilinc  the  nitric 
acid  solution  with  lead  peroxide,  or  Dy  heating 
with  ammonium  persulphate  in  the  presence  of 
a  little  silver  nitrate  (Ghem.  News,  1901,  84, 
239). 

Manganese  in  Ferromanganese  and  Steels.  The 
foregoing  methods  a,  6,  and  c  (i.)  have  all  been 
employed  for  this  purpose;  method  c  (L)  is  the 
simplest  and  probably  the  most  accurate.  In 
method  a  it  is  necessary  to  remove  iron  from 
the  solution  ;  this  is  conveniently  periormed  by 
adding  a  slisht  excess  of  zinc  oxide  to  the 
solution  (v.  references  given  above ;  also  J.  Amer. 
Ghem.  Soc.  1902, 24, 243 ;  Ann.  Ghim.  anal.  1906, 
11,  124). 

Manganese  and  Chromium  occurring  together 
in  steels  may  be  estimated  by  oxidisinc  with 
ammonium  persulphate  in  sulphuric  acid  solu- 
tion in  the  presence  of  silver  nitrate ;  one 
portion  of  solution  is  titrated  for  total  perman- 
ganate and  chromate  with  ferrous  sulphate,  and 
another  for  permanganate  alone  by  means  of 
arsenious  oxide  (J.  Amer.  Ghem.  Soc.  1905,  27, 
1550 ;  V.  also  Ghem.  News,  1901,  83,  25 ;  1906, 
91,  3;  Ghem.  Zeit.  1905,  29,  987;  Ghem.  Zeit. 
Rep.  1905,  29,  380). 

The  foregoiog  bismuthate  method  c  (L)  may 
be  applied  in  the  presence  of  molyhdenum,  tung- 
sten, titanium,  and  vanadium ;  also,  with  certain 
precautions,  in  the  presence  of  chromium  (Ghem. 
News,  1901,  84,  247).    (For  estimating  manffanese 
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in  tungsten  steels,  v.  also  J.  Soc.  Chem.  Ind.  1907, 
26,  345.) 

Mereury.  (a)  By  precipitaiion.  Merouric  ni- 
trate is  readily  titrated  with  ^/10-thiocyanate, 
using  ferric  nitrate  as  indicator,  provided  that 
nitric  acid  is  present  in  fairly  high  concen- 
tration (Ber.  1901»  34,  3502 ;  1002,  35,  2015). 
Chloride  must  be  absent;  if  necessary,  the 
mercury  is  precipitated  as  oxide  with  sodium 
hydroxide,  and  the  washed  precipitate  dissolved 
in  nitric  acid. 

(6)  lodimeirieaUy,  The  mercuric  solution 
(25--50  c.c.)  containing  1  gram  of  potassium 
iodide  is  made  alkaline  with  sodium  hydroxide, 
S^-3  c.c.  of  40  p.c.  formaldehyde  added,  and  the 
whole  shaken  vigorously  for  two  minutes.  The 
solution  is  acidified  with  acetic  acid,  and  the 
reduced  mercury  is  dissolved  by  adding  an 
excess  of  ^/10-iodine.  After  shaking,  the  excess 
of  iodine  above  that  required  to  form  mercuric 
iodide  is  titrated  with  2\r/10-thiosulphate  (Ber. 
1906,  39,  3702;  1907,  40,  3276;  Bull.  Soc. 
ohim.  1907,  [iv.]  1,  1169).  Mercurous  salts 
require  a  preliminary  oxidation. 

(For  other  methods,  v.  Compt.  rend.  1863, 
56,  63;  Chem.  Soc.  Trans.  1892,  61,  364; 
Arch.  Pharm.  241,  444.) 

Molybdenum,  (a)  By  reduction  and  subse- 
quent oxidation.  The  sulphuric  acid  solution 
is  reduced  by  passing  it  through  a  long  column 
of  amalgamated  zinc  to  a  con£tion  represented 
by  the  formula  M02O, ;  the  liquid  is  caught 
directly  in  ferric  sulphate  solution,  which  re- 
oxidises  the  molybdenum  salt,  and  the  ferrous 
sulphate  produced  is  titrated  with  2\r/10-perman- 
ganate  (Amer.  J.  Sci.  1907,  24,  313 ;  compare 
Ber.  1905,  38,  604 ;  Analyst,  1907,  32,  250). 

(5)  lodimetrically.  The  solution  in  concen- 
trated hydrochloric  acid  is  boiled  with  a  sb'ght 
excess  of  potassium  iodide  till  the  volume  is 
reduced  to  25  cc,  when  complete  reduction  to 
the  condition  MO|Og  is  effected.  The  solution 
is  cooled,  diluted  to  125  cc,  0*5  gram  of  man- 
ganese sulphate  added,  and  then  a  slight  excess 
of  ^/10-permanganate ;  ^/10-arsenious  acid 
is  next  added,  and  after  the  addition  of  tartaric 
acid  and  sodium  bicarbonate,  the  excess  is 
titrated  with  ^/10-iodine.  The  permanganate 
plus  iodine  and  minus  the  arseuious  acid  measure 
the  MO|0,  present  (Amer.  J.  Sci.  1901,  12,  449  ; 
compare  %%id.  1896,  2,  156  ;   1898,  6,  168). 

Molybdenum  in  Steels  and  Alloys  {v,  J.  Amer. 
Chem.  Soc  1904,  26,  675). 

NIekeL  (a)  By  double  cyanide  formation.  A 
few  drops  of  10  p.c.  potassium  iodide  are  added 
to  the  cold,  slightly  ammoniacal  nickel  solution, 
and  then  a  small  measured  volume  of  silver 
nitrate  (3  grams  of  silver  per  litre).  Standard 
potassium  cyanide  (25  grams  per  litre)  is  then 
run  in  with  stirring  till  the  precipitate  of  silver 
iodide  just  disappears ;  more  silver  nitrate  is 
added  till  a  very  faint  turbidity  is  produced, 
which  is  then  dissolved  by  the  least  possible 
excess  of  cyanide.  The  relative  values  of  the 
silver  nitrate  and  cyanide  solutions  are  deter- 
mined by  a  preliminary  experiment,  and  the 
cyanide  standardised  against  a  known  amoimt 
of  pure  nickel  (or  pure  silver,  and  calculated  to 
nickel).  The  method  is  rapid  and  accurate 
(Chem.  News,  1895,  72,  92). 

(b)  By  precipitaiion.  The  hot  nickel  solu- 
tion containing  ferrio  chloride  and  citric  acid 


is  made  feebly  ammoniacal  and  titrated  slowly^ 
stirring  constantly,  "v^dth  standard  potassium 
ferrocyanide  (20  grams  per  litre,  titrated  against 
pure  nickel),  untU  a  drop  of  the  solution  when 
acidified  with  dilute  acetic  acid  develops  a  green 
colour  in  five  minutes  (J.  Amer.  Chem.  Soc.  1910, 
32,  757  ;  Bull.  Soc  chim.  1907,  4,  1163). 

Nickel  in  Steel.  Method  (6)  can  be  directly 
applied  ;  method  (a)  can  also  be  employed  with- 
out removing  iron,  molybdenum,  or  chromium, 
if  a  sufficient  excess  of  ammonium  citrate  or 
sodium  pyrophosphate  is  added  to  th6  solution  ; 
or  a  moderate  amoimt  (2-3  grams)  of  each 
of  these  reagents  may  be  added  (J.  Amer. 
Chem.  Soc  1907,29, 1201 ;  1908,30,  1116;  1899, 
21,  854;  Chem.  Zeit.  1908,  32,  1223).  (For 
modifications  in  presence  of  other  metals, 
V.  Chem.  News,  1898,  78,  177,  190.) 

Nitrogen.  Ammonia  (v.  Acidimetry  and 
Alkalimbtby). 

Hydbazine.  lodimetrically.  A  moderate 
excess  of  sodium  bicarbonate  or  sodium  acetate  is 
added  to  the  solution  of  a  hydrazine  salt,  which 
is  then  titrated  with  -AT/lO-iodine.  N,H4=21 
(J.  pr.  Chem.  1902,  66,  332;  1903,  67,  140; 
V.  also  Gazz.  chim.  ital.  1899,  29,  265). 

Hydroxylaminb.  (a)  By  oxidation.  The 
solution  of  a  hydroxylamine  salt  is  slowly  added 
to  excess  of  boiling  and  well  stirred  i^ehling's 
solution,  the  precipitated  cuprous  oxide  washed, 
dissolved  in  acid  ferrio  alum,  and  the  ferrous 
salt  titrated  with  permanganate.  NH  ^OH  =:  Cu  , 
(Chem.  Soc.  Trans.  1903,  83,  1394;  compare 
Ber.  1877,  10,  1940). 

(6)  By  reduction.  An  excess  of  titanium 
sesquisulphate  is  added  to  the  acid  solution, 
and  the  ammonium  salt  produced  is  estimated 
by  distillation  with  sodium  hydroxide  (Ber. 
1909,  42,  2695). 

Nitrates,  (a)  By  reduction.  The  solution 
is  made  strongly  alkaline  with  sodium  hydroxide, 
5  c.c.  of  alcohol  and  2-5-3  grams  of  powdered 
Devarda's  alloy  added,  and  the  flask  connected 
with  a  distilling  apparatus,  the  receiver  of  which 
contains  excess  of  ^/2-hydrochloric  acid.  After 
standing  for  half  an  hour,  the  liquid  is  steam- 
distillecf  f or  an  equal  length  of  time,  when  all 
the  nitrate  has  been  converted  into  ammonia 
and  driven  over  into  the  acid  ;  the  excess  of  the 
latter  is  then  titrated  (Zeitsoh.  anal.  Chem. 
1894,  33,  113;  Analyst,  1910,  35,  307;  v.  also 
the  Gravimetric  section). 

(b)  lodimetrically  {v.  Zeitsch.  angew.  Chem. 
1890,  3,  477 ;  Chem.  Soc.  Trans.  1891,  59, 
530 ;  Amer.  J.  Sci.  1892,  44,  117). 

NiTRirss.  (a)  By  oxidation.  The  nitrite  solu- 
tion is  slowly  added  to  a  measured  quantity  of 
^/10-permanganate,  which  is  acidified  with  sul- 
phuric acid,  diluted  to  400  cc,  and  warmed  to 
40^,  until  the  colour  is  just  discharged. 
2HN0,  =  0|.  Otherwise,  the  cold  dilute  nitrite 
solution  is  slowly  titrated  with  ^/10-permanga- 
nate  to  a  red  colouration;  a  few  drops  of  sul- 
phuric acid  are  then  added,  followed  by  an  excess 
of  permanganate.  The  liquid  is  then  strongly 
acidified  with  sulphuric  acid,  heated  nearly  to 
boiling,  and  the  excess  of  permanganate  titrated 
with  S^/10-oxalic  acid  (Amer.  Chem.  J.  1883,  5, 
388). 

{b)  lodimetrically.    Several    methods    have 
been  based  on  the  reaction. 

2HI+2HNO,  =  I,4-2NO-h2H,0. 
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It  is  neoessary  to  perform  the  experiment  in  ah 
atmosphere  free  from  oxygen ;  the  iodine  may 
be  determined  by  thiosulpiiate  or  arsenite.  (For 
details,  v.  Pharm.  J.  19,  741 ;  Chem.  News, 
1904,  90,  114;  of.  Organic  analysis,  Aromatic 
amines.) 

Osmium.  lodimetricdUy  (v,  Chem.  Zentr. 
1898,  ii.  65). 

Oxygen.  Peboxides.  (a)  lodimetricaUy,  Such 
peroxides  as  those  of  manganese  and  lead 
may  be  estimated  by  distillation  with  concen- 
trated hydrochloric  acid,  and  collecting  the 
chlorine  evolved  in  potassium  iodide  {Bunstn^s 
method).  Finely  divided  peroxides  of  mansanese 
react  quantitatively  with  cold  dilute  hydro- 
chloric acid  and  potassium  iodide  (Chem.  Soc. 
Trans.  1880,  37,  128),  a  method  of  estimation 
that  is  available  with  the  peroxides  of  the  alkali 
and  alkali  earth  metals,  which  do  not  eive 
satisfactory  results  by  the  distillation  memod 
(Arch.  Pharm.  1902,  240,  437).  Hydrogen  per- 
oxide may  be  determined  in  this  manner 
(Analyst,  1888,  13,  62). 

(6)  By  redndum.  Hydrogen  peroxide,  or 
peroxides  of  the  alkal  and  alkaline-earth  metals, 
may  be  dissolved  in  cold  dilute  acid  and  titrated 
with  i^/10-permanganate,  which  loses  as  much 
oxygen  as  is  lost  by  the  peroxide  (v.  also  Oas- 
Volumetrie  methods), 

(For  critical  reviews  of  methods,  &c.,  v. 
Arch.  Pharm.  228,  432 ;  Amer.  Chem.  J.  1906, 
36,  117;  Zeitsoh.  angew.  Chem.  1901,  14,  828; 
1908,  21,  689;  Chem.  Zeit.  1906,  30,  1275; 
1907,  31,  1257 ;  Zeitech.  anal.  Chem.  1908,  47, 
465.) 

Phosphoms.     Phosfhobio   acid    (obtho-). 

(a)  {v.  ACIDIMSTBY  AND  At.KAT.TMETBY). 

(b)  AcidimetricaUy,  with  previous  precipita- 
tion, (i.)  The  precipitated  magnesium  am- 
monium phosphate  {v.  Gravimetric  section)  is 
washed  and  titrated  as  described  under  Mag- 
nesium, p.  212  (Zeitfich.  anal.  Chem.  1898,  37, 
217;  Zeitsoh.  angew.  Chem.  1905,  18,  655; 
compsre  Zeitsch.  anal.  Chem.  34,  33).  (ii.)  The 
precipitate  of  ammonium  phosphomolybdate  (t;. 
Oravimetric  section)  after  washing  is  dissolved 
in  a  slight  excess  of  standard  potassium  hy- 
droxide free  from  carbonate,  and  the  excess 
titrated  with  standard  nitric  acid  using  phenol- 
phthalein  as  indicator.  One  molecular  propor- 
tion of  PsO,  present  as  (NH4),PO«,12MoO„ 
requires  23  molecules  of  KgO  in  pure  aqueous 
caustic  potash-  P,0,=23KtO  (J.  Amer.  Chem. 
Soc.  1895, 17,  950  ;  1897,  19, 703 ;  J.  Soc.  Chem. 
Ind.  1904,23,  1186). 

(c)  By  precipitation.  To  the  solution,  feebly 
acid  with  acetic  acid,  10  c.c.  of  10  p.c.  am- 
monium acetate  are  added  and  standard  uranium 
acetate  solution  (35  grams  per  litre)  nm  in  from 
a  burette  until  a  d^p  of  the  solution  gives  a 
brown  colouration  with  potassium  ferrocyanide 
upon  a  white  tile.  The  solution  is  heated  to 
boiling,  when  the  latter  reaction  will  no  longer 
take  place,  and  more 'uranium  acetate  added 
until  the  brown  colouration  is  obtained  once 
more,  e.g, : 

KH,P04+UOo(C,H,0,),+NH4C,H.Oj 

=  KC,H,0,+2HC,H,0,-|-UO,NH4PO. 

In  analysing  alkali  phosphates,  the  uranium 
solution  is  standardised  against  pure  potassium 
dihydrogen    phosphate,    while   a  solution    of 


calcium  phosphate  in  acetic  acid,  standardised 
gravimetrically  by  the  method  of  Woy  (Chem. 
2eit.  1897,  21,  442),  must  be  used  if  the  uranium 
acetate  is  to  be  used  for  estimating  phosphates 
of  the  alkaline  earths  (J.  Soc.  Chem^  Ind.  1892, 
11,  328).  It  is  essential  that  titrations  should 
be  made  under  conditions  closely  approximating 
those  which  obtained  when  the  uranium  solution 
was  standardised. 

Phosfhobus  in  ibon  and  steel.  This  is 
usually  separated  as  ammonium  phospho- 
molybdate ;  it  may  then  be  titrated  accoidinti; 
to  6  (ii.)  above,  or  tlie  precipitate  is  washed  with 
dilute  ammonium  sulphate,  dissolved  in  am- 
monia, the  solution  strongly  acidified  with 
sulphuric  acid,  reduced  with  zinc,  and  the 
MosO,  solution  collected  directly  in  ferric  alum, 
the  ferrous  salt  being  then  titrated  as  described 
under  Molybdenum  (Amer.  J.  Sci.  1907,  24, 
313  ;  compare  Blair's  Anid3r8iB  of  Iron). 

Potassium.  By  oxidation.  The  acetic  acid 
solution,  free  from  ammonium  salts,  is  evapo- 
rated on  the  water-bath  till  pasty  with  sodium 
cobaltinitrite  solution  in  rather  large  excess, 
cooled  and  stirred  with  50-100  c.c.  of  cold  water. 
The  dipotassium  sodium  cobaltinitrite  is  collected, 
on  asbestos,  washed  with  cold  water,  and  then 
immersed  in  an  excess  of  nearly  boiling  per- 
manganate solution.  After  5  minutes  the  solu- 
tion is  acidified  with  sulphuric  acid,  excess  of 
i\r/10-oxalic  acid  added,  and  the  clear  solution 
titrated  with  permanganate.  The  perman- 
ganate is  best  standaraised  against  a  pure 
potassium  salt.  The  oxidation  of  2  molecular 
proportions  of  KsNaCo(NOt)(  by  permanganate 
requires  11  atomic  proportions  of  oxygen  or 
4K  «  22H  (Amer.  J.  Sci.  1907,  24,  433 ;  com- 
pare Chem.  Soc.  Trans.  1900,  77,  1076).  (For 
another  method,  v,  Chem.  Zeit.  1895,  19,  301.) 

Selenium.  Selsnious  acid.  By  oxidation. 
To  the  cold  solution  containing  5  p.c.  by  volume 
of  concentrated  sulphuric  acid  is  added  an  ex- 
cess of  iyr/10-permanganate  ;  a  moderate  excess 
of  ^/10-oxalic  acid  is  then  added,  and  the 
titration  finished  at  50^-60^  with  permanganate. 
SSeO,  =  0|  (Amer.  J.  Sci.  1895,  50,  51). 

(For  an  entirely  different  method,  v,  Amer. 
C!hem.  J.  1896,  18,  703 ;  Amer.  J.  Sci.  1899,  7, 
287.) 

Sblenio  acid.  lodimetricaUy,  (i.)  The  acid 
is  boiled  i^ith  hydrochloric  acid  (25  c.c.  concen- 
trated acid  in  a  total  volume  of  75  c.c.)  for 
10  minutes  in  a  Bunsen  distilling  apparatus  or 
one  of  its  various  modifications,  and  the  chlorine 
evolved  is  collected  in  potassium  iodide  {v, 
supra.  Volumetric  estimation  of  halogens,  p.  209) 
SeO, » Cl«  (Amer.  J.  Sci.  1895,  50,  400). 
(ii.)  The  solution  (60  c.c.)  containing  20  c.c.  of 
sulphuric  acid  (1:1)  and  1  eram  of  potassium 
bromide  is  distiUed  and  the  liberated  bromine 
collected  in  potassium  iodide.  SeO,  =  Br| 
(Amer.  J.  Sci.  1895,  50,  402). 

Selenifm  in  sitheb  state  of  oxidation. 
lodimetrically.  This  is  effected  by  a  Bunsen 
distillation,  the  solution  (60  c.c.)  containing 
5  c.c.  of  concentrated  hydrochloric  acid  and 
1-3  grams  of  potassium  iodide.  The  selenium 
compound  is  reduced  to  the  element  itself,  and 
an  equivalent  of  iodine  is  distilled  into  potassium 
iodide  and  titrated.  SeO,  =  21,  and  SeO, =31. 
(Amer.  J.  Sci.  1895,  50, 249;  for  a  simpler  method 
V,  Amer.  J.  SoL  1896, 1,  31). 
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Silver.  By  precipikUion.  (i.)  The  nitric  acid 
solution  IB  titrated  with  standard  sodium  chloride 
until  no  further  precipitation  is  observed.  (For 
details  of  this  very  exact  method,  v.  the  article 
on  AssATiNO.)  A  number  of  devices  have  been 
described  for  rapidly  filtering  a  portion  of  the 
liquid  in  order  to  test  it  for  further  precipita- 
tion (Chem.  Soc.  Trans.  1908,  93,  1037 ;  Gazz. 
chim.  ital.  1909,  39,  ii.  240).  A  modified 
method  consists  in  adding  a  slight  deficit  of 
sodium  chloride,  filtering  and  titrating  the 
remaining  silver  with  dilute  ammonium  thio- 
oyanate  (J.  Amer.  Chem.  Soc.  1897,  19,  814; 
V.  also  Chem.  Soo.  Trans.  1900,  77,  232  ;  Zeitsch. 
angew.  Chem.  1904,  17,  647).  (ii.)  Titration  may 
be  effected  with  ^/10-thiocyanate  as  described 
under  Preparaiion  of  standard  soltUions, 

Sodium  {v,  Chem.  Soc.  Trans.  1898,  73,  167). 

Sulphur,  Adds  of.  Hydbooen  bxtlfhidk. 
lodimetricaUy.  The  sas  or  a  measured  volume  of 
solution  is  absorbed  m  an  excess  of  ^/10-iodine, 
the  excess  being  afterwards  titrated  with  N/IO- 
thiosulphate.  U^  =  I,.  Direct  titration  with 
iodine  leads  to  low  results  (Zeitsch.  anal.  Chem. 
1906,  45,  541). 

Hydbosulphxtbous  Aom.  By  oxidation.  The 
sodium  salt,  used  in  indigo-dyeing,  can  be 
estimated  by  dissolving  it  in  air-free  water  in 
an  atmosphere  of  carlx>n  dioxide,  adding  a 
drop  of  ferrous  sulphate,  and  running  in  stancuurd 
potassium  ferricyanide  solution  until  a  blue 
colour  appears,  air  being  rigidly  excluded 
(Zeitsch.  an^ew.  Chem.  1905,  18,  168): 

Naj8,04+2K,Fe(CN).=2SO,+2K,NaFe(CN)e. 

If  necessary,  a  little  acetic  acid  is  added  to 
ensure  that  the  liquid  shall  be  acid. 

SULFHUBOUS  ACTD.  lodimetHcoUy,  An 
aqueous  solution  of  sulphur  dioxide  is  estimated 
by  running  it  into  an  excess  of  standard  iodine 
solution  with  const-ant  stirring,  and  not  vict 
versAy  since  that  method  causes  a  separation  of 
sulphur  due  to  the  side-reaction : 

SO,+4HI=S+2H,0+2I, 

(Annalen,  1887,  242, 94).  Sulphites  may  be  accu- 
rately determined  by  adding  the  powaered  salt 
to  excess  of  ^/10-iodine,  and  after  the  decom- 
position is  complete,  titrating  back  with  N/IO- 
thiosulphate  (J.  Soc.  Chem.  Ind.  1884,  3,  197 ; 
1885,  4,  303) 

S0,+I,+2H,0  =  H,S04+2HI. 

SuLFHUBio  ACID,  (a)  lodimetficaUy,  The 
feebly  acid  boiling  dilute  sulphate  solution  is 

Erecipitated  with  an  excess  of  a  solution  of 
arium  chromate  in  hydrochloric  acid  (3-4  grams 
BaCrO*,  30  c.c.  cone.  HQ,  diluted  to  1  litre). 
Barium  sulphate  is  thus  precipitated,  and  an 
equivalent  of  chromic  acid  liberated.  The 
boiling  solution  is  neutralised  with  powdered 
chalk  to  remove  excess  of  barium  chromate, 
and  the  chromic  acid  in  the  cold  filtrate  titrated 
iodimetricallv.  CrO^^SOj)  (Amer.  Chem.  J.  1889, 
11,  567  ;  Chem.  Zeit.  1898,  22,  357). 

(6)  By  precipikUion,  (i.)  The  boiling  sul- 
phate solution,  slightly  acid  with  hydrochloric 
acid,  is  titrated  with  standard  barium  chloride 
until  no  more  precipitate  is  produced.  Ba=SO« 
(Cliem.  News,  1889,  59,  41).  A  device  for 
readily  observing  the  end-point  is  described  in 
Chem.  Soc.  Trans.  1907.  91,  1370.  (ii.)  Method 
(i.)  may  be  modified  by  adding  an  excess  of 


barium  chloride,  and  determining  the  excess  by 
adding  sodium  acetate,  acetic  acid,  and  am- 
monium dichromate,  and  titrating  an  aliquot 
part  of  the  filtrate  with  i\r/20-ferrous  sulphate 
(Chem.  Soc.  Trans.  1909,  96,  2198).  (iii.)  The 
sulphate  ia  precipitated  from  dilute  solution 
with  excess  of  benzidine  hydrochloride  solution 
as  benzidine  sulphate,  and  the  precipitate 
titrated  with  iyT/lO-sodium  hydroxide,  using, 
methyl  orange  as  indicator  (v.  Zeitsch.  angew. 
Chem.  1907,  20,  9,  for  details,  corrections,  &c.). 

Thiosulphubic  acid.  lodimetricaUy,  Thio- 
sulphates  are  titrated  with  iodine  as  in  stan- 
daraising  thiosulphate  solution  (v.  supra,  p.  205) ; 
sparingly  soluble  salts  are  suspended  in  water 
and  titrated,  shaking  vigorously  in  a  stoppered 
bottle  all  the  time. 

Pbbsxtlfhubio  acid,  (a)  By  oxidation.  The 
solution  is  acidified  with  sulphuric  acid,  a  con- 
siderable excess  of  standard  ferrous  sulphate  is 
added,  and  then  100  c.c.  of  hot  distilled  water 
(70^-^^).  Excess  of  ferrous  salt  is  then  quickly 
titrated  \*ath  i^^/lO-permanganate.  H^SjOg^ 
2FeO  (Chem.  Soc.  Abst.  1900,  ii.  45). 

(For  other  methods,  v.  Chem.  Zentr.  1900, 
435;  Amer.  J.  Sci.  1901,  12,  367;  Gazz.  chim. 
ital.  1902,  32,  ii.  383;  Bull.  Soc.  chim.  1903, 
30,  930.) 

Tellurium.  Tellubofs  compounds,  (a)  By 
oxidation.  The  solution  is  rendered  alkaline 
with  sodium  hydroxide,  an  excess  of  ^/10-per- 
manganate  is  added,  and  the  excess  estimated 
by  acidifying  w^ith  sulphuric  acid,  adding  N/lO- 
oxalic  acid  in  excess,  and  finishing  the  titration 
with  permanganate.  2TeO,sO,  (Chem.  Soo. 
Trans.  1891,  59,  238 ;  Amer.  J.  Sci.  1899,  8, 
122). 

(b)  By  precipitation  as  tetraiodlde  in  mo- 
derately concentrated  sulphuric  acid  solution 
(Amer.  J.  Sci.  1896,  2,  271). 

(c)  lodimetricaUy  (v.  Amer.  Chem.  J.  1898, 
20,  278). 

TsIjLUBIC  comfounds.  lodimetricaUy,  The 
tellurate  is  distilled  with  concentratod  hydro- 
chloric acid  in  Bunsen's  apparatus,  the  chlorine 
absorbed  in  potassium  iodide  and  the  iodine  set 
free  is  titrated  with  i^/10-thiosulphate.  Telluric 
anhydride  must  be  previously  dissolved  in  con- 
centrated potassium  (not  sodium)  hydroxide, 
since  it  is  scarcely  attacked  by  hyorochlorio 
acid.  The  reduction,  which  proceeds  to  tel- 
lurous  acid,  may  be  also  effected  by  distilling 
with  potassium  bromide  and  dilute  sulphuric 
acid  (Zeitsch.  anorg.  Chem.  1894,  7,  132). 

ThalUum.  lodimetricaUy.  The  dilute  solu- 
tion of  thallic  salt  is  mixed  with  excess  of 
potassium  iodide,  and  the  iodine  liberated  is  ti- 
trated with  i^/10-thiosulphate.  Tl  =  I,  (Compt. 
rend.  1902,  134,  655). 

Tin.  Stannous  salts.  lodimetricaUy.  The 
cold  hydrochloric  acid  solution  of  the  stannous 
salt  is  titrated  with  i^/10-iodine.  Sn  =  I,  (J. 
Amer.  Chem.  Soc.  1897,  19,  809).  Free  exposure 
of  the  solution  to  air  must  be  avoided,  since 
stannous  salts  readily  undergo  oxidation ;  it  is 
preferable  to  work  in  an  atmosphere  of  carbon 
dioxide. 

Stannic  salts  must  be  reduced  before 
titration  with  iodine  ;  this  may  be  accomplished 
by  heatinff  the  hydrochloric  acid  solution  with 
iron,  or  sheet  nickel,  or  with  finely  powdered 
antimony  (Chem.  News,  1901,  84,  167). 
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Tltaniuni.  By  redtbction  and  svbsequeni 
oxidcUion.  It  is  difficult  to  obtain  accurate 
results  with  quantities  of  titanium  dioxide 
exceeding  0*15  gram.  The  warm,  dilute  sul- 
phuric acid  solution  of  titanic  salt  ia  reduced  to 
the  tervalent  condition  by  means  of  zinc, 
aluminium-magnesium  alloy,  or  zinc-aluminium 
alloy  (Zn,  90  p.c.  Al  10  p.c,  cast  in  sticks), 
cooled  and  rapidly  filtered  into  ferric  sulphate 
solution ;  the  equivalent  quantity  of  ferrous 
sulphate  produced  is  titrated  with  ^/lO-perman- 
ganate.  Ti  =  Fe  (Chem.  Zeit.  1907,  31,  399 ; 
Amer.  J.  Sci.  1908,  26,  130 ;  Analyst,  1910;  35, 
198;  compare  J.  Amer.  Chem.  Soc.  1895,  17, 
878). 

Titanium  and  Iron  {v.  Iron). 

Tungsten.  By  reduction  and  subsequent 
oxidation.  The  solution  is  reduced  by  zinc  and 
hydrochloric  acid  to  a  condition  corresponding 
to  the  oxide  WO.,  fQtered  and  titrated  with  a 
standard  ferric  solution.  The  end-point  is  per- 
ceived by  the  disappearance  of  the  intense  blue 
colour  of  the  intermediate  compound  correspond- 
ing to  WjOj,  the  reaction 

FcjOs+WOt  =  W08+2FeO 

being  quantitative  (Chem.  Soc.  Proc.  1909,  25, 
227). 

Uranium,  (a)  By  reduction  and  subsequent 
oxidation.  The  solution,  containing  20  c.o.  of 
concentrated  sulphuric  acid  in  a  volume  of 
125  c.c,  is  poured  upon  100  grams  of  pure 
zinc  (in  sticks  2  cm.  lone),  heated  nearly  to 
boiling  for  15  minutes,  filtered  into  a  large 
porcelain  dish,  and  the  zinc  washed  with  cold 
dilute  sulphuric  acid  (1 :  10  by  volume)  till  the 
total  volume  of  solution  is  300  c.c.  The  solution 
of  uranous  sulphate,  which  should  be  sea-green  in 
colour,  is  then  titrated  with  ^/10-permanganate. 
The  solution  can  also  be  reduced  by  passage 
through  a  long  column  of  amalgamated  zinc ; 
in  either  case  the  reduction  proceeds  a  little 
too  far,  but  oxidation  to  the  uranous  state  is 
accomplished  during  the  filtration  and  washing. 
High  results  are  obtained  by  carrying  out  the 
experiment  in  an  atmosphere  of  carbon  dioxide. 

5U(S0,),  =  2KMn04  =  lOFeSO^,  or  U  =  2Fe 

(J.  Amer.  Chem.  Soc.,  1909,  31,  367 ;  compare 
ibid,  1901,  23,  685 ;  1906,  28,  1541 ;  Amer.  J. 
Sci.  1903,  16,  229). 

(6)  lodimeirically  (v,  Ber.  1904,  37,  189). 

Uranium  and  Vanadium  (v,  J.  Amer.  Qiem. 
Soc.  1906,  28,  1443). 

Vanadium,  (a)  By  reduction  and  subsequent 
oxidation,  (i.)  The  vanadic  solution  containing 
sulphuric  acid  is  boiled  with  sulphur  dioxide 
until  the  colour  is  a  pure  blue,  and  the  excess 
of  sulphur  dioxide  then  expelled  with  carbon 
dioxide ;  the  solution,  containing  vanadium 
salt  corresponding  to  the  oxide  VaO^,  is  then 
titrated  hot  with  ii^/lO-permanganate.  (ii.)  The 
sulphuric  acid  solution  is  passed  through  a  long 
column  of  amalgamated  zinc,  and  the  reduced 
solution  collected  and  titrated  as  described 
under  Molybdenum  {v.  supra,  p.  213).  In  this 
CMC  reduction  proceeds  as  far  as  the  oxide  V^O, 
(Amer.  J.  Sci.  1908,  25,  332;  compare  ibid. 
1903,  15,  389).  (iii.)  The  solution  is  evaporated 
nearly  to  drjrness  three  times  with  concentrated 
hydrochloric  acid,  when  vanadyl  chloride  VOCl, 
is  formed ;  hydrochloric  acid  is  removed  by 
evaporation  wjllj  sulphuric  acid,  the  solution 


diluted  and  titrated  with  ^/10-permanganate 
(Ber.  1903,  36,  3164). 

(6)  By  reduction.  The  vanadate  solution, 
hot  or  cold,  and  containing  hydrochloric  or 
sulphuric  acid,  is  titrated  with  standard  (2  p.c.) 
stannous  chloride  (titrated  against  iodine)  until 
a  drop  of  the  solution  gives  a  blue  colouration 
with  ammonium  molybdate.  Reduction  pro- 
ceeds as  far  as  the  tetroxide  \fi^  (Bull.  Soc. 
ohim.  1908,  3,  626). 

(c)  lodimetricaUy.  (i.)  About  0-3-0*5  gram 
of  vanadate  is  distilled  with  1*5-2*0  grams  of 
potassium  bromide  and  30  c.c.  of  concentrated 
hydrochloric  acid,  the  liberated  bromine  ab- 
sorbed in  potassium  iodide,  and  the  iodine 
titrated  with  A'/lO-thiosulphate  ;  V^Og  =  Br,, 
the  reduction  proceeding  to  the  tetroxide  (Chem. 
Zentr.  1890,  i.  977 ;  for  other  iodimetric  methods, 
v.  Amer.  J.  Sci.  1896,  2,  185,  355 ;  1902,  14, 
369). 

Vanadium  and  Chromium  (v.  Bull.  Soc.  chim. 
1904,  31,  962). 

Vanadium  and  Uranium  (v.  J.  Amer.  Chem. 
Soc.  1906,  28,  1443). 

Vanadium  and  iron  (v.  Iron ;  and  J.  Amer. 
Chem.  Soc.  1908,  30,  1229,  1233). 

Zinc,  (a)  By  precipitation.  The  chloride 
solution,  containing  3  c.c.  of  concentrated  hydro- 
chloric acid  in  a  volume  of  250  c.c,  is  heated 
nearly  to  boiling,  and  titrated  with  standard 
potassium  ferrocyanide  solution  (21*5  grams 
per  litre,  titrated  against  pure  zinc)  untU  one 
or  two  drops  of  the  solution  produce  a  brown 
colouration  with  uranium  nitrate  (J.  Amer. 
Chem.  Soc.  1900,  22,  198 ;  1904,  26,  4 ;  1908, 
30,  225;  Zeitsch.  anal.  Chem.  1906,  44,  174). 
The  uranium  nitrate  indicator  may  be  replaced 
by  ammonium  molybdate  (Chem.  Zeit.  1905,  29, 
951).  It  has  been  recommended  to  add  excess 
of  ferrocyanide,  and  titrate  back  with  standard 
zinc  chloride  (Zeitsch.  anal.  Chem.  1896,  35, 
460). 

(For  the  application  of  this  method  to  ores 
and  alloys,  v.  J.  Amer.  Chem.  Soc.  1907,  29, 
265 ;  Chem.  Zeit.  1905,  29,  951 ;  J.  Soc.  Chem. 
Ind.  1905,  24,  228,  1278.) 

(6)  AcidimetricaUy.  As  for  Magnesium,  v- 
supra,  p.  212 ;  and  J.  Amer.  Chem.  Soc.  1901, 
23,  468. 

(c)  lodimetricaUy.  As  for  Magnesium,  v. 
supra,  p.  212 ;  and  J.  Amer.  Chem.  Soc.  1900, 
22,  353. 

COLOBIMETBIO  METHODS. 

These  methods  are  especially  valuable  for 
the  estimation  of  very  small  quantities  of  sub« 
stances,  and  are  capable  of  giviug  very  accurate 
results.  The  depth  of  tint  producea  by  some 
characteristic  colour  reagent  in  a  given  volume 
of  the  solution  is  compared  with  the  tint  pro- 
duced by  the  same  reagent  in  an  equal  vclume 
of  a  solution  containing  a  known  quantity  of 
the  substance  to  be  determined.  The  tint  in 
the  comparison  tube  can  be  varied  by  varying  the 
proportion  of  the  substance  which  it  contains, 
and  when  the  tints  are  equal  the  quantities  of 
the  substance  in  each  tube  are  also  equal.  The 
quantity  in  one  tube  is  known,  and  hence  that 
in  the  other  is  determined.  It  is  important  that 
the  comparison  be  made  under  comparable  con- 
ditions with  respect  to  degree  of  acidity  or 
alkalinity,  proportion  of  the  reagent,  and  the 
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like.  It  is  also  important  that  the  depth  of  tint 
should  not  bo  materially  affected  by  the  presence 
of  other  saline  substances  in  the  solution  under 
examination. 

The  following;  substances  may  be  determined 
by  these  metho£  : — 

Lead,  with  hydrogen  sulphide. 

Copper,  with  hydrogen  sulphide  or  potassium 
ferrocyanide  (Camelley,  Chem.  News,  32,  308). 

Iron,  with  potassium  ferrocyanide  (Camelley, 
Chem.  News,  30,  257). 

Iron,  with  potassium  thiocyanate  (Thomson, 
Chem.  Soc.  Trans.  1885,  493). 

Vanadium,  with  hydrogen  peroxide. 

Titanium,  with  hydrogen  peroxide  (Weller, 
Ber.  1882,  15,  2593). 

Ammonia,  by  Nessler's  solution  (v.  Water). 

Iodine,  in  solution  in  carbon  disulphide,  or 
with  starch. 

Nitrates,  by  phenolsulphonio  acid  test 
(v.  Wateb). 

Nitrites,  by  (L)  m-phenylenediamine ;  (ii.) 
BulphanHic  aoid  and  a-naphthylamine  {v.  Water). 

The  principle  may  likewise  be  applied  to  the 
comparison  of  colouring  matters,  provided  that 
the  solutions  are  sufficiently  diluted  {v.  Colori- 
msteb). 

Ultheats  AnaiiYSIS  of  Carbon  CoHFOuims. 

The  majority  of  carbon  compounds  contain 
carbon,  hydrogen,  and  oxygen,  or  carbon,  hydro- 
gen, oxygen,  and  nitrogen ;  a  smaller  number 
contain  one  or  more  of  the  halogens,  or 
sulphur.  There  are  a  still  smaller  number  of 
organic  derivatives  of  phosphorus,  arsenic, 
antimony,  silicon,  and  other  metalloidal  and 
metallic  elements,  and  the  metals  also  occur  in 
the  salts  of  organic  acids. 

Qualitative  Examination* 

Carlwn  is  converted  into  carbon  dioxide 
when  the  substance  is  heated  with  cupric  oxide. 

Hydrogen.  The  substance  is  heated  to  a 
temperature  below  that  at  which  decomposition 
begins,  until  all  water  existing  as  such  is  ex- 
peUed,  and  is  then  heated  witn  finely  divided 
and  recently  ignited  cupric  oxide  ;  the  hydrogen 
in  evolved  as  water. 

Nitrogen.  Many  carbon  compounds  contain- 
ing nitrogen  evolve  this  element  in  the  form  of 
ammonia  when  heated  with  caustic  soda  or  soda- 
lime,  but  this  test  is  not  applicable  to  nitro-, 
nitroso-,  azo-,  and  diazo-  derivatives. 

Many  nitro-,  nitroso-,  and  diazo-  derivatives 
evolve  oxides  of  nitrogen,  with  or  without  ex- 
plosion, when  heated. 

Nitrogen  in  all  classes  of  carbon  compounds, 
with  the  exception  of  the  diazo-  comjjounds, 
may  be  detected  by  heating  the  substance  with 
metallic  sodium  or  potassium,  together  with 
£ome  sodium  carbonate  if  the  substance  is 
explosive.  The  nitrogen  is  converted  into 
alkali  cyanide,  and  the  cooled  mass  is  extracted 
with  water  and  the  cyanogen  detected  by  the 
Prussian- blue  test-,  which  consists  in  adding 
ferrous  sulphate  to  the  alkaline  solution  aftei 
filtration,  warming  gently  and  then  acidifying. 
Nitrogenous  carbon  compounds  containing 
sulphur  yield,  when  heated  with  sodium,  a 
thiocyanate,  and  the  Prussian-blue  test  cannot 
bo  used.  A  large  excess  of  potassium  is  recom- 
mended in  this  case,  when  it  is  stated  that  sulphur 


does  not  interfere  (Taubcr,  Ber.  1899,  32,  3150). 
A  mixture  of  potassium  carbonate  (138  parts) 
and  magnesium  powder  (72  parts)  has  been  re- 
commended for  general  use  in  detecting  nitrogen 
even  in  the  case  of  diazo-  derivatives  and  stable 
pyrrole  compounds  (v.  Ber.  1902,  35,  2523 ; 
Gazz.  chim.  ital.  1904,  34,  [2]  369).^  This 
mixture  is,  however,  found  to  take  up  nitrogen 
from  the  atmosphere  (Ellis,  Chem.  News,  1910, 
102,  187). 

Halogens  are  detected  by  heating  the  sub- 
stance with  pure  lime  or  pure  soda-lime,  extract- 
ing with  water,  slightly  acidifying  with  nitric 
acid,  and  testing  with  silver  nitrate.  Highly 
nitrogenous  compounds,  when  heated  with  lime, 
are  apt  to  yield  calcium  cyanide ;  ^  hence  the 
supposed  precipitate  of  silver  htdide  should 
always  be  tested  for  cyanide  (v.  Separation 
of  cyanide  and  chioride),  unless  nitrogen  is 
known  to  be  absent.  With  soda-lime  no 
cyanide  is  formed.  The  substance  may  also  be 
heated  with  sodium  or  potassium  as  in  testing 
for  nitrogen ;  iodine  and  bromine  are  detected 
by  acidifying,  adding  chlorine  water,  and  shaking 
up  with  chforoform,  which  becomes  purple  or 
brown.  The  supposed  silver  chloride  should, 
however,  always  be  tested  for  cyanide. 

Sulphur  and  phosphorus  in  non-volatile  sub- 
stances are  detected  by  fusing  with  caustic  soda 
or  potash  mixed  with  about  one-fifth  its  weight 
of  potassium  nitrate,  or  by  heating  with  sodium 
peroxide  diluted  with  sodium  carbonate;  in 
either  case  the  product  is  tested  for  sulphuric 
or  phosphoric  acid.  Volatile  or  non-volatile 
substances  may  be  oxidised  by  heating  in  a 
sealed  tube  at  150**-300**,  according  to  cir- 
cumstances, with  fuming  nitric  acid  of  sp.gr.  1*5. 
Sulphur  and  phosphorus  are  oxidised  to  sul- 
phuric and  phosphoric  acid  respectively. 

Sulphur  is  also  detected  by  heating  the  sub- 
stance ^dth  sodium,  extracting  with  water,  and 
adding  sodium  nitroprusside,  when  a  brilliant 
violet  colouration  indicates  the  presence  of 
alkaline  sulphide. 

Arsenie  and  antimony  are  detected  by  fusing 
the  substance  with  equal  weights  of  sodium 
carbonate  and  sodium  peroxide,  extracting  with 
water,  acidifying,  and  passing  in  hydrogen  sul- 
phide. Other  appropriate  t^ts  for  these  two 
elements  may  be  applied. 

Quantitative  Determinations, 

Carlwn  and  liydrogen  in  absenee  of  nitrogen, 
halogens,  &e. 

The  simplest  and  most  convenient  method 
for  general  purposes  is  to  bum  the  compound  in 
a  glass  tube  in  a  current  of  oxygen,  assisted  by 
cupric  oxide  ;  the  carbon  is  converted  into  car- 
bon dioxide,  which  is  absorbed  by  caustic 
potash ;  the  hydrogen  is  converted  into  water, 
which  is  absorbed  oy  calcium  chloride  or  con- 
centrated sulphuric  acid. 

Erlenmever's  modification  of  Von  Babo^s 
furnace  is  frequently  employed.  The  heat  is 
supplied  by  a  row  of  20-25  Bunsen  burners, 
each  of  wmch  is  provided  with  a  tap  and  a  per- 
forated collar  for  regulating  the  supply  of  air. 
The  flames  strike  the  under  side  of  a  semicircular 
fireclay  or  sheet-iron  trough  or  gutter  in  which 
the  combustion  tube  rests  on  a  layer  of  magnesia 
or  asbestos.  Inclined  at  an  angle  over  this 
gutter  on  either  side  is  a  row  of  fireclay  tiles 
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by  which  the  flame  is  roverberfctod  upon  the 
upper  part  of  the  gLua  tube,  which  is  thus 
heateil  all  rnunH.  Each  tile  can  be  pulleil  back 
and  rented  against  an  iron  roil  which  ruuK  down 
each  side  of  the  furnace,  and  thus  any  part  uf 
the  tube  oan  be  readily  examined,  and  more- 
over the  tiles  can  be  made  to  atwiflt  in  regulating 
the  temperature. 

In  Hofiusun'B  fnmaoe  the  tube  w  hoBt«l  by 
two  double  rows  of  perforated  cylindrical  fire- 
clay bumen  placed  over  onlinary  GHh-tail 
burners.  The  tube  reetn  upon  the  top  of  a 
central  row  of  much  iihorter  burners.  The 
bumera  are  inclosed  by  flat  vertical  tilea,  and 
flat  tiles  are  laid  horizontally  on  the  top. 

In  the  Olaaer  furnace  the  heat  is  provided  by 
a  row  of  Bunwen  bumera.  The  tube  is  supported 
by  a  series  of  semicircularperf anted  iron  plates, 

e laced  close  together.  The  flames  strike  the 
Qttom  of  these  platen,  and  then  paas  through  the 
peiforetions  and  strite  against  the  fireclay 
covers,  by  which  they  are  reverberated  on  the 
tube,  so  that  the  latter  is  heated  from  the  top 
and  sides  as  well  ae  from  the  bottom.  The  tube 
is  usually  wrapped  round  with  wire  gaute.  This 
furnace  will  give  higher  temperatures  than  the 
Brlenmeyer  furnace,  but  consumes  more  gas. 

A  more  modern  type  of  combustion  (lUTiace 
which  gives  very  high  temperatures  with  a  small 
consumption  of  gas  has  been  introduced  by 
Fletcher.  The  furnace  itself  conBists  of  six  le- 
parate  hollow  fireclay  blocks  6  inches  in  length 
and  of  the  same  height,  which  are  placed  end 
to  end,  BO  as  to  give  a  total  length  of  3  feet. 
The  combustion  tube  is  supported  on  a  fireclay 
trouch  placed  along  the  top  of  the  row  of  furnace 
blocks  which  are  each  pierced  along  one  side 
with  live  holes  leading  to  a  hollow  space  im- 
mediately below  the  trough.  The  main  gas- 
supply  pipe  is  a  brass  tube  of  square  section 
which  is  raised  about  I  {  inch  above  the  stone 
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bench  by  terminal  brass  supports 
thirty  burners  projecting  at  right  angles  from 
it  in  a  slanting  direction,  so  that  theu'  nozzles 
reach  upwards  to  the  perforations  in  the  furnace 
blocks,  the  oentrea  of  these  holes  being  about 
Si  inches  above  the  bench.  Each  furnace  block 
is  thert'fore  heated  by  five  burners,  and  rever- 
beration is  ensured  by  small  semicircular  fire- 
clay arches,  three  of  which  fit  loosely  on  each 
of  the  furnace  btooks.  Owing  to  their  oblique 
position,  the  burners  are  readily  kept  clean,  the 
brass  i."-*!""  - — . .   :-    ~..;.-   


I    heating 


ma   arrangement   is   quite   separate 
from  the  earthenware  furnace,  and  the  taps  and 
lower  parts  of  the  burners  are  protected  from 
It  of  the  furnace  by  a  brass  shield  running 
n  gas  pipe. 


The  fumaoe  can  be  built  up  in  shorter  lengths 
by  using  fewer  of  the  fumaoe  blocks,  of  which 
two  are  represented  in  Fig.  IS. 

To  avoid  the  nceossity  for  using  an  india- 
rubber  stopper  between  the  combustion  tube 
and  the  waler-abaorptiou  apparatus,  Harek 
suggests  a  mercury  joint  made  by  drawing  out 
the  combustion  tube  to  a  conical  end,  and 
fixing  round  this  a  knee  tube  by  means  of 
asbeatoB  and  fused  silver  chloride.  The  knee 
joint,  which  is  loosely  filled  with  silver  ribbon, 
fits  into  a  bell -shaped  tube  dipping  under 
mercury  (J.  pr.  Chem.  1907,  [2]  76,  180). 

The  combustion  tube  should  consist  of  in- 
fusible potash  or  Bohemian  glass  1-6-2  mm. 
thick,  with  an  internal  diameter  of  12-15  mm. 
It  should  be  at  such  a  length  tliat  it  projects 
about  2  cm.  from  each  end  of  the  gutter  or 
trough.  Pieces  of  ccmper  wire  gauze  about  2  em. 
broad,  heated  in  a  flame  to  remove  greaae,  aro 
rolled  up  into  plugs  which  fit  moderately  tightly 
in  the  tube,  and  one  of  these  plugs  is  pushed 
into  the  tube  to  a  distance  of  about  26  cm.  from 
one  end.  The  tube  is  then  filled  with  freshly 
ignited  granular  cupric  oxide  to  within  6  or  6om. 
of  the  other  end,  and  a  second  plug  is  inserted. 
The  granules  of  cupric  oxide  snould  be  fairly 
r^ular  in  size,  and  1-6-2  mm.  oube.  Another 
plug  about  10  cm.  long  is  made  by  rolling  a  piece 
of  copper  gauie  rounu  a  stout  copper  wire  12  cm. 
long,  and  bending  the  projecting  end  of  tho 
latter  into  a  loop  by  means  of  which  it  can  be 
withdrawn  from  the  tube.  This  plug  is  placed 
in  the  other  end  of  the  tube  beluna  the  boat. 
The  end  of  the  tube  nearest  to  the  copper  oxide 
is  fitted  with  a  drv  caoutchouc  stopper  perforated 
to  receive  the  tube  of  the  absorption  apparatus ; 
the  other  end  is  closed  by  a  similar  stopper,  which 
carries  a  piece  of  tubing  of  very  narrow  imrc, 
which  is  connected  with  the  apparatus  for  drying 
the  oxygen. 

The  substance  to  be  analysed  is  contained  in 
a  platinum  or  porcelain  boat  about  70  mm.  long 
and  8  mm.  deep,  of  such  diameter  that  it  slides 
easily  in  the  combustion  tube.  It  may  con- 
veniently be  inclosed  in  a  smalt  well-corked  tube 
while  being  weighed. 

'ITie  water  is  absorbed  by  granulated  anhy- 
drous calcium  chloride,  which  is  treated  with  a 
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ourrent  of  dry  carbon  dioxide,  and  then  with 
a  current  of  d^  air  to  convert  any  calcium  oxide* 
present  into  carbonate,  and  thus  prevent  tho 
absorption  of  carbonic  dioxide. 

The  calcium  chloride  is  contained  in  a  U-tube 
provided  with  a  small  side  bulb  for  condon^inK 
the  water,  the  tube  from  this  bulb  fitting  directli 
into  the  cork  in  the  combustion  tube,  whilst  the 
other  limb  of  the  U-tube  is  closed  by  a  caoutchouc 
cork  carrj'ing  a  narrow  tube  bent  at  a  right  angle 
and  connected  with  tho  potash  bulbs  (Figs.  IS 


•od  19).  In  the  absence  of  the  side  bii]b,  eaeh 
limb  of  the  tube  U  oloaed  by  a  oaoutohouo  oork 
oarrying  a.  narrow  tube  bent  at  a  right  angle, 
one  of  these  tubus  fitting  directly  into  the  cork 
of  the  combuatioa  tnbe,  and  the  other  being 
connected  with  the  potash  bulbs.  A  small  t<et- 
tube,  2-3  cm.  long,  placed  in  the  upper  purt  of 
the  first  limb  of  the  U-tube,  collects  the  greater 
part  of  tho  water,  and  thus  protects  the  calcium 
chloride  (No.  1,  Fig,  17).  (For  other  forms  of 
oaicium  ahloriile  tubes,  c.Uhem.  Soc.  Proc.  1900, 
22,  87  ;  Uhem.  Zeit.  1007,  31,  342.) 

A  U'tube  containing  pumice  moistened  with 
■trong  sulphortc  acid  may  also  be  used  to  collect 
the  water,  but  bulbs  filled  with  the  acid  must 
not  be  used,  since  it  dissolves  an  appreciable 
quantity  of  carbon  djoside. 

The  carbon  dioxide  is  absorbed  in  a  atrong 
Mlution  of  potassium  hydroxide  made  by  dis- 


Rolving  this  substance 
water.  The  solution  : 
bulbe,'  of  which  there  ai 
form  is  the  most  convi 
on  its  own  base  (No.  2, 1 
form  (Na  1)  U  ntill  ue 


Fig.  18. 

n  an  equal  quantity  of 
contained  in  '  potash 
many  forms.  Geissier's 
lient,  since  it  will  stand 
ig.  IS).  Liebig's  original 
d,  but  the  more  recent 


form  devised  by  Bender  (Fip.  19)  secutce  efficient 
absorption,  and  is  convenient  for  weighing,  as 
it  stands  either  on  iu  own  iMtse  or  on  an  alu- 
minium foot. 

The  Geissler  or  Liebig  bulbs  must  contain 
such  a  quantity  of  oaustio  potash  solution  that 
it  washes  up  to  a  certain  extent  in  the  last 
bulb,  bat  yet  is  not  sufficient  to  EU  the  largo 
first  bulb  in  cose  a  voouum  is  produced  by  rapid 
absorption  of  the  gas.  In  addition  to  the  potash 
bulbs,  a  U-tube  fiSed  with  granulated  soda-lime, 
with  a  layer  of  calcium  chloride  2  cm.  deep  in  the 
upper  part  of  each  limb,  is  used  te  absorb  the 
last  traces  of  the  gas  and  any  small  qnantity  of 
moisture  that  may  be  given  off  from  the  caustic 
potash  solution.    Two  such  soda-lime  tubes  may 


1905,  29,  ee9;  1007,  31,  342;  190S,  32,  77; 
Amer.  Chem.  J.  1906.  3B,  300  ;  Ann.  Chim.  anal. 
1907, 12,  318 ;  Chem.  Soc.  Proc  1906,  24,  1S2.) 
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The  tube  containing  the  soda-lime  is  con- 
nected with  a  U-tube  filled  with  calcium  chloride, 
to  protect  the  abeorptttm  apparatus  from  mois- 
ture ;  tliia  is  especially  nc^xTful  when  the  air  is 
drawn  through  the  apparatus  by  means  of  an 
aspirator. 

The  oxygen  or  air  used  in  the  combustion  is 
freed  from  carbon  dioxide  by  passing  through  a 
strong  solution  of  caustic  potafui.  If  conipn»sed 
oxygen  is  employed,  it  is  advisable  t«  pass  it  first 
through  a  short  length  of  boated  combustion  tube 
containing  cupric  oxide,  in  order  to  bum  out 
any  carbonaceous  impurity.  The  air  or  oxygen 
is  then  dried  by  passing  through  dry  calcium 
chloride  or  through  pumice  moistened  with 
concentrated  sulphurio  acid,  tho  same  desic- 
cating agent  must  be  used  to  dry  the  gas  as  is 
employed  to  collect  the  water  produced  during 
tha  oombustion. 

The  ox3^n  is  dried  b;^  passing  it  thioueh 
two  long  U'tiihes  oontaiiung  calcium  chloride. 
Instead  of  the  u-tubes  we  may  use  a  tall 
cylinder  with  the  lower  halt  filled  with  soda-lime 
and  the  upper  with  oaicium  chloride. 

The  oxygen  required  for  oombustions  in  the 
open  tube  may  be  prepared  from  potassium 
chlorate  and  magnanege  dioxide  and  stored  over 
water  in  go^olders  of  moderate  capacity.  The 
gas  may  also  be  generated  as  required  by  the 
following  method,  which  furnishes  the  gas  under 
sufficient  pressure  for  use  in  combustions.  A 
solution  of  20  grams  of  potassium  permanganate 
in  GOO  c.c.  of  water,  and  SO  c.c.  of  sulphuric  acid 
is  introduced  drop  by  drop  into  a  litre  flask 
containing  SOO  c.c.  ol  hyilrogen  peroxide  (10 
vols.).  The  gas  contains  chforine  and  ozone, 
which  are  removed  during  its  passage  through 
the  purifiers  (BuU.  Soc  Chim.  1M7,  [4]  1,  001). 

The  operation — The  tube  is  pla<»d  in  the 
fumaoe  and  connected  at  one  end  with  the  dry- 
ing appatatue  and  at  the  other  with  the  calcium 
clUonde  guaid  tube,  but  not  with  the  absorption 
apparatus.  It  is  gradually  heated  to  t«dness, 
a  current  of  dry  oxygen  is  passed  through  for 
half  an  hour  to  remove  all  moisture  and  organic 
matter,  and  the  tube  is  allowed  to  cooL  When 
a  combustion  tube  is  being  used  for  the  Brat 
time  or  after  a  long  interval,  it  is  advisable  to 
carry  out  a  blank  experiment  by  putting  on  the 
absMption  apparatus  and  heatmg  the  tube  for 
some  time  in  a  stream  of  dry  oxygen.  If  the 
tube  is  ready  for  the  analysis,  the  weight  of  the 
absorjition  tube  and  apparatus  should  be 
constant.  The  solid  or  non-volatile  liquid  sub- 
stance is  now  weighed  into  the  plstinnni  boat, 
which  is  introduce  into  the  tube  by  removing 


then  connected  with  the  absorption  apparatus, 
and  the  other  end  is  connected  with  the  drying 
tubes  and  tho  oxygen  reservoir.  The  burners 
under  the  front  part  of  the  tube  are  now  lighted 
and  the  temperature  gradually  raised  until  the 
tube  is  at  a  dull-red  heat  to  within  12  cui.  of  the 
boat.  The  tube  in  contact  with  the  stopper  at 
the  front  end  should  be  so  hot  that  it  can  only 
just  be  touched  by  the  finger,  and  this  tempera- 
ture should  be  maintamed  throughout  the 
operation  by  regulating  the  first  two  burners,  in 
Older  to  prevent  condensation  of  moisture  with- 
out decompoflinff  the  stopper.  If  any  wat«r 
should  condense,  it  may  be  volatilised  by  bringing 
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one  of  the  hot  tiles  close  over  the  tube.  The  last 
two  or  three  burners  under  the  long  copper  plug 
at  the  back  are  now  lighted  and  the  temperature 
gradually  raised  to  dull  redness,  whilst  at  the 
same  time  the  copper  oxide  is  heated  to  within 
5-6  cm.  of  the  boat,  and  a  current  of  oxygen  is 
passed  through  the  tube  at  the  rate  of  a  bubble 
every  two  seconds.  One  of  the  burners  under 
the  boat  is  then  lighted  and  the  boat  very 
gradually  heated,  combustion  being  regulated 
so  that  the  bubbles  passing  irto  the  potasn  bulbs 
can  easily  be  counted.  When  the  substance  is 
completely  carbonised,  the  temperature  of  the 
boat  is  raised  and  the  current  of  oxygen  increased 
to  a  bubble  per  second.  Towards  the  dose  of 
the  operation  the  boat  is  heated  to  redness  and 
a  somewhat  more  rapid  current  of  gas  is  passed. 
It  is  not  necessary  to  heat  the  tube  above  red- 
ness, and  a  higher  temperature  produces  distor- 
tion. When  combustion  is  complete,  the  current 
of  oxygen  is  continued  for  a  short  time  to  drive 
out  all  carbon  dioxide  and  reoxidise  any  reduced 
copper.  When  the  oxygen  bubbles  through 
the  potash  bulbs  at  the  same  rate  as  through 
the  drying  apparatus,  the  oxygen  reservoir 
is  disconnected  and  a  current  of  air  is  drawn 
through  the  whole  apparatus  to  expel  the  oxygen. 
At  the  same  time  the  tube  is  gradually  cooled 
and  is  ready  for  a  second  operation.  If  the 
tube  is  carefully  heated  and  cooled,  it  may  be 
used  for  a  very  large  number  of  analyses.  The 
absorption  apparatus  is  disconnected  and 
weighed.  All  the  weighings  should  be  made 
>vithout  the  plugs  of  caoutchouc  tubing  and 
glass  rod  which  are  used  to  protect  the  contents 
of  the  tubes  and  bulbs  from  the  air.  When 
several  analyses  are  being  made  of  substances 
which  bum  only  with  difficulty,  the  entire  heat- 
ing may  with  advantage  be  carried  out  in  a 
current  of  oxygen,  and  some  saving  of  time  is 
effected  by  weighing  the  absorption  apparatus 
filled  with  oxygen. 

Volatile  liquids  are  inclosed  in  a  small  thin 
cylindrical  glass  bulb  3  cm.  long,  with  a  capillary 
neck,  readily  made  by  drawins  out  a  piece  of 
wider  tubing.  The  bulb  is  weighed,  heated,  and 
the  capillary  tube  immersed  beneath  the  liquid. 
As  the  tube  cools  a  small  quantity  of  the  liquid 
enters.  This  is  heated  to  boiling,  and  when  the 
air  is  exx)elled  the  end  of  the  tube  is  again 

S laced  in  the  liquid,  and  when  the  vapour  con- 
enses  the  bulb  is  completely  filled.  If  the 
liquid  is  very  volatile,  the  capillary  end  may  be 
sealed  before  weighing  the  tube,  but  usually  this 
is  not  necessary.  l%e  bulb  is  placed  in  the 
boat  with  the  capillary  end  open  and  directed 
towards  the  copper  oxide.  Combustion  is  con- 
ducted as  already  described,  but  much  greater 
care  is  required,  especially  if  the  liquid  is  very 
volatQe.  The  front  part  of  the  copper  oxide 
must  be  quite  red-hot  before  the  liquid  begins 
to  volatilise,  and  it  is  advisable  that  the  bulb 
be  empty  before  the  copper  oxide  near  the 
boat  is  heated.  With  an  iron  gutter  sufficient 
heat  is  conducted  to  vapourise  volatile  liquids, 
but  in  other  cases  a  very  low  flame  may  be 
used,  or  one  of  the  hot  tiles  may  be  held  over 
the  boat.  In  all  cases  it  is  difficult  to  prevent 
diffusion  of  vapour  into  the  back  of  the  tube  and 
even  into  the  drying  apparatus.  The  long 
copper  plug  at  the  back  increases  the  speed  of 
the  current  by  decreasing  the  diameter  of  the 


pa.ssago,  and  the  narrow  diameter  of  the  entranoe 
tube  assists  in  a  similar  manner,  but  in  all  cases 
of  the  analysis  of  a  volatile  substance  a  slow 
current  of  air  should  be  passed  almost  from  the 
beginning.  Later,  oxygen  should  be  passed,  but 
not  too  soon,  otherwise  an  explosive  mixture 
may  be  formed.  The  open  tube,  in  fact,  does  not 
yield  such  satisfactory  results  with  volatile 
liquids  as  with  other  substances,  and  in  such 
cases  combustion  should  be  made  by  the  follow- 
ing method. 

Liebig*9  criginal  method  a$  modified  by 
Bunsen.  Granular  cupric  oxide  and  some  of  the 
finely  divided  oxide  are  heated  strongly,  and 
while  still  hot  are  placed  in  flasks  with  long  necks 
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Fig.  20. 

which  are  then  tightly  corked.  The  combustion 
tube  is  drawn  out  at  one  end  in  the  manner 
shown  in  the  figure,  and  sealed  at  the  point  a. 
A  layer  of  granular  cupric  oxide 
about  10  cm.  long  is  first  intro- 
duced by  placing  the  combustion 
tube  in  the  neck  of  the  flask  (Fig.  21) 
containing  it,  and  then  2-3  cm.  of 
the  finely  divided  oxide.  The  sub- 
stance (about  0*5  gram)  is  now  intro- 
duced from  a  long  narrow  weighing 
tube  which  can  be  inserted  into  the 
mouth  of  the  combustion  tube,  and 
5-6  cm.  of  the  finely  divided  oxide 
is  added  and  intimately  mixed  with 
the  substance  by  means  of  a  Ions 
copper  wire,  the  lower  end  of  whicn 
has  two  twists  like  a  corkscrew  (Fig. 
22).  The  wire  and  sides  of  the  tuM 
are  rinsed  with  some  of  the  oxide,  and  Yiq^  £1. 
the  tube  is  filled  with  the  granular 
oxide  to  within  5-6  cm.  of  the  top,  and  a  plus  of 
cupric  gauze  inserted.  Every  care  must  be  tii^en 
to  prevent  absorption  of  moisture  by  the  cupric 


Fig.  22. 

oxide.  The  remainder  of  the  operation  is  con- 
ducted as  described  above,  and  when  combustion 
is  complete  the  drawn-out  end  of  the  tube  is  con- 
nected with  a  drying  apx>aratus,  the  tip  broken 
off  inside  the  caoutchouc  tube,  and  a  current  of 
oxygen  and  afterwards  of  air  passed  through 
the  api^aratus. 

In  whichever  way  the  combustion  is  made  it 
is  found  that  the  i)ercentage  of  hydrogen  is 
lUways  about  0*1-0*15  too  high,  a  result  attri- 
buted to  the  difficulty  of  perfectly  drying  the 
cupric  oxide,  &c.  It  is  frequently  stated  tluit  an 
open  tube  rarely  gives  correct  results  the  first 
time  it  is  used  ;  but  this  is  solely  due  to  neglect 
of  the  precaution  of  first  heating  in  a  current  of 
oxygen  (p.  219). 
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Combustion  tnth  lead  chronuUe.  Sub- 
stanoes  such  as  graphite,  resins,  &c.  which  are 
oxidised  with  great  difficulty,  should  be  burnt 
with  lead  chromate,  or  in  extreme  cases  with 
lead  chromate  containing  10  p.c.  of  potassium 
bichromate;  these  oxidising  agents  can  be  em- 
ployed in  either  open  or  closed  combustion  tubes. 
The  chromate  is  precipitated  by  adding  potas- 
sium bichromate  to  a  solution  of  lead  nitrate, 
washed,  dried,  fused,  and  then  granulated.  It 
is  heated  immediately  before  being  used,  and 
the  tube  is  filled  in  the  same  manner  as  with 
copper  oxide  in  B.  The  efficiency  of  the  lead 
chromate  depends  mainly  on  the  fact  that  at  a 
hieh  temperature  it  fuses.  After  being  used  it 
is  heated  with  nitric  acid  in  order  to  remove  the 
reduced  oxides,  and  is  washed,  dried,  and 
again  ignited. 

Carbon  and  hydrogen  in  presence  of  nitrogen, 
halogens,  &e.  When  nitrogen  is  present  it  is 
XMirtly  converted  into  nitrogen  oxides,  which 
are  absorbed  by  the  caustic  potash,  la  order 
to  avoid  this  source  of  error,  the  ^nt  of  the 
tube  contains  plugs  of  copper  wire  gauze  or  a 
layer  of  granuiatM  metallio  copper  12-15  cm. 
in  length  reduced  in  carbonic  oxide.  The  copper 
is  heated  to  redness  throughout  the  operation, 
and  the  nitrogen  oxides  are  decomposed  with 
absorption  of  oxygen  and  liberation  of  nitrogen. 
A  silver  gauze  plug  is  preferable  to  the  copper, 
because  u  the  latter  is  reduced  in  hydrogen,  it 
is  apt  to  retain  water,  and  if  in  methyl  akohol, 
it  may  also  contain  carbon  (Zeitsch.  anaL  Chem. 
1906,  14,  741). 

Perkin  (Chem.  Soc.  Proc.  1880,  37,  467) 
employs  precipitated  manganic  oxide  made  into 
a  paste  with  a  saturated  solution  of  potassium 
chromate  containing  10  p.c.  of  dichromate,  dried 
and  ^nulated.  A  layer  of  this  mixture  15  cm. 
long  IS  placed  in  the  front  of  the  tube  and  heated 
to  200-250^  C.  All  nitroeen  oxides  are  ab- 
sorbed, but  if  the  mixture  is  neated  too  strongly 
they  are  partially  expeUed.  After  each  analysis 
the  manganic  oxide  is  heated  more  stronely 
whilst  a  current  of  air  is  passed  through  the  tube, 
and  the  nitrogen  oxides  are  more  or  less  com- 
pletely driven  off. 

The  halogens,  when  present,  form  halide 
copper  salts,  which  are  somewhat  volatile  and 
are  liable  to  be  carried  into  the  absorption 
apparatus.  In  such  cases  the  front  layer  of 
copper  may  be  replaced  by  silver  foil  or  gauze, 
which  decomposes  the  nitrogen  oxides  and  also 
absorbs  the  halogens.  Compounds  of  this  kind 
may  also  be  burnt  by  means  of  lead  chromate, 
(v.  supra),  or  a  mixture  of  the  substance  with 
lead  chromate  msy  be  placed  in  a  porcelain 
boat  and  burnt  in  a  current  of  oxygen  in  the 
usual  way  (c/.  Amer.  diem.  J.  1906,  36,  631). 

Sulphur  forms  sulphur  dioxide,  which  is  ab- 
sorbed by  caustio  jiotash.  Compounds  contain- 
ing this  element  may  be  burnt  with  lead  chro- 
mate, care  being  taken  that  the  front  of  the  tube 
is  not  too  hot;  or  the  front  of  the  tube  may 
contain  a  somewhat  longer  layer  of  manganic 
oxide  and  potassium  chromate,  the  front  half 
being  kept  at  200^-250^  to  absorb  nitroeen 
oxides,  whilst  the  rear  half  is  heated  to  aull 
redness  and  absorbs  the  sulphur  dioxide 
(Perkin,  I.e.). 

CombugUon  in  presence  of  a  contact 
substance.    The  use  of  a  special  combustion 


furnace  may  be  obviated  by  bringing  a  mixture 
of  oxygen  and  the  vapour  of  the  organic  sub- 
stance neated  to  a  suitable  temperature,  into 
contact  with  some  active  material,  such  as 
platinum,  platinised  quartz,  platinised  asbestos, 
palladium,  or  even  finely  divided  copper  oxide. 
This  process,  which  has  been  applied  successfully 
by  Bennstedt  and  his  collaborators  to  a  varied 
series  of  organic  substances,  is  carried  out  in  a 
hard-glass  or  quartz  combustion  tube,  about 
86  cm.  in  length  and  16-18  mm.  in  diameter, 
the  contact  material  being  placed  about  the 
middle  of  the  tube.  Platinised  quartz  is  pre- 
pared by  soaking  thoroughly  clean  and  dry 
quartz  fragments  in  an  alcoholic  solution  of 
pyridine  platinichloride  and  igniting  them  over 
the  blow-pipe.  A  layer  of  about  3  cm.  of  this 
material  can  be  used  in  the  combustion,  or 
platinum  foil  or  wire  may  be  employed,  one  of 
the  most  efficient  forms  of  this  metal  being  a 
six-rayed  star  of  platinum  foil,  about  10  cm.  in 
length.  The  combustion  is  most  conveniently 
effected  in  a  double  supply  of  oxygen.  The 
boat  containing  the  substance  is  placed  in  the 
hard -glass  inner  tube  (18  cm.  in  length)  shown 
in  Fig.  23,  which  is  open  at  one  end  and  at  the 


Fig.  23. 

other  terminated  by  a  wide  capillary  tube, 
throush  which  a  current  of  dry  oxygen  can  be 
introduced.  This  inner  tube  has  a  diameter  of 
about  14  mm.,  and  oxygen  can  be  passed  through 
the  annular  space  by  means  of  the  T-tube  fitting 
over  the  capiUai^  tube  as  shown  in  the  figure. 

By  means  of  this  apparatus  the  supply  of 
oxygen  required  for  vaporising  and  burning  the 
substance  can  be  carefully  regulated.  When 
the  organic  compound  contains  nitrogen,  sul- 
phur, or  halogens,  a  large  boat  containing  lead 
peroxide  ia  placed  in  the  combustion  tube  and 
heated  to  300^-320®.  The  sulphur  is  absorbed 
in  the  form  of  lead  sulphate,  and  may  be  esti- 
mated by  extracting  the  lead  peroxide  with 
6  p.c.  sodium  carbonate  solution,  and  estimating 
the  sulphate  in  the  filtrate.  The  estimation  of 
chlorine  and  bromine  may  be  similarly  effected. 
Iodine  is  not  entirely  absorbed  by  lead  peroxide, 
and,  accordingly,  *  molecular '  silver  must  be 
employed  to  take  up  this  element  (Dennstedt, 
Zeitsch.  angew.  Chem.  1906,  18,  1134 ;  19,  617 ; 
Chem.  Zeit.  1906,  29,  62;  1909,  33,  769; 
Analyst,  1906,  136;  Ber.  1908,  41,  600;  Bau- 
mert,  Ber.  1907,  40,  3476).  Walker  and  Black- 
adder  recommend  a  furnace  60  cm.  lon^,  with 
I  granular  copper  oxide  partly  placed  m  the 
'  combustion  tube  and  partly  mixed  with  the 
weighed  substance.  The  combustion  is  carried 
out  in  about  30  minutes,  and  the  tube  can  be 
heated  with  Bunsen  burners  on  an  ordinary 
working  bench  (Chem.  News,  1909,  99,  4 ;  cf. 
Marek  J.  pr.  Chem.  1906,  73,  369). 

Electrical  method.  In  this  process  the 
electric  current  is  used  as  the  source  of  heat,  and 
platinum  as  the  catalyst.    A  Dennstedt  inner 
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tube  is  employed  to  contain  the  boat  z  with  the 
weighed  substance,  and  the  spiral  of  platinum- 
iridium  wire  kj  is  wound  round  a  porcelain  or 
quartz  tube  held  in  position  in  the  combustion 
tube  by  a  nickel  tube  db,  passins  through  the 
indiarubber  stopper  c.  The  coif  is  heated  to 
redness  by  the  passage  of  the  current  through 


DiEJOF,  and  the  absorption  apparatus  is  fitted 
on  to  the  outer  end  of  the  mckel  tube  db.  A 
divided  stream  of  oxygen  is  employed  as  in  the 
Dennstedt  process,  and  the  time  required  for 
complete  combustion  varies  from  15  to  40 
minutes. 

The  consumption  of    electrical    eneigy  in 


Fia.  24. 


this  method  of  carrying  out  combustions  is 
8maU»  amounting  to  about  3*6  amperes  at 
54  volts  (194*4  watts)  during  the  time  when 
the  highest  temperature  is  obtained  (Breteau 
and  Lerona,  Bull.  Soo.  chim.  1908,  [4]  3,  15 ; 
c/.  B.  Blount,  Analyst,  1905,  30,  29 ;  Morse  and 
Taylor,  Amer.  Chem.  J.  1905,  33,  591 ;  Morse 
and  Gray,  Amer.  Chem.  J.  1906,  35,  451  ; 
Carrasco  and  Planoher,  Gazz.  chim.  ital.  1906, 
36,  492 ;  Lippmann,  Chem.  Zeit.  1905,  29,  487, 
174;  Tucker,  J.  Amer.  Chem.  Soc.  1907,  29, 
1442). 

Nitrogen.  This  element  is  determined  in 
the  form  of  ammonia  (WiU  and  Varrentrapp, 
Ruffle,  Kjddahl),  or  in  the  form  of  nitrogen  ^as, 
which  is  collected  and  measured,  the  weight 
being  calculated  from  the  volume  (Dumas,  Max- 
well Simpson). 

A.  WiU  and  Varrentrapp^ 8  method.  The  sub- 
stance is  heated  with  soda-lime  and  the  nitrogen 
is  evolved  as  ammonia,  which  is  absorbed  in 
hydrochloric  acid  and  precipitoted  as  ammo- 
nmm  platinichloride  or  estunated  volumetri- 
cally.  This  method  is  not  applicable  to  azo-, 
diazo-,  nitro-,  and  nitroso-  derivatives,  and  to 
certain  albuminoid  substances. 

Soda-lime  is  prepared  by  slaking  2  parts  of 
good  quicklime  with  a  strong  solution  of  1  part 
of  sodium  hydroxide  free  from  nitrates  or  sul- 
phates. The  mixture  is  dried  by  heating  in  an 
iron  vessel,  granulated,  and  preserved  in  well* 
closed  bottles.  A  mixture  of  equal  parts  of 
calcium  hydroxide  and  anhydrous  sodium  car- 
bonate may  also  be  used. 

A  glass  tube  about  50  cm.  Ioua  and  12  mm. 
diameter,  sealed  at  one  end,  is  filted  to  a  depth 
of  about  5  cm.  with  a  mixture  of  anhydrous 
oxalic  acid  and  granular  soda-lime,  and  a  short 
plug  of  recently  ignited  asbestos  is  inserted. 
The  substance  is  intimately  mixed  with  sufficient 
finely  powdered  soda-lime  to  form  a  layer  about 
15  cm.  long,  and  is  quickly  introduced  into 
the  tube,  llie  mortar  is  rinsed  with  a  small 
quantity  of  soda-lime,  which  is  also  put  in  the 
tube,  and  the  latter  is  then  filled  with  granular 
Hoda-lime  to  within  5  cm.  from  the  end  and  a 
loose  asbestos  plue  inserted.  The  tube  is  tapped 
to  form  a  channel  over  the  powdered  soda-lime 
for  the  escape  of  the  gases,  and  is  placed  in  a 
furnace,  which  may  be  considerablv  shorter  than 
that  used  in  the  estimation  of  hydrogen  and 
oxygen.  The  combustion  tube  is  attached  by 
means  of  a  perforated  cork  to  an  apparatus  for 
absorbing  the  ammonia.  This  may  consist  of 
the  bulbs  originally  devised  by  WiU  and  Var- 


rentrapp, or  of  an  ordinary  bulb  U-tube. 
Winkler  has  devised  a  combmation  of  bulb 
and  flask  which  is  especially  convenient  for 
estimations  by  titration,  since  the  liquid  need 
not  be  tranfiferred.  Ordinary  dilute  hydro- 
chloric acid  or  a  definite  volume  of  standard 
acid  is  placed  in  the  bulb.  The  tube  is  gradually 
heated  to  redness,  beginning  at  the  end  near 
the  U'tube,  and  when  decomposition  is  com- 
plete the  oxalic  acid  at  the  back  is  heated,  and 
the  ammonia  in  the  tube  is  driven  out  by 
the  current  of  carbonic  oxide  and  carbon 
dioxide.  The  excess  of  acid  is  then  determined 
by  standard  alkali ;  or  the  liquid  is  evaporated 
with  platinic  chloride  as  in  an  ordinary  estima- 
tion of  ammgnia,  and  the  precipitate  is  washed 
with  ether  containing  a  small  quantity  of  alcohol, 
dried,  heated  in  a  crucible  till  completelv  decom- 
posed, and  the  nitrogen  calculated  n*om  the 
weight  of  the  residual  platinum.  Pt»N,.  The 
nitrogen  frequently  forms  volatile  bases  other 
than  ammonia,  and  hence  the  platinum  pre- 
cipitate cannot  be  weighed  as  such.  The  ratio 
of  platinum  to  nitrogen  is,  however,  the  same  in 
all  cases.  The  precipitate  is  washed  with  ether, 
because  if  such  bases  are  present,  it  may  be 
soluble  in  alcohol. 

It  is  imi)ortant  that  the  front  part  of  the  tube 
be  heated  sufficiently  to  secure  complete  decom- 

e)sition,  but  the  temperature  must  not  be  too 
gh,  otherwise  part  of  the  ammonia  itself  is 
decomposed,  and  the  results  are  too  low.  Sub- 
stances rich  in  nitrogen  should  be  mixed  yrith. 
some  pure  sugar  in  order  to  dilute  the  ammonia 
and  prevent  too  rapid  absorption. 

Various  modifications  of  Will  and  Varren- 
trapp*s  method  have  been  introduced  in  order 
to  make  it  more  generally  applicable,  but  these 
processes  have  been  superseded  by  Kjeldahl's 
method  (c/.  Ruffle,  Chem.  Soc.  Trans.  1881,  39 
87 ;   Arnold,  Ber.  1885,  18,  806). 

B.  Dumas*  method.  In  this  process  the  hydro- 
gen and  carbon  are  burnt  by  means  of  cuprlc 
oxide  and  the  liberated  nitrogen  collected 
and  measured.  A  glass  tube  80  cm.  long,  12  to 
15  mm.  diameter,  Maled  like  a  test-tube  at  one 
end,  is  filled  to  a  length  of  12-15  cm.  with  dry 
sodium  hydrogen  carbonate,  4  cm.  of  cupric 
oxide  is  added,  and  then  an  intimate  mixture 
of  the  substance  (0*3-0*6  gram)  with  cupric 
oxide,  then  the  cupric  oxide  used  to  clean  the 
mortar,  a  layer  of  sranular  cupric  oxide,  and 
finally  a  layer  of  reauced  granulated  copper  or 
copper- wire  gauze  not  less  than  15  cm.  inlength. 
The  tube  is  connected  by  means  of  a  cork  and 
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bent  tube  with  an  apparatus  for  collecting  the 
nitrocen.  The  sodium  hydrogen  carbonate  is 
first  lieated  until  all  air  is  expelled  and  the 
issuing  gas  is  completely  absorbed  by  potash 
solution.  The  copper  is  then  heated  to  redness, 
the  heat  beinff  gradually  applied  to  the  whole 
tube  as  far  asUie  carbonate.  When  combustion 
has  ceased,  the  carbonate  is  acain  heated  imtil 
all  the  nitrogen  has  been  expeUed. 

The  most  convenient  form  of  apparatus  for 
collecting  the  nitrogen  is  that  devised  by  H. 

Schiff  (Zeitsch.  anal. 
Chem.  7»  430),  or  a  simi- 
lar form  described  by 
Groves  (Chem.  Soc. 
Trans.  1880,  37,  600). 
The  former  consists  of  a 
burette.  A,  fitted  with  a 
heavy  foot  and  provided 
with  a  stop'COck,  c,  at 
the  top.  Qose  to  the 
bottom  is  a  tubulus,  h, 
inclined  at  an  angle  of 
about  46**,  and  on  the 
other  side  is  another 
tubulus,  a,  connected  by 
means  of  a  caoutchouc 
tube  previously  soaked 
in  paraffin  with  a  globu- 
lar reservoir,  B,  wmch  is 
attached  to  the  burette 
by  a  clip,  and  the  height 
of  which  is  readily  ad- 
justed. Mercury  is 
poured  into  the  burette 
through  the  lower  tubu- 
lus to  a  height  of  2  or 
3  mm.  above  the  lower 
opening,  and  the  reser- 
voir is  then  filled  with  a 
solution  of  caustic  pot- 
ash in  its  own  weight  of  water,  the  lower 
tubulua  beinff  closed  with  a  cork.  The  stop- 
cock is  opened  and  the  reservoir  raised  until  the 
burette  is  completely  filled  with  the  alkaline 
solution.  The  stopcock  is  then  closed  and  the 
reservoir  lowered  to  the  bottom  of  the  burette. 
The  tubulus  may  now  be  opened  without  the 
mercury  or  alkaline  solution  being  forced  out. 
When  the  air  has  been  expelled  from  the  com- 
bustion tnbe  the  end  of  the  delivery  tube  is 
inserted  through  the  tubulus  and  the  nitrogen 
collected.  At  the  close  of  the  operation  the 
temperature  of  the  gas  is  allowed  to  become  con- 
stant, the  reservoir  is  raised  so  that  the  level  of 
the  liquid  is  the  same  as  in  the  burette,  and  the 
volume  of  the  nitrogen  is  read  off,  together  with 
the  temperature  and  the  height  of  the  baro- 
meter. The  weight  of  the  nitrogen,  P,  is  then 
calculated  from  the  volume  by  means  of  the 
formula 

p_V(B-/)00012gl 

(i  +  o-oo36a)7eo' 

where  V  is  the  observed  volume,  B  the  height 
of  the  barometer,  /  the  tension  of  aqueous 
vapour  at  the  temperature  t,  and  0*001251  the 
weight  of  1  C.C.  of  nitrogen  at  0^  and  760  mm. 

Gatterman  (Zeitsch.  anal.  Chem.  24,  57) 
collects  the  nitrogen  in  an  apparatus  similar  to 
Schiff's,  but  not  graduated.  A  bent  tube  of 
small  diameter  completely  filled  with  water  is 
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attckched  to  the  jet  of  the  burette  by  means  of 
caoutchouc  tubing.  By  dosing  the  lower 
tubulus,  raisins  the  potash  reservoir,  and  opening 
the  stopcock,  the  gas  is  driven  over  into  a  gradu- 
ated tube  standing  over  water,  and  is  measured. 
Hie  error  due  to  the  unknown  vapour  tension  of 
the  potash  solution  is  thus  avoided,  but  the 
vapour  tension  of  the  water  at  the  particular 
temperature  must  of  course  be  taken  into 
account.  Other  forms  of  apparatus  are  de- 
scribed by  Zulkowsky  (Annalen,  1876, 182,  296 ; 
Roscoe  and  Schorlemmer's  Chemistry,  3,  pt.  1, 
74)  and  Schwarz  (Ber.  1880,  13,  771). 

C.  MaztoeU  Simpeon^a  modification  of  Dumas* 
method  (Chem.  Soc.  Trans.  1863, 6, 290 ;  Annalen, 
1866,  96,  74).  In  order  to  avoid  the  formation 
of  carbonic  oxide  and  nitric  oxide,  the  substance 
is  burnt  with  a  mixture  of  cupric  oxide  and 
mercuric  oxide.  Into  a  tube  similar  to  that 
used  in  Dumas'  method  is  introduced  about 

12  grams  of  manganese  carbonate  or  granulated 
magnesite  mixed  with  2  grams  of  precipitated 
merouric  oxide,  followed  by  a  plu^  of  asoestos. 
Another  gram  of  mercuric  oxide  is  introduced, 
and  then  an  intimate  mixture  of  0*6  cram  of  the 
substance  with  46  parts  of  a  previouMy  prepared 
and  thoroughly  dry  mixture  of  4  parts  of  ignited 
cupric  oxide  and  6  x>arts  of  precipitated  mercuric 
oxide.  The  mortar  and  the  sides  of  the  tube  aro 
rinsed  with  a  similar  mixture  and  another*  as- 
bestos plus  is  introduced.  A  laver  of  granuJar 
cupric  oxide  about  9  cm.  in  length  and  a  layer  of 
not  less  than  20  cm.  grantdated  copper,  kept  in 
position  by  another  asbestos  plug,  fill  the  re- 
mainder of  the  tube.  After  tne  air  has  been 
expelled  by  heating  the  manganese  carbonate  or 
magnesite,  the  tube  is  gradually  heated  to  red- 
ness, beginning  from  uie  front.  Hie  metallic 
copper  not  only  decomposes  nitrogen  oxides,  but 
also  absorbs  the  excess  of  oxyeen.  The  gas  is 
collected  as  in  Dumas'  method,  the  magnesite 
or  manganese  carbonate  providing  the  carbon 
dioxide. 

Certain  organic  compounds  {e.g.  hydroaroma- 
tic  series),  when  analysed  for  nitrogen,  evolve  a 
portion  of  their  carbon  as  methane,  which,  beina 
burnt  only  imperfectly,  adds  to  the  volume  ot 
the  nitrogen.  In  these  cases  lead  chromate  is 
recommended  as  the  oxidising  agent,  or  the 
substance  may  be  mixed  with  cuprous  chloride 
and  copper  oxide  (Haas,  Chem.  Soc.  Froc  1906,  * 
22,  81). 

Various  modifications  of  Dumas'  process  have 
been  proposed.  Thudichum  and  Wankljm  use  a 
mixture  6  parts  of  normal  sodium  carbonate  and 

13  parts  of  fused  potassium  bichromate  in  place 
of  sodium  hydro^^  carbonate.  Groves  (^.c), 
with  a  view  to  usmg  the  same  tube  repeatedly, 
places  the  mixture  of  carbonate  and  bichromate 
m  a  small  tube  connected  with  the  combustion 
tube  by  an  indiarubber  joint.  The  portion 
of  the  cupric  oxide  mixed  with  the  substance  is 
separated  from  the  layer  remaining  always  in  the 
tube  by  means  of  a  tight  plug  o?  asbestos  and 
copper  gauze,  the  latter  keeping  a  free  passage 
for  the  gas. 

The  combustion  tube  may  be  open  at  both 
ends,  the  rear  being  oonneotea  with  an  apparatus 
for  ^nerating  carbon  dioxide,  but  special  pre- 
cautions must  be  taken  to  obtain  this  gas  free 
from  air  (v.  Warington,  Chem.  Soc.  IVans.  1882, 
41,  346). 
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The  carbon  dioxide  required  for  this  modifica- 
tioii  of  Dumas'  process  may  be  generated  in  a 
Kipp's  apparatus  by  the  action  of  hydrochloric 
acid  on  marble  or  calcite.  These  minerals 
should,  however,  be  boiled  with  water  before 
bein^  used,  in  order  to  free  them  from  air.  The 
dioxide  may  also  be  generated  by  dropping  a 
concentrated  solution  of  potassium  carbonate 
(sp.gr.  1*5)  into  a  mixture  of  water  and  con- 
centrated sulphuric  acid.  A  convenient  ap- 
paratus in  which  to  effect  this  operation  is  shown 
in  the  accompanying  figure  (Young  and  Caud- 
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well,  J.  Soc.  Chom.  Ind.  1907,  26,  184).  The 
carbonate  solution  flows  from  the  dropping 
funnel  into  the  mercury  trap  and  out  into  the 
Woulff's  bottle  through  the  small  hole  a.  The 
rate  of  evolution  is  regulated  by  the  exit  tap, 
and  «  is  a  safety  tube. 

In  both  Dumas'  method  and  Simpson's 
modification  the  combustion  tube  may  be  drawn 
out  at  the  front  end  and  connected  with  a 
Sprengcl  mercury  pump  by  glass  tubing  joined 
by  short  pieces  of  caoutchouc  tubing,  the  joints 
being  surrounded  by  short  wide  tubes  filled 
with  water  or  glycerol.     A  bulb  is  blown  on  the 
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horizontal  part  of  the  glass  tube  at  the  end  near 
the  combustion  tube,  and  this  bulb  is  kept  cool 
during  the  operation,  and  serves  to  condense  the 
water  which  is  formed.  The  combustion  tube  is 
made  vacuous,  and  when  no  more  air  issues 
from  the  end  of  the  pump,  the  combustion  is 
conducted  in  the  ordinary  way,  the  gas  which  is 
evolved  being  pumped  out  by  the  Sprengel  pump 
and  collected  in  a  suitable  tube.     No  magnesite 


need  be  used.  The  copper  oxide  keeps  the  ex- 
hausted tube  from  collapsing  when  heated. 

In  many  cases,  especially  with  nitro-  deriva- 
tives, the  gas  generated  in  the  exhausted  tube 
is  a  mixture  of  nitrogen  with  nitric  oxide,  the 
latter  being  sometimes  present  in  considerable 
quantity.  It  is  advisable,  therefore,  to  de- 
compose the  nitric  oxide  by  using  either  a 
layer  of  reduced  copper  or  a  long  plug  of  silver 
gauze  placed  between  the  copper  oxide  and  the 
exit,  and  by  keeping  this  material  heated 
throughout  the  combustion. 

Liquids  in  which  nitrogen  is  to  be  determined 
may  be  enclosed  in  bulbs  which  are  dropped  into 
the  combustion  tubes  as  in  the  determination  of 
hydrogen  and  oxygen. 

The  copper  oxide  used  in  nitrogen  deter- 
minations should  be  prepared  by  heating  metallic 
copper  in  air  and  never  by  ignition  of  the  nitrate, 
since  in  the  latter  case  it  is  apt  to  contain  basic 
nitrates  which  evolve  nitrogen  on  heating. 

The  copper  used  in  nitrogen  determinations, 
&c.,  should  not  be  reduced  in  hydrogen,  since  it 
is  liable  to  occlude  this  gas.  It  may  be  reduced 
in  the  mixture  of  carbon  monoxide  and  carbon 
dioxide  obtained  by  heating  oxalic  acid  with 
strong  sulphuric  acid.  Plu^s  of  copper  gauze 
may  also  be  reduced  by  heatmg  them  to  redness 
ana  dropping  them  into  a  test-tube  containing  a 
few  drops  of  formic  acid  or  methyl  alcohol.  The 
reduced  copper  is  carefully  dried  at  100^-110®. 

When  no  carbonate  is  used  and  the  gas  is 
simply  pumped  out  of  the  tube  and  collected 
over  mercury,  it  consists  of  a  mixture  of  car- 
bon dioxide  and  nitrogen.  If  the  former  is 
estimated  by  absorption  with  caustic  potash,  a 
determination  of  the  carbon  may  be  combined 
with  that  of  nitrogen. 

Jannasch  and  Meyer  have  described  a  method 
for  the  simultaneous  estimation  of  carbon,  hydro- 
gen, and  nitrogen  (Ber.  1886,  19,  949 ;  Annalen, 
1886,  233,  375 ;  Zeitsch.  anal.  Ghem.  1887,  26, 
86 ;  c/.  Bull.  Soc.  chim.  1905,  33,  951). 

D.  KjddahVa  method  (Zeitsch.  anal.  Ghem. 
1883,  22,  366).  The  substonce  is  heated  with 
concentrated  sulphuric  acid  to  a  temperature 
approaching  the  boiling-point  of  the  latter,  and 
i^en  decomposition  is  complete,  an  excess  of 
solid  potassium  permanganate  is  added.  The 
nitrogen  is  thus  converted  into  ammonium 
sulpl^te,  which  is  then  distilled  with  excess  of 
alkali  and  the  ammonia  collected  and  estimated. 
This  method  is  economical,  requires  no  com- 
bustion furnace  or  special  apparatus,  is  rapid, 
and  requires  .comparatively  little  attention,  so 
that  a  large  number  of  determinations  can  be 
carried  on  at  the  same  time.  The  substance  need 
not  be  in  a  ver^  fine  state  of  division,  and  the 
method  is  especially  suitable  for  liquid  and  p^ty 
substances  such  as  extracts. 

It  is  important  that  the  sulphuric  acid  em- 
ployed for  these  determinations  should  be  pro- 
tected from  ammonia,  and  the  caustic  soda  solu- 
tion should  be  well  boiled  in  order  to  expel  any 
ammonia  which  it  may  contain.  The  purity  of 
the  reagents  is  best  ascertained  by  making  an 
experiment  with  pure  sugar.  If  a  small  quantity 
of  ammonia  is  present,  tne  same  quantity  of  the 
reagents  should  be  used  in  each  experiment,  and 
a  correction  made  for  the  ammonia  which  they 
contain. 

In  order  to  prevent  bumping  during  distillation. 


ANALYSIS. 


226 


a  small  piece  of  zinc  may  be  placed  in  the 
flask,  but  it  is  essential  that  the  soda  should  be 
free  from  nitrates  and  nitrites,  which  would  be 
reduced  and  yield  ammonia. 

The  time  required  for  the  operation  may  be 
considerably  shortened  by  using  sulphuric  acid 
containing  sulphuric  anhydride  or  phosphoric 
anhydride. 

The  method  as  thus  carried  out  is  applicable 
to  all  substances  which  can  be  analysed  by  Will 
and  Varrentrapp's  process,  and  to  many  others. 

Heffter,  HoUrung,  and  Morgen  (Zoitsch.  f. 
Chem.  8,  432)  treat  1*0-1*5  grams  of  substance 
with  20  CO.  of  a  mixture  of  4  vols,  ordinary 
sulphuric  acid  and  1  vol.  of  fuming  acid,  and 
2  grams  of  phosphorus  pentoxide.  Kreusler 
(Zeitsch.  anal.  Chem.  1885,  24,  453)  uses  sul- 
phuric acid  containing  200  grams  of  phosphorus 
pentoxide  per  litre. 

Wilfarth  (Chem.  Zentr.  [3]  16,  17,  113)  finds 
that  the  oxidation  of  the  organic  matter 
takes  place  much  more  rapidly  in  presence  of 
certain  metallic  oxides.  Mercuric  oxide  is  the 
most  efficient,  but  cupric  oxide  answers  almost 
equally  well.  The  former  produces  mercuri- 
ammonium  derivatives,  which  are  not  readily 
decomposed  by  caustic  soda,  and  hence  the 
alkaline  liquid  must  be  mixed  with  some  potas- 
sium sulphide  to  decompose  the  mercury  com- 
pounds. The  mercuric  sulphide  formed  makes 
the  liquid  boil  regularly  without  the  addition 
of  zinc.  Ulsch  recommends  the  use  of  ferrous 
sulphate  instead  of  potassium  sulphide ;  it  may 
be  added  before  the  caustic  soda. 

Warington  (Chem.  News,  1885,  52,  162) 
removes  nitrites  and  nitrates  by  boiling  with 
ferrous  sulphate  and  hydrochloric  acid. 

With  a  view  to  secure  the  reduction  of  nitro- 
derivatives,    &c.,  and  thus  make  the  process 

fenerally  applicable,  Aaboth  (Chem.  Zentr.  [3] 
7,  161)  mixes  0*5  gram  of  the  substance  with 
1  ffram  of  pure  sugar  in  the  case  of  readily 
oxfdisable  compounds,  and  with  2  grams  of 
benzoic  acid  in  the  case  of  nitrates  and  similar 
derivatives.  Most  probably  the  benzoic  acid 
first  forms  nitro-  derivatives,  which  are  after- 
wards reduced.  He  adds  Rochelle  salt  with  the 
caustic  soda  in  order  to  prevent  precipitation  of 
manganese,  &c.,  and  thus  avoids  bumping 
during  distillation.  With  these  modifications 
the  method  is  applicable  to  all  nitrogen  com- 
pounds except  those  of  the  pyridine  and  quino- 
iine  series.  £.  Arnold  (ib,  p.  337)  uses  0*5  gram 
of  anhydrous  cupric  sulphate  and  1  gram  of 
metallic  mercury  in  place  of  the  oxides  as 
recommended  by  Wilfarth,  and  heats  1  gram  of 
the  substance  with  these  and  20  c.c  of  smphuric 
acid  containing  20-25  p.c.  of  phosphoric 
oxide. 

C.  Arnold  (Arch.  Pharm.  [3]  24, 785)  confirms 
Asboth's  statements,  but  finds  that  in  addition  to 
pyridine  and  quinpline  compounds,  azo-  deriva- 
tives and  nitrites  yield  unsatisfactory  results. 
He  heats  0*5  gram  of  substance  with  0*5  gram 
of  lUihydrouB  cupric  sulphate,  1  gram  of  metallic 
mercury,  2  grams  of  phosphoric  oxide,  1  gram 
of  sugar,  and  in  case  of  nitrates,  &c.,  2  grams  of 
benzoic  acid,  and  20  c.c.  of  sulphuric  acid. 

Reitmair  and  Stuteer  (Rep.  Anal.  Chem.  5, 

232 ;    Zeitsch.  anal.  Chem.  1886,  25,  582)  use 

about  0*7  gram  of  mercuric  oxide  and  20  c.c  of 

sulphuric  acid,  with  a  small  fragment  of  paraffin 
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in  the  case  of  substances  rich  in  fat.  They 
regard  the  use  of  phosphoric  oxide  as  unneces- 
sary, and  the  use  of  fuming  sulphuric  acid  as 
undesirable  on  account  of  its  liability  to  contain 
nitrogen  oxides. 

Jodlbauer  (Chem.  Zentr.  [3]  17,  433)  uses 
phenolsulphonic  acid  in  place  of  benzoic  acid, 
and  reduces  with  zinc  dust.  He  thus  obtains 
good  results  even  with  nitrates.  Reitmair  and 
Stutzer  (Rep.  Anal.  Chem.  7,  4)  find  that  the 
nitrate  must  be  somewhat  finely  divided;  0*5 
to  1*0  gram  of  the  substance  is  mixed  with 
60  c.c.  of  sulphuric  acid  containing  20  grams  of 
phenol  per  litre,  allowed  to  stand  for  a  short 
time  with  occasional  agitation,  mixed  with  2-3 
grams  of  dry  zinc  powder  and  1  or  2  drops  of 
metallic  mercury,  and  heated  in  the  usual  way. 
Conversion  into  ammonium  sulphate  requires 
one  and  a  half  hours. 

A  most  important  improvement  in  the 
Kjeldahl  process  due  to  Gunning  (Zeitsch.  anal. 
Chem.  28,  188),  consists  in  the  addition  of 
potassium  sulphate  to  the  concentrated  sul- 
phuric acid.  The  solution  of  potassium  hydro- 
sen  sulphate  in  concentrated  sulphuric  acid 
boils  at  a  temperature  considerably  above  the 
boiling-point  of  the  strong  acid  and  the  oxidation 
of  the  oi^anic  matter  is  thereby  greatly  facili- 
tated. Various  oxidising  and  catalytic  agents 
may  be  employed  in  conjunction  with  this 
mixture,  and  the  following  are  among  the 
many  which  have  been  suggested  in  addi- 
tion to  those  already  mentioned:  platinio 
chloride,  ferric  chloride,  manganese  oioxide, 
magnesia,  and  sodium  phosphate.    The  use  of 

Sotassium  permanganate  has  now  been  aban- 
oned,  and,  in  the  case  of  refractory  substances, 
oxidation  is  now  generally  induced  by  the 
catalytic  action  of  mercury  or  its  oxide.  The 
following  process  is  described  by  Dyer  (Chem. 
Soc.  Trans.  1895,  67,  811).  The  substance 
(0*5-6  grams)  is  introduced  into  a  round- 
bottomed  Jena  flask,  and  heated  gently  with 
20  c.c.  of  concentrated  sulphuric  acid  containing 
a  small  globule  of  mercury.  After  the  initial 
action  has  subsided,  the  temperature  is  raised  to 
boiling,  and  in  15  minutes  10  grams  of  potassium 
sulphate  are  added,  and  the  boiling  continued 
till  the  solution  is  clear  and  colourless.  The 
flask  is  closed  with  a  loosely  fitting  bulb  stopper, 
from  the  internal  projection  of  which  the  con- 
densed sulphuric  acid  drops  back  into  the  flask. 
There  is,  therefore,  little  loss  of  add  except 
through  reduction  to  sulphurous  acid.  The  pro- 
duct is  rinsed  into  a  capacious  Jena  distilling 
flask,  rendered  stronsly  alkaline  with  sodium 
hydroxide,  with  the  aacUtion  of  a  small  quantity 
of  sodium  sulphide,  and  the  liquid  distilled  in 
a  current  of  steam,  the  ammonia  being  collected 
and  estimated  in  the  usual  way. 

When  nitrates  are  present,  Jodlbauer's 
modification  is  employed,  but  the  phenol  may 
conveniently  be  replaced  by  salicylic  acid. 
When  the  solution  of  this  substance  m  concen- 
trated sulphuric  acid  is  poured  quickly  on  to 
the  weiffh^  materia],  the  loss  due  to  the  forma- 
tion of  lower  oxides  of  nitrogen  is  avoided,  and 
satisfactory  results  are  obtained  even  when 
ammonium  nitrate  is  present.  This  circum- 
stance is  of  great  importance  in  connection  with 
the  analysis  of  compound  fertilisers  containing 
both  ammonium  salts  and  alkali  nitrates.     The 


V  added  while  the  solution 
n  former  metal  allowed  to 
dissolve  before  tbe  inixtiue  is  heated.  Other 
reduoing  agents,  such  u  sugar  and  sodium 
thioBiil^iat«,  may  be  used  either  alone  or  in 
conjunction  with  zinc.  By  the  aid  of  this 
modified  proc««a  satiafactory  results  are  obtained 
in  the  an^ysis  of  organic  iiitro-,azo-,and  hydraco- 
derivativBS.  It  has  not  been  found  poaeible  to 
obtain  correct  estimationB  of  nitrogen  in  sodium 
nitroprusside,  phenjlhydrazinB  and  il«  deriva- 
tives, and  in  mixtures  containing  large  propor- 
tions of  chlorides  and  nitrates  (e/.  J.  Amer. 
Cbora.  Boo.  17,  567  ;  Analyst,  1908,  314 ;  Ber. 
1B06,  38,  650 ;  Chcra.  Soc.  Proc.  1901,  25,  351  ; 
1903,  27,  988). 

The  literature  of  nitrogen  determinations  is 
extiemely  voluminous.  Summaries  of  contribu- 
tions to  this  subject  will  be  found  in  Zeitsch. 
anal.  Chem.  1884,  23,  561  ;  24,  439  ;  25,  424  and 
571 ;  26,  249 ;  and  Chcm.  News,  1888,  fi7,  S2, 
tt  seq.     In  addition  to  the  leferenoeg  already 

K'  len,  papers  relating  to  Kjeldahl's  process  may 
found  in  Zeitsoh.  anaL  Chem.  24,  199,  388, 
and  393  ;  25,  149  and  155 ;  2G,  92 ;  27, 222  and 
398. 

ChloriM,  bromine,  and  iodine. 

By  lime.  A  tube  about  40  cm.  long  and 
7  mm.  diameter,  sealed  at  one  end  like  a  test- 
tube,  is  filled  to  a  depth  of  6  cm.  with  pure 
granulated  quicklime.  The  gubstanoe  is  weighed 
into  the  tube  and  mixed  with  finely  powdered 
lime  by  means  of  a  copper  wire  twisted  at  the  end 
like  a  corkscrew.  The  wire  and  tnbe  are  rinsed 
with  lime,  the  tube  is  filled  to  within  5  cm.  of 
the  open  end  with  granulated  lime.  The  tube 
is  groduallj  heated  to  redness  from  the  front. 
When  cold  the  contents  of  the  tube  are  dissolved 
in  water  aUghtly  acidified  with  nitria  acid, 
filtered,  and  the  halogen  precipitated  by  silver 
nitrate. 

In  the  cose  of  iodine  the  subatanoe  ia  dissolved 
in  wat«r,  filtered,  mixed  with  silver  nitrate,  and 
finally  acidified,  in  order  to  avoid  liberation  of 
iodine.  A  further  precaution  oonaists  in  adding 
a  little  sodium  sulphite  beforft  each  addition  of 
nitrio  acid. 

When  the  substance  contains  nitrogen,  cyan- 
ides may  be  formed ;  but  this  is  avoidea  bj 
using  pure  soda-lime  in  place  of  lime.  If  the 
lime  contains  sulphates,  some  sulphide  ia  liable 
te  be  produced.  (On  the  preparation  of  pure 
lime,  tee  Zeitsch.  anaL  Chem.  4,  61  and  15,  6.} 

Liquids  ore  contained  in  small  bulbs  with 
cspillsfy  openii^.  which  are  dropped  into 
the  tube  before  filline  up  with  lime.  The  tube 
must  be  very  graduuly  heated,  and  should  be 
longer  than  usual. 

Cariw't  tndAod  (Annolen,  1S60,  116,  I ;  1665, 
130,  129  i  Ber.  1870,  3,  697).  The  substanoe 
is  oiidised  bj  heating  with  nitric  acid  in  sealed 
tubes  in  presence  of  silver  nitrate.  In  many 
cases  aoia  of  sp.gT.  1-2  and  a  temperatiue  of 
120°-200*  will  suffice;  but  substances  niiich 
are  more  difficult  to  oxidise  require  acid  of 
sp.gr.  1'42,  mixed  in  special  cases  with  some 
potassium  dichromnte,  or  the  fuming  acid  of 
sp.gr.  1-6  may  be  used.  If  neceesary  the  tubes 
may  be  boated  as  high  as  300°.  The  quantity 
of  acid  used  should  not  bo  more  than  twice 
that  theoretically  required  for  complete  oxida- 
tion, and  the  tube  must  not  contain  more  than 


4  grams  of  nitric  acid  for  each  60 CO.  of  ite  volume. 
If  the  operation  is  prolong,  it  is  desirable  to 
reduce  the  pressure  in  the  tube  by  opening  it 


tube  of  thin  glass  of  such  leugth  that 
ite  mouth  projects  above  the  oitrio  aoid  in  the 
tube,  and  the  acid  does  not  come  in  contact 
with  the  substance  until  the  tube  is  sealed. 
The  tubes  used  should  be  about  16  mm.  in 
diameter  and  l'6-2  mm.  thick  in  the  glass. 
After  introduction  of  the  substance  they  are 
draw-n  out  te  a  capillary  tube  with  thick  w^Ua, 
which  is  then  sealed.  The  sealed  tnbea  are 
heated  in  a  pressure  tube  furnace  tilted  at  one 
end  so  that  the  capillary  ends  of  the  tubes  do 
not  come  into  contact  with  the  liquid.  After 
being  heated,  the  tubes  should  on  no  account 
be  removed  from  the  protecting  iron  or  steel 
tnbe  until  they  have  been  opened.  For  thia 
purpose  the  tubes  are  held  in  position  by  means 
of  a  cork  collar  through  which  the  capillary 
ends  project  out  of  the  furnace.  The  capillary 
end  is  first  gently  warmed  to  volatilise  any  con- 
densed acid,  and  then  heated  more  strongly 
until  the  gases  under  pressure  blow  a  hole 
through  the  softened  tip  of  the  sealed  capillary. 
In  this  operation  the  pressure  of  the  imprisoned 
gases  is  very  great,  and  it  is  extremely  dangerous 
to  attempt  to  open  the  tube  with  a  file.  The 
tube  furnace  should  only  be  used  for  this  pur- 
pose within  a  wcll-protectod  enclosure  (Pig.  28), 
BO  as  te  minimise  the  personal  risks  arising  from 
explosions  of  the  heated  tubes. 


Fio.  28. 

The  silver  salt  formed  is  riosed  out  of  the 
opened  tube  and  treated  in  the  usual  wa^. 

For  the  estimation  of  iodine  in  organic  com- 
pounds this  method  is  to  be  preferred  to  the 
Ume  prooesB,  but  as  the  silver  nitrate  and  silver 
iodide  frequently  form  a  fused  yellow  mass, 
the  mixture  must  bo  extracted  thoroughly  with 
hot  water  in  order  to  remove  the  former  salt. 
The  silver  halide  obtained  by  the  Carius  method 
is  colleoted  in  a  tared  Oooch  crucible,  washed . 
successively  with  water  and  alcohol,  dried  at 
100°,  and  weighed. 

Stepaaoufa  m^koi.  Tbe  subetonoe  is  boDed 
with  alcohol  (20-40  c.c.)  and  aodium  ia  added 
at  such  a  rate  that  a  vigarous  reactirai  ia  main* 
tained.  A  large  excess  of  the  metal  ia  essential 
Xa-f2Na+CjH,-0H= XH  -fNaa  +  CjH.-ONa. 
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When  all  the  sodium  has  dissolved,  20-40  c.c.  of 
water  are  added,  and  the  alcohol  removed  by 
distillation.  The  aqueous  solution  is  aoidified 
with  nitric  acid,  and  the  halogen  estimated 
gravimetricallj,  or  volumetrically  by  Volhard's 
method  (Ber.  1900,  39,  4056;  cf.  Bacon,  J. 
Amer.  Chom.  Soc.  1909,  31,  49).  By  using  the 
latter  method  and  weighing  the  mixed  silver 
halides,  the  two  halogens  can  be  estimated 
indirectly  in  the  same  compound. 

Pringsheini's  method  consists  in  burning  the 
organic  substance  with  sodium  peroxide.  Com- 
pounds containing  more  than  75  p.c.  of  carbon 
are  mixed  with  18  parts  of  this  oxidising  asent, 
and  those  with  50-75  p.c.  of  carbon  with  16 
parts.  Substances  containing  less  than  25  p.c. 
of  carbon  are  mixed  with  sugar  or  naphthalene, 
and  treated  with  16-18  parts  of  the  peroxide. 
The  mixture  is  placed  in  a  steel  crucible  sur- 
rounded bv  iK'ater  and  having  a  perforated  lid 
through  which  a  glowing  iron  wire  is  thrust  to 
cause  ignition.  The  product  is  extracted  with 
water,  acidified  with  nitric  acid,  and  the  halogen 
estimated  in  tbe  usual  way  (Ber.  1903,  36,  4244  ; 
1904,  37,  324  ;  1905,  38,  2459  ;  Amer.  Chem.  J. 
1904,  31,  386;  cf.  Moir,  Chem.  Soc.  Proc.  1907, 
23,  233  ;  Baubigny,  Bull.  Soc.  chim.  1908,  (iv.) 
3,630). 

Sulphur  and  phosphorus. 

Non-vokttile  avbstaneea.  Pure  caustic  potash 
is  fused  in  a  silver  dish  with  about  one-sixth  its 
weight  of  potassium  nitrate  and  a  little  water. 
When  cola  the  substance  is  weighed  into  the 
dish,  which  is  again  heated,  the  substance  being 
mixed  with  the  alkali  by  means  of  a  silver 
spatula.  When  oxidation  is  complete,  the  mass 
is  allowed  to  cool,  and  is  then  dissolved  in  water 
acidified  with  hydroohlorio  acid,  and  the  sul- 
phuric or  phosphoric  acid  estimated  in  the  usual 
way. 

CaHusi*8  method  is  carried  out  exactly  as  in 
the  estimation  of  the  halogens.  Sulphur  is 
oxidised  to  sulphuric  acid  and  phosphorus  to 
phosphoric  acid.  It  is  advisable  to  remove  the 
greater  part  of  the  nitric  acid  before  precipita- 
ting barium  sulphate  or  magnesium  ammonium 
phosphate. 

i^other  method  applicable  to  volatile  and 
non-volatile  substances  is  as  follows: — Into  a 
combustion  tube  40  cm.  long,  sealed  at  one  end, 
is  introduced  2-3  grams  of  pure  mercuric  oxide, 
then  a  mixture  of  the  substance  with  equal  pro- 
portions of  mercuric  oxide  and  pure  anhydrous 
sodium  carbonate,  and  the  remainder  of  the 
tube  is  filled  with  sodium  carbonate  mixed  with 
a  small  quantity  of  mercuric  oxide.  The  open 
end  of  the  tube  is  closed  by  a  cork  carrying  a 
glass  tube  dipping  under  water,  in  which  the 
mercury  is  condensed.  The  tube  is  carefully 
heated  so  that  the  front  layer  of  sodium  car- 
bonate is  red  hot  before  the  substance  begins  to 
volatilise.  The  substance  is  then  rapidly  heated, 
so  that  decomposition  is  complete  m  about 
fifteen  minutes,  and  finally  the  mercuric  oxide 
at  the  rear  end  of  the  tube  is  heated  until 
oxygen  issues  from  the  end  of  the  delivery- 
tube  (Russell,  Chem.  Soc.  Trans.  1854,  7,  212 ; 
J.  pr.  Chem.  1855,  64,  230).  The  contents  of 
the  cooled  tube  are  dissolved  in  water,  a  small 
quantity  of  bromine  water  added  to  oxidise  any 
sulphide,  the  solution  acidified  with  hydrochloric 
acid,  boUed  to  expel  bromine,  and  the  sulphuric 


acid  or  phosphoric  acid  estimated  in  the  usual 
way. 

Many  non- volatile  substances  may  be  oxi- 
dised by  heating  with  pure  concentrated  caustic 
potash  solution,  diluting  with  twice  the  volume 
of  water,  and  treating  with  a  current  of  chlorine. 
After  complete  oxidation  the  solution  is  acidified, 
heated  to  expel  chlorine,  and  the  sulphuric  or 
phosphoric  acid  determined. 

Arsenic.  The  estimation  of  this  element  in 
organic  compounds  has  recently  acquired  in- 
creased importance  owing  to  the  appUcation  of 
these  substances  in  therapeutics.  One  of  the 
earliest  methods,  due  to  La  Coste  and  Michaelis 
(Annalen,  1880,  201,  224),  consisted  in  mixing 
the  substance  with  soda-lime,  and  heating  the 
mixture  in  a  stream  of  air  or  oxygen.  The 
residue  was  dissolved  in  nitric  or  hydrochloric 
acid,  the  arsenic  precipitated  as  sulphide,  and 
afterwards  converted  into  magnesium  pyro- 
arsenate.  Monthoule  recommends  destroying 
the  organic  matter  with  nitric  acid  containing 
magnesium  nitrate,  when  a  final  ignition  leads 
to  the  formation  of  magnesium  arsenate  (Ann. 
Chim.  anal.  1904,  9,  308). 

Pringsheim  oxidises  the  organic  arsenic 
derivative  with  sodium  peroxide,  and  estimates 
the  arsenic  as  magnesium  pyroarsenate  (Amer. 
Chem.  J.,  1904,  31,  386). 

The  following;  procedure  has  been  shown 
to  be  applicable  to  the  organic  arsenical 
drugs  now  on  the  market.  The  substance 
(0*SM)*3  gram)  is  mixed  with  10-15  grams 
of  sodium  peroxide  and  sodium  carbonate  in 
equal  proportions,  the  mixture  heated  gently 
in  a  nickel  crucible  for  15  minutes,  and  the 
temperature  then  raised  to  diUl  redness  foir 
5  minutes.  The  product  is  extracted  with  water, 
25-31  O.C.  of  sulphuric  acid  (1:1)  added,  and 
the  solution  concentrated  to  100  o.c.,when  1  gram 
of  potassium  iodide  is  added  and  the  bquid 
boiled  down  to  40  o.c.  After  destroying  any 
trace  of  iodine  with  a  few  drops  of  sulphurous 
acid,  the  solution  is  diluted  considerably  with 
hot  water,  and  the  arsenic  precipitated  as  sul- 
phide. The  precipitate,  after  washing  three  times 
with  hot  water,  is  dissolved  ^vith  20  c.c.  of 
iV/2-8odium  hydroxide,  and  the  filtered  solution 
treated  with  30  o.c.  of  hydrogen  peroxide  (20 
vols.),  the  excess  of  this  reagent  being  destroyed 
by  heating  on  the  water-Mith.  A  few  drops 
of  phenolphthalein  are  added  followed  succes- 
sively by  11  c.c.  of  sulphuric  acid  (1:1)  and  one 
gram  of  potassium  iodide;  the  solution  is 
evaporatea  down  to  40  c.c.  and  the  pale-yellow 
colour  removed  by  sulphurous  acid.  Cold  water 
is  then  added,  and  the  diluted  solution  neutralised 
with  2iV-sodium  hydroxide,  and  just  acidified 
with  sulphuric  acid.  The  arsenite  solution  is 
now  titrated  with  standard  iodine  solution  and 
starch  in  the  presence  of  sodium  hydrogen 
carbonate  or  sodium  phosphate  (Little,  Cahen, 
and  Morgan,  Chem.  Soc.  Trans.  1909,  95,  1477). 

Antimony.  When  present  in  organic  com- 
pounds, this  element  maybe  estimated  by  acidi- 
fying the  product  of  the  sodium  peroxide  fusion 
(v.  Arsenic,  supra),  and  precipitating  as  sulphide, 
this  precipitate  being  collected,  washeo^  and 
weighed  in  the  manner  indicated  under  Qravi- 
metric  determinations. 

Oxygen.  No  satisfactory  method  has  yet 
been  devised  for  the  direct  determination  of  this 

Q  2 
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element,  and  it  is  usnally  estimated  by  difference 
(v.  V.  Baumhaucr,  Annalen,  90,  228 ;  Zeitsch. 
anal.  (>hem.  5,  141 ;  Stromeyer,  Annalen,  117, 
217  ;  MitHcherlich,  Zcitsch.  anal.  Chom.  6,  136  ; 
7,  272;  13,  74,  and  16,  371;  Ladenburg, 
Annalen,  136,  1 ;  Maumene,  Gompt.  rend.  66, 
432  ;  and  Cretin,  Zeitflch.  anal.  Chem.  13,  1). 

Proximate  analysis  of  earbon  eompounds. 

The  methods  to  be  adopted  for  the  separation 
of  the  constituents  of  any  particular  mixture 
will  depend  entirely  upon  the  nature  of  the 
mixture.  It  is  only  possible  to  describe  the 
general  methods  which  are  found  to  be  most 
useful  in  organic  analysis.  To  a  certain  limited 
extent  these  operations  are  applicable  to  the 
proximate  analysis  of  complex  inorganic  mix- 
tures. 

Fradumal  diaiiUation  is  available  for  the 
separation  of  liquids  which  differ  considerably 
in  their  boiling  points  (v.  Distillation). 

Distillation  in  a  current  of  steam  is  fre- 
quently employed  as  a  method  of  proximate 
analysis.  Li  this  way  volatile  organic  acids 
can  be  separated  from  volatile  bases  by  steam- 
distilling  the  mixture  in  the  presence  of  mineral 
acids.  On  the  other  hand,  volatile  bases  are 
separated  from  organic  acids  by  distilling 
in  steam  the  mixture  of  these  substances 
rendered  alkaline  by  sodium  or  potassium 
hydroxide. 

Fractional  precipttation  may  be  employed 
for  the  separation  of  substances,  some  of  which 
are  precipitated  by  a  given  reagent,  whilst  the 
others  are  not ;  or  for  the  separation  of  sub- 
stances which  differ  in  the  order  of  their  preci- 
pitation. If,  for  example,  silver  nitrate  is  added 
in  successive  small  quantities  to  a  solution  con- 
taining an  iodide,  bromide,  and  chloride,  the 
first  portion  of  the  precipitate  contains  the 
greater  part  of  the  iodine ;  the  middle  portion 
contains  the  greater  part  of  the  bromine ;  and 
the  last  portion  the  greater  part  of  the  chlorine. 
In  a  similar  manner  organic  acids  can,  not  un- 
frequently,  be  separat&d  by  taking  advantage 
of  differences  in  the  order  of  their  precipitation 
by  silver  nitrate  or  lead  acetate.  In  these  cases 
the  separated  precipitates  can  be  suspended  in 
water  and  decomposed  by  hydrogen  sulphide, 
when  the  acids  are  asain  liberated. 

Fractional  crystallisation  may  be  adopted  in 
the  case  of  substances  which  differ  in  their  solu- 
bility in  one  and  the  same  solvent.  The  solution 
ia  concentrated  somewhat,  and  the  crystals  which 
separate  are  removed ;  the  mother  liquor  is  still 
further  concentrated,  and  the  second  crop  of 
crystals  is  removed,  this  process  being  repeated 
as  often  as  the  case  demands.  The  lecuit  soluble 
compound  is  mainly  in  the  first  crop  of  crystals ; 
the  most  soluble  is  in  the  last  mother  liquor. 

Fractional  saturation  is  an  analogous  pro- 
cess, but  is  of  more  limited  application.  It  was 
employed  by  Liebig  for  the  separation  of  volatile 
organic  acids.  The  mixture  of  acids  is  mixed  with 
a  quantity  of  caustic  soda  or  potash  insufiioient 
for  complete  saturation,  and  is  then  distilled. 
The  acids  of  higher  molecular  weight  are  first 
neutralised  and  converted  into  salts,  which  of 
course  remain  in  the  retort,  whilst  the  acids 
of  lower  molecular  weight  are  found  in  the  free 
state  in  the  distillate.  Anything  like  complete 
separation  is  only  to  be  obtained  by  many  repe- 
titions of  this  process. 


Fractional  solution. — ^The  most  useful  and 
most  generally  applicable  method  of  proximate 
analysis  is  based  upon  the  different  solubilities 
of  various  substances  in  different  menstrua. 
The  mixture  is  treated  successively  with  various 
solvents,  each  of  which  dissolves  some  of  the 
constituents,  but  leaves  the  others  undissolved. 
Advantage  may  also  be  taken  of  the  fact  that  the 
solubilities  are  in  many  cases  modified  by  a  rise 
of  temperature.  Further,  if  two  substances  differ 
considerabl^i^  in  their  solubility  in  one  and  the 
same  liquid,  they  may  be  separated  by  treatment 
with  successive  small  quantities  of  the  liquid, 
which  removes  the  more  soluble  compound  but 
leaves  the  ^preater  part  of  the  other  undissolved. 
The  followm^  ia  a  list  of  the  solvents  commonly 
employed,  with  indications  as  to  their  general 
properties : — 

Water  dissolves  many  salts  and  acids ;  in- 
organic and  organic  alkalis  and  their  aalta ; 
carbohydrates,  gums,  certain  alcohols,  poly- 
hydric  phenols,  and  other  highly  oxidised 
carbon  compounds  which  are  not  readily  solu- 
ble in  alcohol,  ether,  &c.  On  the  other  hand,  it 
does  not  dissolve  the  carbonates,  phosphates, 
oxalates,  and  certain  other  salts  of  the  heavier 
metals.  Very  many  organic  substances  are  in- 
soluble in  this  liquid.  It  decomposes  the  halogen 
compounds  of  the  acid  radicles  and  certain  other 
compounds,  and  converts  many  normal  metallic 
salts  into  basic  salts,  part  of  the  acid  passing  into 
solution  in  the  free  state. 

Dilute  acids  will  dissolve  many  salts,  and 
also  some  organio  substances  which  are  insoluble 
in  water. 

Alcohol  dissolves  many  salts,  caustic  alkalis, 
hydrocarbons,  fatty  acids,  resins,  and  a  very 
large  number  of  carbon  compounds.  It  reacts 
witn  many  haloid  substitution  derivatives,  and 
hence  is  not  a  suitable  solvent  for  this  class  of 
compounds. 

Ether  dissolves  a  few  salts,  and  is  an  excel- 
lent solvent  for  hydrocarbons,  fats,  resins,  alka- 
loids, and  almost  all  organic  compounds  which 
are  insoluble  in  water.  It  reacts  with  very  few 
substances,  and  boils  at  a  low  temperature,  so 
that  it  can  readily  be  distilled  off  and  the  dis- 
solved substance  recovered. 

Benzene  dissolves  iodine,  sulphur,  phos- 
phorus, oils,  fats,  wax,  camphor,  resins,  caout- 
chouc, gutta-percha,  &c.,  and  is  especially  useful 
as  a  solvent  for  haloid  derivatives,  on  which  it 
has  no  action.  In  certain  instances  this  hydro- 
carbon may  be  replaced  by  its  homologues, 
toluene,  and  the  .inrfenes. 

Carbon  dienilphide  shares  with  ether  the 
advantctge  of  being  readily  volatile.  It  should 
always  1^  purified  Irom  dissolved  sulphur  before 
being  used.  The  best  plan  is  to  mix  it  with  a 
.  smaU  quantity  of  wlute  wax,  and  then  distil  off 
the  disulphide  on  a  water-bath.  It  dissolves 
sulphur,  phosphorus,  iodine,  fats,  essential  oils, 
resins,  caoutchouc,  &c. ;  but  its  solvent  p>wers 
are  comparatively  limited,  and  almost  all  salts 
and  very  many  carbon  compounds  are  insoluble 
in  it. 

Light  petroleum  consists  of  the  more  volatile 
hydrocarbons  of  the  paraffin  series.  It  occurs 
in  commerce  in  several  varieties  under  different 
names.  Petroleum  ether  boils  at  60®-60® ;  petro- 
hum  benzene^  at  70**-90** ;  ligrOln,  at  0O**-12O*'. 
They  are  excellent  solvents  for  oils  and  fats,  but 
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dissolve  very  few  other  compounds.  Three 
grades  of  light  petroleum  are  now  obtainable 
for  use  as  solvents,  boiling  respectively  at  40^-60°, 
60*-80^  and  SO^'-lOO*. 

Chloroform  readily  dissolves  oils,  fats,  and 
similar  substances,  and  is  especially  useful  as  a 
solvent  for  alkaloids. 

The  ohloro-  derivatives  of  ethane  and 
ethylene  have  been  introduced  as  useful  non- 
inflammable  solvents  for  oils,  fats,  or  resins ; 
these  liquids  give  a  wide  ranse  of  boiling-points 
and  solvent  action  (Koller,  7th  Congress  Applied 
Chemistry,  1909).  A  large  number  of  other 
solvents  are  applied  in  certain  special  cases,  and 
among  those  more  commonly  employed  may  be 
mentioned,  acetone,  eth^l  acetate,  amyl  alcohol, 
pyridine,  aniline,  and  nitrobenzene. 

The  treatment  of  a  solid  with  a  volatile 
solvent  must  be  conducted  in  a  special  apparatus, 
especially  if  the  liquid  is  to  be  heated.  V arious 
forms  of  apparatus  have  been  devised  for  this 
purpose,  but  there  is  none  more  efficient  than 
that  of  Soxhlet  (Din^L  poly.  J.  232,  461).  It 
consists  of  a  short  wide  test  tube  (B),  open  at 
the  top  but  closed  at  the  bottom,  to  which  is 
sealed  a  narrower  tube  (n)  which  can  be  fitted 
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Fig.  29. 


Fig.  30. 


into  a  small  weighed  flask  by  means  of  a  cork. 
Communication  between  the  two  tubes  is  made  by 
means  of  (1)  a  narrow  side  tube  («)  which  opens 
into  the  bottom  of  the  wider  upper  tube,  forms 
a  siphon,  and  descends  through  the  lower  tube 
nearly  to  the  bottom  of  the  flask;  and  (2)  a 
wider  side  tube  {t)  which  enters  the  upper  tube 
near  the  top  and  the  lower  tube  near  the  junction 
(Fie.  29).  A  weighed  quantity  of  the  substance 
to  be  treated  is  placed  in  a  cylinder  of  filter 
paper  open  at  tibie  top,  and  introduced  into  the 
upper  tube,  or  the  bottom  of  the  tube  is  packed 
with  purified  cotton  wool,  and  the  substance  is 
placed  upon  this.  A  quantity  of  the  solvent 
rather  more  than  sufficient  to  fill  the  upper  tube 
to  the  level  of  the  bend  in  the  siphon,  is  placed 
in  the  flask  and  heated  to  boiling  by  means 
of  a  water-bath.  The  upper  tube  is  attached 
to  a  reflux  condenser,  care  being  taken  that  the 
condensed  liquid  falls  directly  into  the  cylinder 
containing  the  substance.  The  vapour  passes 
up  the  wide  side  tube,  is  condensed,  falls  upon 
the  substance,  and  filters  through  the  paper  or 
cotton  wool.     As  soon  as  the  liquid  rises  to  the 


bend  of  the  siphon,  the  latter  draws  off  the  clear 
solution  into  the  flask,  and  the  liquid  is  again 
volatilised  whilst  the  dissolved  matter  remains 
in  the  flask.  The  process  goes  on  automatically, 
and  the  substance  can  be  extracted  many  times 
with  a  small  quantity  of  liquid.  When  extrac- 
tion is  complete,  the  flask  is  connected  with  an 
ordinary  condenser,  the  liquid  is  distilled  off, 
and  the  residue  dried  and  weighed  if  necessary. 

A  convenient  apparatus  for  treatment  with 
solvents  in  dishes  has  been  described  by  A.  W. 
Blyth  (Chem.  Soc.  Trans.  1880,  37,  140). 

In  many  cases  substances  in  solution  can  be 
removed  and  separated  by  agitating  the  liquid 
^ith  some  non-miscible  solvent.  The  alkaloids 
and  many  amines  can  be  removed  from  aqueous 
solutions  by  means  of  ether,  whilst  metallic  salts 
are  left ;  fatty  substances  can  be  removed  from 
liquids  by  means  of  light  petroleum,  and  so  on. 
Extractions  of  this  kind  are  best  made  in  a 
separator  consisting  of  a  somewhat  wide  tube 
contracted  at  one  end,  which  is  fitted  with  a  cork 
or  stopper,  whilst  the  other  end  is  drawn  out 
into  a  narrow  tube  provided  either  with  a  stop- 
cock or  an  indiarubber  tube  and  a  pinch-cock 
(Fig.  30).  The  liquid  and  the  solvent  can  be 
completely  mixed  by  agitation,  and  after  they 
have  separated  the  lower  layer  can  be  drawn 
off.  If  it  is  required  to  remove  the  supernatant 
liquid  in  this  or  any  similar  case,  a  somewhat 
narrow  tube  is  bent  twice  at  right  angles,  and 
one  limb  is  fitted  by  means  of  a  cork  into  a  dis- 
tilling or  other  flask,  which  is  connected  with 
an  aspirator,  whilst  the  other  limb  of  the  tube 
is  placed  in  the  liquid.  When  the  aspirator  is 
set  in  action,  the  liquid  is  drawn  over  into  the 
flask,  from  which  it  can  be  distilled.  With  care 
a  very  accurate  separation  can  be  made,  and 
the  tube  is  readily  rinsed  by  drawing  some  of 
the  fresh  solvent  through  it.  This  method  may 
be  rendered  approximately  quantitative  bj  cali- 
brating the  above  cylindrical  separator  (Fig.  30). 

The  microscope  is  of  the  greatest  service  in 
ascertaining  whether  a  substance  is  a  single 
compound  or  a  mixture,  and  a  microscopic 
examination  of  the  various  products  obtained 
in  the  course  of  a  proximate  analysis  affords 
valuable  information  as  to  the  extent  to  which 
separation  has  been  effected. 

ESTIBIATION  OV  RADICLES  COMMONLY  0CCT7S- 

siKG  IN  Organic  Compounds. 

In  this  section  it  is  only  possible  to  indicate 
briefly  a  few  of  the  most  general  methods  by 
which  certain  typical  radicles  present  in  organic 
compounds  can  be  estimated. 

HydroxyL  A  known  weight  of  the  hydroxylio 
compound  is  treated  with  excess  of  magnesium 
methyl  iodide  (Grignard's  reagent),  and  the 
amount  of  methane  evolved  is  measured  in  a 
gas  burette  (Fig.  31). 

ROH4-CH,MgI=ROMgI-hCH4. 

The  organic  magnesium  compound  is  dis- 
solved in  dry  amyl  ether  or  phenetole,  and  if  the 
hydroxy  lie  compound  is  too  insoluble  in  either  of 
these  solvents,  it  may  be  dissolved  indry  pyridine. 

(Hibbert  and  Sudborough,  Chem.  Soc.  Trans. 
1904,  85,  933 ;  and  Zerewitinoff,  Ber.  1907,  40, 
2023.) 

This  process  has  been  extended  to  the 
estimation    of    sulphydryl-    (SU),    imino-,  and 


Fia.  31. 
MethoxyL 

The  eetimation  of  methuxyl,  »  redicle 
preaent  in  many  naturally  occurring  organic 
coiDpounda,  i%  mncraWy  aocomplifihed  by 
Zeisel'a  method,  which  conaiata  in  beating  the 
Hubatonoe  with  coacentrated  hydriodio  acid  or 
with  a  miiture  of  this  acid  and  acetic  anhydride. 
Methyl  iodide  is  evolved  and  absorbed  in  alco- 
holic silver  nitrate,  with  the  result  that  Bilver 
iodide  is  precipitated,  each  molecular  propor- 
tion of  thu  substance  being  equivalent  to  one 


(Monat^  fggC'e,  g89i  1B86,  7,  406)  haa  been 
modified  Bub»:quently  by  several  inveetigators 
(M.  Barabergtr,  MonaUh.  1894,  16,  904  ;  Pcrkin, 
Chera  Soc.  Trans.  1903,  83,  1367  ;  Hesae,  Ber. 
1906,  39,  1142;  Doehcr,  Bcr.  1903,  36,  2805; 
Hewitt  and  Moore,  Chem.  Soc.  Trans.  1902,  81, 
318).  Of  these  modifications  Perkin's  (Fia.  32) 
is  probably  the  simpleat ;  it  conaista  of  a  distil- 
ling Qask,  A,  with  a  very  long  neck  (20--2E  cm.) 


of  carbon  dioiide  being  passed  through  the  mii- 
of  snbatance  aod  concentrated  hydriodio 
acid.  The  heating  ia  continued  for  one  hour, 
and  the  temperature  finally  raised,  so  that  the 
hydriodio  acid  boila  aently,  but  without  dis- 
tilling into  the  aide  tube  of  the  distilling  flaak. 
The  methyl  iodide  is  oolleoted  in  two  flasks,  b, 
containing  alcoholic  silver  nitrate.  The  precipi- 
tated silver  iodide  is  treated  with  nitnc  acid, 
the  alcohol  evaporated,  and  the  precipitate  col- 
lected and  weighed  in  the  usual  manner. 

Zeisel's   method   and   its   modifications   are 
applicable  to  the  estimation  oC  ethoxyl,  but  the 
maults  obtained  are  generally  loss  acourate. 
RMhyL 

A  further  modification  of  Zcisel's  method 
renders  it  available  for  (he  estimation  of  methyl 
groups  attached  to  nitrogen.  The  substance  is 
heated  with  concentrat»l  hydriodie  acid  and 
dry  ammonium  iodide,  and  the  methyl  iodide 
evolved  dealt  with  in  the  manner  mdicated 
above  {Heryjg  and  H.  Meyer,  Ber.  1894,  37, 
319  1  MonatsL  1894,  16,  613  ;  1886,  16,  5B9 ; 
1S97.  18,  379  ;  Kirpal,  Ber.  1908,  41,  820], 
AoMyL 

It  is  only  possible  in  oomporatively  few  oases 
to  determine  with  certeinty  by  ultimate  analysis 
the  number  of  acetyl  groups  exiHting  in  orgonio 
compounds.  For  example,  the  mono-,  di-,  and 
tri-  acetyl  derivatives  of  the  trihydroiybenzenes 
have  approzimately  the  same  percentage  com- 
position. These  and  other  similar  acetyl  deri- 
vates  are  hydrolysable  by  standard  caustic 
alkalis  employed  in  alcoholic  solutions,  even 
when  they  are  not  readily  attacked  in  aqueous 
scdutions  (Benedikt  and  Ulzer,  Monatsh.  18S7, 
8,  41  ;  Van  Bomburgh,  Roc.  trav.  chim.  1882, 
1,  48  ;  B.  Mever  and  Hartmann,  Ber.  1905,  38, 
3966).  Acid  hydrolysis  may  be  employed  in  a 
large  number  of  cases  and  the  volatile  acetic 
acid  distilled  into  atendard  alkali,  the  excess 
of  which  ia  determined  by  alkalimetry.  Accord- 
ing to  Wenzel's  process,  the  acetyl  derivative 
is  first  hydrolysed  by  moderately  strong  sul- 
phuric acid  (1  :  2H,0),  and  the  mixture  treated 
with  raonosodium  phosphate  and  boiled  down 
to  dryness ;  the  sulphuric  acid  is  fixed  as 
sodium  sulphate,  and  the  aoetic  aoid  is  distilled 
into  a  known  excess  of  standard  alkali,  the 
distillation  being  carried  out  under  reduced 
pressuio  (Monatah.  1893,  14,  478;  1897,  IS, 
669). 

The  destructive  action  of  strong  sulphuric 


lytic  agents.  Tte  acetyl  compound  is  distilled 
in  steam  in  a  10  p.c.  solution  of  bonzenesul- 
phonic  acid  or  one  of  the  naphthalenesulphonic 
acids ;  the  distillate,  which  contains  all  the 
acetic  acid  furnished  by  the  hydrolysis,  is  titrated 
with  standard  barium  hydroxide  (Sudborough 
and  Thomas,  Chem.  Soc.  Trana-  1906,  87, 
1762). 

A.  G.  Pcrkin  hydrulyses  the  acetyl  compound 
with^oholic  sulphuric  acid,  adding  fresh  alcohol 
from  time  to  time.  The  ethvl  acetate  obtained 
in  the  distillate  is  then  hydrolysed  ivith  a  known 
amount  of  standard  caustic  alkali,  and  the 
excess  of  the  latter  ascertained  with  standard 
acid  (Chem.  Soc.  Trans-  1904,  85,  1462 ;  1905, 
87,  107  ;   1907.  91,  1230]. 
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CarboxyL 

In  many  oases  the  number  of  oarboxyl 
((X>tH)  groups  in  an  organic  oompound  can  be 
determined  by  the  analysis  of  its  neutral  salts. 
fbr  this  purpose  the  sUver  salts  are  generally 
selected,  as  they  are  usually  anhydrous,  and 
indicate  the  normal  basicity  of  the  organic  acid. 
The  aromatic  hydroxy -carboxylic  acids  {eg.  1 : 5« 
dinitro-p-hydroxybenzoio  acid)  take  up  two 
atoms  of  silver,  one  replacing  the  carboxylic, 
and  the  other  the  phenolic  hydrogen.  Some 
silver  salts  of  organic  acids  are  sensitive  to 
light,  and  others  are  very  explosive.  The  more 
stable  onea  can  be  analysed  by  direct  ignition 
and  weighing  the  residual  silver.  In  other  cases 
the  organic  matter  must  be  destroyed  with 
nitric  acid,  and  the  silver  estimated  as  chloride 
in  the  acid  liquid. 

Other  metaUio  salts  are  frequently  employed 
in  determining  the  basicity  of  carboxylic  acids, 
and  it  is  advisable  before  arriving  at  a  final 
conclusion  to  estimate  the  metals  in  a  series  of 
these  compounds. 

If  the  molecular  weight  of  a  carboxylic  acid 
is  known,  the  basicity  can  often  be  determined 
by  titration  with  aqueous  or  alcoholic  sodium, 
potassium,  or  barium  hydroxide ;  the  indicators 
generally  employed  are  phenolphthalem,  methyl 
ora^e,  and  lacmoid. 

The  following  indirect  method  has  been 
recommended  (P.  0.  Mcllhiney,  Amer.  Chem.  J. 
1894,  16,  408)  for  the  estimation  of  oarboxyl 
poups.  The  substance  (1  gram)  is  dissolved 
m  excess  of  alcoholic  potash,  the  alcohol  beins 
at  least  93  p.c.  The  solution  is  saturated  with 
carbon  dioxide  until  the  excess  of  alkali  is 
precipitated  as  carbonate  or  bicarbonate.  The 
precijpitate  is  collected  and  washed  with  alcohol, 
the  nitrate  is  distilled  to  remove  the  solvent, 
and  the  residue  containing  the  potassium  salt 
of  the  organic  acid  is  (ustillea  with  10  p.c. 
aqueous  ammonium  chloride,  the  ammonia 
evolved  being  estimated  in  the  usual  way. 
Each  molecular  proportion  of  ammonia  corre- 
sponds with  one  oarboxyl  group.  This  method 
is  applicable  to  the  weaker  fatty  acids. 

Garboxjrl  can  be  estimated,  by  a  method 
based  on  the  following  reaction  : — 

6R-CO,H+6KI-fKIO,=6RCO,K+3Ia+3H,0 


The  weighed  substance  is  digested  for  12  hours 
with  an  aqueous  solution  of  pure  potassium 
iodide  and  iodate  in  a  stoppered  vessel.  The 
mixture  containing  the  liDerated  iodine  is 
rinsed  unto  the  generating  vessel  of  a  gas 
volumeter  and  treated  with  alkaline  hydrogen 
peroxide,  when  the  oxygen  evolved 

I,+2KOH-hH,Oj=2KI-h2H,0+0, 
is  a  measure  of  the  oarboxyl  groups  or^inally 
present  (6GOtH  =  302)  (Baumann-Kux,  2&it8ch. 
anal.  Chem.  1893,  32,  129 ;  Annalen,  1904,  335, 
4;  c/.  Groger,  Zeitsch.  angew.  Chem.  1890,  3, 
363,  385).  It  should  be  noticed  that  acidic 
substances  not  containing  oarboxyl  grou^  {e.g. 
picric  acid)  liberate  ioaine  from  the  iodide- 
iodate  mixture. 

CarbonyL 

The  carbonyl  group,  whether  present  in 
aldehydes  E-CO-H  or  ketones  B-CO*R',  can  be 
detected  by  means  of  the  following  colour- 
reaction.  An  aqueous  or  alcoholic  solution 
of  the  substance  is  treated  with  a  0-5  to  1  p.c. 
solution  of  the  hydrochloride  of  an  aromatic 
meta-diamine  (meta-phenylenediamine  or  its 
homol(U[ues),  when  in  a  few  minutes  an  intense 
ereen  mioresceoce  is  developed,  which  attains 
its  maximum  intensity  after  two  hours.  All 
aldehydes  give  this  reaction,  but  the  mixed 
ketones  and  ketonio  acids  do  not  (Windisch, 
Zeitsch.  anaL  Chem.  1888,  27,  514). 

Practically  aU  aldehydes  restore  the  colour 
to  the  following  solution  (Schiff's  reagent).  A 
litre  of  O'lO  p.c.  magenta  solution  is  decolourised 
by  addinff  20  c.c.  of  sodium  bisulphite  solution 
(30^Be.)  followed  after  one  hour  by  10  c.c.  of 
concentrated  hydrochloric  acid.  (For  the  ex- 
ceptions, cf,  Bitt6,  Zeitsch.  anaL  Chem.  1897, 
36,  375.)  The  reaction  has  also  been  utilised 
quantitatively  (McKay  Chase,  J.  Amer.  Chem. 
Soc.  190G,  28,  1472;  Schimmel  &  Co.,  Ber. 
1907,  123). 

Phenylhydrazine  condenses  with  aldehydes 
and  ketones,  yielding  phenylhydrazones.  When 
the  mixture  is  treated  with  Fehling's  solution 
(70  grams  CuS04,5H20,  350  grams  Rochelle 
salt,  and  260  grams  KOH,  in  2  litres),  the  excess 
of  phenylhydrazine  is  decomposed,  evolving 
nitrogen : 

CeH»-NHNH,+0=C,He+H.O+N., 


Fig.  33. 

while  the  phenylhydrazone  remains  unchanged.  1  known  volume  of  Fehling*8  solution  is  introduced 
The  estimation  is  carried  out  in  a  flask,  b,  connect-  I  and  covered  with  a  layer  of  petroleum  to  prevent 
edwitha  carbon  dioxide  generator,  A  (Fig.  33).  A  \  the  caustic  potash  from  absorbing  the  carbon 


232 


ANALYSIS. 


dioxide.  A  blank  experiment  is  first  made 
with  the  standard  solution  of  phenylhydraaune 
hydrochloride  and  aqueous  sodium  acetate,  the 
nitrosen  evolved  on  heatius  the  solutions 
together  being  collected  in  a  Schiff's  nitrometer, 
F.  The  experiment  is  then  repeated  with  the 
same  solutions  of  phenvlhydrazme  and  sodium 
acetate  plus  the  caroonyl  compound ;  the 
difference  between  the  two  volumes  of  nitrogen 
collected  is  a  mecuiure  of  the  carbonyl  present 
in  the  compound  (Strache,  Monatsh.  1891,  12, 
524 ;  1892,  13,  299 ;  1893,  14,  270 ;  Watson 
Smith,  Chem.  News,  1906,  93,  83). 

When  the  oarbonyl  compound  {e.g.  pyruvic 
acid)  condenses  readily  with  phenylhydrazino 
or  its  hydrochloride  in  aqueous  solution,  the 
excess  of  this  base  can  be  estimated  by  adding 
excess  of  ^/10-iodine  solution,  and  titrating 
the  remaining  iodine  with  standard  sulphurous 
acid  or  thiosulphate,  using  starch  as  indicator. 
This  estimation  is  based  on  the  following 
reaction : — 

CeH,NHNH,4-2I,=3HH-C.HeI+N,. 
The  phenylhydrazone  is  not  affected  by  the 
iodine  solution  (£.  v.  Meyer,  J.  pr.  Chem.  1887, 
[2]  3d,  115;  c/.  Petrenko-Kntschenko,  Ber. 
1901,  34,  1699;  and  Annalen,  1905,  341, 
15,  150). 

Organio  aminei. 

The  organio  amines  are  divisible  into  three 
classes,  primary,  secondary,  and  tertiary, 
containing  their  nitrogen  atoms  combined 
respectively  with  one,  two,  and  three  organic 
groups.  These  groups  may  be  either  aliphatic 
or  aromatic,  and  the  reactions  of  each  of  the 
three  classes  of  amines  depend  very  largely  on 
the  nature  of  the  organio  groups  to  which  the 
basic  nitrogen  atom  is  attached. 

Primary  amines.  The  primary  amino- 
group  C'NH,  may  be  detected  by  the  carbyl- 
amine  reaction  (Hofmann,  Ber.  1870,  3,  767), 
irrespective  of  the  nature  of  the  organic  group, 
which  may  be  either  aliphatic,  aromatic,  or 
hydroaromatio  (c/.  Monatsh.  1896,  17,  397). 
The  test  consists  in  warming  the  substance  in 
alcoholic  solution  with  chloroform  and  caustic 
potash,  when  a  carbylamine  (iso-nitrile)  is 
produced,  which  has  a  pungent  disagreeable 
odour: 
RHN,+CHa,+3KOH=RNC+3KCH-3H,0. 

The  primary  amines  all  interact  with  nitrous 
acid,  out  the  aliphatic  bases  are  immediately 
converted  into  hydroxyl  derivatives  (alcohols), 
whereas  the  aromatic  bases  furnish  diazo- 
derivatives  from  which  the  nitrogen  is  evolved 
rapidly  on  warming  or  slowly  at  the  ordinary 
temperature. 

In  the  case  of  the  aliphatic  primary  amines, 
this  nitrogen  can  be  collected,  and  the  amount 
indicates  the  proportion  of  amino-  groups 
present.  As  nitrous  acid  itself  decomposes 
readily,  evolving  oxides  of  nitrogen,  Stan£k 
recommends  the  use  of  nitrosyl  chloride,  obtained 
by  adding  fuming  hydrochloric  acid  to  40  p.c. 
aqueous  sodium  nitrite  (Zeitsch.  physiol.  Chem. 
1905,  46,  263).  This  reagent  can  be  mixed  with 
saturated  salt  solution  without  undergoing 
decomposition  ;  the  aliphatic  amino -carboxylic 
acids  (glycine,  &c.)  can  be  readily  decomposed 
by  it  in  a  current  of  carbon  dioxide,  and  the 
nitrogen  evolved  is  freed  from  the  former  gas 


and  traces  of  oxides  of  nitrogen  by  passing  the 
mixed  gases  through  alkaline  permanganate 
solution.  Half  the  nitrogen  measured  m  the 
gas  burette  corresponds  with  that  originally 
present  in  the  amino-acid. 

In  the  case  of  the  aromatic  primary  amines, 
the  acid  solution  of  the  base  is  carefully  diazo- 
tised  at  0^  with  standard  sodium  nitrite ;  the 
end-point  is  reached  when  a  drop  of  the  solution 
grves  a  blue  colour  on  starch-iodide  paper. 
The  sodium  nitrite  solution  may  be  standardised 
with  either  potassium  permanganate,  sodium 
sulphanUate  (NH,-C,H4-SO,Na,2HaO)  or  para- 
toluidine  (c/.  Green  and  Rideal,  Chem.  News, 
1884,  49,  173  ;  Kinnicutt  and  Nef,  Amer.  Cliem. 
J.  1886,  5,  388 ;  Zeitsch.  anal.  Chem.  1886,  25, 
223). 

Esiimalion  of  imino-groups  in  secondary 
amines.  A  weighed  quantity  of  the  substance 
is  mixed  with  a  kno\iii  excess  of  acetic  anhydride, 
either  alone  or  diluted  with  dry  xylene  or 
dimethylaniline  (Bull.  Soc.  chim.  1892,  [3] 
7,  142 ;  Chem.  Zeit.  1893,  17,  27,  465).  After 
one  hour,  water  is  added  and  the  mixture  warmed 
under  a  reflux  apparatus,  so  that  no  -anhydride 
is  lost  by  evaporation.  The  solution  is  then 
titrated  with  standard  barium  hydroxide  and 
phenolphthalein  indicator.  The*^  amount  of 
acetic  acid  present  indicates  the  excess  of  acetic 
anhydride  left  over  from  the  acetylation  of  the 
secondary  base. 

The  tertiary  amines  and  the  quaternary 
ammonium  salts  do  not  give  the  reactions  of  the 
primary  and  secondary  amines,  but  the  total 
amount  of  basic  nitrogen  present  in  an  organic 
amine  can  frequently  be  ascertained  by  the 
analysis  of  the  characteristic  salts  of  the  base. 
The  aurichlorides  and  platinichlorides  may 
frequently  be  employed  ior  this  purpose,  as 
these  double  salts  on  ignition  leave  a  residue 
of  the  metal,  each  atomic  proportion  of  gold 
corresponding  to  one  basic  nitrogen  atom, 
while  a  similar  quantity  of  platinum  corresponds 
with  two  basic  nitrogen  atoms.  In  the  majority 
of  cases  these  double  salts  have  respectively  the 
general  formulas,  RHa,Aua3  »»id  (RHCl)2PtCl4, 
and  are  obtained  in  the  Gmhydrous  con- 
dition ;  yet,  in  certain  instances,  hydratod 
forms  arc  known  and  sometimes  the  salts  them- 
selves have  an  anomalous  composition  not 
corresponding  with  the  general  formulse. 
Evidence  obtained  in  this  way  should,  if  possible, 
be  supplemented  by  the  aneJvsis  of  other  salts, 
and  for  this  purpose  the  forrichlorides,  chromates, 
oxalates,  thiocyanates,  ferrocyanides,  piorates, 
and  picrolonates  have  been  employed,  as  well 
as  the  commoner  nitrates,  sulphates,  and 
halide  salts. 

Gas  analytb. 
The  experiments  of  Gay-Lussac  established 
long  ago  the  value,  from  a  scientific  point  of 
view,  of  the  determination  of  the  volumetric 
composition  of  ^ases  and  the  products  formed 
by  tneir  interaction  ;  but  it  is  only  within  recent 
times  that  the  methods  of  gas  analysis  have  been 
applied  to  any  great  extent  for  technical  pur- 
poses. The  value  of  such  determinations  is  now 
generally  recognised  on  account  of  the  informa- 
tion which  they  give  respecting  the  efficiency  of 
combustion,  the  progress  of  operations  in  which 
gases  are  consumed  or  produced,  and  the  like. 
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With  few  exceptioQB  the  volumetric  and  not 
the  gravimetric  composition  of  the  gas  is 
required,  and  the  measurements  are  essentially 
measurements  of  volumes.  The  gas  to  be  ex- 
amined is  confined  over  mercury  or  water  in  a 
suitable  measuring  apparatus,  and  its  composi- 
tion is  determined  (1)  by  treatment  with  ap- 
propriate absorbing  reagents'and  measurement  of 
the  contraction  product  ;  (2)  by  exploding  with 
oxygen  or  hydrogen  and  measuring  the  contrac- 
tion ;  (3)  by  exploding  with  oxygen  or  hydrogen, 
measuring  the  contraction,  and  then  treating 
with  absorbing  reagents,  and  measuring  the 
second  contraction.  Sulphur  dioxide  and  some 
other  gases  soluble  in  water  are  estimated  by 
titration,  a  definite  volume  of  the  gas  beins 
drawn  through  a  measured  quantity  of  a  standard 
solution,  the  excess  of  which  is  afterwards  de- 
termined. 

The  highly  refined  and  accurate  methods  of 
gas  analysis  employed  for  purposes  of  research 
are  of  little  value  for  technical  purposes  on 
account  of  the  length  of  time  requured  for  their 
execution.  Information  respecting  these  methods 
may  be  found  in  Bunsen's  Gasometrische 
Methoden,  2nd  ed.  1887 ;  Sutton*s  Volumetric 
Analysis,  0th  ed.  1904  ;  Dittmar's  Exercises  in 
Quantitative  Analvsis,  1887 ;  Hempel's  Gas- 
analytische  Methoden,  3rd  ed.  1900;  levers* 
Experimental  Study  of  Gases,  1901 ;  v.  also 
Thomas  (Chem.  Soo.  Trans.  1879,  35,  213),  and 
Meyer  and  Seubert  (Chem.  Soc.  Trans.  18S4, 
46,  581).  In  this  article  onlv  those  methods 
will  be  described  which  are  available  for  technical 
purposes. 

MeaauremenU. — ^The  volume  which  a  given 
mass  of  gas  occupies  depends  on  the  tempera- 
ture, the  pressure,  and  tne  proportion  of  mois- 
ture which  it  contains.  The  temperature  is  as- 
certained by  means  of  a  thermometer  attached 
to  or  suspended  near  to  the  measuring  vessel. 
Measurements  are  usually  made  under  atmo- 
spheric pressure,  and  this  is  determined  by  means 
of  a  barometer  placed  in  the  room  in  which  the 
analysis  is  made.    The  siphon  barometer  is  a 


convenient  form  of  instrument  for  the  purpose, 
and  should  stand  on  the  table  close  to  the  gas 
apparatus.  In  case  the  level  of  the  mercury  or 
water  in  the  measuring  tube  is  higher  than  that 
in  the  trough  or  the  attached  tube,  the  true  pres- 
sure upon  the  gas  ia  given  by  the  height  of  the 
barometer  minua  the  difference  between  the 
mercury  level  inside  and  outside  the  tube.  If 
water  is  used,  the  height  of  the  water  column 
divided  by  13*6  gives  the  height  of  the  corre- 
sponding column  of  mercury  with  sufficient  ac- 
curacy. It  is  better  to  eliminate  this  correction 
by  adjusting  the  liquid  so  that  it  is  at  the  same 
level  ooth  inside  and  outside  the  tube,  which  is 
easily  done. 

The  gas  must  be  either  perfectly  dry  or 
saturated  with  moisture.  If  an  indefinite 
quantity  of  water  vapour  is  present,  accurate 
measurements  are  impossible.  It  is  more  con- 
venient to  measure  the  gas  when  moist,  and 
hence  if  the  gas  is  confined  over  mercury  a  few 
drops  of  water  are  introduced  when  the  tube  is 
filled  with  the  mercury  and  this  water  is  taken 
up  by  the  gas.  Under  these  conditions  the  sur- 
rounaing  pressure  is  balanced  partly  by  the  gas 
and  partly  by  the  aqueous  vapour  which  it  con- 
tains, ancl  in  order  to  ascertain  the  pressure 
which  the  gas  itself  is  under,  the  tension  of 
aqueous  vapour  at  the  particular  temperature 
must  be  subtracted  from  the  height  of  the 
buometer.  The  formula  for'  reducing  the 
volume  of  gas  to  the  standard  temperature  and 
pressure  (0^  and  760  mm.)  is : 


V    =,V  +  273X(B-/)  ^^y 


(273  +  0  X  7G0 


VX(B-/) 
(l+0-0036«X76dj 


in  which  V  is  the  actual  reading ;  t,  the  tempera- 
ture; /,  the  tension  of  aqueous  vapour  at  the 
temperature,  i ;  and  B,  the  height  of  the  baro- 
meter. The  reduction  of  the  height  of  the 
bcux>meter  to  0^  is  necessary  for  accurate  calcula- 
tion, but  may  usually  be  omitted.  The  f  oUowing 
table,  abbreviated  from  Bunsen's  Gasometrische 
Methoden,  gives  the  value  of  14-0-00366^  for  the 
ordinary  range  of  temperature  : — 


1° 

Number 

Log 

f 

Number 

1 
Log 

f 

Number 

Log 

0*^ 

1-00000 

0-00000 

11« 

104026 

0-01714 

21» 

1-07686 

0-03216 

1 

1-00366 

0-00159 

12 

104392 

001867 

22 

1-08052 

0-03363 

2 

1-00732 

0-00317 

13 

1-04758 

002019 

23 

108418 

003510 

3 

1-01098 

000474 

14 

1-05124 

0-02170 

24 

1-08784 

0-03656 

4 

1-01464 

000631 

16 

1-05490 

0-02321 

25 

1-09150 

0-03802 

5 

1-01830 

0-00788 

16 

105866 

0  02471 

26 

109516 

003948 

6 

1-02196 

000943 

17 

106222 

0-02621 

27 

1-09882 

0-04093 

7 

1-02562 

001099 

18 

106588 

0-02771 

28 

110248 

004237 

8 

102928 

0-01253 

19 

1-06954 

0-02921 

29 

1-10614 

004381 

9 

1-03294 

0-01407 

20 

107320 

0-03068 

30 

1-10980 

0-04524 

10 

1-03660 

0-01561 

When  the  estimations  are  made  rapidly,  and 
only  approximate  results  are  required,  the  cor- 
rections for  temperature  and  pressure  are 
omitted,  since  it  may  be  assumed  that  they 
remain  constant  during  the  analysis. 

The  following  plan,  described  by  Winkler, 
renders  the  use  of  the  barometer  and  thermo- 
meter unnecessary,  and  makes  the  calculation 
much  simpler.    It  is  an  adaptation  of  William- 


son and  Eusseirs  method  of  always  measuring 
the  volume  of  the  gas  at  the  same  degree  of 
elasticity.  A  tube  about  1  metre  long,  closed 
at  one  end  and  graduated  to  120  c.c.  in  tenths, 
is  moistened  internally  with  a  few  drops  of  water, 
and  mercury  is  poured  in  in  such  quantity  that 
when  the  tube  is  inverted  the  mercury  stands 
somewhat  higher  than  100.  The  volume  which 
100  C.C.  of  air  measured  at  standard  temperature 
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and  pressure  should  occupy  under  the  conditions 
described,  is  calculated  nrom  the  expression : 

y_(760-4'5)100X(278+f^      (760  -4-6)100XH-00086(«) 


278(B-/) 


B-/ 


and  air  is  carefully  introduced  into  the  tube  untij, 
when  the  mercury  is  at  the  same  level  inside 
and  outside  the  tube,  it  stands  exactly  at  the 
calculated  volume.  The  tube  now  contains  a 
quantity  of  gas  saturated  with  moisture,  which, 
under  standard  conditions,  would  occupy  100  c.c, 
but  its  actual  volume  varies  in  the  same  ratio  as 
the  volume  of  gas  to  be  measured.  The  two 
tubes  are  allowed  to  stand  side  by  side,  and 
when  the  levels  have  been  properly  adjusted  in 
each  case  the  volume  of  the  eas  to  be  measured 
and  the  volume  of  the  air  in  the  comparison  tube 
are  read  off.  The  volume  (under  standard 
conditions)  of  the  gas  under  examination  is 
obtained  by  the  proportion 

V  •  V  . .  V  '  •  V  ' 

in  which  V  is  the  actual  volume  of  air  in  the 
comparison-tube  ;  Vp,  its  volume  under  standard 
conditions,  which  is  always  100;  V^',  the 
observed  volume  of  the  gas  to  be  measured ; 
and  Vg',  its  volume  under  standard  conditions. 

Buring  the  operations  the  temperature 
should  be  kept  as  constant  as  possible,  and  the 
readings  should  be  taken  rapidly,  otherwise  the 
proximity  of  the  body  will  cauise  variations  in 
the  temperature  of  the  gas.  It  is  an  advants^ge 
to  have  the  measuring  tube  surrounded  by  a 
Mider  tube  which  is  BUSi  with  water.  The  most 
accurate  method  is  to  take  the  readings  through 
a  carefully  levelled  telescope  (a  cathetometer)  at 
a  distance  of  about  five  or  six  feet.  This  also 
avoids  parallax.  The  measuring  tube  must  be 
kept  vorticaly  and  when  water  is  the  confining 
liquid,  sufficient  time  must  be  siven  for  the 
liquid  to  run  down  the  sides  of  the  tube.  Not 
unfrequently  this  requires  several  minutes. 

Reagents. 

All  liquid  reagents  should  be  saturated  with 
the  gases  which  they  do  not  absorb  chemically. 
It  is  desirable  that  the  tensions  of  these  gases 
in  the  liquids  should  be  approximately  equal  to 
their  tensions  in  the  gases  which  are  to  be 
analysed,  in  order  to  avoid  exchanges  between 
the  gas  and  the  absorbing  liquid.  This  is  best 
secured  by  going  through  the  process  two  or 
three  times  without  making  measurements, 
whenever  the  pipettes  have  been  freshly  fUled. 
Liquids  used  for  the  analysis  of,  say,  flue  gases, 
should  not  be  used  for  gases  of  a  different  cha- 
racter, t.e.  which  contain  the  constituents  in 
very  different  proportions. 

Bromine  tixUer  is  used  for  absorbing  olefines. 
It  should  be  well  saturated  with  Inromine  and 
kept  in  the  dark. 

Cuprous  chloride  is  made  by  dissolving  50 
^ams  of  cuprio  oxide  in  hydrochloric  acid,  add- 
ing 50  grams  of  copper,  and  boiling  for  some 
time  with  as  little  exposure  to  air  as  possible. 
The  solution  is  then  diluted  to  1000  c.c.  with 
hydrochloric  acid  of  sp.gr.  1-12,  and  allowed  to 
remain  in  contact  with  metallic  copper  in  a  dosed 
vessel  until  the  solution  becomes  colourless. 
This  solution  attacks  mercury  rapidly. 

Cuproso-ammonium  chloSride,  obtained  by 
dissolving  cuprous  chloride  in  ammonia,  does 
not  attack  mercury. 


The  stock  solution  is  made  by  dissolving 
200  grams  of  cuprous  chloride  and  250  grams  of 
ammonium  chloride  in  750  c.c.  of  water ;  it  is 
kept  in  stoppered  bottles,  and,  when  required, 
mixed  with  one-third  its  volume  of  ammonia 
solution  (sp.gr.  0*91). 

Hydrogen  is  obtained  bv  the  action  of  dilute 
sulphuric  acid  on  pure  zmc.  The  sranulated 
zinc  may  be  placed  m  a  small  bottle  fitted  with 
a  capilkury  delivery  tube,  ^liiich  can  be  closed  by 
a  tap  or  pinch-cock.  The  bottle  has  a  tubulus  at 
the  Dottom,  and  is  connected  by  a  caoutchouc 
tube  with  a  similar  bottle  containing  dilute  sul- 
phuric acid.  The  latter  bottle  is  raised  so  that 
the  acid  runs  on  the  zinc,  and  the  action  is 
allowed  to  proceed  until  the  air  is  completely 
expelled  from  the  first  bottle.  The  tap  is  then 
closed,  and  the  acid  is  driven  back  into  the  second 
bottle  by  the  pressure  of  the  hydrogen.  It  is 
advisable  to  keep  the  second  bottle  at  a  slightly 
higher  level  than  the  first,  to  avoid  any  cmince 
of  air  leaking  in.  One  of  Hempel's  tubulated 
absorption  bulbs  answers  admirably  (Fig.  41). 
The  zmc  is  attached  to  a  cork,  which  is  inserted 
in  the  tubulus  of  the  first  bulb,  and  the  acid  is 
introduced.  When  all  air  is  expelled,  the  capil- 
lary tube  is  closed,  and  the  acid  is  driven  up  into 
the  second  bulb,  so  that  the  pipette  is  always 
chaiged  with  hydrogen  under  pressure. 

Oxygen  is  obtained  in  a  pure  state  by  heating 
potassium  chloride  wUhouJt  manganese  dioxide. 
The  powdered  chlorate  is  contamed  in  a  glass 
bulb,  the  neck  of  which  is  drawn  out  to  form  a 
narrow  delivery  tube. 

Phosphorus  is  employed  in  the  form  of  narrow 
sticks,  which  are  made  by  melting  it  under  warm 
water  and  drawing  it  up  into  narrow  glass  tubes. 
The  upper  ends  of  the  tubes  are  closed  by  the 
finger,  and  they  are  plun^;ed  into  cold  water, 
when  the  phosphorus  sohdifies.  It  may  also 
be  used  in  a  granular  form,  obtained  by  snaking 
the  phosphorus  vigorously  with  warm  water  in  a 
well-closed  flask  until  it  solidifies. 

Caustic  potash  {or  soda)  for  Orsat's  apparatus 
is  dissolved  in  three  parts  of  water,  and  tne  solu- 
tion kept  in  well-stoppered  bottles.  Hemx)el 
uses  a  solution  of  caustic  potash  in  two  parts  of 
water,  which  'will  absorb  forty  times  its  volume 
of  carbon  dioxide.  It  may,  however,  be  used 
somewhat  more  dilute,  and  is  then  less  liable  to 
attack  the  glass. 

Pwogauol  is  kept  in  the  solid  state,  and  only 
dissolved  immediately  before  being  used.  Orsat 
recommends  a  solution  of  25  grams  of  pyrogallol 
in  a  small  quantity  of  hot  water,  mixed  with 
150  C.C.  of  a  solution  of  1  part  of  caustic  soda  in 
3  parts  of  water.  Hempel  uses  a  mixture  of 
25  cc.  of  a  20  p.c.  solution  of  pyrogallol  with 
75  cc  of  33-3  p.c.  caustic  potash  solution. 
This  quantity  will  absorb  200  cc.  of  oxygen. 

Sulphuric  acid  of  sp.gr.  1*84  is  used  as  a 
drying  agent  and  for  the  absorption  of  nitrogen 
oxides.  Acid  of  the  same  strength  mixed  with 
so  much  sulphuric  anhydride  uiat  it  remains 
liquid  at  the  ordinary  temperature  but  solidifies 
if  cooled,  is  used  for  absorbing  ethylene  and 
other  hydrocarbons. 

Water,  which  is  very  largely  used  for  con- 
fining the  gases,  should  be  well  saturated  with 
air,  out  should  not  contain  carbon  dioxide. 
Distilled  water  is  preferable,  but  any  potable 
water  of  good  quality  may  be  used. 


standard  ti/tutioiu  need  in  the  eetimation  of 
gases  by  titlstioD  are  known  ma  normal  go* 
solution*  when  they  mo  of  Buob  atieogth  that 
1  ac.  o(  the  BotutioQ  is  equivalent  to  1  c.c.  of 
the  gaa  under  standard  conditions.  A  normal 
gas  solution  of  iodine  for  the  estimation  of 
sul^ui  dioxide  would  contain  11'333  granu  of 
iodine  per  litre,  and  the  thiosnlphate  solution 
used  in  conjunction  with  it  would  be  of  equiva- 
lent strength. 

In  many  oagee  it  is  the  weight  of  the  absorbed 
ooDstitiient  per  cubio  metre  or  cubic  foot  of  gas 
that  is  required,  and  the  ordinary  staodard 
solutioDS  may  be  used. 

Mtihoda  0/  ttHmatiiM. 

Anunanla,  by  titration. 

Buuona,  by  absorption  in  fuming  nitric  aoid 
boiling  at  S6  ,  the  nitroEon  oxides  being  then 
removed  by  caustic  potash.  Fuming  nitrio  acid 
also  absorbs  carbon  dioxide  and  carbon  mon- 
oxide. Like  the  oleSnce,  benione  is  absorbed 
by  fuming  sulphuric  acid  and  by  bromine  water, 
and  in  fact  no  absorption  method  is  at  present 
known  by  moans  0!  which  benzene  and  the 
olefines  can  be  separated  (Ber.  lSf)8,  21,  3131). 

Oubon  dioxide,  by  absorption  in  potasBium 
or  sodium  hydroxide. 

Cuhon  monoxldn,  by  ahsorption  in  a  satur- 
ated solution  of  cuprous  chloride  in  hydrochloric 
acid  or  ammonia.  It  seems  (Ber.  1887,  20, 
2754)  that  these  solutions  are  liable  to  give  off 
part  of  the  dissolved  oarbon  monoxide,  especially 
after  they  have  been  used  repeatedly.  The 
error  is  less  with  the  ammoidacal  solution,  and  is 
reduced  if  the  solution  remains  in  contact  with 
the  gas  for  some  time.  The  cuprous  chloride 
solution  should  always  be  tolerably  freeh,  and 
should  be  saturated  with  hydrogen,  nitrogen, 
and  the  other  gases  which  usoal^  occur  with 
carbonic  oxide  (Ber.  1688,  21,  898).  If  the 
amount  of  carbon  monoxide  is  small,  it  should 
be  converted  by  combustion  {v.  Hydrogen)  into 
carbon  dioxide,  which  is  afterwanla  absorbed 
by  oaustic  potash.  If  the  amount  of  carbon 
monoxide  is  large,  the  greater  port  may  be  ab- 
sorbed by  cuprous  chloride,  and  tho  remainder 
removed  by  combustion  and  absorption. 

The  estimation  of  small  quantities  of  carbon 
monoxide  in  air  or  other  comparatively  inert 
Eases  can  bo  effected  by  passing  the  dried  gas 

r  solid  iodine  pentoxjde.      At  temperatures 


volatile  pritducta  con  be  estimated  :  tho  iodine 
volume trically  by  standard  thiosulphate,  or 
gravi metrically  by  absorption  in  a  weighed  tube 
containing  copper  powder ;  the  carbon  dioxide 
may  be  absorbed  in  standard  baiiam  hydroxide, 
anil  the  oxoeea  of  the  latter  tiltated  with  oxalic 
aoid.  If  carbon  dioxide  is  present  in  the  gas 
nnder   examination,    it   is   first    removed     by 

EotoBsium  or  barium  hydroxide.  Below  60"  no 
ydrocorbon  except  acetylene  reduces  iodic 
anhydride.  At  higher  temperatures  several 
unsaturated  hydrocarbons  have  an  appreciable 
action.  Kthyfone  hindem  the  oxidation  of 
carbon  monoxide  bv  the  iodine  pentoxide.  The 
process  is  applicable  to  air  containins  one  part 
of  carbon  monoxide  in  30,000,  and  is  used  for 
estimating  the  monoxide  occluded  in  steel 
(Gautier,  Compt.  rend.  1898,   12S,  871,   1299 ;  | 


Jean,  ibid.  1902,  13fi,  746 ;  J.  Amer.  Chem.  800. 
1900,  22,  U;  1007,  20,  168S;  Ann.  Chim.  anal. 
ISIO,  16,  1). 

Hydrognn  is  converted  into  water  by  eombos- 
tion  with  air  or  oxygen,  and  tho  volume  of  the 
hydrogen  is  represented  by  two-thirds  of  the  con- 
traction consequent  upon  combustion.  If  the 
gas  is  confined  over  mercury,  an  excess  of  pure 
oxygen  is  introduced,  the  volume  road  off,  and 
the  pressure  on  the  gas  reduced  considerably 
below  atmospheric  pressure  by  lowering  the 
mercury  in  the  level  tube.  The  lower  end  of  the 
explosion  tube  is  closed,  and  combination  is 
initiated  by  passing  a  spark  from  a  coil  between 
the  platinum  wires  which  are  fused  into  the  tube. 
The  pressure  is  restored  to  the  normal,  and  when 
the  EOS  has  cooled  the  volume  is  again  read  off. 

When  the  sas  is  conlined  over  waiter  it  is 
almost  impossible  to  obtain  satisfactory  com- 
bustion, and  it  is  much  more  convenient  to  pass 
the  combustible  mixture  over  gently  heated 
spongy  palladium.  This  is  prepared  by  dis- 
solving about  two  grams  of  palladium  chlorido 
in  a  small  quantity  of  wat«r,  adding  a  small 
quantity  of  a  saturated  solution  of  sodium 
formate  and  sodium  carbonate  until  tho  re- 
action is  alkaline.  About  1  gram  of  long 
and  very  soft  asbestos  fibres  is  introduced,  and 
the  pasty  mass  is  dried  at  a  gentle  hoat.  In  this 
way  the  asbestos  is  obtained  covered  with  verj' 
finely  divided  palladium.  After  being  completely 
dried  at  100°,  it  is  carefully  woshe^fwith  watw 
to  remove  soluble  salts  and  again  dried.  Some 
of  the  fibres  are  moistened  and  twisted  into  a 
thread  about  I  om.  long,  which  is  then  intro- 
duced into  the  middle  of  a  stout  capillary  tube,  e, 
about  16  cm.  long  and  I  mm.  internal  diamet«r. 


and  this  tube  is  bent  at  a  right  angle  at  each  end. 

any  other  waj  convenient  for  its  attach- 

.  to  the  measurmg  apparatus  containing  the 

gas.     One  end  of  tho  oapillary  is  ia  communioa- 

'do  with  the  graduated  tube,  A,  and  the  other 

ith  a  bulb  pipette,  c,   filled  completely  with 

Iter,  into  which  tho  gas  is  passed.    A  small  gas 

spirit-lamp  flame  is  arranged  to  heat  that  port 

of    the  capillary   which  contains  the  asbestos. 

When  the  other  gases  have  been  estimated,  the 

mixture  of  hydrogen  and  nitrogen  which  remains 
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1*3  tnized  with  air  by  lowering  the  level- vessel 
until  the  pressure  is  sufficiently  reduced,  and 
then  putting  the  measuring  tube  in  com- 
munication uith  the  air.  The  stop-oock  is  then 
closed,  the  asbestos  very  gently  heated,  and  the 
gas  passed  slowly  through  the  capillary  into  the 
bulb  and  back  again  throe  or  four  times.  When 
combustion  is  complete,  the  volume  of  the 
residual  gas  is  measured. 

This  method  may  be  employed  in  estimating 
hydro^n  in  the  presence  of  methane,  since  the 
latter  is  not  burnt  under  these  conditions,  pro- 
viding that  the  temperature  does  not  exceed 
500»  (J.  See.  Chem.  Ind  1903,  22,  925 ;  1906, 
24,  1202 ;  Zeitsch.  angew.  Chem.  1903^  16,  695). 

The  paUadinised  asbestos  can  be  used  in 
promoting  the  combustion  of  carbon  monoxide. 

Drehschmidt  (Ber.  1888,  21,  3245)  prefers  a 
platinum  tube  20  cm.  long  and  2  mm.  thick,  with 
a  bore  0*7  mm.  diameter.  The  bore  is  almost 
closed  by  the  insertion  of  a  palladium  wire  ex- 
tending through  the  whole  length  of  the  tube. 
The  tube  is  attached  to  a  burette  and  an  absorp- 
tion pipette  in  the  same  manner  as  the  glass 
tube ;  5  to  6  cm.  are  heated  to  redness  by  means 
of  a  ffas  flame,  and  the  gas  is  passed  backwards 
and  forwards  until  there  is  no  further  alteration 
of  volume.  No  explosions  occur  even  with 
mixtures  of  hydrogen  and  oxygen  containing 
only  a  slight  excess  of  the  latter. 

Hempel  has  applied  the  well-known  absorp- 
tion of  hydrogen  by  palladium  to  the  estimation 
of  this  gas.  Pure  palladium  is  indifferent 
towards  hydrogen  in  the  presence  of  methane 
and  nitrogen,  but  when  it  contains  a  little  poUa- 
dious  oxide  combustion  of  some  of  the  hydr<^n 
occurs,  and  the  heat  generated  ensures  the 
absorption  of  the  remainder.  Palladium  sponge 
is  heated  and  allowed  to  cool  slowly  so  that  it 
becomes  superficially  oxidised.  A  U-tube  of 
4  mm.  internal  diameter  and  20  cm.  total  length 
is  charged  with  4  grams  of  this  oxidised  sponge 
and  maintained  at  90^-100*^  by  immersion  in  a 
beaker  of  hot  water;  this  tube  is  interposed 
between  the  gas  burette  and  a  pipette  filled  with 
water.  The  absorption  is  effected  by  siphoning 
the  gas  backwards  and  forwards  through  th* 
palladium  sponge. 

Hydrogen  oUoride,  by  titration. 

Hydrogen  sulphide,  by  titration. 

Hydroearbons  other  than  olefines  are  esti- 
mated by  combustion,  preferably  with  oxygen 
over  mercury  under  reduced  pressure.  Acety- 
lene and  benzene  may  be  burnt  over  palladium, 
but  require  a  somewhat  high  temperature. 
Methane  cannot  be  burnt  in  uus  way  even  in 
presence  of  hvdrogen.  The  combustion  of  this 
gas  is  effected  by  mixing  it  with  a  considerable 
quantity  of  air  and  aspirating  the  mixture 
through  a  short  tube  containing  cupric  oxide 
heated  to  redness  in  a  small  combustion  furnace, 
the  carbon  dioxide  which  is  produced  being 
absorbed  in  standard  baryta  solution,  which 
is  afterwards  titrated  with  standard  oxalic 
acid. 

Drehschmidt  finds  (Ber.  1888,  21,  3249)  that 
a  mixture  of  methane  and  oxygen  can  readily  be 
burnt  in  a  platinum  tube,  as  above,  if  the  latter 
is  heated  to  bright  redness.  The  contraction 
is  observed,  and  the  carbon  dioxide  formed  is 
removed  and  the  volume  again  measured. 

Nitric  oxide  is  converted  into  peroxide  by 


admixture  with  oxygen,  and  the  peroxide  is 
absorbed  by  caustic  potash,  the  excess  of  oxygen 
being  afterwards  absorbed  by  alkaline  pyrogaUate. 
Nitnc  oxide  may  also  be  absorbed  by  a  con- 
centrated solution  of  ferrous  sulphate,  but 
this  method  does  not  give  such  satisfactory 
results. 

Nitrogen  peroxide  and  nitrous  anliydride,  by 
titration  ;  by  absorption  with  sulphuric  acid  of 
sp.gr.  1*84 ;  or,  in  absence  of  carbon  dioxide 
ana  other  absorbable  gases,  by  absorption  with 
caustic  potash. 

Olefines,  by  absorption  with  f  umins  sulphuric 
acid,  acid  vapours  oeing  removed  by  caustic 
potash ;  or  by  absorption  in  bromine  water, 
bromine  vapours  being  afterwards  removed  by 
caustic  potash. 

Oxygen,  by  absorption  with  alkaline  pyro- 
gaUate. If  the  oxygen  is  present  in  greater  pro- 
portion than  20  p.c.  a  smiall  quantity  of  canK>n 
monoxide  is  evolved  from  the  p3rrogallol  during 
absorption,  and  hence  the  results  are  slightly  too 
low.  After  treatment  with  pyrogallol  the  gas 
may  be  passed  into  the  cuprous  chloride  bulbs 
in  order  to  remove  any  carbon  monoxide  that 
may  have  been  formed.  Usually,  however,  this 
error  has  no  material  influence  on  the  results. 
Oxygen  may  also  be  absorbed  by  phosphorus, 
ana  this  has  the  advantage  that  the  presence  of 
carbon  dioxide  is  without  influence  on  the  result. 
The  temperature,  however,  must  not  be  below 
18*,  and  the  absorption  is  prevented  by  the 
presence  of  ammonia,  olefines,  and  other  hydro- 
carbons, alcohol,  &o. 

Sodium  hydrosulphite  has  been  recommended 
as  an  absorbent  for  oxygen^  the  reaction 

Na,S,04  4-H,0 +0 =2NaHS0, 

taking  place  reekdily  at  low  or  high  temperatures. 
The  solution  contains  50  grams  of  the  salt  and 
40  c.c.  of  sodium  hydroxide  (5 :  7)  in  250  c.c.  of 
water,  and  is  used  in  a  pipette  filled  with  rolls  of 
iron-wire  gause  (Ber.  1906,  39,  2069). 

Oxygen  may  also  be  estimated  by  combustion 
with  hydrogen,  either  explosively  by  the  spark 
or  over  palladium-asbestos.  The  hydrogen 
should  be  evolved  from  commercial  '  pure  '  zinc 
and  pure  dilute  sulphuric  acid,  or  in  special  cases 
from  magnesium  and  sulphuric  acid.  One-third 
of  the  contraction  consequent  upon  combustion 
gives  the  volume  of  the  oxygen. 

Sulphur  dioxide,  by  titration. 

In  the  ordinary  gases  from  flues,  generators, 
&c.,  the  constituents  are  estimated  in  the  follow- 
ing order  :  Carbon  dioxide,  olefines  and  bensene, 
oxygen,  carbon  monoxide,  hydrogen,  methane, 
nitrcoen  (as  residue  or  by  difference). 

If  acid  vapours  are  present  together  with  one 
or  more  of  the  above  gases,  the  order  of  absorp- 
tion, &c.,  must  be  determined  by  circumstances. 

Apparatus  and  manipvkUion, 

Collecting  samples, — ^The  gas  to  be  analysed 
is  usually  drawn  from  the  flue,  chamber,  &o.,  by 
aspirating  it  through  glass  tubes,  which  may  be 
termed  conducting  tubes.  When  the  tempera- 
ture is  high,  porcmain  tubes  may  be  used  ;  or  if 
the  gas  has  no  acid  properties,  iron  tubes  can  bo 
employed.  When  samples  are  constantly  taken 
from  the  same  flue,  &c.,  it  is  convenient  to  have 
a  short  piece  of  porcelain  or  iron  pipe  cemented 
into  the  wall  and  closed  at  the  outer  end  with  a 
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plug,  which  is  readily  removed  when  the  sample 
is  taken.  In  cases  where  the  gases  are  originally 
at  a  high  temperature  and  possibly  in  a  state  of 
jMirtiai  dissociation,  it  is  important  to  draw  the 
sample  slowly  through  a  somewhat  long  tube  in 
order  that  the  gas  may  cool  slowly,  since  rapid 
cooling  of  the  gases  may  leave  them  in  a  partially 
dissociated  condition  and  thus  lead  to  erroneous 
results. 

The  sample  may  be  conveniently  collected  in 
the  measuring  apparatus  itself  ;  but  where  this 
is  not  possible,  a  cylindrical  glass  tube  A,  drawn 
out  at  the  upper  end  and  connected  with  a  stop- 
cook  and  capillary  tube,  and 
drawn  out  at  the  lower  end  and 
connected  by  caoutchouc  tubing 
with  a  simJUur  tube  b,  open  at 
the  top,  makes  a  convenient 
sampler.  The  collecting  tube 
may  with  advantage  to  pro- 
vided with  a  stop-cock  at  the 
bottom.  The  vessel  a  is  com- 
pletely filled  with  water  or  mer- 
cury by  raising  b  to  a  higher 
level,  and  the  upper  stop-cock 
is  closed.  The  capillary  tube  is 
connected  with  the  conducting 
tube,  and  the  vessel  b  is  lowered 
so  that  when  the  stop-cock  is 
slowly  opened  the  gas  is  drawn 
into  A,  and  the  water  or  mercury 
collects  in  B.  When  a  is  filled  the 
stop-cocks  are  closed.  The  ^as 
is  readily  transferred  from  a  to  the  measurmg 
vessel  by  raising  b  and  carefully  opening  the 
stop-cock. 

In  all  oases  the  air  in  the  conducting  tube 
must  be  expelled,  and  this  is  done  by  placing  a 
T-tube  between  the  end  of  the  tube  and  the 
collecting  vessel.  This  T-piece  is  connected 
with  an  aspirator,  and  the  tube  is  filled  with  the 
gas  before  the  stop-cock  of  the  collecting  vessel  is 
opened.  When  the  collecting  vessel  is  provided 
with  a  three-way  cock,  the  aspirator  may  be 
connected  directly  with  the  latter.  Various 
forms  of  aspirator  may  be  used.  When  the 
volume  of  gas  to  be  aspirated  is  small  (e.^.  in 
removing  air  from  the  conducting  tube),  a  small 
globidar  indiarubber  aspirating  pump  is  very 
convenient.    For  larger  quantities  of  gas,  glass 
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Fig.  36. 
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bottlea  with  a  tubulus  or  stop-cock  at  the  bottom 
and  a  tube  or  stop-cock  at  the  top,  or  similar 
vessels  of  sheet  zinc,  may  be  used  (Figs.  30  and  37). 
They  are  filled  with  water,  the  upper  tube  being 
connected  with  the  tube  which  passes  into  the 
flue,  and  the  water  is  allowed  to  flow  from  the  tap 
at  the  bottom.  The  volume  of  gas  aspirated  is 
determined  by  measuring  the  volume  of  water 
which  flows  £rom  the  aspirator,  and  correcting 


this  volume  for  temperature,  &c.,  in  the  usual 
way  (v.  Aspirator). 

When  aspiration  is  to  be  continued  for  a  long 
time,  one  of  the  various  forms  of  water  pump 
may  be  used.    The  volume  of  air  aspirated  in  a 

g'ven  time  with  a  given  pressure  of  water  may 
i  determined  once  for  all  by  direct  measure- 
ment, or  a  small  gas  meter  may  be  placed  between 
the  pump  and  me  vessel  into  which  the  gas  is 
passed. 

If  the  gas  has  to  be  kept  for  some  time  before 
analysis,  cir  if  it  has  to  be  transported  from  one 
place  to  another,  it  may  be  collected  in  glass 
tubes  which  have  previously  been  drawn  out  at 
each  end.  As  soon  as  the  tubes  are  full,  the  ends 
are  closed  by  stoppers  of  indiarubber  tubing  and 

flass  rod,  or  are  hermetically  sealed  by  fusion, 
f  the  quantity  of  gas  is  large,  cyllndncal  zinc 
vessels  with  conical  ends  closed  by  indiarubber 
corks  answer  very  well. 

(For  o^er  forms  of  gas-samplers,  r.  J.  Soc 
Chem.  Ind.  1889,  8,  176;    1903,  22,  190.) 

EHimations  by  tUration. — A  measured  quan- 
tity of  the  appropriate  standard  solution  is 
placed  in  a  flask  or  a  Woulff 's  bottle  fitted  with 
two  tubes,  one  of  which  dips  into  the  liquid  and 
is  connected  with  the  tube  placed  in  the  flue, 
&c.,  whilst  the  other  ends  just  below  the  cork 
and  is  connected  with  an  aspirator.  After 
aspiration  has  been  continued  for  a  sufficient 
length  of  time,  the  excess  of  reagent  is  deter- 
mined  by  titration.  The  volume  of  gas  aspirated 
is  determined  by  the  volume  of  water  which  has 
run  from  the  aspirator  or  by  means  of  a  gauge 
attached  to  the  aspirator.  This  volume  of 
water,  however,  represents  a  volume  of  gas 
saturated  with  moisture  and  at  a  temperature 
and  pressure  which  must  be  determined  by 
means  of  a  thermometer  attached  to  the  aspirator 
and  a  barometer  in  close  proximity  ;  the  volume 
under  standard  conditions  is  calculated  in  the 
usual  way.  In  calculating  the  percentage  com- 
position of  the  gas,  it  must  be  borne  in  mmd  that 
the  original  volume  of  the  gas  was  the  sum  of  the 
volumes  of  the  absorbed  constituent  and  the 
volume  which  has  passed  into  the  aspirator. 

If  Fj  is  the  volume  of  the  absorbed  gas,  and 
Fs  the  volume  which  has  passed  into  the  aspira- 
tor,   both    under    stancUrd    conditions,    then 

100   X   Vj  *         *    17      U  1 

Vi  -r  Vj 

This  method  may  be  applied  in  the  estimation 
of— 

Ammonia,  by  absorption  in  sulphuric  acid 
and  titration  with  alkalL 

Carbon  dioxide  (in  small  quantities),  by 
absorption  in  standard  baryta  solution  and 
titration  with  oxalic  acid. 

Clllorine,  by  absorption  in  a  standard  solu- 
tion of  arsenious  oxide  in  sodium  carbonate, 
and  subsequent  titration  with  iodine  after 
saturating  with  carbon  dioxide. 

When  hydrochloric  acid  and  chlorine  occur 
together,  the  latter  is  determined  separately  in 
one  quantity,  and  a  second  quantity  is  absorbed 
in  the  solution  of  arsenious  oxide  in  sodium 
carbonate  free  from  chlorine,  and  the  total 
chlorine  is  determined  by  titration  with  silver 
nitrate,  using  Volhard's  thiocjranate  method. 
In  calculating  the  percentage  composition,  it  is 
important  to  remember  that  1  vol.  of  chlorine 
produces  2  vob.  of  hydroohloric  acid. 
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Hydioehlone  add,  by  Absorption  in  Bodinm 

oarbonato  and  titi»tkin  with  silver  nitrate,  ot, 
in  abeenoe  o£  carbon  dioxide  and  olher  acida, 
bv  absorption  in  standard  caustic  potash  or 
soda,  and  Bubaequent  titration  with  an  acid, 

HydraSBO  iulpbW*.  by  absorption  in  standard 
iodine  and  titration  with  thioBulphate ;  or  by 
absorption  in  bromine  wattr  and  jiravimetrio 
estimation  as  barinm  sulphate. 

MltiOKBD  OXidM,  by  absorption  in  acidified 
pcrmar^anate  solution  of  definite  Blren^th,  the 


nitrogen   oxides 
power. 

Sulphm  dloxUa,  by  absorption  in  standard 
iodine  solution  and  titration  with  thiosulphate, 
or  by  absorption  in  bromine  water  and  gravi- 
metric astimation  as  barium  sulphate.  The 
latter  plan  may  be  adopted  when  the  proportion 
of  sulphur  dioxide  is  very  small  and  a  large 
volume  of  gas  must  be  aa[)irBted. 

Mtatming  and  lAtorflion  apparattu. — Only 
those  forniB  which  have  come  into  general  use 
and  are  of  vride  applicability  will  be  described 
here.  Descriptions  of  the  numerous  other 
modifications  will  be  found  in  Winkler's  Chem. 
Unten.  der  Industrie-Gasa ;  Winkler  and 
Lunge's  Teohnioal  Gas  Analysis  ;  and  in  Zeitsoh. 
anal.  Oiem. 

Ad  extremely  convenient  device  which  is 
applied  to  almost  all  the  forms  oF  apparatus  is 
the  tbree-wsy  atop-cock.    This  has  the   usual 
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transverse  bore,  but  the  plog  itself  is  doogat«d 
ID  the  form  of  a  tube,  the  bore  of  which  is  con- 
tinued in  a  curved  direction  through  the  plug 
and  opens  at  tJie  side  in  the  same  piano,  but 
in  a  direction  at  right  angles  to  the  transverse 
bore.  By  means  o!  this  tap  two  tubo«  can  be 
made  to  oommunioate  with  one  another,  or 
eithei  of  them  separately  can  be  put  in  com- 
munication with  a  third  tube  or  with  the  air. 

OrtfU'a  apparatus. — The  measuring  tube  or 
burette  consists  of  a  cylindrical  bulb  terminating 
at  one  end  in  a  capillary  tube  and  at  the  other 
in  a  narrow  tube  of  uniform  bore  graduated  in 
tenths  of  a  cubic  oentimetre.  The  total  capacity 
of  the  tube  from  the  xoro  to  the  capillary  is  lOO 
C.C.,  and  the  lower  end  of  the  tube  is  connected 
by  caoutchouc  tubing  with  a  '  ievel-bottle,'  the 
height  of  which  can  readily  be  adjusted.  The 
buretle  is  enclosed  in  a  cylinder  which  is  filled 
with  water  at  a  constant  temperature.  The 
capillary  from  the  upper  end  of  the  measuring 
tube  is  carried  horizontally  along  a  wooden 
support.  Other  capillary  tubes  provided  with 
stop-cocks  are  fused  into  it  at  right  angles  and 
communicate  by  means  of  very  short  lengths 
of  stout  indiarubber  tubing  with  the  absorption 
pipettes,  each  of  which  consists  of  a  pair  of 
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nearest  the  capillary  tubes  are  fitted  with  short 
lengths  of  glass  tubing  so  that  a  large  surface  of 
the  reagent  may  be  exposed,  and  the  otha  bulbs 
receive  the  liquids  when  they  are  driven  ont 
from  the  first  bulbs  by  the  gas.  Any  number 
of  bulbs  can,  of  course,  be  attached  to  the  main 
capillary,  and  at  the  end  of  it  there  is  a  thrise- 
way  tap  commtmieatiDg  with  the  MpimtiDg  tube 
or  with  the  air. 

The   three  absorption  pipettes  indicated  in 

a[.  38  are  geoBrally  filled  reepeotively  with 
ntions  of  oau«tio  potash,  alkaline  pvTCf;allate, 
and  ouproDS  chlori^,  and  serve  for  the  estima- 
tion of  oarbon  dioxide,  oxygen,  and  carbon 
monoxide. 

The  burette  is  filled  with  water  by  placing 
the  liquid  in  the  level-bottle  and  raising  the 
latter,  and  the  stopcocks  are  then  closed.  The 
abeorption  bulbs  are  rather  more  than  half  filled 
with  the  liquid  reagent*,  and  by  opening  the 
stop-cocks  and  placing  the  level-bottle  below  the 
apparatus  the  liquids  are  drawn  up  so  as  to  fill 
comptel^^  the  bulbs  connected  with  the  capil- 
laries.    The  stop-cocks  are  then  closed. 

The  burette  is  filled  with  water  up  to  the 
capillary  tube  by  raising  the  level-bottle,  and  the 
far  end  of  the  capillary  tube  is  connected  with 
the  tube  along  which  the  gas  is  to  be  conducted. 
The  lower  end  of  the  three-way  tap  is  connected 
with  an  indiarubber  aspirator,  and  the  air  is 
removed  from  the  conducting  tube  by  aspirating 
the  gas  through  it.  The  level-bottle  is  then 
lowered,  the  tap  is  turned  through  90°,  and 
the  gas  is  drawn  into  the  burette.  When  a 
sufficient  vdume  has  enteied,  the  tap  is  closed, 
the  levels  inside  and  outside  the  burette  are 
adjusted  by  raising  the  level-bottle,  and  the 
volume  of  the  gas  is  read  off  aa  soon  as  the 
temperature  is  constant.  If  it  is  desired  to 
operate  upon  exactly  100  o.c.,thegas  is  drawn  in 
until  the  water  is  a  little  below  the  tero,  the  tap 
is  closed  and  the  level-bottle  is  rained  so  that  the 
gas  is  slightly  compressed  and  the  water  rises 


above  the  lero  (time  having  been  given  for  the 
liquid  to  run  donii  from  the  sides  of  the  burette), 
and  the  indiaiubber  tube  ia  oloeed  by  a,  pinob- 
oock.  The  level-bottle  ia  again  lowered,  and  by 
cautiously  openins  the  pinoh-cock  the  water  is 
allowed  to  descend  exactly  to  the  Ecru.  and  the 
pinch-cock  is  dosed.  The  tap  at  the  end  of  the 
main  capillaiy  is  opened  for  an  instant,  ao  that 
the  eicess  of  gas  may  eiicapB  and  the  100  c.c. 
remaining  in  the  burette  may  be  at  atmoBpherio 


the  tap  of  the  particular  bulb  is  opened.  The 
gas  passes  into  the  bulb,  and  by  alternately 
raising  and  lowering  the  level-bottle  the  eas  can 
be  po^ed  backward  and  forwards  severaT  times, 
oare  being  taken  that  the  abaorbing  liquid  does 
not  pass  throueh  the  stop-cock.  The  gas  is 
finally  drawn  on  so  thai  the  absorbing  liquid 
just  reaoheg  the  stop-cock,  the  latter  is  oltwed, 
and,  after  readjusting  the  levels,  the  volume  of 
gas  i9  again  read  off.  After  making  the  necea- 
sary  corrections,  the  decrease  in  volnme  is,  of 
course,  the  volume  of  the  gas  which  ' 
absorbed.  The  order  in 
liquids  should 
given  (p.  236). 

LiUEe  has  added  to  this  apparatus  a  capil- 
lary tube   with  palladium   asbestos,   for  the 


ume  of  the  gas  which  has  been 
B  order  in  which  the  absorbing 
.   be   applied   has   already    been 


n  of  hydrogen,  connected  with  a  bulb 
3  the  absorption  bulbs,  but  containing 
water  onl^.  The  apparatus  also  contains  a 
■mall  spint-lsmp  earned  by  a  movable  rod  for 
besting  the  palladium  asbestos  (DingL  poly.  J. 
1882,  246,  512). 

Sodeau  has  introduced  a  modification  of 
Onat's  apparatus  suitable  for  the  analysis  of 
mixtures  containing  only  small  proportions  of 
combustible  gases  (t-g.  chimney  gases).  In 
this  modiGoation  the  cuprous  oMoride  pipette 
and  the  palladium  combustion  tube  are  replaced 
by  a  combustion  pipette,  the  only  absorption 
pipettes  present  being  those  containing  oaustio 
potash  and  alkaline  pyrogalIat«.  The  carbon 
clioKide  is  first  estimated  by  means  of  the  former, 
and  the  combustible  gases  burnt  by  passing  an 
eleotric  current  (6  amperee]  for  a  short  time 
through  aplatmum  spiral  in  the  combustion 
pipette.  The  contraction  is  noted,  and  the 
carbon  dioxide  produced  is  estimated  by 
absorption  in  the  oaustio  potash.  These  data 
give  the  proportions  of  carbon  monoxide  and 
Hydrogen  originally  present  in  the  gaseous 
mixtnre.  The  residual  oxygon  may  now  be 
estimated  by  absorption  in  the  alkaline  pyro- 
gallate  (Chem.  Kews,  1904,  89,  BI). 

Bone  and  Wheelir'a  apparaiue  is  a  simple 
form  of  gas  apparatus  capable  of  giving  accurate 
results  with  almost  all  gaseous  mixtures  ordinarily 
met  with  in  tecbniofl  practice.  The  working 
liqnid  is  mercury,  and  the  apparatus  consists  of 
the  following  piuis  ;  (1)  A  water-jacketed  com- 
bination of  measuring  and  pressure  tubes,  a  and  ' 


vessel,  F,  standing  over  mercury  in  a  mahogany 
trough  ;  (3)  an  enilosion  tube,  k,  fitted  with 
filing  wires,  and  navine  »■  separate  mercury 
reservoir,  h  ;  (4)  a  sampling  tube,  x.  The  con- 
nections between  4,  i,  aiw  I  are  of  capillary 
bore    thioughoDt,    with    suitable    glass    tape. 
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and  the  gas  may  be  introduced  either  from  the 
sampling    tube,    k,    or    from    the    absorption 

The  Regnault-Fronkland  principle  of  mea- 
surement is  employed,  namely,  the  measurement 
of  the  pressure  of  the  gas  (in  mm.  of  meronry) 
at  oonstant  volume.  The  measuring  tube  a 
has  a  series  of  constant- volume  marks  coinciding 
with  the  0.  ICN),  200,  Ac,  mm.  marks  on  the 
pressure  tube  b.  These  two  tubes  are  moistened 
with  dilute  sulphuric  acid  (1 :  20)  as  a  precaution 
against  the  accidental  introduction  of  alkali 
into  the  measuring  tube.  The  tap  closing  the 
upper  end  of  the  pressure  tube  is  connected  to 
it  by  stout  indiarubber  pressure  tubing  ;  this 
gives  a  tight  but  elastic  joint,  and  obv]at«s 
risks  of  fracture.  By  means  of  this  tap  the 
pressure  tube  can  be  rendered  vacuous,  and,  in 
this  way,  the  measurements  are  rendered  inde- 
pendent  of   the    barometric   pressure,   and   it 

becomes  po""'"'"  ' ' "" 

gas.    Tbele 


carried  out  in  the  same  vessel.  F,  a  com- 
parativetv  small  amount  of  freshly  prepared 
reagent  toeing    used   in   each   operation.     The 


water  pomp.  In  this  way  a 
oan  be  oarried  out  without  disturbing  &  unfile 
ooTUieotton  in  tho  apparatuB.  An  analysis  of  pro- 
ducer gM  is  easily  completed  in  4S  minutes,  and 
one  of  ooal  gas  reqiiicea  about  an  hour  (J.  Soc. 
Chora.  Ind.  1908,  27,  10).  (For  other  forms  of 
technical  gaa  apparatus,  c.  F.  Fischer,  Zeitsch. 
angew.  Cbem.  1890,  3,  C91 ;  Sodoau,  J.  Soc 
Chem.  Ind.  1903,  S2,  187.  See  also  Chem.  Soc. 
I'rans.  1894,  fiC,  43  ;  1890,  Tfi,  82  ;  Ber.  1903, 
25,  3485.  3493 ;  1907,  40,  4966 ;  J.  Soo.  Chem. 
Ind.  1906,  27,  483, 491  ;  Chem.  Zeit.  1903,  84C  ; 
1904,  686 ;  Zeitach.  angew.  Chem.  1907,  20,  22.) 
HemptC*  apporaliM.^The  measuring  appa- 
ratus consists  of  a  burette,  ajid  a  plam  tube 
of  the  same  length  and  diameter,  which  aerrea 
as  a  level-tabe.  The  burette  holds  100  o.c 
from  the  ecto  to  the  capillary,  is  graduated  in 
fifths  of  a  C.C.,  and  terminates  at  the  top  in  a 
capillary  tube  to  which  is  fitted  a  '  '  ' 
stout-walled  caoutchouc  tubing 
pinch-oock.  Both  the  burette  and  the  level-tube 
are  fixed  at  the  bottem  into  heavy  circular 
stands,  and  each  has  a  side  tubulus  near  the 
bottom  over  whieb  is  slipped  the  oaoutchouo 
tube  \ty  whJoh  tbey  are  connected.  It  is 
advisalue  to  make  all  the  joints  secure  with 
copper  wire.  In  order  to  make  the  measure- 
montfl  more  aoour«t«,  the  burette  may  be 
surrounded  by  a  wider  tube  611ed  with  cold 
*  r  (Winkles). 


burette  is  completely  filled  with  water  bj  raising 
the  level-tube  until  the  water  runs  out  of  the 
indiarubber  tube  at  the  top,  and  the  pinch-cock 
is  then  closed.  By  means  of  the  indiarubber 
tube  the  burette  is  attached  to  the  conducting 
tube,  which  has  already  been  filled  with  the  gas, 
the  level-tube   is   lowered,  and    the   pinch-cock 

ried.  When  sufficient  gas  has  been  drawn  in 
pinch-cock  is  closed,  the  levels  adjusted,  and 
the  volume  road  ofi  in  the  usual  manner.  If  it 
is  d«ircd  to  admit  exactly  100  cc,  prooeed 
in  the  same  way  as  described   under  Orsat's 

The  reagents  are   oontained  in   absorption 
pipettes.     Simple  absorption  pipettes  consist  of 


the  other  (Fig.  34).  The  upper  part  of  the  lower 
bulb  termioates  in  a  straight  capillary  tube, 
which  extends  to  a  slightly  greater  height  than 
the  higher  bulb,  and  servos  to  connect  the  pipette 
with  Hie  burotto.  In  tho  tubulated  pipette  the 
bottom  of  the  lower  bulb  is  provided  with  a 
tubulus,  which  can  be  closed  with  a  caoutehooo 
stopper,  fukl  through  which  solid  reagents  such 


as  phoaphoru 
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zinc  oan  be  introduced.     A 

absorption  pipette  consists  of  two 
similar  pairs  of  bulbs,  the  neoond  pair  containing 
wat«r  or  some  other  liquid  which  protects  the 
reagent  in  tho  first  from  the  action  of  the  air. 
Composite  pipettes  are  used  with  alluline  pyro- 
gallale,  cuprous  chloride  solution,  bromine  water, 
and  similar  reagente  (Fig.  42). 

In   making   the   absorptions   tho    pipettes, 
vhich  arc  attached  to  wooden  stands,  are  placed 
1  of  the 

the  capillary  of  tlio  burette.  The  burette  and 
pipette  are  joined  by  means  of  short  pieoea  of 
oaoutebouc  Cubing  and  a  short  piece  of  capillary 
tube  bent  tnico  at  right  angles.  The  volume  of 
air  oontained  in  this  oaiiillary  is  so  small  that  it 
dow  not  introduce  any  appreciable  eiror.  Care 
is  taken  that  the  capillary  of  the  absorption 
pipette  is  filled  just  up  to  the  top  with  the  re- 
agent. The  connections  being  mado,  the  level- 
tube,  which  should  be  full  of  water,  is  placed  on 
the  table  stand  and  the  pinch-cock  is  opened. 
The  gas  passes  inte  the  pipette,  and  by  raising 
and  lowering  the  level-tube  the  whole  of  the  gas 
can  bo  passed  backwards  and  forwards  two  or 
three  times ;  or  the  gas  may  be  allowed  to  re- 
main in  contact  with  the  liquid  in  the  pipette. 
When  absorption  is  complete,  the  level-tube  if 


lowered  until  the  reuent  is  drawn  ju 
■  ip  of  the  capillary  of  the  pipette,  ttit 
closed,  and  a  second  reading  is  taken. 


>the 


pinch-cock 


Wheo  combustions  of  hydiogea  or  carbon 
monoxide  have  to  bo  made,  the  capillary  tube 
oontaming  palladium  asbestos  is  inserted 
between  the  burette  and  a  simple  abaorption 
pipette  containing  water  only.  With  gases 
containing  both  methane  and  hydrogen,  the 
oombuation  is  conveniently  effected  in  an  ex- 
plosion pipette  of  spherical  form,  in  which 
nieroury  is  used  as  the  working  liquid.  The 
two  bulbs  of  the  pipette  are  connected  by 
thick-walled  indiarubber  tubing,  and  the  ex- 
plosion bulb  can  be  closed  b^  two  stop-cocks. 

When  gases  very  soluble  in  water  have  to  be 
measured,  a  burette  is  used,  provided  at  tho  top 
ordinary  stop-cock  and  at  the  bottom 


irith  a,  three-miy  stop-cook,  the  volume  botween 
them  beina;  ezaotl]'  100  0.0.  The  burette  moit 
be  peifeoUy  diy  before  being  filled,  an  end 
which  is  moat  quickly  effected  by  rinaing  the 
burette  with  water,  theo  with  tloohol,  and 
fioallf  with  ether,  aod 
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»ir  thiooBh  It.  The  lower  end  of  the  burette  u 
oonnected  with  the  oonduoting  tube  by  meuiB  of 
the  thiee-way  tep  d,  the  other  end  is  oonnected 
with  ui  upirator,  and  n  current  of  the  gas  i» 
drawn  throuah  the  burett«  until  the  air  IB  oom- 
idetely  eipelted.  The  atop-oocka  are  then  closed, 
COM  being  taken  that  the  gaa  in  the  tube  la  at 


e  way  ta  with  the  oidinaiy 
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Sltad't  appantut  ooiuiist«  (Fig.  44|  of  a 
graduated  tube  a,  in  whioh  all  meaaurementa 
are  made,  litteil  with  taps  b  and  c,  leading 
respectively  to  the  absorption  veswl  and  the 
sampling  tube,  llie  lower  end  of  A  is  joined 
by  meaos  of  a  T-piooo  to  the  mercury  reservoir  K, 
and  to  the  tube  d,  which  ia  open  to  the  atmo. 
sphere  at  H.  The  readinsa  are  taken  under 
atmospherio  preuuie.  Tfie  gaa  sample  U 
oollected  eiUier  directly  in  the  laboratory 
vessel  o  or  in  Steod'a  sampling  apparatus 
(Fig.  40).  fVom  either  of  these  reBervoirs  a 
portion  of  the  gaa  is  introduoed  into  the  ap- 
paratus at  o,  and  thenoe  by  opening  b  inte  the 
bboiatory  vessel  o,  which  contains  caustio 
potash  sfdution  standing  over  mercury.  If  the 
gas    consists     practical^    of    oarbon    dioxide. 


carbon    monoxide,  and   hydrogen,   i 
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mixed  with  a  known  volume  of  oxygen,  and  the 
mixture  sparked   by   means   of  platinum   ter- 
mioala  fused  into  the  npper  port  of  the  graduated 

The    oontrootion    is    osontained    and    the 
carbon  dioxide  produced  ia  eetiiiiated,  and  from 
these  data  the  amounts 
of  carbon  monoxide  and 
hydrogen  are  determined. 

When  other  absorb- 
able gosee  are  present, 
then  BIX  absorption  vm- 
Bela  are  employed,  and 
these  are  carried  oa  a 
turn-table,  bo  that  each 
in  turn  can  be  brought 
into  contact  with  the 
measiuing  tube  (Fig.  48). 
In  this  modified  form  of 
the  apparataa  the  eudio- 
meter tube  and  each  of 
the  absorption  vessels  are 
fitted  with  a  perfectly  flat 

fiiece  of  plate  glass  pei- 
oratfid  m  the  centre- 
Theae  plates  are  lightly 
smeared    with    oil,   and 

to  be  made  between  the 

eudiometer  and  the  ab-  FlO.  47. 

sorption  vessel,  these  fooe 

plates    ue    held    t<^ot^er    by    a    spring    clip 

(Fig.  47). 

A  further  improvement  consists  in  the  use  of 
the  modified  form  of  absorption  ve«sel  shown 
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in  Fig.  48,  in  which  the  reagent  is  contained 
in  a  glass  bottle  dosed  by  an  indiarubber  bung 
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carrying  a  small  glass  stopper  and  a  pipette 
furnished  with  a  tap. 

By  means  of  these  additions  Stead's  appara- 
tus can  be  used  for  the  complete  analysis  of 
furnace  and  producer  gases  and  other  tcclinically 
important  gaseous  mixtures  (J.  Soc.  Cliem.  Ind. 
1880,  8,  178). 

The  nUrameter,  originally  devised  by  Lunge 
(Ber.  1878, 11, 43B)  for  the  estimation  of  nitrogen 
oxides  in  oil  of  vitriol,  is  capable  of  being  applied 
to  gas  analysis  and  a  large  number  of  other 
determinations.  It  consists  (Fig.  49)  of  a 
burette,  fitted  at  the  top  ^ith  a  three-way  tap 
and  a  cup-shaped  funnel,  and  communicating  at 


Fig.  49. 
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the  bottom  by  means  of  caoutchouc  tubing  with 
a  plain  tube  of  the  same  diameter,  which  serves 
as  a  level-tube.  When  large  quantities  of  gas 
have  to  be  measured,  the  upper  part  of  the 
burette  is  expanded  into  a  bulb,  and  there  is  a 
similar  bulb  on  the  level-tube  (I^.  50). 

This  apparatus  is  used  with  mercury,  and 
is  thus  suitable  for  the  analysis  of  gases  soluble 
in  water.  It  can  be  used  in  the  same  way 
as  Hempel*s  burette,  and  for  all  purposes  to 
which  the  latter  is  applicable.  It  may  also  be 
used  without  absorption  pipettes,  the  reagent 
being  introduced  by  means  of  the  cup,  but 
since  the  reagents  cannot  be  removed  without 


removing  the  gas,  the  latter  method  is  only  ap- 
plicable when  the  reagents  do  not  interfere  with 
each  other — e.g.  for  the  absorption  of  carbon 
dioxide  by  caustic  potash,  followed  by  the  absorp- 
tion of  oxygen  by  alkaline  pjrogallate. 

The  estimation  of  nitrogen  oxides  in  solution 
in  sulphuric  acid  is  conducted  in  the  following 
manner.  The  apparatus  is  filled  with  mercury, 
so  that  when  the  tap  is  open  between  the  burette 
and  the  cup,  and  the  level-tube  is  raised,  the 
mercury  just  passes  through  the  tap  and  stands 
at  a  height  of  about  2  inches  in  the  level-tube. 
The  tap  is  then  closed  and  2^  c.c.  of  the  sul- 
phuric acid,  according  to  the  quantity  of 
nitrogen  oxides  which  it  contains,  is  placed  in 
the  cup,  the  level-tube  is  lowered  and  the  tap  is 
tumea  so  that  the  acid  is  nearly  all  drawn  into 
the  burette  without  any  air  being  admitted.  To 
avoid  measuring  out  small  quantities  (0*5-1  c.c.) 
of  highly  nitrated  acid,  this  liquid  should  be 
dilutra  with  a  known  volume  of  pure  concen- 
trated sulphuric  acid,  and  5  c.o.  of  this  solution 
taken  for  analysis.  The  cup  is  rinsed  with  two 
successive  quantities  of  2-3  c.c.  of  pure  acid, 
which  is  drawn  into  the  cup  with  the  same 
precaution  as  before.  The  tap  being  closed, 
the  burette  is  taken  out  of  the  clamp  and 
agitated  in  such  a  manner  that  the  liquid  is 
brought  thoroughly  into  contact  with  the  first 
10  cm.  or  BO  of  the  mercury,  which  is  broken 
up  into  bubbles.  Nitric  oxide  is  formed  and 
collects  in  the  upper  part  of  the  tube.  When 
no  more  gas  is  given  off,  the  levels  are  adjusted 
and  the  volume  read  off  after  the  froth  has 
subsided.  In  adjusting  the  levels  the  difference 
between  the  specific  gravity  of  the  acid  and  the 
mercury  is  allowed  for  by  taking  6*5  mm.  of 
acid  =  1  mm.  of  mercury.  A  sm^  quantity  of 
acid  is  placed  in  the  cup  and  the  tap  opened*:  if 
the  acid  is  drawn  in  the  pressure  in  the  burette 
was  too  low ;  if  gas  escapes,  the  pressure  was  too 
high.  It  is  better  to  err  on  the  side  of  too  low 
pressure,  which  is  readily  corrected  by  allowing 
acid  to  run  in  from  the  cup  and  taking  another 
reading. 

In  agitating,  care  should  be  taken  that  the 
drop  of  acid  which  collects  in  the  top  of  the 
burette  just  below  the  tap  does  not  escape  con- 
tact with  the  mercury,  other^vi8e  the  results  will 
be  too  low. 

To  prepare  for  another  estimation,  the  level- 
tube  is  raised  and  the  tap  is  opened  so  that  all 
the  acid  and  some  of  the  mercury  is  driven  into 
the  cup,  and  the  tap  is  then  turned  so  that  the 
acid  runs  out  at  the  side. 

The  nitrometer  may  be  used  for  the  valuation 
of  nitrites  and  nitrates,  which  are  introduced  in 
the  form  of  a  concentrated  aqueous  solution, 
care  being  taken  that  the  proportion  of  water  to 
acid  does  not  exceed  2  parts  of  aqueous  solution 
to  3  parts  of  the  strongest  acid.  It  mav  also  be 
used  for  the  estimation  of  nitrates  and  nitrites 
in  potable  waters,  and  in  fact  for  almost  any 
determinations  in  which  a  definite  volume  of 
gas  is  ^iven  off.  For  example,  the  estimation  of 
carbonic  acid ;  of  urea  by  hypobromite  (the 
reading  being  increased  by  9  p.c.  to  correct  for 
solubihty  of  the  gas  and  incomplete  decom- 
position); hydrogen  peroxide  by  an  acidified 
solution  of  potassium  permanganate,  or,  vice 
versa,  the  value  of  a  permanganate  solution  by 
means  of  hydrogea  peroxide^   &c.     (See  Lunge, 
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Ber.  1878,  11,  436;  J.  Soc.  Chem.  Ind.  1885, 
4,  447,  and  1886,  5,  82 ;  Zeitsch.  anaL  Chem. 
25,  309;  and  the  tianslation  of  Winkler's 
Technioal  Gas  Analysis  (1885);  also  Allen, 
J.  Soc  Chem.  Ind.  1885,  4,  178.) 

The  gtU'Volumeier,  Several  of  the  estima- 
tions referred  to  in  the  preceding  paragraph  are 
more  conveniently  carried  out  in  the  gas- 
volumeter  devised  by  Lunge,  as  in  this  apparatus 

the  decomposi- 
tion can  be  ef- 
fected in  a  sepa- 
rate vessel.  The 
measuring  tube  a 
and  the  reservoir 
0  are  converted 
by  means  of  the 
T-piece  D,  \^ith 
the  so-called  '  re- 
Q  duotion '  tube  B. 
At  the  outset 
the  temperature 
and  pressure  are 
observed,  and  the 
volume  occupied 
under  these  con- 
ditions by  100  c.c. 
of  dry  (or  moist) 
air  measured  at 
0^  and  760  mm. 
is  calculated.  The 
reduction  tube  is 
filled  with  air  to 
this  volume,  and 
the  tap  of  the 
tube  closed,  or 
the  end  of  the 
reduction  tube 
may  bo  termi- 
nated by  a  capil- 
lary and  sealed  off  after  the  volume  has  been 
correctly  adjusted.  A  special  tap  for  the  redac- 
tion tube  has  been  devised  by  Giickel  (Zeitsch* 
angew.  CSiem.  1900,  13,  961,  1238).  If  moist 
sases  are  to  be  measured,  a  small  drop  of  water 
IS  introduced  into  the  reduction  tube ;  if  dry 
gases  are  under  examination,  a  drop  of  concen- 
trated sulphuric  acid  must  bo  introduced  into 
the  reduction  tube.  The  formulse  for  calculating 
the  volume  of  gas  in  the  reduction  tube  are  as 
follows : — 

V.  (moist  g«K«.)=y^?^t^;~ 

where  V.  =  volume  of  gas  required  ; 

Vq=s  normal  volume  {e.g.  100  c.c.) ; 

i  =  observed  temperature ; 

B  =  observed  barometric  pressure ; 

/  =rs  tension  of  water  vapour  at  observed 
temperature. 
When  a  decomposition  by  sodium  hypo- 
bromite  or  hydrogen  peroxide  has  been  carried 
out  in  the  auxiliary  generating  bottle,  the  gas 
evolved  passes  into  the  measuring  tube  a.  The 
mercury  in  A  and  c  are  then  adjusted  to  the 
same  level,  and  the  tap  o  closed,  the  ffas  being 
then  at  the  atmosphere  pressure.  The  three 
tubes  are  now  adjusted  so  that  the  mercury  in 
A  and  B  are  at  the  same  level  when  the  mercury 
in  the  latter  tube  stapds  at  the  100  c.c.  gradua- 
tion.    The  gases  in  a  and  b  are  at  the  same 
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temperature  and  under  the  same  pressure,  and 
since  the  gas  in  b  occupies  the  same  volume  as 
it  would  at  0^  and  760  mm.  pressure,  it  follows 
that  the  gas  in  a  also  occupies  the  same  volume 
as  it  womd  under  the  standard  conditions.  In 
this  way,  by  the  use  of  the  gas- volumeter,  all 
thermomctric  and  barometric  readings  and  all 
reductions  by  calculations  or  special  tables  aro 
avoided ;  for  the  volume  of  gas  is  read  off 
directly  under  conditions  corresponding  to  the 
normal  pressure  and  temperature.  It  is,  how- 
ever, essential  that  the  reduction  tube  should 
be  arranged  for  dry  or  moist  gases  according  to 
the  nature  of  the  analytical  operation  involved 
{v.  Lunge,  Ber.  1890,  23,  440;  1891,  24,  729; 
1892,  25,  3157 ;  Zeitsch.  angew.  Chem.  1890,  3, 
129 ;  1891,  4,  197,  410 ;  1892,  5,  677  ;  J.  Soc. 
Chem.  Ind.  1890,  9,  547.  Cf,  Qruskicwicz, 
Zeitsch.  anal.  Chem.  1904,  43,  85). 

In  addition  to  the  hypobromite  and  hydrogen 
peroxide  decompositions.  Lunge  and  March- 
lewski  have  adapted  the  gas-volumeter  to  the 
estimation  of  carbon  dioxide  in  natural  car- 
bonates, Portland  cement,  and  other  mineral 
substances,  and  also  to  the  determination  of 
carbon  in  iron  and  steel  (Zeitsch.  angew.  Chem. 
1891,  4,  229  ;  1893,  6,  395 ;  J.  Soc.  Chem.  Ind. 
1891,  10,  658).  G.  T.  M. 

Electbochbmigal  Analysis. 

The  first  suggestion  to  apply  the  electric 
current  to  the  deposition  of  metals  was  made 
by  Cruickshank  in  1801  (Nicholson's  Journal  of 
Nat.  Phil.  1801,  4,  254).  He  noticed  that  metals 
were  deposited  from  acid  or  alkaline  solutions 
of  their  salts  at  the  nep;ative  pole,  and  that  the 
metal  went  into  solution  at  the  positive  pole. 
He  therefore  suggested  that  the  electric  current 
might  thus  be  used  as  an  aid  to  analysis,  par- 
ticularly for  depositing  lead,  copper,  and  silver. 

In  1812  Fischer  suggested  its  use  for  detecting 
email  quantities  of  arsenic  (Gilbert's  ^nalen, 
42,  92).  In  1840  Cozzi  (Areh.  delle  Science 
med.  fis  60,  ii.  208)  employed  the  galvanic 
current  (produced  by  plates  of  gold  and  zinc 
connected  together  by  a  wire)  to  ascertain 
whether  organic  fluids,  such  as  milk,  contained 
metallic  impurities.  Gaultier  de  Qaubry  (J. 
Pharm.  Chim.  iii.  17,  125)  applied  it  to  detect 
small  quantities  of  arsenic  in  animal  fluids.  In 
1861,  Bloxam  (Quart.  Joum.  Chem.  Soc.  13, 
12,  338)  described  an  electrolytic  method  for 
detecting  aisenio  and  antimony.  Becquerel 
(Ann.  ChinL  Phys.  1830,  43,  380)  found  that 
manganese  and  lead  were  readily  oxidised,  and 
app^kred  as  oxides  on  the  anode. 

All  these  workers  appear  to  have  merely 
used  the  electric  current  as  an  aid  to  qualitative 
analysis.  Woloott  Gibbs  (Zeitsch.  Anal.  Chem. 
3,  334),  in  1864,  showed  that  copper,  nickel, 
zinc,  lead,  and  manganese  might  oe  quantita- 
tively determined  by  means  of  the  electric 
current.  Lucknow  (Dingl.  Poly.  J.  1865,  177, 
231,  and  178,  42),  from  1860,  had  employed 
electrolytic  methods  for  the  quantitative 
analysis  of  copper  salts  and  for  commercial 
copper.  fVom  this  time  forward  many  workers 
entered  the  field,  and  about  1880  Edgar  Smith 
in  America,  and  Classen  in  Germany,  very 
much  advanced  the  subject  of  electro-analysis, 
,  and  to-day  it  is  one  of  the  most  useful  helps  to 
the  analytical  chemist. 

R  2 


tU  ANAI 

Before  clo«lmp  n  ith  the  methods  of  depcwitioD 
and  separation  of  the  metkla,  it  will  bo  well  to 
deaoribB  the  apparatus  used ;  but  onlv  the 
apparatus  rfoet  genenlly  employed  will  be 
dealt  with. 

(.lassen  IllHt  suggested  the  employment  of  a 
platinum  basin  «■  c«thode  and  a  platinum  disc 
as  anode.  A  convenient  atand  for  holding  the 
basin,  and  a  method  of  oonnecting  with  the 
ce  of  current,  are  shown  in  Fie.  52.  The  basin 
should  hold  from 
ISO  to  ISO  0.0.  of 
solution.  The 
inner  surfaoe  of 
tho  basin  should 
be  roughened  by 
the  sand  blast,  as 
this  oauset  better 
adherence  of  the 
deposit,  especi- 
ally in  the  case 
of  DOTozides  mch 
as  lead  and  man- 
ganese. The  base 
of  the  stand  is  of 
slate  or  marble, 
and  the  bnwstod 
which      oonveyB 
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The  ring  whioh  supports  the  basin  hss  three  little 
idatinum  points  at  equal  intervals  on  its  cironm- 
lerence  ;  on  these  the  basin  tests,  thus  ensuring 
good   contact.      The   posi- 
tive   pole    of     the    soutm 
'    of     current     is    oonneotod 
with      the      binding-screw 
fixed    to    tho    slate    hose, 
and     tho     negative     pole 
with     the     binding  -  screw 
roarlted  — . 

Another  useful  form  of 
electrode  is  illustrated  in 
Fig.  63.  The  anode  is  a 
stout  spiral  of  platinum  and 
the  cathode  is  a  cylinder 
of  platinum  gauie.  This 
form  of  electrode  can  be 
mployod  cither  for  citation- 
ly  work  or  for  rapid  depo- 
ition  work  when  tho  anode 
U  rotated.  The  vessel  in 
which  the  electrdysis  takes 
plaoe  may  either  be  a 
beaker,  or,  better,  a  funnel 
Fia    63  "■''^  B  lap  snob  as  is  illus- 

trated in  Fig.  87. 
For  stationary  work  the  Flog  electrode  of 
F.  MoUwo  Perkin  (FV.  54)  gives  very  satisfactory 
results.  The  oatho^  consists  of  a  small  sheet 
of  stout  platinum  gauze,  autogenously  fastened 
on  to  a  rigid  platinum- iridium  frame,  both  frame 
and  gauze  being  roughened  by  the  sand  blast. 
The  wire  holds  the  electrode  in  position  during 


the  analysis.     The  looi 
serves  to  hang  ■""" 
Th»   anode   is 


is    bent    upon  g 
itself  in  such  a 
way  that  when 

electmlygis,  OS 
illustrated  in 
Fig.  68,  an  even 
density  is  ob- 
tained on  all 
parts  of  the 
Oathode. 

It  has  been 
found  that  the 
rate  of  deposi- 
tion of  metals 
from  their  solu- 
tions is  very  much  increased  and  highei  current 
densities  can  be  employed  when  either  the 
anode   or  cathode   is   rapidly   rotated.     Frary 
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(Zeit.  f.  Elektroohem.  1907,  SOS]  has  also  shown 
that  excelleut  results  con  be  obtained  by  eleotro- 
lyaing     with 
stationary  eleo- 
trodes,      but 
oausing   agita* 
tion      of     the 
electrolyte    by 
placing       the 
whole   appara- 
tus in  the  field  [  ; 
of   a  powerful 
electro-magnet. 
The   forms  of 
the   apparatus 

are  depicted  in  Fio.  56. 

Pig.  66.    Prom 
the  figure  it  is  seen  that  the  solution  is  contained 


ui  a  beaker  B,  in  which   ia  a  oyliDdric&l   pU- 

tinnm  gkute  cathode  o  and  a  heavy  platinuir. 

wire  aa  anode  A.     The   beaker  U  pUeed  in  the 

centre  of  a  ipool  made  from  inaalated  copper 

wire  ■.     By  pawing  an  eloctrio  cuirent  throush 

the    copper   wire    of    the    Bpool,    a    powerful 

m^netic   field   is   produced,   in   the  oentre  .of 

which  the   beakei  stands.      If   now  a  ourrent 

be  passed  throush  the  eleotrolyte  by  meatu  of 

the  eleotrodoa,  the  electric  lines  of  force  are  out 

at  risht  angles  by  the  magnetio  lines  of  force, 

and  this  pioduees  a  tendenoy  for  the  solution  to 

rotate,  owing  to  the  vertical  magnetic  Geld  and 

radial  onrrent  lines.      The  speed   of    rotation 

depends  upon    the  ratio  between  the  electric 

current  and  the   mapietie   current.     With  an 

electrolysing  current  of  from  6  to  7  amperes, 

Frary  waa  able  to  deposit  O-SfiO  eram  copper 

in  16  minutes.     The  other  form,  illustrated  in 

Tig.  67,  is  for   electrolysing   with   a   mercury 

cathode,      the 

use  and  appli- 

catbns         of 

which   will  be 

describedlater. 

The  etectrolys- 

iug    vessel    is 

ring-shaped,  so 

that  it  may  fit 

into  a  hole  out 

into  the  pole  d 

:   of  the  magnet. 


I  Fig.    OS   reprcseata   the    arrangement  of    the 
apparatus  when  fitted  ttigether. 


An 


rod 


from  the 
other  pole  up 
into  the  oentre 
of  the  elecdo- 
lysing  vessel. 
A  is  the  anode 
and  o  the  ca- 
thode. Ex- 
Fio.  67.  tremely    rapid 

rotation  is  thus 
produced,  because  the  iron  core  very  much 
facilitates  the  passage  of  the  magnetic  current, 
there  being  a  radial  field  with  vertical  current 

The  advantages  claimed  for  this  method 
are  :  rapidity  of  deposition,  and,  as  there  are 
no  mechaniral  parts  which  require  lubrication, 
there  is  no  chance  of  contamination  from  oil 
or  grease  accidentally  falUng  into  the  solu- 
tion. As  a  matter  of  fact,  however,  rapid 
methods  of  electeolysis  are  more  frequenUj 
carried  out  by  means  of  a  rotating  anode  or 
cathode. 

Gooch  and  Medway  (Amer.  J.  ScL  16,  320} 
use  a  rotating  cathode.  It  is  made  from  a 
j^tinum  crucible  ot  about  20  c.c.  capacity. 
The  crucible  is  attached  to  the  shaft  of  tile 
electromotor,  which  is  used  to  rotate  it  at 
a  speed  ot  from  600  to  800  revolutions  per 
minute  by  fitting  it  over  a  rubber  stopper  with 
a  central  bore,  iuto  which  the  end  of  the 
shaft  fits  tightly.  In  order  to  make  electrical 
connection  between  the  crucible  and  the  Khaft 
i)f  the  motor,  &  narrow  strip  of  sheet  platinum 
is  soldered  to  the  shaft  and  bent  upwards  along 
the  Bides  of  the  stopper.  This  connects  the 
shaft  with  the  innde  of  the  crucible  when  the 
latter  is  preseed  over  the  stopper.  The  anode 
consists  (if  a  half  cylinder  of  sheet  platinum. 
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F.  Hollwo  Ferkin  and  W.  E.  Hughes  (Trans. 
Faraday  Soc.  1910,  14)  use  an  electrode  of  dieet 
platinum  spun  up  so  as  to  form  a,  narrow  thimble 
{Fig.  6B),  the  upper  end  being  open  and 
having  a  stout  indio-pUtinum  wire  fused 
on  to  it  by  means  of  three  short  wire 
supports.  This  electrode  is  fixed  into 
a  small  chuck  and  rapidly  rotated  by 
means  of  an  electromotor,  the  speed  of 
rotation  usuaUy  being  from  760  to  960 
revnlutious  per  minute.  When  in  use, 
about  two-thirds  of  the  length  of  the 
thimble  is  dipped  into  the  electrolyte, 
the  active  surface  being  ^bout  Ifl'.l  sq. 
cm.  If  dipped  too  deeply  into  the  solu- 
tion, there  is  a  tendency  for  the  liquid 
to  splash  into  the  interior  of  the  cylinder, 
and  this  would,  of  course,  lead  to  erro- 
neous results.  The  anode  consists  of  a 
platinum  cylinder  of  fine  mesh.  It 
however,  frequently  more  satisfactory 
employ  a  rotating  anode  and  a  stationary 
cathode,  and  for  this  purpose  the  gauta  anode 
is  employed  as  cathode,  and  the  anode  consists 
of  a  spiral  of  stout  iridio -platinum  wire.  The 
simplest  arrangement  is  illustrated  in  Fig.  63. 
The  electrolysing  vessel  consists  of  a  tap  funnel 
which,  when  the  electrodes  are  covered,  holds 
about  60  to  70  c.c.  of  solution.  The  advantage 
of  this  form  of  electrolysing  vessel  is  the  ease 
with  which  the  electrolyte  can  be  removed  on 
the  completion  of  the  electrolysis  and  the 
electrodes  washed.  The  method  of  procedure 
is  to  place  a  beaker  beneath  the  tap  and  draw 
ofi  the  solution  until  about  half  of  it  has  nm  in. 
Distilled  water  is  then  run  up  to  the  original 
mark  and  the  solution  drawn  off  as  belore. 
The  operation  is  repeated  until  the 
needle  sinks  to  zero.     The  remaining 
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titel  A  final  (rtulung  with  absolute  &Icohol, 
ouried  out  in  the  same  manner,  the  eloctrodee 
ore  letnovetl  and  the  cathode  dried  in  the  steam 

Another  form  o[  rotating  cathode  devised  by 
Perkin  is  iUtutrated  in  Fig-  SO.  The  cathode 
consists  of  a  cylinder  of  [Mtinuin  gaute.  The 
anode  is  in  the 
form  of  a  double 
circle  of  stout 
platinum  wire, 
and  has  four  Binall 
baffle  plates  so 
placed  as  to  pre- 
vent it  from  ro- 
tating with  the 
CAthode. 

In  order  to 
rotate  the  anode 
(or  cathode),  it  is 
Hied  into  a  small 
cbuok  fastened  on 
to  the  end  of  the 
spindle  of  a  bi- 
cycle hub.  The 
i  barrel  of  the  hub 
baa  an  arm  fast- 
ened into  it  which 
can  be  clumped 
to  any  suitable 
support.  The 

upper  cud  of  the 
ppindlebasaeheaf 
of  pulleys  fast- 
ened to  it,  so  that 
inx  of  a  belt  from  a 
le  obt*inpd.  It  ie 
found  that  the  current  imbsps  very  well  through 
the  barrel  of  the  hub  and  the  ImlU,  nliich 
arc  lubricated  with  oil  and  graphite,  to  the 
spindle,  and  so  to  the  electrode.  When  it  is 
draired  to  obviate  all  drop  in  potential,  t.g.  if  the 
apparatus  is  to  be  used  for  graded  [wtcntials. 


then  a  mercury  cup  is  fastened  on  to  the  top  of 
the  spindle  so  that  the  cuirent  passes  diieclJy  to 
thespindle. 

T7>e  apparatus  of  H.  J.  Sand  [Trans. 
Chero.  Soc.  1907.  ivi.  i.  373)  is  rather  moro 
oomidioatcd,    bnt    gives    equally    satisfactory 

The  special  object  in  the  design  of  this 
electrode  wae  to  {nwluoo  an  apparatus  which 
could  be  satvfaotorily  employed  for  the 
8e[>aration  of  metals  by  gnded  potentials. 
*    a    pair    of     platinum     gauze 


electrodes  (Fig.  61),  an  inner  rotating  eleo- 
trodc  A,  and  an  outer  electrode  b.  The 
two  are  kept  in  positJOD  rt'latively  to  each 
other  by  moans  of  a  glass  tube,  which  is 
slipped  through  the  collar  and  the  ring  of  the 
outer  electrode  B.  It  is  gripped  firmly  by 
the  former,  but  passes  loonely  through  the 
Utter.  The  hollow  iridic -platinum  stem  a 
of  the  inner  electrode  is  passed  through  the 
glass  tube,  in  which  it  rotates  freely.  The  mesh 
of  the  gauEC  is  14*  per  sq.  cm.  The  gauie 
of  the  outer  electrode  almost  completely  stops 
the  rotation  of  the  liquid.  The  electrolyte  is, 
therefore,  ejected  rapidly  from  the  centre  of 
the  inner  electrode  by  centrifugal  force,  and  is 
continually  replaced  by  liquid  drairn  in  from 
the  top  and  the  bottom.  So  great  is  the  auotion 
thus  ]nodnced,  that  when  the  electrode  is  moving 
rapidly,  chips  of  wood  or  pa]>cr  placed  in  the 
solution  are  drawn  down  to  the  top  of  the 
outer  electrode.  The  cireulation  is  practically 
indi'|iendent  of  the  site  of  the  bt-aker  employed. 
As  the  outer  eleetrodo  surrounds  the  inner 
completely,  the  lines  of  flow  of  the  current  are 
contained  between  the  two,  and  even  when 
strong   currents   are   employed,   the    potential 
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of  the  eIectrolyt<e  anywhere  outside  the  outer 
electrode  is  practically  the  same  ae  that  of  the 
layer  of  liquid  in  immediate  contact  with  it. 
Fig.  62  shows  the  apparatus  with  stand  and 

motor  in  work- 
ing order.  Be- 
fore the  method 
adopted  for  elec- 
trolysing hy 
means  of  graded 
potential,  is  dis- 
cussed, the  mer- 
cury cathode  de- 
vised by  Smith 
and  Howard  will 
be  described. 

WolcottGibbs, 
in  1880,  first  sug- 
gested the  use  of 
metallic  mercury 
as  cathode,  a 
definite  amount 
being  weighed 
into  a  beaker, 
where  it  was  con- 
nected by  means 
of  platinum  wire 
with  the  nega- 
tive pole  of  a 
battery.  Various 
metallic  salt 
solutions  were 
experimented 
upon,  and,  in 
1883  (Amer. 
Chem.J.13,571), 
Gibbs        stated 
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that  *  It  was  found  possible  to  separate  iron, 
cobalt,  nickel,  zinc,  cadmium,  and  copper  so 
completely  from  solutions  of  the  respective 
sulphates  that  no  trace  of  metal  could  be 
detected  in  the  respective  liquids.*  ^  Gibbs  had 
in  view  not  only  the  determination  of  the 
metals,  but  also  ol  the  anion  left  in  the  solution 
by  titration. 

In  1886  Luckow  (Chem.  Zeit.  9,  338,  and 
Zeitsch.  anal.  Chem.  26, 113)  suggested  the  addi- 
tion of  a  known  weight  of  a  solution  of  a  mercury 
salt  to  a  solution  of  zinc  sulphate,  and  so  to 
deposit  zinc  and  mercury  simultaneously. 
In  1891  Vortman  (Ber.  24,  2749)  suggested  a 
similar  method,  and  employed  it  in  tl^  deter- 
mination of  several  metals.  Drown  and 
McKenna  (Amer.  Chem.  J.  5, 627)  further  worked 
at  the  subject,  using  an  apparatus  somewhat 
similar  to  Wolcott  Gibbs,  that  is  to  say,  an 
actual  mercury  cathode,  but  the  process  was 
first  successfully  worked  out  by  £dcar  Smith 
and  his  collaborators  (J.  Amer.  c£em.  Soc. 
25,  885).  The  apparatus  employed  consists 
of  a  small  tube  or  beaker  of  about  50  c.c. 
capacity,  close  to  the  bottom  of  which  a 
thm  platinum  wire  is  introduced  by  means  of 
which  the  current  is  supplied  to  the  mercury 
cathode  (Fig.  63). 

The  external  part  of  the  platinum  wire 
touches  a  disc  of  sheet  copper  on  which  the 
beaker  rests,  and  which  is  connects  with  the 
negative  source  of  the  current. 

*  The  anode  is  either  a  perforated  disc  of 
f^tinum  or  a  stout  spiral  of  platinum  wire. 
During  the  electrolysis  the   anode  is   rapidly 
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rotated  by  moans  of  an  electromotor  or  water 
turbine. 

The  chief  difiiculty  in  using  the  mercury 
cathode  is  the  trouble  experienced  in  washing 
and  dryinff  it.  The  solution  left  at  the  end  of 
the  electrolysis  is  siphoned  ofif,  and  at  the  same 
time  distilled  water  is  run  in  until  the  needle  of 
the  ammeter  drops  to  zero.  Then,  and  not  till 
then,  the  current  is  switched  off.  The  inside  of 
the  beaker  and  the  amalgam  are  rinsed  with 
alcohol  three  times,  and  finally  with  dry  ether. 
It  is  advantageous,  in  order  to  drive  out 
thoroughly  the  last  traces  of  ether,  to  blow  dry 
air  into  the  beaker  for  a  few  minutes.  After 
standing  for  half  an  hour,  the  apparatus  is  ready 
for  weighing.  F.  M.  Perkin  (Trans.  Faraday 
Soc.  1910,  14)  uses  a  small  quartz  beaker  as 
containing  vessel,  with  an  irioium  wire  fused 
into  it  to  make  contact  with  the  mercury.  The 
advantage  of  iridium  is  that  it  does  not  amalga- 
mate with  the  mercury.  An  advantage  of  the 
quartz  vessel  is  that  it  can  be  heated  to  redness 
for  purposes  of  cleansing.  The  apparatus  is 
illustrated  in  Fis.  64.  It  will  be  noticed  that  a 
siphon  tube  is  fused 
into  one  side  of  the 
beaker.  The  layer  of 
mercury  must  not  be 
sufficient  in  quantity 
to  dose  the  side  tube. 
A  spiral  iridio-plati- 
num  anode  is  em- 
ployed. When  the 
electrolysis  is  finished, 
a  piece  of  rubber  tube 
is  fastened  to  the 
bent  end  of  the  siphon. 
Distilled  water  is 
added  so  that  the 
solution  begins  to 
siphon  over  into  a 
beaker  placed  below 
the  rubber  tube.  In 
order  to  work  with 
as  small  a  quantity  of  water  as  possible  and  in 
cases  where  the  solution  is  required  again,  e.g. 
in  metal  separations,  the  solution  is  allowed 
to  run  out  until  its  level  drops  almost  to  the 
end  of  the  anode.  Fresh  ^vater  is  then  run  in, 
and  the  operation  repeated  until  the  ammeter 
needle  points  to  zero.  For  purposes  of  steadi- 
ness the  vessel  is  held  between  cups  on  a  copper 
plate. 

By  means  of  the  mercury  cathode  not  only 
can  the  cations  be  rapidly  and  accurately  deter- 
mined, but  also  the  anions  remaining'^  in  the 
solution. 

Method  of  Graded  Potential, 

Each  metal  has  a  particular  potential  at 
which  it  begins  to  be  deposited ;  below  this 
potential  it  is  not  possible  to  deposit  the  metal. 
It  follows,  therefore,  that  when  dealing  with  a 
solution  containing  the  salts  of  two  or  more 
metals  it  will  be  possible,  provided  the  deposition 
potentials  of  the  metals  do  not  lie  too  near 
together,  to  deposit  separately  the  metals,  by 
first  working  with  the  lowest  potential  at  which 
one  of  the  metals  will  be  deposited.  When  this 
metal  has  been  deposited  the  next  one  in  the 
potential  series  will  be  deposited  if  the  potential 
is  raised. 
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This  method  of  analysis  was  susgested  by 
Kiliani  in  1883,  and  was  further  elaborated  by 


Freudenberg   working  in   Ostwald's  laboratory 
(Zeit.   physikal.   Chom.    12,   97).     But    it  was 


Fig.  68. 


Electrometer 


of  about  1^  mm.  bore,  and  is  bent  round 
several  times  to  minimise  convection.  While 
the  electrode  is  in  use,  the  tap,  which  must 
be  kept  free  from  srease,  is  closed,  the  film 
of  liquid  held  round  the  barrel  by  capillary 
attraction,  making  the  electrical  connection, 
but  towards  the  end  of  a  determination,  a  few 
drops  are  run  out  in  order  to  expel  any  salt 
which  ma^  have  diffused  into  the  tube. 

EUctrtcal  connections, — For  separations  by. 
graded  potential  the  electrical  connections  must 
be  maide  as  shown  in  Fig.  66  a  and  &.  The 
battery  is  connected  directly  to  the  two  ends  of 
a  slidmg  rheostat,  the  electrol3rtic  cell  to  one 
of  them  and  the  slider.  It  is  essential  that 
the  sliding  contact  should  be  good.  The 
arrangement  adopted  for  the  measurement  of 
the  pot-ential-difference  auxiliary  electrode- 
cathode  is  one  which  has  been  frequently  em- 
ployed in  electro-chemical  research.  The  elec- 
tromotive force  to  be  measured  is  balanced 
affainst  a  known  electromotive  force  by  means 
of  a  capillary  electrometer.  The  loiown  electro- 
motive force  is  dra\^'n  from  a  sliding  rheostat, 
the  ends  of  which  are  connected  with  one  or 
two  dry  ceUs.  The  value  of  the  E.M.F.  is 
read  directly  on  a  delicate  voltmeter  (range 
1-6  volts).  For  potential  differences  greater 
than  1-6  volts,  a  Helmholtz  1-volt  instrument 
may  be  interposed  between  the  auxiliary  electrode 

and  the  rheostat.  The 
arrangement  allows  the 
voltage  to  be  measured 
almost  instantaneously, 
which  is  a  matter  of  great 
importance. 

To  carry  out  an  ex- 
periment, the  cathode, 
anode,  and  auxiliary  elec- 
trode are  placed  in  posi- 
Cathode  tion,  the  electrolyte  is 
heated  to  the  required 
temperature,  and  covered 
with  a  set  of  clock-glasses 
having  suitable  openings 
for  the  electrodes.  For 
the  purpose  of  a  separa* 


H.  J.  S.  Sand  (Trans.    Chem.  Soc.   1907,  373)    tion,  the  current  is  usually  started  at  about  3-4 


who  first  worked  out  the  method  and  used  the 

apparatus  with  the  rotating 
cathode  already  mentioned.  The 
potential  is  kept  at  constant 
value  by  means  of  an  auxiliary 
electrode.  Such  an  auxiliarv 
electrode,  designed  by  Sand, 
is  illustrated  in  Fig.  65.  It 
'iB  a  mercuiy-mercurous  sul- 
phate 2i\r-sulphuric  acid  elec- 
trode. The  distinctive  feature 
of  the  electrode  is  in  the  funnel 
F,  and  coDnecting  glass  tube  ab. 
The  two-way  tap  allows  the 
funnel  f  to  be  connected  with 
cither  limb  of  the  glass  tube  ab, 
or  closes  all  parts  from  each 
other.  The  b'mb  a  permanently 
contains  the  2i\^-8mphuric  acid 
solution  of  the  electrode.  But 
the    limb  b   is  filled  for  each 


amperes,  and  the  potential  of  the  auxiliary 
electrode  noted.  As  a  rule,  this  is  only  slightly 
above  the  equilibrium  potential.  The  current 
is  then  regulated  so  that  the  potential  of  the 
electrode  may  remain  constant.  When  no  side- 
reactions  take  place,  the  current  falls  to  a  small 
residual  value  (generally  about  0*2  ampere),  as 
the  metal  to  be  separated  disappears  from  the 
solution.  The  auxiliary'  electrode  is  then  allowed 
to  rise  0*1-0*2  volt,  according  to  the  metal. 

It  is  obviously  a  matter  of  great  importance 
to  know  when  all  the  metal  has  been  deposited. 
Under  the  conditions  just  assumed,  the  amount 
deposited  per  unit  of  time  may  be  taken  as 
roughlyproportional  to  the  amount  still  in  solu- 
tion. This  being  so,  it  follows  that  the  amount 
in  solution  will  decrease  in  geometrical  ratio 
during  successive  equal  intervals  of  time.  If 
we,  therefore,  make  the  safe  assumption  that 
the  concentration  of  the  metal  has  fallen  to 
under  1  p.c.  of  its  original  value  in  the  time 
experiment  from  the  funnel  f  with  a  suitable  during  which  the  potential  and  the  current  have 
connecting  liquid,  generally  sodium  sulphate  been  brought  to  their  final  value,  it  is  clear 
solution.     The  end  of  b  is  made  of  thin  tube  .  that  by  continuing  the  experiment  half  as  long 
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again,  the  concentration  of  the  metal  will  fall 
to  under  0*1  ^.c,  so  that  the  deposition  can  bo 
considered  finished. 

In  cases  where  side-reactions  occur,  the 
current  does  not  fall  to  zero,  hut  it  {i^nerally 
attains  a  constant  value  which  allows  it  to  be 
seen  when  all  the  metal  has  been  removed.  In 
certain  cases  this  can  be  tested  for  chemically, 
and  by  continuing  the  experiment  for  about 
half  as  long  again  as  this  reaction  demands,  the 
metal  may  m  safely  assumed  to  have  been 
deposited  completely.  This  method  may  be 
adopted,  for  example,  in  the  separation  of  lead 
from  cadmium,  the  former  being  roughly  tested 
for  by  sulphuric  acid.  If  none  of  these  methods 
is  available,  the  metal  must  be  deposited  to 
constant  weight,  or  else  the  separation  must  be 
carried  out  under  very  carefully  defined  con- 
ditions for  a  length  of  time  proved  by  previous 
experiment  to  be  more  than  sufficient. 

Sand  has  simplified  the  apparatus  necessary 
for  the  potential  measurements  by  fitting  aU  the 
apparatus  required  for  the  measurement  of  the 
electrode  potential  into  a  single  box.  Full  par- 
ticulars will  be  found  in  Trans.  Faraday  Soo. 
1909,  162. 

F.  M.  Perkin  uses  the  apparatus  depicted  on 
p.  248  for  working  with  graded  potentials.  The 
vessel  containing  the  electrol^'te  has  a  tube 
fused  into  the  side.  Into  this  side  tube  the 
capillary  end  of  the  auxiliary  electrode  is 
inserted  (Fig.  67). 

CLASSinOATION  OV  THS  MbTALS  FOB  ElECTRO- 
ANALYTICAL  PUBFOSBS. 

Most  metals  can  be  deposited  satisfactorily  at 
the  cathode,  particulariy  since  the  introduction 
of  the  mercury  cathode  and  of  the  graded  poten- 
tial methods.  Theoretically,  by  grading  the 
potential,  it  should  be  possible  to  separate  any 
one  metal  from  another.  Indeed,  in  many 
cases,  this  can  be  done,  but  there  are  cases  in 
which  the  potential  di^fferences  at  which  two 
metals  can  be  deposited,  that  is  to  say,  the 
minimum  potential  at  which  they  will  both  be 
deposited,  lie  so  close  together  that  it  is  not 
possible  to  so  adjust  the  conditions  that  a 
separation  can  be  effected. 

Group  I. — Copper,  silver,  mercurj%  gold, 
palladium,  rhodium,  platinum,  iridium,  bismuth, 
antimony,  tin,  (arsenic),  tellurium.  These 
metals  are  more  electronegative  than  the 
hydrogen  electrode,  and,  consequently,  can 
theoretically  be  deposited  quantitatively  from 
acid  solutions. 

Gboup  II. — Cadmium,  zinc,  and  indium. 
These  metals  ate  more  electropositive  than 
hydrogen,  but,  owing  to  the  supertension  of 
the  hydrogen  evolution  in  acid  solution,  it  is 
actually  possible  to  deposit  them  from  weak 
acid  solutions. 

Group  III. — Iron,  nickel,  cobalt.  These 
metals  are  more  electropositive  than  hydrogen, 
but,  as  the  supertension  of  hydrogen  is  very 
low,  these  metals  cannot  be  deposited  completely 
from  acid  solutions.  They  can,  however,  l>e 
deposited  from  acid  solutions  if  a  mercury 
cathode  is  employed. 

Group  IV. — The  metals  of  this  group  can 
either  be  deposited  as  oxides  at  the  anode,  or 
as  oxides  at  the  cathode.  The  group  comprises 
the  following  metals :    lead,  tlutUium,  manga- 


nese, chromium,  molybdenum,  uranium.  Some 
of  them  can,  however,  be  satisfactorily  deposited 
as  an  amaleam  on  a  mercury  cathode. 

Group  V. — The  metals  of  this  group  arc  the 
most  strongly  electropositive,  and  can  only  be 
deposited  by  using  a  cathode  of  mercury ;  but 
even  then  it  is  not  possible  in  aU  cases  to  obtain 
a  quantitative  separation.  The  metals  of  this 
group  are  aluminium,  gluoinum,  calcium, 
strontium,  barium,  magnesium,  potassium, 
sodium,  lithium,  rubidium,  ciesium. 

Group  VI. — ^These  are  all  anions,  and  their 
estimation  has  been  rendered  possible  mainly 
through  the  work  of  Edgar  Smith,  who  com- 
pletely deposits  the  metals  oy  means  of  a  mercury 
cathode  and  estimates  the  anions  by  titration  or 
other  appropriate  method.  The  most  important 
anions  analysed  by  this  method  are  F,  CI',  Br', 
I'.  SO4",  CO3",  Fe(CN) '"',  Fe(CN)a'",  PO/", 
NO,'. 

It  has  not  been  found  possible  to  analyse 
organic  anions  by  electrolytic  methods,  because 
they  are  either  decomposed  or  various  reactions 
more  or  less  complicated  take  place.  Thus, 
for  example,  when  the  acetate  anion  is  given  up 
at  the  anode,  ethane  is  produced,  which,  ot 
course,  is  given  off  in  the  form  of  a  gas. 

Nature  0/  Deposit, 

Sand  (Trans.  Chem.  Soc.  1907,  383)  has 
theoretically  and  practically  worked  out  the 
conditions  necessary  for  obtaining  adherent  metal 
deposits. 

The  production  of  a  uniform  deposit  over 
the  electrode  depends  entirely  upon  the  relation 
between  polarisation  and  the  KALE,  required 
according  to  Ohm*s  law  to  force  the  current  from 
one  part  of  the  solution  to  the  other  (Zeitsch. 
Elektrochem.  1904,  452).  The  case  of  metals 
such  as  cadmium  and  zinc,  which  require  a 
higher  potential  for  their  precipitation  from 
most  of  their  solutions  than  hydrogen,  is  a 
question  of  supertension.  The  metals  can 
only  be  deposit^  by  virtue  of  the  super- 
tension  which  is  required  to  liberate  hydrogen 
as  a  ^as.  This  supertension  varies  with  the 
material  of  the  electrode,  and  may  even  vary 
at  different  parts  of  the  same  electrode,  owing 
to  different  states  'of  its  surface.  Consequently, 
it  may  happen  that  the  metal  is  deposited 
on  a  portion  of  the  electrode  which  has  a  high 
supertension,  and  will  continue  to  grow  there ; 
but  at  rougher  parts  of  the  electrode,  where 
the  supertension  is  lower,  hydrogen  alone 
will  be  evolved.  This  is,  for  example,  particu- 
larly noticeable  in  the  case  of  zinc,  which, 
instead  of  being  evenly  deposited  over  the 
surface  of  an  electrode,  apparently  perfectly 
smooth  and  even,  often  comes  out  in  patches, 

§arts  of  the  electrode  being  absolutely  free  from 
epodt.  Some  solutions  also  of  the  same  metal 
appear  to  be  more  sensitive  to  variations  in 
the  qualitv  and  character  of  the  electrode  than 
others.  Thus  with  ordinary  electrodes  when 
the  potential  is  not  graded,  it  is  a  matter  of  the 
greatest  difficulty  to  obtain  an  adherent  deposit 
of  copper  when  the  electrolvts  is  sulphuric  acid. 
On  the  other  hand,  with  electrolytes  of  potas- 
sium cyanide  or  nitric  acid,  an  even  deposit  is 
readilv  produced. 
j  The  nature  oj  the  deposit, — Electrolytic  de- 
j  posits  may  be  si^ongy,  coarsely  crystalline,  or 
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finely  cryfitalline.  The  last  is  the  only  form 
in  which  metals  may  bo  deposited  in  order  to 
yield  satisfactory  quantitative  results.  Sand 
considers  (Z.c.)  that  spongy  deposits  are  most 
probably  due  to  the  metal  being  deposited  in 
the  form  of  an  unstable  hydride,  which  gradually 
decomposes  with  evolution  of  gas. 

The  difficulty  of  hydride  formation  is  got 
over  by  keeping  the  potential  of  the  electrode 
under  control.  Vigorous  stirring  of  the  elec- 
trolyte, small  current  density,  and  the  presence 
of  some  oxidisinff  agent,  tend  to  keep  the 
potential  low.  But,  by  using  an  auxiliary 
electrode  and  rapid  rotation,  it  is  possible  to 
obtain  metals  from  solutions  from  which,  under 
ordinary  circumstances,  they  cannot  be  de- 
posited. 

Copper. 

Copper  may  readily  be  deposited  from  solu- 
tions which  contain  considerable  quantities  of 
nitric  or  sulphuric  acid.  But  good  deposits  can 
also  be  obtained  from  cyanide  solutions,  and  it 
is  possible  to  employ  solutions  containing  an 
excess  of  ammonia. 

The  solutions  which  ^ive  the  best  results  are 
those  containing  nitric  acid  or  potassium  cyanide. 
Indeed,  it  is  a  matter  of  considerable  difficulty 
to  obtflkin  satisfactory  results  in  presence  of  free 
sulphuric  acid,  excepting  when  a  mercury 
catnode  is  employed,  for  stationary  work, 
either  the  gauze  fll^y;  electrode  or  the  cylindrical 
gauze  electrode  is  to  be  recommended. 

Nitric  acid, — About  1  gram  of  the  copper 
salt  is  dissolved  in  about  140  cc.of  water,  and 
5-10  c.c.  of  nitric  acid  (sp.gr.  1*42)  added  to 
the  solution ;  that  is,  from  8  to  10  p.c«  of  the 
acid.  If  the  flag  electrode  is  employed^  tisually 
about  120  c.c.  of  water  is  sufficient,  in  which 
case  proportionately  less  nitric  acid  must  be 
used,  llie  solution  may  either  be  electrolysed 
at  ordinary  atmospheric  temperature,  or  heated 
from  45^--50^;  in  the  latter  case  the  time 
required  for  the  complete  deposition  of  the 
metal  is  considerably  lessened.  The  best  CD. 
to  exnploy  is  from  0*8  to  1*2  amperes,  when  the 
E.M.F.  will  be  from  1  to  2-8  volts.  A  bright 
red  film  will  be  seen  to  flash  across  the  cathode 
almost  immediately  the  circuit  is  completed. 
In  cold  solutions,  from  2}  to  3  hours  will  be 
required  to  completely  depo.<iit  the  metal ;  with 
hot  eolutions  the  rate  of  deposition  is  consider- 
ably accelerated.  To  ascertain  when  the  whole 
of  the  copper  has  been  deposited,  withdraw 
about  1  c.c.  of  the  solution  by  means  of  a  pipette, 
transfer  to  a  test-tube,  make  alkaline  with 
ammonia,  then  acid  with  acetic  acid,  and  add 
a  few  drops  of  potassium  f errocyanide ;  the 
formation  of  a  brown  precipitate  or  colouration 
shows  that  there  is  still  some  copper  left  in  the 
solution,  in  which  case,  of  course,  it  is  necessary 
1o  continue  the  electrolysis  until,  on  further 
testing  with  the  reagent,  no  colouration  is 
produced. 

Washing  the  deposit, — As  the  electrolyte  con- 
tains an  excess  of  free  nitric  acid  in  which  the 
copper  deposit  is  readily  soluble,  the  washing 
has  to  be  carried  out  with  caution.  Some 
workers  prefer  to  siphon  off  the  electrolyte  with- 
out breaking  the  circuit,  and  to  run  in  water  at 
the  same  time,  until  the  ammeter  points  to  zero. 
The  current  is  then  cut  off  and  the  cathode 
removed,  finally  washed  with  distilled  water  and 


dipped  into  a  beaker  of  absolute  alcohoL  It 
is  then  dried  in  the  steam  oven,  and,  after  cooling 
for  20  minutes,  weighed.  When  the  gauze 
cylindrical  electrode  is  used,  a  stoppered  funnel 
as  illustrated  in  Fig.  67  is  very  convenient. 

The  solution  is  drawn  off  until  only  about  one 
quarter  of  the  electrode  is  immersed.  Distilled 
water  is  then  run  in,  and  the  operations  repeated 
until  the  ammeter  shell's  zero.  By  operating; 
rapidly,  the  cathode  may  be  removed,  and,  if 
dippea  at  once  into  a  beaker  of  water  and  then 
washed  under  the  tap  or  in  several  changes 
of  water  and  then  in  alcohol,  absolutely  accurate 
results  can  be  obtained. 

The  deposit  obtained  from  nitric  acid  is 
bright  red,  and  generally  has  a  more  or  less 
crystalline  appearance.  If  the  CD.  has  been 
too  high,  it  may  be  '  burnt,*  and  have  a  brown- 
ish appearance,  and  may  be  powdery  and  non- 
adherent. When  it  is  desired  to  electrolyse 
over-night — and  this  is  often  found  very  con- 
venient— a  CD.  of  from  0*2  to  0*3  of  an  ampere 
is  used.  It  is  generally  advisable  in  this  case 
to  add  more  nitric  acid,  because,  owing  to  the 
reducing  action  of  the  hydrogen  liberate  at  the 
cathode,  the  nitric  acid  becomes  converted  into 
ammonia.  This  formation  of  ammonia  causes 
the  deposit  to  be  spongy  and  of  a  bad  colour, 
when  it  is  difficult  to  wash  and  weigh.  For  run- 
ning over-night  about  2  c.c.  extra  of  nitric  acid 
should  be  added  for  every  100  c.c.  of  solution. 

The  deposits  obtained  with  sulphuric  acid 
are  generally  not  satisfactory,  but  of  all  the 
copper  deposits  that  obtained  from  solutions 
containing  potassium  cyanide  is  the  most 
beautiful. 

Potassium  cyanide, — ^The  colour  of  the 
deposited  metal  is  pinkish  red,  and  perfectly 
smooth.  But,  from  other  points  of  view,  the 
deposition  from  cyanide  solutions  has  no 
advantage  over  the  deposits  obtained  from 
solutions  containing  nitric  acid.  The  copper 
salt  is  dissolved  in  about  80  or  40  c.c.  of  dis- 
tilled water,  and  then  a  freshly  prepared  solution 
of  potassium  cyanide  added,  until  the  precipi- 
tate first  produced  is  dissolved.  Slightly  more 
potassium  cyanide  than  is  necessary  to  dis- 
solve the  precipitate  should  be  used,  but  any 
considerable  excess  must  be  avoided.  Generally 
speaking,  from  1  to  1*5  grams  of  potassium 
cyanide  should  be  used  for  every  gram  of  copper 
salt  taken. 

The  CD.  employed  should  be  from  0*8  to 
1*2  amperes.  The  E.M.F.  required  in  cold 
solutions  will  be  found  to  be  about  5-6  volts ; 
in  warm  solutions,  from  4  to  5  volts.  The  whole 
of  the  copper  is  deposited  in  2  to  2^  hours. 

Rapid  methods. — By  employing  rotating 
electrodes,  either  rotating  anode  or  cathode, 
copper  may  be  completely  deposited  in  a  few 
minutes.  Thus  Sand,  by  using  his  apparatus, 
was  able  to  completely  deposit  the  copper  from 
0*25  gram  copper  sulphate  in  6  minutes,  the 
number  of  revolutions  of  the  anode  per  minute 
being  about  800 ;  in  that  of  Fischer  the  copper 
from  0*3  gram  copper  sulphate  was  deposited 
in  10  minutes,  the  speed  of  revolution  being 
1000  to  1200.  In  the  one  case  a  rotating  anode 
was  employed  and  in  the  other  the  cathode  was 
rotated.  The  electrolyte  in  both  cases  contained 
free  nitric  acid.  Cj^anide  solutions  give,  however, 
equally  satisfactory  results. 
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Edgar  Smith,  by  employing  a  rotating  anode 
and  mercury  oathode,  nas  deposited  quantita- 
tively 0-789  gram  of  oopper  in  10  minutes,  and  as 
much  as  0*3946  gram  per  4  minutes,  the  solutions 
containing  sulpnuric  acid.  The  advantage  of 
the  mercury  cathode  is  that  almost  any  electro- 
lyte can  be  employed  equally  sati^actorily. 
Indeed,  the  pure  salt  of  the  metal  may  be 
dissolved  in  water  and  electrolysed  without  the 
addition  of  any  acid  or  other  electrolyte.  When 
the  whole  of  the  metal  has  been  deposited,  the 
solution  is  run  off,  and  may  then  be  titrated  in 
order  to  determine  the  anion,  e.g,  SO/'  (p.  247). 

Silver. 

Silver  can  best  be  deposited  from  solutions 
containing  potassium  cyanide.  "From  solutions 
containing  other  electrolytes  it  is  apt  to  be  de- 
posited in  a  crystalline  feathery  form,  and  conse- 
quently does  not  adhere  well  to  the  cathode. 
There  is,  however,  a  tendency  for  the  results 
to  be  slightlv  too  low  when  cyanide  solutions 
are  employed.  It  is  very  important  that  only 
the  purest  potassium  cyanide  be  used  in  making 
up  tne  solutions.  For  0*5  gram  of  a  silver  salt 
about  3-4  grams  of  potfuisium  cyanide  will 
usually  be  found  sufficient.  With  a  CD.  of  0*5 
to  1*0  ampere,  and  a  temperature  of  50'*-60^, 
the  silver  will  be  deposited  in  from  1  to  2  hours. 
Using  a  cold  solution  and  with  a  CD.  of  from 
0*2  to  0*35  ampere,  the  time  required  is  from 
4  to  4*5  hours.  The  deposit  should  either  be 
washed  by  siphoning,  or  the  electrode  must  be 
very  rapidly  removed  from  the  electrolyte  and 
dipped  mto  water,  in  order  to  avoid  loss  by  the 
solvent  action  of  the  potassium  cyanide. 

With  rotating  electrodes  the  silver  can  be 
deposited  within  a  few  minutes.  By  using  an 
auxiliary  electrode  and  rotating  the  anode 
vigorously.  Sand  was  able  to  deposit  silver  from 
ammoniacal  solutions  in  7  to  8  minutes. 

Smith,  b^  using  a  mercury  cathode  and 
rapidly  rotating  anode  deposited  0*2240  gram  of 
silver  from  silver  nitrate  in  4  minutes.  At  the 
commencement  of  the  operation  an  anodic 
deposit  of  silver  peroxide  was  obtained,  but 
after  a  minute  or  two  this  disappeared. 

Mercury. 

Many  methods  have  been  devised  for  pre- 
cipitating mercury  on  platinum  cathodes,  and 
some  of  them  give  quite  satisfactory  results. 
When  mercury  is  deposited  on  a  platinum  dish, 
or  on  a  wire  gauze  electrode,  it  spreads  evenly 
over  the  surface  as  a  thin  metallic  film,  which, 
however,  is  inclined  to  run  together  as  the 
amount  of  mercury  on  the  electrode  increases 
in  quantity.  After  the  mercury  has  been 
deposited,  the  electrode  is  washed  with  water 
in  the  usual  way,  then  in  absolute  alcohol,  and 
finally  in  absolute  ether.  The  last  traces  of 
ether  may  be  removed  by  blowing  dry  air  on 
to  the  electrode. 

On  no  account  may  the  mercury-coated 
electrode  be  heated.  If  the  electrode  is  washed 
once  in  90  p.c.  alcohol,  and  then  placed  in  a 
beaker  of  anhydrous  acetone  for  a  minute,  it 
may  then  be  dried  without  using  ether.  It  is 
alwaj's  adviMbble,  before  weighing,  to  place  the 
electrode  in  a  desiccator  for  20  minutes.  The 
desiccator  should  have  a  dish  in  it  containing  a 
little  metallic  mercury,  because  even  at  ordinary 
temperatures  mercury  volatilises  to  a  small 
but  appreciable  extent. 


The  mercury  can  be  removed  from  the 
electrode  by  heating  in  the  Bunsen  flame,  but 
owing  to  the  tendency  for  electrolytically 
deposited  mercury  to  alloy  with  platinum,  the 
electrode  is  almost  invariably  marked  with 
black  staios,  and  a  slight  loss  in  weight  takes 
place.  For  this  reason  some  workers  prefer  to 
plate  the  electrode  with  copper  or  silver  before 
usin^.  These  difficulties  are,  however,  entirely 
eliminated  by  using  a  mercury  cathode ;  in  fact, 
it  is  strongly  recommended  to  employ  always  a 
mercury  cathode  when  dealing  with  mercury. 

Many  electrolytes  have  been  suggested,  and 
all  give  more  or  less  satisfactory  results.  Thus, 
the  mercury  salt  may  be  dissolved  in  water 
and  electrolysed  in  presence  of  a  small  quantity 
of  sulphuric,  hydrochloric,  or  nitric  acid.  With 
sulphuric  acid,  from  1  to  2  c.c.  of  the  concen- 
trated acid  are  added  to  each  100  c.c.  of 
solution,  and  electrolysis  conducted  with  a 
CD.  of  0*3-0'8  ampere  per  square  decimeter, 
which  is  finally  increased  to  1  ampere  towards  the 
end  of  the  operation.  With  rotating  electrodes, 
currents  of  from  4  to  6  amperes  per  square  deci- 
meter may  be  employed.  The  temperature  of  the 
electrolyte  may  be  50*'-60*,  but  not  hieher. 
Sometimes,  owing  to  the  reducing  action  of  the 
hydrogen  given  off  at  the  cathode,  mercurous 
salts  are  precipitated.  The  addition  of  small 
quantities  of  ammonium  persulphate  will  cause 
them  to  go  into  solution  again.  The  con- 
ditions with  the  other  acids  mentioned  are 
very  similar  to  those  required  for  sulphuric 
acid.  Potassium  cyanide  is  not  to  be  recom- 
mended, OMong  to  slight  solution  of  the  anode 
taking  place. 

S<xUum  sulphide  gives  very  satisfactory 
results,  but  care  must  be  taken  to  employ  a 
very  pure  solution  of  salt.  From  25  to  30  c.c. 
of  the  concentrated  solution  of  sodium  sulphide 
are  required  for  every  100  c.c.  of  solution.  The 
solution  should  be  heated  to  about  66^,  and  for 
stationary  electrodes  a  CD.  of  0*15-0*25  ampere 
per  square  decimeter  used.  With  rotating 
electrodes  from  3  to  6  amperes  per  square 
decimeter  may  be  used. 

With  mercury  electrodes  rotating  anodes  are 
almost  invariably  used,  and  high-current  densities 
can  be  safely  employed.  The  whole  of  the  mer- 
cury can  be  deposited  in  from  15  to  25  minutes. 

Cinnabar  may  be  dissolved  in  aqua  reffia, 
the  solution  evaporated  to  dryness.  The 
residue  is  then  taken  up  with  water,  filtered  from 
gan^e,  and  then  directly  electrolysed  after  the 
addition  of  a  small  quantity  of  nitric  acid. 

Gold. 

Gold  may  be  deposited  from  its  solution 
in  cyanide  or  in  sodium  or  potassium  sulphide, 
or  in  ammonium  thiocyanate.  The  drawback 
to  using  jwtassium  cyanide  is  the  tendency  for 
the  anode  to  ^o  into  solution.  But  with  low- 
current  densities,  this  only  takes  place  to  a 
small  extent.  The  solution  is  made  up  by 
adding  rather  more  than  the  quantity  necessary 
of  potassium  cyanide  to  bring  the  gold  salt  into 
a  cleAr  solution.  With  stationary  electrodes 
a  (-.D.  of  0'6-0*8  ampere  is  employed  at  a 
temperature  of  50®-60®,  the  metal  being  do- 
posited  in  the  course  of  2  to  3  hours.  With 
rotating  electrodes  a  current  of  about  3  amperes 
may  l»  employed,  when  the  metal  vrm  be 
deposited  in  about  30  minutes. 
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Sodium  sulphide. — From  20  to  25  c.c.  of  a 
saturated  solution  of  sodium  sulphide  are  used 
for  every  100  o.c.  of  solution.  With  a  CD.  of 
from  0*1  to  0*3  ampere  the  metal  ynH  be  de- 
posited in  from  4*6  to  6*6  hours.  With  rotating 
eleotrodes  and  high-current  densities,  the  results 
are  too  high,  owing  to  deposition  of  sulphur 
along  with  the  gold. 

Ammonium  thioctfanaie. — 6  to  7  grams  of 
ammonium  thioyoanate  are  dissolved  m  about 
80-90  0.0.  of  water  at  70**  to  80"*,  and  the  gold 
solution  run  slowly  in  with  constant  stiiring. 
The  clear  solution  is  electrolysed  at  a  temperature 
of  40'*-60**  with  a  CD.  of  0*2-0*66  ampere,  the 
metal  being  deposited  in  from  1*6  to  2  hours. 
This  methwl  has  not  been  tried  with  rotating 
electrodes.  The  precipitation  of  small  quantities 
of  yellow  canarme  in  the  electrolyte  during 
eleetrolvsis  does  not  interfere  with  the  reaction. 

£.  t.  Smith  obtains  good  results  by  electro- 
l^'sing  a  gold  chloride  soEition,  uainff  a  mercury 
cathode.  In  order  to  prevent  the  chlorine 
evolved  attacking  the  anode,  from  10  to  12  c.o. 
of  toluene  are  Mided.  The  time  required  to 
deposit  0*16-0*2  gram  of  gold  is  about  6  to 
7  minutes. 

Most  solvents  for  sold  will  also  attack  the 
platinum  cathode.  Aqua  reaia,  for  example, 
cannot  be  used  to  dissolve  the  gold  from  the 
platinum.  F.  M.  Perkin  recommends  a  dilute 
solution  of  potassium  cyanide  to  which  is  added 
4-6  C.C.  of  hydrogen  peroxide,  or  from  2  to  3  grams 
of  an  alkali  persulphate.  On  gentle  M'arming 
the  deposit  is  removed  in  a  few  seconds. 

2Au+4KCNH-H,0,=2KAu(CN),+2KOH. 

Platinum. 

Like  gold,  platinum  can  be  deposited  from 
solutions  containing  free  mineral  acids,  but 
unlike  gold,  which  from  these  solutions  is 
deposited  in  a  non-adherent  form,  it  may  be 
deposited  with  very  feeble  currents  in  a  nard 
ana  reguline  condition.  With  high  currents  and 
with  stationary  electrodes  the  metal  is  always 
deposited  as  platinum  black.  With  a  current 
of  from  0*01  to  0*06  at  a  temperature  of  60^-60**, 
about  0*1  ffram  of  platinum  can  be  deposited  in 
4*6  to  6  nours.  Julia  Luigness  (J.  Amer. 
Chem.  Soc.  1907,  469),  by  using  a  rotating 
cathode,  deposited  0*2  gram  of  platinum  from  a 
solution  of  KtPtClg  in  6  minutes.  But  the 
current,  17  amperes,  must  be  looked  upon  as 
excessive  for  analytical  purposes. 

Before  depositing  platinum  it  is  advisable  to 
coat  the  cathode  with  silver. 

Rhodium. 

This  metal  may  be  deposited  on  to  a  silver- 
coated  electrode  from  solutions  acidified  with 
phosphoric  acid.  A  current  of  0*18  ampere 
is  used.  As  the  process  continues,  the  purple 
colour  of  the  solution  gradually  disappears  and 
becomes  colourless,  when  the  deposition  is 
finished.  With  a  rotating  anode  the  metal 
may  be  deposited  from  solutions  weakly  acidu- 
lated with  sulphuric  acid  in  about  16  minutes 
with  a  current  of  8  amperes,  and  with  a  current 
of  14  amperes  in  6  minutes.  The  deposited 
metal  has  a  black  colour,  but  is  quite  adherent. 

Palladium. 

In  order  to  obtain  a  dense  and  firmly 
adhering  deposit  of  this  metal  from  acid  solu- 
tions,   it    is,    according    to   Amberg  (Zcit.   f. 


Elektrochem.  1904,  386,  863,  and  Annaien, 
1906,  236),  necessary  that  the  potential  should 
not  exceed  1*26  volts.  With  stationary  elec- 
trodes the  process  is  very  slow,  and  polarisation 
at  the  anode  takes  place,  owing  to  the  formation 
of  oxy-  compounds.  On  the  other  hand,  by 
using  a  rotating  electrode  and  solutions  of 
ptdladium  ammonium  chloride  with  30  p.c.  by 
weight  of  sulphuric  acid  and  a  CD.  of  from  0*23 
to  0*60  ampere,  as  much  as  0*3-0*9  gram  may 
be  depositeci  in  from  3*6  to  6  hours. 

Julia  Langness,  by  using  currents  of  from 
16  to  17  amperes,  and  an  ammoniacal  solution, 
has  obtained  quantitative  deposits  in  from  3  to 
6  minutes. 

Antimony. 

This  metal  may  be  deposited  from  its  thio- 
salts,  particularly  sodium  thioantimonite,  a 
method  originally  suggested  by  Classen.  During 
the  electrolysis  there  is,  however,  a  danger, 
owing  to  the  deposition  of  sulphur  at  the  anode, 
for  sodium  thioantimoniate  to  be  formed,  and 
this  prevents  the  quantitative  deposition  of 
the  metal.  A.  Fischer  (Ber.  1903,  2474)  recom- 
mends the  addition  of  potassium  cyanide  to  the 
electrolyte,  which  prevents  the  formation  of  the 
.thioantimoniate,  thus: 

N^4+3KCN=3KCNS+Na,S. 

There  ia  one  difficulty  when  sodium  sulphide 
is  used — the  results  obtained  are  usually  alightlv 
too  hi^h.  This  is  due  to  the  occlusion  of  small 
quantities  of  sulphur  along  with  the  met«l. 
For  this  reason  large  quantities  of  metal  should 
not  be  deposited  by  this  method.  The  antimony 
salt  is  dissolved  in  60-80  c.c.  water  made  just 
alkaline  with  sodium  hydroxide,  any  precipitate 
being  ignored,  then  20-26  c.c.  of  a  fresh  saturated 
solution  of  sodium  sulphide  added,  and  2*6-3 
grams  of  potassium  cyanide.  The  solution  is 
then  electrolysed  at  from  30**-40^.  With 
stationary  electrodes  the  metal  is  deposited  in 
from  4*6  to  6  hours ;  when  rotating  electrodes 
are  used,  in  30  to  46  minutes. 

F.  M.  Perkin  and  H.  D.  Law  (Trans.  Faraday 
Soc.  i.  262)  recommend  neutral  tartrate  solu- 
tions. The  antimony  salt  is  dissolved  in  water, 
and  from  8  to  10  grams  of  ammonium  tartrate 
added ;  if  necessary,  the  solution  is  neutralised 
with  dilute  ammonia.  At  a  temperature  of 
from  70*"  to  80^  and  a  CD.  of  0«26-^*66  the  metal 
can  bo  deposited  with  stationary  electrodes  in 
from  2*6  to  3  hours. 

Sand  (Chem.  Soc.  Trans.  1908,  1672)  dis- 
solves  the  metal  in  20  c.c.  of  hot  cone,  sulphuric 
acid,  and  dilutes  the  cold  solution  to  80  c.c. 
The  solution  becomes  turbid  owing  to  hydro- 
lysis, but  this  disappears  during  the  electrolysis, 
and  does  not  a0ect  the  result.  The  auxiliary 
electrode  potential  is  kept  at  from  0*66  to  0*66, 
but  may  oe  increased  to  0*76  toward  the  end 
of  the  process.  The  time  required  to  deposit 
0*36-0*46  gram  of  metal  is  from  20  to  36  minutes 
with  an  anodic  rotation  of  about  800  revolutions 
per  minute.  Small  quantities  of  hydrazine 
sulphate  (0*6-0*6  gram)  are  added  to  reduce 
any  antimonial  salts  which  may  be  formed. 
^Bbmuth. 

Until  the  advent  of  rotating  electrodes,  and 
particularly  of  the  method  of  graded  potential, 
bismuth  Avas  one  of  the  most  difficult  metals 
to   deposit,   since   it   almost   invariably   came 
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down  in  a  powdery  and  non-adherent  form. 
These  remarks  do  not  apply  to  the  merourv 
cathode.  According  to  Kollock  and  Smitn 
(J.  Amer.  CSiem.  Soc.  27,  1539)  to  a  solution 
containing  about  0*2  gram  of  the  metal  as  nitrate, 
the  Tolume  of  which  should  not  exceed  12  c.c, 
0*6  c.c.  of  strong  nitric  acid  is  added.  A  current 
of  about  4  amperes  is  passed,  and  the  whole 
of  the  bismuth  will  be  precipitated  in  from  12 
to  15  minutes.  The  anode  should  be  very 
rapidly  rotated,  so  that  the  mercury  may  take 
up  the  bismuth  as  it  separates,  otherwise  it 
mav  collect  in  a  black  mass  beneath  the  anode. 

Sand  (Ghem.  Soc.  Trans.  1007,  373)  uses  a 
solution  containing  tartaric  acid ;  any  excess  of 
nitric  acid,  which  may  be  in  the  original  solution, 
is  removed  by  the  addition  of  socuum  tartrate. 
By  means  of  the  auxiliary  electrode,  the  cathode 
potential  is  maintained  between  0*63  and  0*9 
volt.  The  anode  is  rotated  at  800  revolutions 
per  minute.  In  one  case  the  amount  of  metal  in 
the  solution  was  0*2  gram,  2*5  c.c.  of  nitric  acid 
(1:4)  was  added,  and  8  grams  of  sodium  tartrate. 
With  a  current  varying  from  0*2  to  3  amperes  the 
metal  was  deposited  in  9  minutes. 

A.  Fischer  uses  an  electrolyte  containing 
for  each  0*5  sram  metal,  10  grams  of  potassium, 
oxalate,  and  5  grams  of  Kochelle  salt.  By 
means  of  an  auxiliary  electrode,  the  cathode 
potential  is  kept  at  0*8  volt.  Tempei:ature  of 
solution,  75^;  time  required,  11  to  15  minutes. 

Tin. 

Tin  can  be  satisfactorily  deposited  from  an 
ammonium  sulphide  solution.  Sodium  sulphide 
is  not  satisfactory ;  indeed,  tin  is  not  thrown 
out  from  strong  solutions  at  all.  Hence,  we 
have  here  a  method  of  separation  of  antimony 
and  tin.  If  the  tin  solution  is  acid,  it  is  first 
neutralised  with  ammonia,  and  then  sufficient 
yellow  ammonium  sulphide  is  added  to  dissolve 
the  precipitate  and  form  a  clear  solution.  With 
stationary  electrodes  and  a  current  of  1*0-1*8 
amperes,  the  tin  will  be  deposited  in  from  3  to 
4  hours. 

With  rotating  electrodes  the  metal  can  be 
deposited  in  from  15  to  35  minutes,  depending 
upon  the  current  employed,  and  the  temperature 
of  the  electrolyte.  Currents  of  from  1-8  to  8 
amperes  have  been  successfully  employed. 

A  mercury  cathode  also  gives  very  ^ood 
results  The  tin  salt  is  di^lved  in  dilute 
sulphuric  acid,  and  electrolysed  with  a  current 
of  from  2  to  5  amperes,  from  0*5  to  0*8  gram 
can  be  deposited  in  from  8  to  12  minutes. 

When  platinum  electrodes  arc  employed, 
considerable  difficulty  may  be  experienced  in 
removing  the  deposit.  The  simplest  method 
is  to  make  the  electrode  on  which  is  the  deposit, 
the  cathode  in  dilute  sulphuric  acid,  a  piece  of 
copper  wire  serving  as  cathode.  Some  workers 
prefer  to  coat  the  electrode  with  copper,  and  then 
the  copper  with  tin,  the  tin  being  aepodted  from 
an  ammonium  oxalate  solution ;  this  proceeding, 
however,  is  tedious. 

TeUnriam. 

Finely  powdered  tellurium  is  dissolved  in  a 
few  c.c.  of  cone,  sulphuric  acid.  The  white 
anhvdride  so  obtained  is  washed  with  a  little 
freshly  boiled  water  into  the  electrolysing  vessel, 
and  then  80  c.c.  of  a  10  p.c.  solution  of  pyrophos- 
phoric  acid  or  sodium  pyrophosphate  added. 
The  solution  is  then  electrolysed  with  a  CD.  of 


0-1  ampere.  Time  of  deposition,  4  to  5  hours. 
When  a  rotating  electrode  is  employed,  the  time 
of  deposition  is  much  accelerated. 

Gkoup  II.— ZIne. 

Zinc  is  rather  a  difficult  metal  to  deposit 
satisfactorily  and  quantitatively,  and  a  very 
large  number  of  methods  have  been  suggested 
by  different  workers.  Although  it  is  +0*77 
volt  more  positive  than  hydrogen,  it  can  be 
deposited  from  slightly  acid  solutions,  owing  to 
the  high  supertension  of  hydrogen  evolution 
from  the  surface  of  zinc,  the  supertension  of 
hydrogen  being  0*70  volt. 

With  zinc  it  is  advisable  always  to  employ 
rotating  electrodes.  The  electrodes  need  not, 
however,  be  made  of  platinum;  nickel,  par- 
ticularly in  the  form  of  gauze,  answers  equally 
well. 

Price  and  Judge  (Trans.  Faraday  Soc.  1907, 
88)  use  an  electrolyte  containing  sulphuric 
acid  which  must  not  be  more  than  (iv  and  sodium 
sulphate. 

It  is,  in  fact,  better  to  keep  the  normality 
of  the  acid  rather  lower  than  one-sixth.  By 
starting  with  a  CD.  of  0*25  ampere  and  increasing 
to  2*0  amperes  about  0*2  gram  of  metal  can  be 
deposited  in  40  minutes. 

Owing  to  acetic  acid  being  much  less  dis- 
sociated than  sulphuric  acid,  solutions  containing 
considerable  quantities  of  this  acid  may  be  used. 
Thus,  Exner  (J.  Amer.  Chem.  Soc.  1903,  896) 
deposited  0*25  gram  zinc  with  a  current  of  4 
amperes  in  15  minutes.  The  electrolyte  con- 
tained 3  grams  sodium  acetate  and  0*30  p.c. 
acetic  acid.  A.  Fischer  (Chem.  Zeit.  1907,  25) 
takes  I  C.C.  cone,  sulphuric  acid,  3*5  c.o.  cone, 
ammonia,  1*5  c.o.  aoetio  acid,  and  9*5  grams 
ammonium  acetate.  A.  Classen  (Quant.  Analyse 
d.  Elektrochem.  1897,  156)  uses  a  solution  of 
potassium  oxalate,  the  zinc  solution  is  added 
to  a  solution  of  from  4  to  5  grams  of  potassium 
oxalate.  As  soon  as  the  electroljrsis  has  started, 
it  is  advisable  to  add  a  few  c.c.  of  a  1  p.c. 
solution  of  oxalic  acid.  Ammonium  salts  must 
be  absent. 

Kollock  and  Smith  use  a  mercury  cathode, 
and  a  solution  of  zinc  sulphate  or  zinc  sulphate 
acidified  with  sulphuric  acid. 

Zinc  adheres  somewhat  firmly  to  platinum 
electrodes,  and,  if  left  on  for  some  time,  seems 
to  alloy  with  the  electrodes.  If,  however,  it 
is  removed  shortly  after  the  electrolysis,  no  ill 
effect  is  produced.  The  best  method  to  remove 
the  deposit  is  to  warm  the  electrode  in  a  strong 
solution  of  sodium  hydroxide. 

Cadmium. 

Although  cadmium  is  electropositive  to 
hydrogen  By  as  much  as  0*42  volt,  yet,  owing  to 
the  high  supertension  of  hydrogen  with  this 
metal,  it  ia  possible  to  deposit  it  from  acid 
solutions.  Owing,  however,  to  the  depolarising 
action  of  nitric  acid,  nitrates  should  not  be 
present ;  on  the  other  hand,  small  amounts 
of  chlorides  do  not  seem  to  matter. 

Cadmium  may  be  deposited  from  solutions 
containing  small  quantities  of  free  sulphuric 
acid.  It  is  usually  advisable  to  add,  after  the 
bulk  of  the  cadmium  has  been  deposited,  the 
equivalent  amount  of  sodium  hydroxide  to 
neutralise  the  sulphuric  acid  which  has  been 
set  free  through  the  deposition  of  the  metal. 
In  100  c.c.  of  solution,  1  c.c.  of  concentrated 
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sulphuric  acid  may  be  added  before  commencing 
the  electrolysis.  With  stationary  electrodes  and 
a  current  of  0*1  to  0*35  ampere,  the  metal  is 
deposited  in  from  3  to  4  hours ;  with  a  rotating 
electrode  and  a  current  of  4  to  5  amperes,  the 
deposition  is  complete  in  20  minutes.  The 
deposition  from  cyanide  solutions  is  the  simplest 
and  most  easy  to  carry  out.  A  solution  of 
potassium  cyanide  is  added  to  the  cadmium 
solution  until  the  precipitate  first  produced  is 
dissolved,  and  then  about  half  the  quantity 
already  added  is  run  in.  It  is  advisable  also  to 
add  about  2  c.c.  of  a  normal  solution  of  sodium 
hydroxide.  With  stationary  electrodes  and  a 
current  of  0*15-0*35  ampere  at  a  temperature 
of  60^,  the  deposit  is  complete  in  from  4*5  to 
5*5  hours;  with  rotating  electrode  and  a 
current  of  from  5  to  8  amperes,  in  from  15  to 
30  minutes. 

Group  III.— Iron. 

It  is  not  often  that  the  analyst  requires  to 
deposit  iron  electrolytically,  owing  to  the  very 
satisfactory  methods  of  titration  and  precipita- 
tion. Iron  cannot  be  deposited  from  acid  or 
even  from  neutral  salt  solution  upon  a  platinum 
electrode,  owine  to  its  being  so  much  more 
electropositive  than  hydrogen — 0*34  volt,  while 
the  supertension  of  hydrogen  is  only  0*08  volt. 
Kollockand  Smith  (Proc.  Amer.  Phil.  Soc.  44, 
149,  and  45,  261)  have,  however,  succeeded  in 
depositing  iron  from  weak  acid  solutions  by 
means  of  a  mercury  cathode,  the  iron  as  it  is 
deposited  amalgamating  with  the  mercury. 
The  method  described  By  these  authors  is  as 
follows : — 

Five  CO.  contained  0*2075  gram  of  iron. 
Three  drops  (40  drop6=l  c.c.)  of  concentrated 
sulphuric  acid  were  added  to  it,  when  it  was 
electrolysed  with  a  current  of  3  to  4  amperes 
and  7  volts.  The  anode  made  from  500  to  900 
revolutions  per  minute.  The  iron  was  com- 
pletely deposited  in  7  minutes.  The  water 
was  then  siphoned  off  and  the  amalgam  washed, 
as  in  all  previous  cases,  with  alcohol  and  water. 

From  its  oxalate,  tartrate,  or  citrate  solutions, 
iron  may  be  satisfactorily  deposited,  but  in  all 
cases  traces  of  carbon  are  deposited  along  with 
the  metaL  By  employing  low-current  densities, 
the  amount  of  caroon  deposited  from  oxalate 
and  tartrate  solutions  is  negligible,  but  from 
citrates  the  results  are  almost  always  consider- 
ably too  hi^h. 

Ammonium  oxalate, — ^This  method  was  first 
suggested  by  Classen  (Zeit.  f.  Elektrochem.  i. 
288),  and  is  the  one  most  generally  employed. 
Hie  iron  solution,  which  should  be  free  from 
chlorides  and  nitrates,  must  be  poured  into  the 
solution  of  ammonium  oxalate,  if  it  is  in  a 
ferrous  condition,  otherwise  a  precipitate  of 
ferrous  oxalate  may  be  formed  wmch  is  difficult 
to  dissolve.  With  ferric  salts  the  order  of 
adding  does  not  matter. 

Dissolve  5-7  grams  of  ammonium  oxalate 
or  acid  ammonium  oxalate  in  a  small  quantity 
of  hot  water,  and  to  this  add  the  iron  salt  also 
dissolved  in  a  little  water.  The  solution  is 
then  made  up  to  the  required  bulk,  and  electro- 
lysed with  a  CD.  of  from  0*6  to  1*2  amperes. 
Time  of  deposit  from  cold  solutions  and  with 
stationary  electrodes,  4  to  5  hours ;  from 
solutions  at  50°-60®,  in  2  to  2*5  hours.  As  the 
electrolysis    proceeds,  it    will    sometimes    be  j 


noticed  that  a  small  quantity  of  ferric  hydroxide 
'  separates.    This  is  due  to  the  solution  becoming 
'  slightly  alkaline,  oiling  to  the  decomposition  of 
the  oxalate  by  the  current.    Should  the  hydrox- 
ide be  thrown  out,  small  quantities  of  oxalic  acid 
must  be  added. 
I        With  rotating  electrodes  the  time  of  electru- 
'  lysis  is  from  14  to  20  minutes. 

With  tartrate  solutions  the  results  are  equally 
good.  The  method  of  procedure  is  similar  to 
that  described  for  oxalates,  ammonium  tartrate 
being  used  in  place  of  the  oxalate.  The 
advantage  of  the  tartrate  method  is  that 
ferric  hydroxide  is  never  deposited ;  consequently, 
it  is  not  neoessaiy  to  add  tartaric  acid,  and  thus 
less  attention  is  required. 
NiekeL 

Nickel  and  cobalt  are  difficult  to  determine 
by  general  analytical  methods,  but  they  can 
both  be  readily  and  accurately  analysed  by 
electrochemical  means. 

Although  many  methods  have  been  suggested 
for  the  deposition  of  nickel,  few  of  these  are 
of  practical  importance.  Most  of  them  depend 
upon  the  use  of  the  salts  of  organic  acids.  In 
such  cases  there  is  a  tendency  for  traces  of 
carbon  to  be  deposited  with  the  metal.  The 
most  useful  and  generally  applicable  method 
for  depositing  nickel  is  that  of  Fresenius  and 
Bergmann  (Zeit.  f.  Anal.  Chem.  33,  0),  in  which 
the  double  salts  of  potassium  and  nickel  or 
ammonium  sulphate  together  with  excess  of 
ammonia  are  used. 

The  nickel  salt  is  dissolved  in  water  and 
mixed  with  an  aqueous  solution  of  from  4  to  5 

frams  of  ammonium  sulphate,  and  from  30  to 
5  C.C.  of  strong  ammonia.  If  more  than  1  gram 
of  the  nickel  salt  is  employed,  larger  quantities 
of  ammonia  should  be  added.  As,  however, 
large  quantities  of  strong  ammonia  are  apt  to 
contaminate  the  atmosj^ere,  it  is  bettw  to 
work  with  smaller  quantities  of  nickeL  Nitrates 
should  be  absent,  as  their  presence  confliderably 
retards  the  rate  of  deposition.  With  a  current 
of  1-1*5  ampere  per  sq.  dcm.,  the  metal  will 
be  deposited  in  from  2  to  2*5  hours;  at  a 
temperature  of  50^-60^,  the  time  will  be  from 
1*5  to  2  hours;  wiUi  rotating  electrodes,  in 
from  15  to  30  minutes,  depending  upon  the 
conditions  and  the  form  oi  apparatus.  The 
metal  is  usually  deposited  as  a  brilliant  plating 
on  the  electrode.  The  deposit  is  at  times  some- 
what difficult  to  rembve,  and,  o\vine  to  its 
appearance  being  rather  like  polished  matinum, 
it  is  not  always  easy  to  ascertain  whether  it  has 
been  completely  dissolved  off.  The  best  method 
of  removmg  the  metal  is  to  warm  the  electrode 
in  moderately  strong  sulphuric  or  nitric  acid. 

Other  methods  employed  are  the  double 
oxalate  method  of  Classen  and  Von  Reiss 
(Ber.  14,  1622) ;  ammonia  and  ammonium 
borate,  by  F.  M.  Perkin  and  W.  C.  Prebble 
(Trans.  Faraday  Soc.  1904,  103).  Kollock  and 
Smith  (Proc.  Amer.  Phil.  Soc.  45,  262)  have 
used  a  mercury  cathode  successfully,  the  time 
of  deposition  being  from  7  to  20  minutes.  An 
amalgam  of  40  grams  mercury  and  1  gram 
nickel  has  the  consistency  of  soft  dough,  and  is 
bright  in  appearance. 
Cobalt. 

Cobalt  may  be  deposited  from  an  ammonium 
sulphate,  ammonium  h3'droxidc  solution  similar 
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to  that  used  in  the  case  of  nickel.  But  as  a 
role  the  results  obtained  are  too  low,  owing  to 
the  tendency  for  peroxide  to  be  formed  on  the 

F.  M.  Perkin  and  W.  C.  Probble  (Trans. 
Faraday  Soo.  1905,  103)  use  a  solution  con- 
taining dihydrogen  sodium  ]^hosphate  and 
phosphoric  acid.  The  solution  is  niade  up  by 
adding  2  c.o.  of  a  5  p.c.  solution  of  phosphoric 
acid  to  the  solution  otthe  cobalt  salt  in  70-SO  c.c. 
Tvater  and  then  20-25  o.c.  of  a  10  p.c.  solution 
of  dihydrogen  sodium  phosphate.  The  elec- 
trolysis should  be  commenced  cold  with  a 
current  density  of  0*2-0*3  ampere  per  sq.  dcm. ; 
after  about  50  minutes  the  solution  is  warmed 
to  50^  or  60®,  and  the  current  increased  to  1*2 
ampere.  If.,  as  often  happens,  some  peroxide  is 
deposited  on  the  anode,  it  can  be  removed  by 
the  addition  of  0*2-0*3  gram  of  hydroxylamine 
sulphate.  After  the  solution  has  become 
colourless,  about  1  c.c.  of  i\r/l-ammonia  should 
be  added.  The  time  necessary  with  stationary 
electrodes  is  from  4  to  5  hours.  The  deposit 
is  extremely  bright,  resembling  pobshed 
platinum. 

The  only  methods  which  have  been  tried 
with  rotating  electrodes  are  solutions  containing 
ammonium  acetate  and  solutions  with  sodium 
formate.  With  currents  of  8  amperes,  L.  Kol* 
lock  and  E.  F.  Smith  (J.  Amer.  Chem.  Soc. 
29,  797)  succeeded  in  depositing  0*3  gram  of 
cobalt  in  from  30  to  40  minutes. 

Gboup  IV.— Lead. 

Owing  to  its  ready  oxidisability,  it  is  difficult  to 
deposit  lead  satisfactorily  on  the  cathode.  Except 
in  cases  of  separation  from  other  metals,  indeed, 
it  is  of  no  advantage  to  deposit  it  at  the  cathode. 
Sand  has,  however,  found  it  a  convenient  method 
to  separate  lead  from  cadmium  and  bismuth 
(Chem.  Soc.  Proo.  22,  43) 

From  dilute  solutions  of  nitric  acid  lead  is 
partially  deposited  as  metal  on  the  cathode, 
and  partially  as  peroxide  at  the  anode.  It  is 
therefore  necessary  to  have  about  20  c.c.  of 
nitric  acid  (1 : 4)  to  every  100  c.c.  of  electrolyte. 
Arsenic,  manganese,  selenium,  and  bismuth 
should  be  absent,  and  according  to  Vortnuum 
(Annalen,  351,  283),  antimony,  silver,  mercury, 
zinc,  iron,  cobalt,  aluminium,  and  the  alkali 
metals  also  cause  the  results  io  be  high.  Chromic 
acid  should  also  be  absent,  and  phosphoric  acid 
retards  the  deposition.  The  lead  salt  -is  dis- 
solved in  water,  and  from  25  to  30  c.c.  of  strong 
nitric  acid  added.  The  electrodes  used,  whether 
stationary  or  rotating,  should  be  roughened  by 
the  sand  blast.  With  stationary  electrodes 
and  a  current  of  from  1*3  to  1*8  ampere  at  a 
temperature  of  60^-70^,  the  deposition  will  be 
complete  in  from  1  to  1*5  hours.  At  the  com- 
mencement of  the  electrolysis  a  yellowish 
deposit  is  obtained  which  becomes  orange  or 
rea,  and  finally  dark-brown  or  black. 

With  rotating  electrodes,  the  time  of  deposi- 
tion is  from  10  to  25  minutes. 

At  the  end  of  the  electrolysis  the  electrode 
is  well  washed  by  placing  it  in  hot  water,  then 
washed  with  alcohol  and  ether,  and  heated  to 
220®  in  the  air-bath  for  an  hour.  It  must  be 
cooled  in  a  desiccator;  the  weight  of  the 
deposit  is  multiplied  by  the  faotor  0*866. 

The  best  method  to  remove  the  deposit  from 
the  electrode  is  to  warm  it  with  equal  volumes 


of  nitric  acid  and  water  to  which  4-5  grams  of 
glucose  has  been  added. 

Lead  does  not  give  satisfactory  results  with 
a  mercury  cathode. 

Mangai&6S6. 

Manganese  can  only  be  deposited  as  oxide 
at  the  anode.  It  is,  however,  much  more 
difficult  to  deal  with  than  lead,  as  the  deposit 
is  apt  not  to  adhere  VelL  It  is  absolutely 
essential  to  employ  roughened  electrodes. 
Mineral  acids  cannot  be  employed.  The  most 
satisfactory  electrolyte  is  one  containing  am- 
monium acetate,  and  Engels  (Zeit.  Elektrochem. 
iL  413)  has  shown  that  the  addition  of  small 

Quantities  of  chrome  alum  helps  to  cause  the 
eposit  to  adhere  more  firmly,  probably  owing 
to  a  depolarising  effect.  The  manganese  salt 
is  dissolved  in  4$-50  c.c  of  water,  S-IO  grams 
of  ammonium  acetate  added,  and  the  solution 
electrolysed  at  a  temperature  of  75^-80^,  with 
a  current  of  0*6  to  1  ampere.  The  deposition 
will  be  complete  in  from  1*5  to  2  hours. 

With  rotating  electrodes  the  time  wiU  be 
about  30  minutes.  In  this  case  it  is  as  well  to 
add  10  CO.  alcohol  to  prevent  frothmg  (J.  Koeter, 
Zeit.  f.  Elektrochem.  10,  553). 

The  best  way  to  ascertain  if  all  the  manganese 
has  been  deposited,  is  to  employ  the  per- 
manganate test.  Withdraw  1  or  2  c.c.  of  the 
solution,  add  3  c.o.  cone,  nitric  acid,  and  about 
1  gram  of  red  lead.  Boil  for  a  minute  or  two 
and  dilute.  A  pink  colouration  indicates  that 
the  whole  of  the  manganese  has  not  been 
removed. 

When  all  the  manganese  has  been  deposited, 
the  electrode  is  wasned  as  usual,  and  then 
strongly  heated  in  order  to  convert  the  hydrated 
manganese  jwroxide  into  trimanganese  tetroxidc 
Mns04.  It  is  necessary  to  heat  until  the  black 
deposit  becomes  a  dull  orange  red.  The  weight 
of  the  deposit;  multiplied  l>y  0*72  gives  the 
weight  of  metallic  manganese. 

Chromium. 

This  metal  oannot  be  deposited  on  the 
anode  as  peroxide;  neither  under  ordinary 
conditions  is  it  possible  to  obtain  a  cathode 
deposit.  Kollock  and  Smith  (Trans.  Amer. 
Chem.  Soc  27,  1905,  1255)  have  suoceeded  in 
depositing  it  in  the  form  of  an  amalgam  by 
employing  a  mercury  cathode.  The  electrolyte 
consisted  of  dilute  sulphuric  acid.  With  a 
current  of  1-3  amperes  0*12  gram  was  deposited 
in  20  minutes.  This  method  is  useful  for 
separating  chromium  from  aluminium,  which 
latter  metal  is  not  deposited  as  an  amalgam. 

Classen  (Ber.  xxvii.  2060)  oxidises 
chromic  salts  to  ohromates  in  an  ammonium 
oxalate  solution.  This  method  is  useful  for 
separating  chromium  from  iron,  nickel  and 
cobalt,  and  in  the  analysis  of  chromium  steds 
and  of  chrome  iron  ore.  The  chromic  acid  pro- 
duced can  be  estimated  iodometrically  or  by 
precipitation  as  lead  or  barium  chromate. 

The    solution    containing    the    iron    and 

chromium  salt  has  excess  of  ammonium  oxalate 

added  to  it,  and  if  free  mineral  acid  is  present  is 

neutralised  with  ammonia.    It  is  then  electro* 

lysed,  when  the  iron  is  deposited  at  the  cathode 

and  the  chromium  oxidised  to  chromate.    The 

^  iron,  when  deposited  in  presence  of  chromium 

I  salts,  is    usually    very    brilliant   Uke    polished 

I  platinum.    When  all  the  iron  is  deposited,  the 
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solution  is  romoved,  the  iron  dopoail  dried  and 
weighed,  and  the  ohronuum  delecmined.  If 
the  u-faolo  of  the  ohromio  salt  haa  not  been 
oxidised  during  the  deposition  of  the  icon,  the 
solution  is  again  oleotroljsed.  By  naing  a 
rotating  anode  it  ui  possible  to  completely 
oxidise  0-lfi  Ki»n  of  a  ohromio  salt,  such  as 
Cr,(80j),  or  Cr,a,  in  90  minutes,  the  volume 
of  the  solution  being  ISO  c.o.  and  the  amount 
of  ammonium  oralate  IB  urains.  The  ejectro- 
1tI«  should  be  heated  to  80°,  and  a  oucient  of 
from  B  to  B'6  amperes  employed  (Etcktron- 
ulytieohe  Schnellmethodon,  p.  ISO). 

Untnlum, 

Uranium  is  deposited  at  the  cathode  as 
oxide  from  solutions  containing  acetic  aoid  or 
ammonium  carbonate.  The  deposit  consists 
of  U,0t.3H,0.  At  the  end  of  the  operation 
this  is  heatfd  strongly  to  convert  it  into  UjO,. 

Wherry  and  Smith  (Trans.  Amec.  Chem.  Soo. 
29,  806),  by  using  a  rotating  cathode  and  an 
electrolyte  containing  in  125  o.o.  2'5-JS'S  gram 
sodium  BOetat«,  deposited  0'26  gram  of  uranium 
in  from  IS  to  30  mmutes,  the  euirent  employed 
being  3-6  amper«s,  the  electrolyte  being  either 
cold  or  heated  to  BO". 


fVom  sohitiont  containing  dilate  aulphuric 
acid,  molybdenum  can  be  dopoaited  as  peroxide 
at  the  cathode,  but  the  deposit  oannot  be 
weighed  as  suoh.  Wherry  and  Smith  (Trans. 
Amer.  Chem.  Soc.  29,  606),  therefore,  ondiee  it 
by  means  of  nitrio  aoid  and  weigh  as  MoO,. 


Many  methods  have  been  suggested  (or  the 
eleotrol^io  analysis  of  thallium,  but  only  one  can 
bo  considered  satisfactory,  and  that  is,  by  usin? 
a  mercury  cathode.  By  dopoeiting  the  metal 
into  pure  mercury,  it  is  found  that  portions  ara 
lost  on  weighing  ;  but  if  the  menmry  contains  a 
small  quantity  of  lino,  this  is  not  the  ease. 
Smith  recommends  to  deposit  the  line  and 
mercury  simultaneously.  In  order  to  do  this 
a  definite  volume  of  lino  sulphate  solution  of 
known  strength  is  added  to  the  solution  before 
electrolysis.  The  electrolyte  consists  of  dilute 
sulphuric  aoid.  The  amount  of  line  neoeasary  to 
protect  the  thallium  is  very  small,  and  need  not 
be  more  than  0-001  gnm.  With  »  current  of 
5  amperes  it  is  possible  to  deposit  as  much  as 
0'2  gram  in  about  10  minutes.  It  is,  however, 
advisable  to  electrolyse  for  a  longer  time. 

Qboitp  v.— Sodlom. 

R  F.  Smith  (Trans.  Amer.  Chem.  Soc  2E, 
1903,  890)  was  the  Bnt  to  show  that  the 
metals  of  the  alkiUi  group  could  be  analysed 
electrolytioally.  The  method  is  based  on  the 
remoTU  of  the  halogen  anion  of  the  metal  by 
causing  it  to  unite  with  silver,  the  alkali  metal 
remaining  in  the  solution  as  hydroxide  is  deter- 
mined by  titration  ;  by  nsoortaining  the  in- 
crease in  weight  of  the  silver  anode,  the  halogen 
can  be  also  determined. 

An  ingenious  apporatns  has  been  devised  by 
Hildebrand  (Trans.  Amer.  Chem.  Soo.  29,  1907, 
447)  for  the  analysis  of  the  cations  of  the  alkali 
metals,  and  of  barium  and  strontium ;  and  at 
the  same  time  of  various  anions.  In  principle 
the  cell  reoemUes  that  of  the  Castner-Kellner 

Kcess  em[4oyed  in  the  manufacture  of  sodiiim 
Iroiide. 
The  outer  cell  (Fig.  6S)  consists  of  a  crystal- 


lising dish,  11  cm.  in  diameter  and  about  S  cm. 

deep;  a  beaker  0  cm.  in  diamettr  and  4'fi  cm. 

high, with  the  bottom  .    + 

cut  off,  is  pU(    ■  ■  -*'^      - 

side,  and  roeti 

triangle  of  glj 

placed  on  the  I 

of   the    crysti 

dish.     The  bei 

kept  in   posit 

the   middle  c 

dish    by    met 

three  rubbrtrst 

fitted     radial! 

outer  dish.  Tw 


six  turns  of 
stout  nickel 
wire,  pro- 
vided with 
thi«e  legs* 
dipping  into 
the  mercury 
and  serving 
to  maintain 
the  lowest 
winding 
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the  nickel  about  1  cm.  above  the  surface  of 
the  menmry,  when  sufficient  is  placed  in  the 
didi  to  seal  off  the  two  compartments.  By 
means  of  a  platinum  wire  passing  through  a 
glaas  tube  the  mercury  is  made  the  cathode. 
The  anode  consists  of  two  discs  of  platinum 
gause  heavily  pUted  with  silver. 

Pure  mercury  must  be  naed,  and  tiie  cell 
must  be  kept  scrupulously  clean.  Before 
starting  the  cell,  mercury  is  poured  in  so  that  it« 
level  is  about  3  mm.  above  the  lower  edge  of 
the  inside  boaker.  The  solution  to  be  electro- 
lysed is  then  put  into  the  inner  oompartment. 
In  the  outer  one  enough  distilled  water  to  cover 
the  nickel  wire  is  placed,  and  to  this  1  c.c.  of 
a  saturated  solution  of  common  salt.  By  this 
arrangement  the  amalgam  formod  in  the  inner 
compartment  is  immediately  deoompoaed  in 
the  outer  one.  The  sodium  chloride  serves 
merely  to  make  the  liquid  a  conductor,  so  that 
the  action  may  proceed  more  rapidly  at  the 
commencement.  Unless  this  is  done,  the 
amalgam  is  not  entirely  decomposed  in 
the  outer  compartment,  because  pure  water 
does  not  attack  it  rapidly  eoough  to  prevent  the 
partial  decompoeition  in  the  insido  cell.  After 
the  electrolysis  is  complete,  the  entire  oont«nta 
of  the  cell  are  poured  into  a  beaker,  the  oell 
rinsed,  and  the  alkali  titrated.  After  titiation 
the  mercury  is  washed,  the  water  deoanted,  and 
the  metal  pouied  into  a  large  separating  funnel 
from  u'hich  it  can  be  drawn  oS  clean  and  dry. 
The  table  on  p.  2S7  give  the  iBsulle  which 
'  wore  obtained  by  Hildebrand. 
I  The  weighed  gause  anode  is  clamped  to  the 
I  shaft.    The  latter  is  lowered  into  the  cell  till 
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the  lower  gauze  is  ab- 

ot  the  mercury.     Tfc 

for   the   motor   is   about   300   rovolutiooR   per 

minute.     The  anode  docs  not  require  Hashing, 

as  the  ivater  «ftor  EloctrolysiB  is  pure.     It  may 

be  tkt  onoe  dried  in  th     '    ' 
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By  means  oF  this  apparatus  the  halogen 
nalts  of  the  alkali  metals  ean  be  analysed.  Also 
the  halogen  salts  of  barium  and  strontium.  In 
fact,  any  anion  with  any  metal  which  will  unite 
with  silver  to  form  an  jnaoluble  salt  can  be 
analysed,  provided,  of  course,  that  the  metallic 
salt  is  soluble,  and  that  the  matal  will  form  an 
amalgam  with  the  mercury.  In  the  case  of 
the  alkali  metals  and  of  strontium  and  barium, 
the  hydroxides  of  which  are  soluble  in  water, 
the  cations  are  analysed  by  titration.  With 
other  metals  forming  amalgams  which  ore  not 
readily  decomposed  this  method  of  analysis 
is  not  to  be  recommended,  becaoae,  in  the  first 
place,  the  considerable  quantity  of  mercury 
ncceosary  is  inconvenient  to  weigh,  and,  secondly, 
it  lequirea  to  be  kept  very  pure,  consequently 
thecontinDalpuriScationof  such  large  quantities 
of  mercury  would  be  tiresome. 

Anaiytit  of  animu  wAen  uniUd  ivith  heavy 
nutals.  The  SO^  anion  in  such  salts  as  copper 
sulphate  may  be  analysed  by  alectrolysiiu;  a 
known  weight  of  copper  sulphato  dissoivea  in 
water  with  a  mercury  cathode  and  a  platinum 
anode  as  already  described.  When  all  the  copper 
has  been  deposited,  the  solution  is  siphoned  off, 
the  amaleam  washed  with  water,  and  the  wash 
water  ad(^  to  the  original  solution.  The  whole 
of  the  anode  solution  ia  then  titrated  nith  N- 
sodium  hydroxide.  The  copper  can,  of  course, 
be  estimated  by  weighing  the  amalgam. 

SepaToliim  of  sodium  from  calcittm  and 
moffitetiiim.  When  calcium  and  magnesium 
salts  are  electrolysed  in  Hildebrand's  apparatus, 
it  ia  found  that  the  hydroxides  of  these  metals 
ore  precipitated  in  the  inner  cell.  It  has  therefore 
been  found  possible  to  separate  sodium  from 
these  metals  by  means  of  this  apparatus.  The 
outer  cell  contains  all  the  sodium  as  hytlroxide, 
and  the  sodium  can  bo  determined  by  titration. 
The  analytical  results  obtained  are  practically 
theoretical 

In  a  similar  manner  barium 
from  calcium  and  magnesium. 

Anmle. 

It  is  not  possible  to  deposit  i 
tively  in  the  metalloid  condition,  neither 
be  precipitated  at  the  anode  as  oxide.  Arsenic 
is  readily  converted  by  nascent  hydrogen  into 
arseniuretted  hydrogen,  its  gaseous  hydride, 
AsH,  ;  hence,  electrolytic  methods  of  analysis 
are  not  usnolly  employed  for  analysing  arsenic 
compounds.    It '  "  '    ' 
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from  the  surface  j  very  small  qnantitiea  of  arsenic  contained  in 
'""*  ipeed  food,  Ao.,  by  electrolysis.  The  process  consists 
in  evolving  electrojvtic  hydrogen  in  presence  of 
I  the  arsenie,  whereby  the  arsenic  is  converted 
mto  arseniuretted  hydrogen.  The  gaseous 
hydride  is  then  passed  through  a  glass  tube, 
heated  by  a  small  Bunsen  burner,  as  in  the 
Marsh  apparatus,  whereby  the  arsenic  is  de- 
posited upon  the  tube  in  the  form  of  a  mirror. 
In  order  to  estimate  the  amount  of  the  arsenic, 
the  mirror  is  then  compared  with  mirrors  pre- 
pared from  knoH-n  quantities  of  arsenic. 

In  1812  Fischer  [Gilbert's  Ann.  42,  02)  stlg- 
gested  the  employment  of  the  eleetrio  current 
to  detect  the  presence  of  very  small  quantities  of 
arsenic.  It  was  again  suggested  by  Bloxam 
(Quart.  Joum.  tTiem.  Sue.  18QI,  13,  12  and 
33S)  in  1861,  but  the  apparatus  had  several 
dissidvantages,  and  never  came  into  practical 
use.  Since  then  various  modificatiuna  have  been 
suggested  by  different  authors,  and,  in  1903, 
Thorpe  {Joum.  Ohem.  Soo.  1903)  describes  a 
new  form  of  apparatus  whioh  has  been  success- 
fully employed  for  the  analysis  of  traces 'of 
arsenic   in    food,    beer,  and   other   substances. 
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insists  of  a  platinum  cathode  bung  in  a 

glass  cylindrical   ve«ael,  which  is  open  at  the 

end,  and  fits  into  a  Puksl  porous  cell.     The 

porous  cell  is  surrounded  by  the  anode,  and 

stands    in    an    outer    vessel.       The    upper 

portion  of   the   cylinder  is    open,   and   has    a 

ground  neck  for  the  insertion  of  the  drying  tnba 

Btled   with    anhydrous    calcium   chloride,   and 

also  carries  the  funnel,  which  is  fitted  with  a 

tap,  through  which  the  solution  to  be  tested  is 

n    in.      A    capillary  tube   is    connected    to 

e   end  of   the  calcium   chloride  tube.      The 

Iddle  of  this  tube  is  heated  by  means  of  the 

small  Bunsen  burner,  and  is  surrounded  where 

flame  heats  it  with  a  piece  of  platinum  or 

-wire  gauze,  to  prevent  the  tube  being  fused. 

The   whole   apparatus    is    placed   in   a  vessel 

containing  cold  ivater,  to  prevent  undue  heating 

during  electrolysis, 

JUeUiod  of  worki-ng.  The  apparatus  is  care- 
fully washed  with  distilled  water.  The  outer 
cell  E  is  filled  with  dilute  sulphuric  acid  |30p.c), 
then  the  inner  cell.  (The  porous  cell  should  bo 
soaked  in  dilut«  sulphuric  acid  for  about  half 
an  hour  before  being  used.)  As  soon  as  all  the 
connections  are  made,  the  Bunsen  burner  is 
placed  in  position,  but  nut  lighted,  and  the 
current  is  passed.  A  current  of  about  6  amperes 
should  be  used  ;   the  escaping  hydrc^en  thereby 
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produces  a  flame  of  about  3  mm.  in  size.  As 
soon  as  all  the  air  has  been  driven  out»  which 
usually  occupies  about  10  minutes,  the  issuing 
hydrogen  is  ignited  and  the  Bunsen  burner 
lijghted.  If  after  about  15  minutes  no  brown 
ring  makes  its  appearance,  the  reagents  may  be 
considered  free  from  arsenic.  At  the  end  of 
30  minutes  the  capillary  tube  is  sealed  off, 
and  the  open  end  also  fused  together.  The 
mirror  is  then  compared  with  the  standard 
mirrors  as  above  described. 

Preparation  of  standard  mirror*.  Pure  re- 
sublimed  arsonious  oxide  is  ground  in  an  agate 
mortar  and  dried  at  100^  Then  0*1  gram  is 
carefully  weighed  and  washed  into  a  1-litre 
flask,  the  flask  being  filled  to  the  mark  with  dis- 
tilled water.  £ach  1  c.c.  of  this  solution  con- 
tains 0*0001  arsenious  oxide ;  100  c.c.  of  this 
solution  are  diluted  to  1  litre.  This  second 
solution  contains  0-00001  gram  of  arsenious  acid 
in  each  1  c.c,  or  0*01  mg.  Standard  tubes 
containing  0-004,  0-006,  0-008,  0-010,  &o,,  mg. 
can  then  he  prepared. 

When  foodstuffs  are  being  examined  for 
arsenic,  Thorpe  considers  it  advisable  to  take  a 
portion  of  the  foodstuff — arsenic  free— and 
mix  it  with  the  known  quantity  of  arsenic  before 
proceeding  to  electrolyse  it.  The  standard 
mirrors  are  thus  prepared  under  the  same  con- 
ditions as  those  under  which  the  suspected  food- 
stuff is  tested. 

S.  R.  Trotman  (J.  Soc.  Chem.  Ind.  23,  177) 
recommends  the  adoption  of  a  parchment 
membrane  in  place  of  the  porous  Pukal  cell, 
as  he  considers  this  decreases  the  resistance, 
and  thus  makes  the  apparatus  more  sensitive. 
It  is,  however,  not  so  convenient  to  use. 

Sand  and  J.  £.  Haokford  (Chem.  Soc.  Trans. 
85,  1018)  use  the  parchment  membrane,  but 
they  also  employ  a  heavy  lead  cathode  and  a 
lead  anode.  Their  apparatus  is  thereby  much 
cheaper  than  that  usea  by  Thorpe,  and  is  said 
to  be  equally  accurate. 

Metallic  Separations, 

A  large  number  of  separations  of  metals  by 
electrolytic  methods  have  been  worked  out, 
but  in  many  cases  a  purely  chemical  procedure 
or  a  combination  of  electrolytic  and  chemical 
methods  is  easier.  There  are,  however,  cases 
in  which  satisfactory  and  rapid  electrolytic 
separations  can  be  carried  out.  A  few  of  the 
more  important  are  given  below. 

Copper  from  nickel.  By  employing  a 
rotating  anode  with  an  auxiliary  electrode, 
and  maintaining  the  cathode  potential  at 
0*7-0*76  volt,  copper  can  be  deposited  from 
solutions  containing  sulphuric  acid.  The  solu- 
tion is  then  made  tSkaline  with  ammonia,  when 
the  nickel  can  be  deposited.  If  the  cathode 
potential  is  not  related,  small  Quantities  of 
the  nickel  are  deposited  along  with  tne  copper. 

Exner  (J.  Amer.  Chem.  Soc.  25,  896)  finds 
that  by  employing  a  solution  containing  nitric 
acid  and  ammonium  nitrate  (volume  of  solution 
125  CO. ;  HNO„  0.25  c.c. ;  3  gram  NH^NO,) 
and  using  a  rotating  anode,  it  is  possible  to 
deposit  as  much  as  0*25  gram  copper  in  15- 
20  minutes ;  the  nickel,  w£'ch  may  be  of  equal 
weight,  remains  in  solution,  and  can  be  after- 
wards deposited. 

Copper  from  lead.  Since  lead  is  deposited  from 


solutions  containing  nitric  acid  as  peroxide  on 
the  anode,  whilst  copper  is  deposited  as  metal  at 
the  cathode,  it  might  be  supposed  that  there 
would  be  no  diflicufiy  in  depositing  both  metals 
concurrently.  It  must,  however,  be  remembered 
that  tmless  there  is  a  considerable  concentration 
of  nitric  acid,  a  portion  of -the  lead  will  be  de- 
posited as  metal  at  the  anode.  On  the  other 
hand,  in  presence  of  copper,  the  tendency  to 
reduction  of  the  lead  ana  its  appearance  at  the 
cathode  is  decreased ;  that  is  to  say,  in  presence 
of  copper  a  lower  concentration  of  nitric  acid 
is  reauired.  It  has,  therefore,  been  found 
possible  to  separate  the  two  metals.  The 
volume  of  solution  employed  was  85  cc,  and 
contained  1  c.c.  HNO,  (1  -.4).  With  a  rotating 
anode  and  a  current  of  2  amperes,  the  whole  ol 
the  lead  was  deposited  in  5  minutes.  The 
current  was  then  moreased  to  10  amperes,  when 
the  last  traces  of  copper  were  removed.  The 
washing;  and  drying  of  the  anode  deposit  requires 
care,  smce  the  peroxide  when  deposited  from 
weak  acid  solutions  does  not  adhere  so  well  as 
from  stronger  solutions  (Sand). 

Copper  and  arsenic.  McCay  finds  the 
followmg  conditions  give  a  satisfactory  deposit 
of  copper  in  presence  of  arsenic.  The  arsenic 
remaining  in  the  solution  cannot,  however,  be 
estimated  eleotrolytioally,  unless  present  in  very 
small  quantities. 

To  the  solution  20  c.c.  ammonium  hydroxide 
(sp.  gr.  0-91)  and  2-5  gram  ammonium  nitrate  are 
add^,  the  volume  of  solution  being  125  o.c. 
The  solution  is  then  electrolysed  at  a  temperature 
of  50®-60%  with  0-6  ampere  per  100  sq.  deem, 
of  electrode  surface.  Ai9  much  as  0-22  gjnam 
of  copper  will  be  deposited  in  3  hours.  With 
a  rotating  anode  about  15  minutes  are 
required.  In  this  solution  the  arsenic  should 
be  present  as  arsenate.  Copper  and  arsenic 
may  also  be  separated  electrolytically  from 
solutions  containing  potassium  cyanide.  If 
acid,  the  solution  is  neutralised,  and  then 
sufficient  potassium  cyanide  added  to  just 
redissolve  the  precipitate  first  produced.  With 
a  current  0*25-0*27  ampere,  the  whole  of  the 
copper  is  deposited  in  about  three  hours. 

Antimony  from  tin.  Tin  can  be  quantita- 
tively deposited  from  solutions  containing 
excess  of  ammonium  sulphide.  It  cannot, 
however,  be  deposited  from  solutions  contain- 
ing excess  of  sodium  sulphide.  Antimony,  on 
the  other  hand,  can  be  deposited  from  solutions 
containing  excess  of  sodium  sulphide.  It  is 
therefore  possible  to  separate  antimonv  from 
tin  by  adding  excess  of  sodium  sulphide  to  a 
solution  containing  the  two  metats.  If  the 
solution  is  acid,  it  is  first  made  slightly  alkaline 
with  sodium  hydroxide  before  the  sodium 
sulphide  is  added.  It  is,  however,  better  to 
first  precipitate  the  two  metals  as  sulphides,  and 
then  dissolve  them  in  a  concentrated  solution  of 
sodium  sulphide.  The  tin  should  be  in  the 
stannio  state.  The  solution  is  electrolysed  at  a 
temperature  of  50^-60^  with  a  current  of  from 
0*2  to  0*9  ampere  per  sq.  dcm.  of  electrode 
surface.  In  trom  2  to  4  hours  the  whole  of  the 
antimony  is  deposited.  It  is,  however,  almost 
always  contaminated  with  small  quantities  of  tin. 

In  order  to  deposit  the  tin,  the  sodium 
sulphide  must  be  decomposed.  Iliis  is  done  by 
adding  about  25  grams  of  ammonium  sulphate. 
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and  boillngm&til  no  more  hydrogen  sulphide  is 
evolved.  The  tin  is  now  deposited  by  electro* 
lysing  with  a  ouirent  density  of  from  0-3  to  0*5 
amperes. 

The  best  method  of  separating  antimony 
and  tin  is  that  of  Sand,  by  means  of  graded 
potential  and  a  rapidly  rotating  anode  (Chem. 
Soc.  Trans,  xciii.  (2)  1908,  1672).  From  solu- 
tions containing  strong  sulphuric  acid  (1:1) 
antimony  is  deposited  at  an  auzlliarv  potential 
of  0-65  volt  when  the  temperature  is  kept  above 
100^,  and  a  smaU  quantity  of  hydrazine  sulphate 
is  added.  Tin,  on  the  other  hand,  under 
similar  conditions,  is  not  deposited  below  0*8 
volt.  The  method  of  procedure  when  dealing 
with  alloys  of  antimony  and  tin  is  as  follows : — 

The  alloy  is  dissolved  in  a  mixture  of 
40  CO.  oonc.  sulphuric  acid,  5  cc  water,  and 
2  CO,  nitric  acid  (1 :  42) ;  on  heating  to  180*-200* 
solution  rapidly  takes  place.  It  is  necessary 
to  remove  the  nitric  acid  because  it  causes  the 
formation  of  antimonic  acid,  which  is  only 
slowly  reduced  to  the  meteJlic  state  electro- 
lytioally.  In  order  to  decompose  the  nitric 
acid  (nitrosulphonic  acid),  a  current  of  5  amperes 
is  passed,  and  the  liquid  heated  to  250*^-270^ 
After  the  current  has  been  passed  for  5  to  10 
minutes  at  the  high  temperature,  it  is  stopped. 
The  solution  is  cooled  to  100^  and  0*5  gram  of 
hydrazine  sulphate  added.  (K.B. — ^The  amount 
of  hydrazine  sulphate  added  should  be  equal  to 
the  weight  of  metal  taken.) 

Hie  temperature  is  then  raised  to  300^.  It 
is  again  cooled  to  100**,  when  from  30  to  40  c.c 
of  water  and  another  0-5  gram  of  hydrazine 
sulphate  are  added. 

The  anode  ^  is  then  rotated  to  ensure  mixing 
of  the  solution,  the  temperature  of  which  rises 
to  about  120^  l^e  analysis  is  now  begun,  the 
auxiliary  potential  having  first  been  adjusted 
to  0*53-0*65  volt.  The  current  will  vary 
between  3-4  amperes,  and,  at  the  end  of  the 
electrolysis,  will  drop  to  0*4-0*5  volt.  Time  of 
electrolysis  from  20  to  30  minutes. 

The  tin  is  determined  as  follows:  The 
solution  after  the  antimony  has  been  deposited 
is  mixed  with  about  4  grams  of  oxalic  acid,  and 
is  neutralised  with  strong  ammonia.  In  order 
to  prevent  loss  by  spurtmg  the  electrodes  are 
placed  in  position,  the  rotating  stem  being 
passed  through  a  hole  drilled  in  a  clock  glass. 
The  ammonia  is  poured  on  the  clock  glass  and 
runs  down  the  stem  of  the  electrode  into  the 
solution,  the  anode  or  inner  electrode  being  at 
the  same  time  rotated.  Considerable  ebullition 
ensues,  but  none  of  the  liquid  is  spurted  out. 
Exact  neutralisation  is  ascertained  by  the  use  of 
methyl  orange  as  indicator.  Litmus  cannot  be 
employed,  since  its  colloidal  nature  hinders  the 
deposition  of  the  tin.  After  neutralisation, 
0*5-0*75  cc.  of  sulphuric  acid  are  added  for 
every  gram  of  oxalic  acid  previously  added. 

The  solution  is  electrolysed  at  a  temperature 
of  70^  with  a  current  of  3-4  amperes.  Time  of 
deposit,  60^  minutes. 

/Stiver  and  copper.  (Smith  and  Frankel, 
Amer.  Chem.  J.  12,  104.)  To  a  neutral  solution 
of  the  silver  and  copper  salt,  add  2-3  grams  of 
pure  potassium  cyanide.  EHectroIyse  at  a  tem* 
perature  of  t6^  with  a  current  of  0*03-0*05 

1  After  the  metal  hai  dissolved,  the  sabaequent  opera- 
tions  are  carried  out  with  the  electrodea  in  poeition. 


ampere,  and  maintain  the  potential  at  1*1-1*6 
volt.  The  silver  ^ill  be  completely  deposited 
in  from  4  to  5  hours.  After  the  silver  has  been 
weighed,  the  electrode  is  replaced,  the  current 
and  voltage  increased,  when  the  copper  will  be 
deposited. 

Silver  may  also  be  separated  from  copper  in 
ammoniaoal  solutions  by  using  an  auxiliary  elec- 
trode, and  keeping  the  potential  below  0-5  volt. 

Iron  from  other  mddU.  Iron  can  readily  be 
separated  from  aluminium,  vanadium,  glucinum, 
uranium,  thorium,  and  many  other  metals  with 
which  it  may  be  alloyed  by  dissolving  in  sul- 
phuric acid,  filtering  from  any  residue,  nearly 
neutralising  with  ammonia,  and  electrolysing 
with  a  mercurv  cathode. 

Cadmium  from  zinc.  These  metals  can  be 
separated  by  means  of  graded  potential.  The 
solution  is  made  up  by  adding  first  2  cc.  of 
cone,  sulphuric  acid,  then  3*33  grams  of  sodium 
hydroxide,  and  1  c.c.  of  glacial  acetic  acid.  The 
auxiliary  electrode  is  kept  at  a  jpotential  of  1*15 
-1*20  volts,  and  the  solution  electrolysed  at  a 
temperature  of  30^  The  whole  of  the  cadmium 
will  be  deposited  in  11-14  minutes.  The 
potential  is  afterwards  raised,  when  the  zinc  can 
be  deposited  in  about  30  minutes. 

Bibliography. — Electroanalysis,  by  Edgar 
Smith  (P.  Blaloston's  Son  ft  Oo.,  Philadelphia) ; 
Practical  Methods  of  Electrochemistry,  oy  F. 
Mollwo  Perkin  (Longmans,  Green,  ft  Co.,Lonaon); 
Elektroanalytische  SchneUmethoden,  by  A. 
Fischer  (Ferdinand  Enke,  Stuttgart) ;  Quantita- 
tive  Analyse  durch  Elektroiyse,  by  A.  Classen 
(Julius  Springer,  Berlin);  Analyse  des  M6taux 
par  Electrolyse,  by  A.  Holland  et  L.  Bertiaus 
(H.  Dunod  et  E.  Pinat,  Paris).  F.  M.  P. 

ANAMIRTA  COGCULUS  or  A.  PANICULATA 
(Colebr.).  The  former  is  the  superseded  name, 
and  the  latter  the  true  name,  of  the  Indian 
Menispermaoeous  liane,  whose  dried  fruits 
(Grains  of  Paradise)  are  supplied  under  the  name 
of  Coccvlue  indicus  {v.  CocouLus  nn>ions). 

ANANAS,  OIL  or  ESSENCE  OF.  A  solution 
of  ethyl  butyrate  in  8  to  10  times  its  weight  of 
alcohol.  It  possesses  the  odour  of  the  pine- 
apple {Anana8  sativua  (Schult.)),  and  is  employed 
in  confectionery  and  perfumer^ ;  also  to  imitate 
the  flavour  of  rum  (Hofmann,  Annalen,  81,  87). 

ANANDONIS  GREEN,  Hydrated  chromium 
aeaquioxide  (v.  Chbomium). 

ANASPALIN.  Trade  name  for  a  form  of 
wool-fat. 

ANATASE  or  OciahedriU.  One  of  the  tri- 
morphous  forms  of  titanium  dioxide  (TiO^)  met 
with  as  crystallised  minerals ;  the  others  bein£ 
rutile  and  brookite.  It  is  found  as  small, 
isolated  crystals  of  a  steel-blue  or  honey- 
yellow  colour,  in  schistose  rocks,  particularly  in 
the  Alps.  L.  J.  S. 

ANCHIETA  BARK.  The  root  bark  of  An- 
chietea  Mlutaris  (A.  St.  Hil.),  one  of  the  Violaoe», 
a  bushy  shrub  growing  at  Rio  de  Janeiro.  It 
contains  anehiettne,  a  substance  crystallising  in 
straw-coloured  needles,  having  a  nauseous  taste. 
Used  for  syphilis  and  quinsy  (Peckolt,  Arch. 
Pharm.  [2]  97,  271). 

ANCHUSIN  {Alkannin)  v.  Alkankst. 

ANDA-ASSU,  OIL  OF.  An  oil  obtained  from 
the  seeds  oiJoannesia  Princepa  (Veil.),  belonffin^ 
to  the  EuphorbiaceiB,  growing  in  Brazil.  It  is 
clear,  slightly  yellowish,  odourless,  with  a  taste 
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at  first  nauBeating  and  then  sweet.    It  soiiclifies 
at  8*,  its  sp.gr.  at  18*  is  0-9176  (Pharm.  J.  [3] 
12  380). 
'  ANDAQUIES  WAX  v.  Waxbs. 

ANDROORAPHIS  PANICUtATA  (Necs)  or 
Karyai.  An  Indian  plant ;  is  used  as  a  tonic, 
and  is  similar  to  quassia  in  its  action. 

ANDROPOGON  OILS  v.  Oils,  Essential. 

ANDROSIN  V.  Glugosides. 

ANESIN  {Anesan).  An  aqueous  solution  of 
acetonechloroform,  having  marked  ansesthctic 
and  hypnotic  properties  (Apoth.  Zcit.  1897,  12, 

608)  (r.  ACETONBCHLOROFORM). 

ANETHOL  V.  Oils,  Essential. 


ANGELICA  OIL  v.  Oils,  Essential. 

AN6IC0  RESIN.  A  Brazilian  gum  obUined 
from  Piptadeniarigida  (Benth.)  [Acctcia  Angico] ; 
soluble  in  water  and  proof  spirit.  Used  in  chest 
complaints  (S^'^mes,  Pharm.  J.  [3]  13,  213). 
Angico  wood  is  that  of  another  Brazilian  legu- 
minous plant,  ErUerolohium  ellipiicum  (Benth). 

ANGLESITE.  Native  lead  sulphate  (PbS04), 
forming  brilliant,  colourless,  orthorhombic  crys- 
tals, isomorphous  with  barytes  (BaS04)  and 
celestite  (SrSOf).  It  occurs  in  the  upper 
oxidised  zones  of  veins  of  lead  ore,  having 
resulted  by  the  alteration  of  galena  (PbS).  It 
is  less  common   than  cerussite  (PbCO,),  with 
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Fio.  1. — Akilinb  Oil  Plant. 
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A,  Aniline  pan. 

B,  Agitating  blades. 

C,  Side  lining  plates. 

D,  Bottom  do. 

£,  Wood  plug  for  hopper. 


F,  Feed  hopper  for  borings. 

(«,  Charging  dish. 

U,  Vapour  pipe  to  condenser. 

J,  Pure-steam  pipe. 

K,  Aniline-steam  do. 


L,  Gutter. 

M,  Beceiving  pan. 

K,  Pipe  from  K.B.  tank. 

O,  Condenser. 

P,  Overflow. 


Q,  Cold-water  inlet. 
B,  Becelver. 
8,  Steam  pump. 
T,  Settling  tubes. 
U,  Air  pressure  egg. 


which  it  has  sometimes  been  mined  as  an  ore  of  ,  tar  in  1834,  and  by  Fritzsche  in  1840,  among 


lead.  Good  crystals  have  been  found  at  many 
localities,  perhaps  most  abundantly  at  Broken 
Hill,  in  New  South  Wales.  The  mineral  takes 
its  name  from  the  Isle  of  Anglesey,  where 
crystals  were  found  by  W.  Withering,  in  1783, 
in  the  Parys  copper-mine.  L.  J.  S. 

ANGOSTURA  BARK  or  ANGUSTURA 
BARK  V.  Cusparia  babk. 

ANHYDRITE  v.  Calcium. 

ANIL.  The  name  of  the  American  species 
of  the  indigo  plant,  Indigofera  anil  (Linn.). 

ANILINE. 

History. — First  observed  by  Unverdorben  in 
1826  among  the  products  of  the  destructive 
distillat  ion  of  indigo.    Detected  by  Runge  in  coal 


the  products  obtained  by  distilling  indigo  >vith 
alkali  hydroxides.  Prepared  by  Zinin  in  1840, 
by  the  reduction  of  Mitscherlich's  nitrobenzene 
with  hydrogen  sulphide.  Unverdorben  called  his 
product  krystaUin  ;  Runge,  kyanol ;  Fritzsche, 
anilin ;  Zinin,  htnzidam. 

In  1843  Hofmann  showed  that  nitrobenzene 
could  be  reduced  by  a  metal  such  as  zinc  in  the 
presence  of  a  dilute  acid,  and  also  that  krystallin, 
kyanol,  anilin,  and  benzidam  were  identical  with 
each  other.  Shortly  afterwards  Bechamp  stated 
that  nitrobenzene  could  be  reduced  by  ferrous 
acetate  in  the  presence  of  water,  but  that  the 
oxalate,  sulphate,  &o.,  had  no  effect. 

In  the  year  1850  Perkin*s  discovery  of  mauve 
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gave  rise  to  a  commercial  demand  for  aniline, 
and  the  manufacture  was  commenced  by  Messrs. 
Simpson  &  Maule. 

Preparation. — Benzene,  then  only  obtained 
in  small  quantities  and  with  much  difficulty,  as 
the  treatment  of  tar  scarcely  existed,  was  intro- 
duced into  glass  balloons  (known  as  *'  bolt 
heads  ')  of  1  gallon  cajmcity,  and  the  calculated 
quantity  of  nitric  acid,  mixed  with  about  an 
equal  volume  of  sulphuric  acid,  was  gradually 
added,  the  mixture  swung  round  and  well 
agitated,  and  then  allowed  to  stand.  It  was 
usual  to  have  about  twenty  balloons  in  a  row, 
and  to  add  acid  in  turn  until  the  reaction  was 
complete. 

The  nitrobenzene  was  separated,  washed,  and 
reduced  with  iron  borings  and  acetic  acid,  at 
first  in  a  copper  still,  later  in  an  iron  cylinder. 
The  aniline  was  freed  from  water,  rectified,  and 
was  then  rea<ly  for  use.  The  selling  price  was 
about  a  guinea  a  pound. 

Somewhat  later  cast-iron  cylinders  of  con- 
siderable size  were  used  for  the  reduction,  acetic 
acid  beinff  still  used  and  neutralised  with  soda  or 
lime  at  the  end  of  the  reaction,  and  the  aniline 
was  in  some  factories  distilled  off  over  a  naked 
fire,  in  others  steam  was  blown  into  the  mixture, 
and  the  aniline  and  water  condensed  and 
separated.  Acetic  acid  continued  to  be  used 
until  about  1866.  Since  that  time  the  apparatus 
has  undergone  little  chanf^e,  the  treatment  con- 
sisting in  reduction  mainly  by  the  use  of  iron 
and  water,  hydrochloric  acid  being  employed  to 
start  the  reaction. 

The  aniline  machine  shown  in  Fig.  1  is  the 
type  that  gives  the  best  results.^  A  careful 
comparison  between  this  design  and  the  hori- 
zontal machine  has  proved  unmistakably  that 
the  vertical  machine  is  more  economical  and 
better  in  every  respect.  This  is  particularly 
the  case  with  regard  to  repairs  and  maintenance. 
The  machine  is  of  cast-iron,  1}  inches  thick,  with 
driving  gear,  agitating  shaft,  and  blades,  as 
shown  in  the  sketch.  An  important  feature  is 
the  renewable  cast-iron  lining  plates  at  the 
sides  and  bottom,  which  protect  the  machine 
from  the  friction  caused  by  the  revolving  mass 
of  iron  borings.  It  is  6  feet  6  inches  deep,  and 
4  feet  6  inches  in  diameter,  having  a  total  capa- 
city of  050  gallons.  Steam  is  admitted  through 
the  vertical  shaft,  which  is  hollow,  and  passes 
through  the  extremities  of  the  horizontal 
agitating  blades.  Twenty -one  of  these  machines! 
are  required  to  produce  160  tons  of  aniline  oilj 
per  month.'  A  charge  of  1000  lbs.  of  nitrobenzene* 
is  run  into  the  receiving  pan  above  the  machine. 
To  start  the  reaction,  1  cwt.  of  clean  cast-iron 
borings,  10  gallons  of  hydrochloric  acid,  and 
6  gallons  of  water  are  run  in  through  the  funnel- 
shaped  hopper,  and  simultaneously  steam  is 
turA«d  onlVd  the  nitrobenzene  run  in  a  thin 
stream  into  the  dish  on  the  top  of  the  machine. 
The  wooden  plug  in  the  hopper  is  driven  in  tight, 
and  the  space  between  it  and  the  hopper  is  kept 
full  of  iron  borings.  By  dexterously  manipulat- 
ing the  wood  plug,  the  borings  can  be  added 
without  allowing  any  vapour  to  escape.     This 

I  See  Chem.  Trade  J.  1906,  38,  59.  The  writer  i» 
Indebted  to  Messrs.  Davis  Bros,  for  permission  to  repro- 
duce the  two  flgares. 

s  Larger  machinM,  on  the  same  principle,  in  which 
several  tons  of  nitrobenzene  can  be  reduced,  are  used  by 
some  nuinufacturers. 


simple  method  of  *  feeding '  the  iron  borings 
has  proved  better  than  many  of  the  mechanical 
feeding  devices  that  have  been  tried.  Distilla- 
tion proceeds,  and  the  distillate  passes  through 
the  condenser  and  runs  back  into  the  dish, 
together  with  the  nitrobenzene  w^hich  is  carried 
over.  The  iron  borings  and  nitrobenzene  are 
added  only  in  sufficient  quantities  to  maintain 
a  constant  level  in  the  dish.  If  the  reaction 
proceeds  too  violently,  loss  is  caused  by  the 
formation  of  benzene.  When  the  level  of  the 
liquid  in  the  dish  begins  to  lower,  the  supply  of  ^ 
nitrobenzene  and  iron  borings  is  increased.  This 
process  is  continued  until  the  whole  charge  of 
nitrobenzene  is  run  in,  which  takes  about  10 
hours.  The  total  weight  of  iron  borings  re- 
quired is  9  cwt.  A  sample  caught  as  it  runb 
from  the  condenser  should  then  be  quite  free 
from  nitrobonzene,  and  the  machine  will  contain 
only  aniline  oil,  water,  and  oxide  of  iron.  The^ 
sup'ply  of  steam  is  then  increased,  so  as  to' 
distil  over  the  aniline  oil  and  water,^  and  the 
distillate  is  diverted  into  the  tank  beneath 
the  condenser.  The  steam  used  for  this  dis- 
tillation is  not  pure  steam,  but  is  generated  from 
the  aniline  water  mentioned  below,  in  a  separate 
boiler.  The  aniline  water  is  that  which  separates 
from  the  oil  in  the  separating  tubes,  and  con- 
tains about  2  p.c.  of  aniline  oil  in  solution.  The 
aniline  and  water  in  the  tank  below  the  con- 
denser are  pumped  into  the  settling  tubes,  and 
allowed  to  settle  for  48  hours.  The  distillation 
of  the  oil  and  water  from  the  machine  takes 
about  7  hours,  and  during  the  last  hour  pure 
steam  is  asain  used,  so  that  when  the  operation 
is  finished,  the  condensed  wat'Cr  left  in  the 
machine  will  be  free  from  aniline,  and  can  be 
used  for  flushing  out  the  oxide  of  iron  into  the 
gutter  which  runs  to  the  settling  tanks  out-side. 
The  oxide,  after  the  water  is  drained  off,  is 
dried  and  ground,  and  disposed  of  for  the 
purification  of  coal  gas  from  sulphur.  Large 
quantities  are  also  now  being  used  in  the  manu- 
facture of  cheap  black  pamts,  and  the  con- 
sumption in  this  direction  is  increasing.  The 
aniline  oil  which  has  settled  to  the  bottom  of 
the  settling  tubes  is  run  off  into  the  air-pressure 
egg  beloW;  and  blown  into  the  crude  aniline-oil 
store  tanks,  ready  for  the  final  purification  by 
distillation  in  tne  vacuum  still.  The  upper 
layer  of  water  left  in  the  settling  tubes,  and 
which  contains  about  2  p.c.  of  aniline  in  solution, 
is,  as  already  explain^,  used  for  feeding  the 
aniline  steam  boiler.  The  average  yield  of 
crude  aniline  oil  from  each  machine,  with  a 
charge  of  1000  lbs.  of  nitrobenzene,  is  765  lbs. 
The  yield  of  pure  aniline  oil  from  nitrobenzene 
is  given  further  on. 

The  final  purification  of  the  crude  aniline  oil 
Is  done  in  a  vacuum  .still.  The  sketch  (Fig.  2) 
shows  one  of  these  stills  of  recent  design.  The 
body  of  the  still  is  wrought-iron,  15  feet  long, 
and  7  feet  6  inches  in  diameter,  having  a  total 
capacity  of  4000  gallons,  and  capable  of  dis- 
tilling 35,000  lbs.  in  one  charge.  The  steam  is 
suppfied  from  a  boiler  having  a  working  pressure 
of  100  lbs.  per  sq.  inch,  at  which  pressure 
the   steam    possesses   a   temix?raturc   of    170°. 

1  In  some  works  this  distillation  Is  not  done,  but 
the  contents  of  the  reduction  apparatus  are  passed  im- 
mediately through  a  Alter  press,  the  filtrate  then  running 
directly  or  being  pumped  into  the  settling  tanks. 
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The  internal  steam  tubes  are  'wronght-iron, 
2  inches  in  diameter.  In  place  of  the  usual 
straight  tubes  which  used  to  be  expanded  into 
both  end  plates,  bent  tubes  are  employed, 
which  enter  and  return  to  the  same  end  of  the 
still.  This  prevents  the  *  tearing  *  of  the  tubes 
owing  to  expansion  and  contraction,  and  the 
'  breathing  '  of  the  end  plates.  The  *  column  * 
'is  of  cast  iron,  18  feet  high  and  9  inches  in 
diameter.  The  condensing  coils  consist  of  three 
vertical  flat  copper  coils,  2  inches  in  diameter, 
arranged  side  by  side  in  a  wrought-iron  tank, 
the  distillate  enterinff  all  the  three  coils  simultane- 
ously  from  the  still  head  by  means  of  branch 
pipes.    The  total  length  of  copper  pipe  in  the 


condenser  is  432  feet.  The  two  reoeiveis  permit 
continuous  working,  so  that  when  the  first  is 
full,  as  indicated  by  the  gauge-glass  tube,  it  is 
shut  off,  and  the  second  brought  into  use.  The 
contents  of  the  first  can  then  be  drawn  off  while 
the  second  is  being  filled,  and  the  vacuum  is 
thus  maintained  tmt)ughout. 

The  still  is  charged  with  36,000  lbs.  of  crude 
aniline  oil  from  the  store  tank,  and  steam  is 
turned  on.  The  first  fraction,  about  7  p.c.  of 
the  distillate,  oonsisto  of  aniline  oil  and  water, 
which  is  added  to  the  crude  oil  and  water  in  the 
separating  tubes.  The  next  fraction  is  *  light 
aniline,'  and  consists  of  aniline  oil  with  a  small 
quantity  of  benzene.    If  the  reduction  of  the 


Fig.  2. — Vacuum  Still  fob  Anilins  Oil. 


A,  Vacuum  still. 

B,  loteraal  hollow  stay. 

C,  Steam  tubes. 

D,  Bo.      do. 

E,  Steam  inlet. 

F,  Do.    outlet. 

G,  Vapour  pipe  to  coodenser. 
H,  Pressure  gauge. 


B,  Inlet  from  condenser. 

&^   Air-admission  tap. 

T,  Do.  do. 

U,  Bun-off  tap  for  distilled  oil. 

V,      Do.  do.  do. 

W,  Connection  from  vacuum  pump. 


nitrobenzene  has  been  carefully  performed,  this 
fraction  is  only  about  4  p.c.  of  the  distillate. 
It  is  collected  and  redistilled,  giving  pure 
aniline  and  benzene,  the  latter  being  returned  to 
the  nitrobenzene  department,  to  be  renitrified. 
The  next  fraction  is  pure  aniline  oil  of  market- 
able quality,  clear  and  water-white.  The  t«il 
end,  called  *  last  runnings,*  forms  about  5  p.c. 
of  the  distillate,  and,  on  redistillation,  yields 
80  p.o.  of  pure  marketable  aniline  oil.  The 
total  yield  of  pure  aniline  oil  obtained  from 
nitrobenzene  is  71}  p.c.  As  the  pure  benzene 
yields  164^  piC.  of  nitrobenzene,  and  the  latter 
71}  p.c  of  pure  aniline  oil,  the  total  yield  of 
pure  aniline  oil  from  pure  benzene  is  110*86  p.c. 
Compared  Tiith  theory,  there  is  little  room  for 
improvement. 


J,   Condenser. 

K,  Cold-water  inlet. 

L.  Overflow  for  water. 

M,  Receiver  for  distilled  oil. 

N,       Do.  do.      do. 

O,  Connection  from  vacuum  pump. 

P,  Do.        do.  do. 

Q,  Inlet  from  condenser. 

The  process  of  reduction  and  rectification  as 
described  applies  also  to  toluidine,  and  modifica- 
tions of  the  process  are  also  in  use  for  the  pro- 
duction of  xylidine  and  alphanaphthylamine, 
and  of  the  reduction  portion  for  the  manufacture 
of  metaphenylene-  and  metatolylene-diaminc 
from  the  respective  dinitro-  compounds. 


Vciuaiion  of  Commercial  Aniline  Oil. 

Aniline  oil,  as  it  occurs  in  commerce,  may 
contain  as  impurities  water,  traces  of  insoluble 
hydrocarbons  and  of  orthotoluidine,  sometimes 
traces  of  hydrogen  sulphide,  and,  if  carelessly 
made,  of  nitrobenzene,  benzene,  and  ammonia. 
Besides  these,  which  should  be  carefuUv  tested 
for,  there  is  possibly  a  certain  amount  of  amino- 
thiophen,  which  has  no  deleterious  action  for 
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most,  if  not  all,  of  the  purposes  for  which  aniline 
is  used,  and  which,  moreover,  for  the  present  at 
least,  cannot  readily  be  got  rid  of. 

tiie  method  of  testing  usually  adopted  is  to 
determine  the  boiling-point  of  the  sample.  For 
this  purpose  100  o.c.  are  introduced  into  a  small 
boiling  nask  with  side  tube,  and  distilled  through 
a  short  condenser  into  a  graduated  100  c.c. 
cylinder.  Readings  of  the  thermometer  are 
taken  as  each  10  c.c.  of  the  cylinder  fills,  and  the 
last  when  95  c.c.  are  filled.  An  alternative 
method  is  to  take  readings  of  the  cylinder  at  each 
fifth  of  a  degree  rise  of  the  thermometer.  It  is 
also  usual  to  note  the  temperature  when  the  first 
drop  has  fallen  from  the  condenser.  The  ther- 
mometer readings  should  be  corrected  for 
barometer  and  immersion  of  mercurial  column 
in  the  vapour  of  the  liquid,  and  of  course  for  the 
errors  peculiar  to  the  thermometer  in  use. 

A  few  fragments  of  platinum  wire,  fire-brick, 
or  wrought  iron,  should  be  placed  on  the  bottom 
of  the  flask,  and  great  care  used  to  adjust  the 
size  of  the  flame  and  rate  of  boiling.  The  flask 
also  should  be  held  by  the  neck  in  a  good  clip 
over  the  naked  flame,  gauze  being  apt  to  cause 
currents  of  heated  gas  to  flow  up  round  the  neck 
of  the  flask  and  superheat  the  vapour. 

The  specific  gravity  of  the  sample  may  also 
be  taken  (pure  aniline  has  a  specific  gravity  of 
1-0265-1 -0267  at  15''),  although  this  mdioation 
is  not  of  great  moment  if  the  boiling-points 
are  good. 

A  recent  example  of  the  determination  of  the 
boiling-point  is  the  folloi^ing  (Walter,  Chem. 
Zeit  1910,  34,  702)  ;— 

Temperature  P.O.  over  Temperature  P.c.over 

182-4*»              3                183-2**  20 

182-6*»              4                183-4^  97 

182-8*'              6-6             183-6"  98 

183-0"            11                183-8"  99 

Pure  aniline  may  be  tested  for  insoluble  oils 
by  dissolving  10  c.c.  in  40  c.c.  of  hydrochloric 
acid  and  60  c.c.  of  water.  The  solution  should 
be  quite  clear. 

If,  in  carrying  out  the  boilinff  test,  the 
temperature  rises  considerably  at  the  end,  the 
presence  of  toluidine  may  be  suspected.  This 
can  be  detected  when  a  considerable  quantity 
of  commercial  pure  amline  is  made  into  acet- 
anilide.  On  recrystallising  this  and  working 
up  the  mother  liquors,  a  small  quantity  of  im- 
pure acetyl  compound  of  low  melting-point  will 
always  be  found  in  the  most  soluble  portion,  or 
first  mother  liquors. 

Nitrobenzene  shows  itself  with  the  insoluble 
hydrocarbons.  A  very  delicate  test  for  it  is  to 
shake  the  sample  of  aniline  violently  for  a  few 
minutes,  and  tnen  to  notice  the  colour  of  the 
froth.  The  merest  trace  of  nitrobenzene  colours 
it  a  very  distinct  yellow. 

The  presence  of  wat<er  may  be  detected  by 
distilling  the  sample  (100  c.c.)  as  for  a  boiling- 
point  extermination,  and  collecting  the  first 
10  c.c.  in  a  narrow  graduated  cylinder  of  15  c.c. 
capacity,  shaking  with  1  c.c.  of  saturated 
sodium  chloride  solution,  and  reading  off  the 
volume  of  the  latter.  The  method  will  not 
show  the  presence  of  less  than  0*3  p.c.  of  water, 
consequently,  0*3  c.c.  must  always  be  added  to 
the  amount  of  salt  solution  observed.  It  is  not 
usual  for  aniline,  sold  as  pure,  to  contain  more 
than  0*5  p.c.  of  water. 


Toluidine  liquid  should  boU  at  197"-198", 
show  a  sp.gr.  of  about  1*000,  and  contain 
30-40  p.c.  para-,  the  rest  ortho-  toluidine. 

Orthotoluidine.  The  sp.gr.  of  commercial 
orthotoluidine  should  be  about  1  -0037 ;  b.p. 
about  197"-198";  should  not  solidify  on 
cooling  to  —4".  Lunge  (Chem.  Ind.  1886,  8,  74) 
has  published  a  table  showing  the  specific 
gravities  of  mixtures  of  o-  and  ^-toluidine. 

For  the  estimation  of  small  amounts  of  p-UAxxi- 
dine  in  o-toluidine,  Schoen's  method  is  perhaps 
the  best«  A  standard  oil  is  prepared,  containing 
8  p.c.  of  |7-toluidine  and  92  p.c.  of  o-toluidine, 
1  c.c.  of  which  is  dissolved  with  2  c.c.  of  pure 
hydrochloric  acid  in  50  c.c.  of  water,  and  oxidised 
cold  by  addinff  1  c.c.  of  a  saturated  solution  of 
potassium  dichromate.  After  standing  for  two 
hours,  the  product  is  filtered,  the  precipitate 
being  washed  with  water,  and  the  nitrate  and 
wasmngs  made  up  to  100  c.c.  The  toluidine  to 
be  tested  is  treated  in  the  same  manner,  and 
compared  colorimetrically  with  the  above 
solution.  J.  C.  C. 

ANILINE  BLACK  v.  Dybino. 

ANILINE     BLUE    v.    Tbiphenvlmethake 

COLOlTSmO  MATTERS. 

ANILINE    BROWN    v,    Azo-     colouriko 

KATTSB9. 

ANILINE  SALT.  The  commercial  name  of 
aniline  hydrochloride  CcH^-NHgyHCl. 

It  is  prepared  in  largo  quantities  for  the  use 
of  calico-printers,  who  employ  it  in  the  produc- 
tion of  aniline  black.  The  process  consists  in 
mixing  the  calculated  quantities  of  pure  aniline 
and  hydrochloric  acid  in  lead-lined  or  nickel - 
lined  tinnks,  and  allowing  the  salt  to  crystallise, 
freeing  it  from  mother  liquors  in  a  centrifugal 
machme,  and  drying  at  a  low  temperature.  The 
hydrochloric  acid  used  should  be  of  good  quality, 
free  from  iron  and  even  from  traces  of  copper, 
or  the  salt  will  rapidly  blacken. 

The  mother  liquors  may  be  neutralised  with 
lime  or  soda,  and  the  aniline  recovered,  or  they 
may  be  boiled  dpwn  and  used  in  making  magenta 
by  the  nitrobenzene  process,  &c. 

*  Aniline  salt '  occurs  in  commerce  in 
large,  white,  nacreous  and  much-contorted 
plates. 

The  great  desiderata  for  the  calico-printer 
are  that  the  salt  should  be  made  from  pure 
aniline  and  should  be  dry  and  normal,  contain- 
ing 93  parts  of  aniline  to  36-5  parts  of  hvdro- 
cMoric  acid ;  it  should  be  free  from  sand  and 
grit,  which  injure  the  printing  machines. 

u.  C  C/. 

ANILINE    YELLOW    v.    Azo-    coLOuniNa 

MATTERS 

ANIIIAL  CHARCOAL.  {Noir  d'os,  Fr. ; 
KnochenachtcarZf  Grer.)  This  substance,  also 
known  by  the  name  of  Bone  Black  or  techni- 
cally as  C^r,'  is  formed  by  carbonising  bones 
at  a  high  temperature  in  vessels  from  which 
air  is  excluded.  Animal  charcoal  possesses 
the  property  of  absorbing  organic  colouring 
matters  from  solutions  brought  m  contact  with 
it ;  thus  a  solution  of  brown  sugar  passed 
through  animal  charcoal  will  be  found  to  have 
its  colour  more  or  less  removed.  This  property 
is  also  possessed,  though  to  a  far  smaller  degree, 
by  wood  charcoal,  as  was  first  noticed  bv  Lowitz 
about  the  year  1800.  In  fact,  from  that  date 
to  1811,  wood  charcoal  was  much  employed  for 
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decolourising  syrupe,  but  it  was  then  demon- 
strated by  ^guier  that  bone  black  was  far  more 
effectual  and  energetic  in  its  action. 

In  1812  Louis  Constant  took  out  a  patent 
for  improving  wood  charcoal  by  washing  and 
grinding,  and  using  this  prepared  charcoal  in 
sugar-refining. 

In  1816  Messrs.  P.  &  J.  Martineau  patented 
the  use  of  animal  charcoal,  '  that  is  to  say, 
animal  substances  properly  burnt,  charred,  or 
calcined,'  for  refining  and  clarifying  sugar ;  and 
in  1817  Dc  Cavaillon  in  a  patent,  states  that  he 
had  found  that  animal  charcoal,  after  it  has  been 
used  and  again  calcined,  answers  for  the  purpose 
of  bleaching  and  clarifying  sugar  in  '  a  manner 
superior  to  new  charcoal,  and  the  operation  may  be 
repeated  any  number  of  times  with  equal  effect.* 

In  1830  Charles  Derosne  described  the  use 
of  animal  charcoal  *  reduced  to  the  size  of  fine 
gtinpowder,'  placed  on  a  cloth  in  a  layer  to  the 
height  of  16  inches,  and  covered  with  a  perforated 
diaphragm,  as  a  filter  for  sugar  solutions. 

Although  the  effect  of  animal  charcoal  is 
most  conspicuous  in  removing  organic  colouring 
matters  from  solution,  it  is  also  capable  of  absorb- 
ing many  other  organic  and  also  mineral  sub- 
stances. It  was  proved  by  Graham  that  various 
mineral  substances  were  removed  from  solution 
by  animal  charcoal ;  thus  the  lime  is  taken  up 
from  lime  water,  and  metallic  salts  are  absorbed 
from  their  solutions  in  water.  According  to 
Chevallier,  lead  nitrate  and  acetate  are  com- 

Elotely  removed  by  animal  charcoal.  Weppen 
as  shown  that  this  action  extends  to  a  great 
variety  of  metallic  salts,  including  cupric,  zinc, 
chromic  and  ferroas  sulphates,  nickel,  cobalt, 
silver,  mercurous  and  mercuric  nitrates,  tartar 
emetic,  stannous  chloride,  and  ferric  acetate. 

As  the  result  of  a  number  of  experiments  on 
the  absorption  of  different  salts  by  animal 
charcoal,  Bodenbender  (The  Sugar  Cane,  ii.  316) 
arrived  at  the  following  conclusions : — 

1.  The  power  which  it  possesses  of  absorbing 
salts  is  for  the  most  part  a  physical  property. 

2.  A  given  weight  absorbs  a  larger  proportion 
of  salts  from  a  concentrated  than  from  a  diluted 
solution ;  on  the  other  hand,  the  proportion 
absorbed  from  a  constant  quantity  of  aaXta  is 
more  considerable  when  this  quantity  is  in  a 
dilute,  than  when  it  is  in  a  concentrated,  solution. 

3.  The  presence  of  sugar  has  only  a  slight 
influence  on  the  absorption  of  salts. 

4.  The  salts  of  potassium  are  retained  in 
smaller  proportion  than  those  of  sodium. 

5.  Among  the  salts  experimented  with,  the 
amount  taken  up  is  in  the  following  order, 
beginning  with  that  least  absorbed  :  potassium 
chloride,  sodium  chloride,  potassium  nitrate, 
sodium  nitrate,  potassium  acetate,  sodium 
acetate,  potassium  sulphate,  sodium  sulphate, 
ma^esium  sulphate,  potassium  carbonate, 
sodium  carbonate,  sodium  phosphate. 

6.  A  chemical  action  of  charcoal  has  been 
observed  with  respect  to  some  carbonates,  oxa- 
lates, and  other  salts,  bein^  brought  about  by 
the  presence  of  calcium  sulphate  and  phosphate 
in  the  charcoal. 

7.  Charcoal  saturated  with  one  salt  is 
capable,  within  certain  limits,  of  withdrawing 
another  salt  from  solution. 

8.  There  is  less  absorption  by  charcoal  of  a 
salt  when  in  contact  witn  it  for  a  short  time, 


than  when  the  contact  is  piolonged.  The 
difference  due  to  time  of  contact,  however, 
ceases  when  the  contact  has  lasted  some  hours. 

Various  explanations  have  been  offered  to 
account  for  the  peculiar  action  of  charcoal.  It 
was  attributed  by  Bussy  to  the  highlv  divided 
state  of  the  carbon  contained  in  it.  ^Vom  the 
similarity  of  the  action  of  charcoal  upon  diverse 
bodies,  and  the  general  nature  of  its  operation, 
it  would  appear  to  be  due  to  some  physical  or 
mechanical  cause.  Charcoal  seems,  indeed,  to 
exert  merely  a  surface  action,  withdrawing  the 
colour  from  the  liquid  passed  through  it,  but 
not  in  any  way  destroying  the  same,  and  Kohl- 
rausch  has  shown  by  experiment  that  by  means 
of  a  solution  of  ammonia  it  is  possible  to  practi- 
cally dissolve  out  all  the  colour  which  has  been 
absorbed  by  charcoal  through  which  molasses 
has  been  previously  passed. 

In  connection  with  the  action  of  animal 
charcoal,  it  is  stated  by  P.  Degener  and  J.  Lack 
(B.  R.  P.  31358,  1884)  that  the  freshly  ignited 
charcoal,  moistened  with  as  much  water  as  it 
can  take  up,  and  exposed  to  light  and  air,  pro- 
duces, even  in  a  few  minutes,  a  perceptible 
quantity  of  hydrogen  peroxide,  and  is  thus  ren- 
dered more  active  than  the  untreated  material. 

They  also  state  that  exposure  for  48  hours 
in  layers  of  3  inches  thick,  the  charcoal  being 
frequently  sprinkled  with  water  and  turned  over 
gives  good  results,  and  that  if  milk  of  lime 
is  sprinkled  over  bone  black,  calcium  peroxide  is 
produced,  and  in  the  same  way  other  alkaline 
earths  and  alkalis  can  be  converted  into  peroxides. 

It  was  first  observed  bv  TiUiot  that  more 
organic  matter  is  absorbed  by  charcoal  from 
solutions  at  a  high  temperature  than  in  the  cold, 
this  result  being  only  partially  due  to  the 
increased  circulation  caused  by  heating. 

Manufa/cturt  of  animal  charcoal.  Th<&  bones 
employed  should  be  carefully  selected,  hard, 
and  free  from  extraneous  matt-er.  Whale  and 
fish  bones  are  not  of  a  suitable  character, 
as  they  yield  a  soft  char.  Bones  which  have 
been  exposed  to  atmospheric  action  for  a  long 
time,  or  which  have  been  buried  in  the  grounct, 
cannot  be  successfully  employed,  as,  owing  to 
the  alteration  in  their  composition,  they  produce 
a  char  deficient  in  carbon. 

Before  proceeding  to  carbonise  the  bones, 
the  fat  is  removed  by  boiling,  or  by  means  of  a 
suitable  solvent  such  as  benzene.  By  the  first- 
named  treatment  from  4  to  6  p. c.  of  fat  is  ex- 
tracted, and  by  the  second  from  8  to  12  p. c.  In 
the  process  of  extracting  fat  from  bones  by 
means  of  a  solvent,  difficulties  arise  from  the 
presence  of  water,  and  F.  Seltsam  (Eng.  Pat. 
10208,  1855)  has  proposed  to  overcome  these  by 
using  a  solvent  (such  as  a  hydrocarbon  from 
petroleum)  having  a  higher  boiling-point  than 
that  of  water,  the  temperature  during  extraction 
being  raised  to  above  lOO^C.  He  states  that  by 
this  means  the  water  is  expelled  from  the  bones 
and  the  extraction  of  fat  is  rendered  more 
complete.  Lorcnz  says  that  bones  after  treat- 
ment with  benzene  contain  l'2-2'5p.e.of  fat, 
which  can  be  extracted  by  a  further  treatment 
with  benzene,  and  0*48-0*8  p.c.  of  fat  remov- 
able by  ether,  or  in  all,  1 '68-3 -3  p.c,  which  is 
lost  in  the  process.  This  mode  of  extracting  fat  is 
employed  in  many  factories  on  the  Continent,  and 
until  recently  was  used  in  the  United  Kingdom, 
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but  it  is  objectionable  on  the  ground  that 
the  advantage  gained  in  the  increased  amount 
of  fat  recovered  is  more  than  counterbalanced 
by  the  decreased  value  of  the  resulting  animal 
charcoal. 

The  apparatus  employed  in  making  bone 
charcoal  is  similar  to  toat  used  in  a  gasworks. 
The  bones  are  cai-bonised,  after  being  roughly 
crushed,  in  vertical  or  horizontal  iron  retorts  of 
a  round,  oval,  or  D  section,  the  latter  by  pre- 
ference. The  length  of  the  horizontal  retort  is 
usually  from  8  to  10  feet,  the  long  diameter  being 
18  inches  and  the  short  diameter  of  the  oval  re- 
tort 12  inches.  There  are  usually  five  or  seven 
retorts  in  each  bed.  The  retorts  are  connected 
in  the  same  way  as  gas  retorts,  with  a  hydraulic 
main,  and  this  again  with  condensers  or  scrubbers 
filled  with  coke  in  which  the  bone  oil  separates  and 
from  which  the  gases  are  exhausted.  Tne  gases  are 
then  forced  through  a  series  of  washers  contain- 
ing water  to  remove  the  ammonia,  the  residual 
prases,  which  are  employed  for  heating  and  light- 
mg  purposes,  finally  passing  into  a  gas-holder. 
Charges  of  about  2^  cwt.  of  bones  are  carbonised 
in  vertical,  and  5  cwt.  in  horizontal  retorts,  the 
operation  taking  about  6  to  8  hours  with 
the  former  and  8  to  10  hours  with  the  latter. 
The  bone  oil  collected  in  the  condenser  amounts 
to  from  3  to  5  p.c.  on  the  bones  carbonised,  and 
the  ammonia  in  the  ammoniacal  liquor  is  equal 
to  about  8  p.c.  of  ammonium  sulphate,  into 
which  it  is  converted  in  the  usual  way.  When 
the  bones  are  completely  carbonised  the  char- 
coal is  removed  from  the  retorts  and  cooled  in 
strong  sheet-iron  canisters,  which  are  at  once 
covexm  with  closely  fitting  lids  and  luted  round 
the  edges,  either  with  charcoal  paste  or  a  water 
lute.  The  char  when  quite  cold  is  crushed  in 
a  suitable  mill  (on  its  way  to  which  any  iron  it 
may  contain  is  removed  by  passing  over  the 
poles  of  an  electromagnet),  and  then  sifted  into 
various  sizes  to  suit  the  requirements  of  the 
su^ar-refiner.  It  is  usually  moistened  before 
grmding  to  keep  down  the  dust.  Good  bones 
yield  about  65  p.c.  of  char,  but  from  20  to  30  p.c. 
of  this  is  dust,  which  fetches  a  lower  price  than 
the  larger  grist. 

The  fofiowing  analysis  gives  approximately 
the  composition  of  a  good  sample  of  new  bone 
charcoal : — 


Carbon  .  .  .  , 
Calcium  and  magnesium 
phates,  calcium  fluoride 
Calcium  carbonate 
Calcium  sulphate 
Ferric  oxide  . 
Silica 
Alkaline  salts  . 
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&c. 
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Moisture  originally  present         .       8*00 

Space  occupied  by  one  ton,  48  cubic  feet. 
Sizes  left  on  sieves  of    various  degrees  of 
fineness : — 
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The  carbon  always  contains  a  certain  pro- 
portion of  nitrogen  amounting  to  about  one- 
tenth  of  its  weight;  there  is  also  a  minute 
proportion  of  hydrogen  present.  The  nitrogen 
continually  becomes  less  and  less  whilst  the 
bone  charcoal  is  being  used  for  sugar-refining. 

When  char  is  re|)eatedly  rebumed,  it  becomes 
less  porous  and  shrmks  in  volume,  so  that  a  ton 
of  char,  which,  when  new,  measures  48  to  54 
cubic  feet,  may  be  reduced  to  as  low  as  28  cubic 
feet  after  being  rebumed  many  times,  or,  in 
other  words,  its  apparent  density  may  be  nearly 
doubled. 

Wallace  has,  however,  shown  that  the  real 
sp.gr.  varies  but  little  ;  thus,  a  new  char  occu- 
pying 50*6  cubic  feet  per  ton,  or  having  an 
apparent  sp.gr.  of  0*71,  had  a  real  sp.gr.  of 
2*822,  whilst  a  moderately  old  sample,  occupying 
35  cubic  feet  per  ton,  or  having  an  apparent 
sp.gr.  of  1*03,  had  a  real  sp.gr.  of  2 -857,  or  only 
a  trifle  over  that  of  the  new. 

Another  proof  that  char  loses  its  porosity  to  • 
a  considerable  extent  by  long-continued  use  and 
rebuming  is  afforded  by  the  fact,  pointed  out 
by  Wallace,  that  dry  new  char  will  absorb  from 
80  to  100  p.c.  of  its  weight  of  water,  whereas 
old  char  will  only  retain  &om  30  to  45  p.c. 

New  charcoal  of  good  quality  should,  in  the 
dry  state,  contain  not  less  than  9  and  not  more 
than  11*5  p.c.  of  carbon.  The  silica  should  not 
exceed  0*5  p.c,  the  oxide  of  iron  0*15  p.c.,  the 
calcium  sulphate  0*2  p.c,  and  the  moisture 
8  p.c.  Its  weight  should  not  exceed  52  lbs.  per 
cuoic  foot.  It  should  be  of  a  dull  black  colour, 
and,  when  incinerated,  leave  an  ash  of  a  uniform 
white  or  cream  colour ;  the  presence  of  grey  or 
reddish  particles  indicates  that  the  sample  has 
been  mixed  with  old  charcoaL  When  brought 
in  contact  with  the  tongue,  it  should  adhere  to 
it  somewhat  strongly.  The  size  of  grain  which 
it  is  desirable  to  have  in  new  charcoal  dejpends 
upon  the  use  to  which  it  is  to  be  applied.  Large- 
grain  charcoal  is  preferable  for  strong  liquors, 
such  as  the  liquor  used  for  washing  loaf  sugar. 
Refiners,  as  a  rule,  prefer  small  gram  ;  if,  how- 
ever, it  be  very  small,  it  impecbs  the  passaj^e 
of  liquor  and  also  gives  considerable  trouble  m 
washing.  Char  may  be  used  over  and  over  again 
and  sometimes  lasts  several  years,  being  revivi- 
fied each  time  after  use  by  rebuming  in  special 
kilns  {see  Sugar).  When,  by  continued  use,  it  has 
practically  lost  its  power  of  removing  colour,  it 
is  known  as  spent  char,  and  is  then  used  as  a 
manure,  either  as  it  is,  or  more  generally  after 
treatment  with  sulphuric  acid,  so  as  to  form 
superphosphate  of  lime. 

Animal  charcoal  dust  is  employed  as  a  pig- 
ment after  being  finely  ground  either  in  a  dry 
or  wet  state ;  it  is  also  used  in  the  manufacture 
of  blacking  (^.v.). 

Ivory  black  consists  of  char  in  an  exceedingh' 
fine  state  of  division. 

Although  the  chief  use  for  animal  charcoal  is 
in  refining  sugar,  it  is  also  employed  for  the 
purification  of  water,  vegetable  or  mineral  oils, 
paraffin,  glycerol,  and  various  other  organic 
substances. 

It  is  sometimes  found  necessary  to  use  a 
more  powerful  decolourising  agent  than  ordinary 
bone  charcoal,  and  this  is  prepared  by  treating 
new  animal  charcoal  with  dilute  hydrochloric 
acid  to  dissolve  out  the  inorganic  constituents. 
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leaving  tho  carbon  behind.  This,  when  care- 
fully washed  and  dried,  forms  a  most  valuable 
decolourisiziff  agent.  N.  Bbos. 

ANIMAL  OILS  and  FATB  v.  Oils  and  fats. 

ANIME  and  ANIMI  v.  Olbo-rbsiks. 

ANISEED.  {Ants,  Fr.,  Ger.)  The  fruit  of  the 
Pimpindla  Anisum  (Linn.),  cultivated  in  Malta, 
Spain,  and  Germany.  Used  for  the  preparation 
of  anise  oil  and  cordials.  Alcohol  extracts  36*24 
p.G.  of  this  spice  (Biechele,  Pharm.  J.  [3]  10, 
878). 

ANISE  CAMPHOR  v.  Cahfhobs. 

ANISE  OIL.  Tho  essential  oil  of  aniseed, 
obtained  by  distilling  it  with  water.  According 
to  Landolph  (Compt.  rend.  81,  97  ;  82,  226),  it 
contains  90  p.c.  of  anelhcie,  boiling  at  226^. 
Anethole,  according  to  Perkin  (Ohem.  Soc. 
Trans.  32,  668),  is  p-allylanisole  C«H4(0Me)CH  : 
CHOH, ;  he  obtained  it  by  heatuig  ^-methozy- 
phenylcrotonic  acid. 

Anise  oil  is  sometimes  adulterated  with 
fennel  oil ;  this  can  be  detected  by  heating  the 
oil,  when  the  fennel  odour  becomes  perceptible. 

Star  anise  oil  has  a  similar  colour  and 
taste,  but  it  does  not  solidify  at  2^  (v.  Oils, 

ESSBNTIAL). 

ANI8IDINE«  NH,C.H«OMe.  Orthanm- 
dine.  Obtained  by  the  reduction  of  orthonitrani- 
sole  with  tin  and  hydrochloric  acid  or  iron  and 
hydrochloric  acid  (Meister,  Lucius,  and  Bruning, 
D.  R.  P.  7217  of  Dec.  3,  1878),  is  a  colourless 
oil,  which  boils  at  226*5®  at  734  mm.  pressure 
(Mtthlhafiser,  Annalen,  207,  239) ;  at  225''  at 
760  mm.  (Perkin,  Chem.  Soc.  Trans.  69,  1210), 
and  has  a  sp.gr.  1*108  at  26^  When  diazotised 
and  treated  with  /3-naphtholdisulphonic  acid 
(R-acid),  it  yields  anisoU-red  (v.  Azo-  coloubino 
MATTEBS).  A  mixture  of  orthanisidine  (2  mok.) 
and  paraphenylenediamine  (I  mol.)  is  converted, 
on  oxidation  with  potassium  dichromate,  into  a 
reddish  colouring  matter  formerly  employed 
under  the  name  lafranisole  (Kalle  &  Co.,  D.  R.  P. 
24229  of  Oct.  27, 1882 ;  expired  March,  1886). 

Paranlsidlne,  obtained  from  paranitranisole 
by  reduction  with  tin  and  hydrochloric  acid, 
crystallises  in  prisms  which  melt  at  55*5^-56*5^ 
(Lossen,  Annalen,  175,  324)  and  boil  at  245*^- 
246<'  (Salkowski,  Ber.  7, 1009) ;  243^'  at  760  mm. 
(Perkin,  Chem.  Soc.  Trans.  69, 1210) ;  ^-anisidine, 
o-sulphonic  acid,  prepared  by  boiling  the  hydro- 
gen sulphate  of  ^-anisidine,  when  diazotised 
and  coupled  with  /3-naphthol,  yields  an  azo- 
compound  forming  red  lakes  with  bar3iA, 
alumina,  &;o.  (Alrtiengesellschaft  fiir  Anuin- 
Fabrikation,  D.  R.  P.  14665). 

Chloranisidine,  when  diazotised  and  coupled 
with  iS-naphthol,  yields  a  red  compound  in- 
soluble in  water  (Julius,  Ludwigshafen  and 
Jabrmaht,  U.S.  Pat.  695812) ;  p-  and  m-nitro- 
anisidine,  when  diazotised  ana  coupled  with 
/3-naphtho],  yield  red  and  pink  dyestuffs  (Imray, 
Enff.  Pat.  25756;  J.  Soc.  Chem.  Lid.  1898,  1039  ; 
and  Freyss,  J.  Soc.  Chem.  Ind.  1901,  356) ; 
o-iodo-^-anisidine,  when  diazotised  and  treated 
with  naphthol  sulphonic  acid,  yields  a  red  dye, 
similar  to  that  obtained  from  p-anisidme 
(Reverdin,  Ber.  29,  997). 

Anisidine  condenses  with  orthoformic  ester, 
and  the  resulting  compound  is  used  as  an 
anaesthetic  (Goldchsmidt,  £ng.  Pat.  9792 ;  J.  Soc. 
Chem.  Ind.  1899,  606). 

ANISOCHILUS     CARNOSUS    (WaU).     An 


Indian  plant    belonging  to  the  Labiatn  and 
containing  a  volatile  oiL     Used  in  quinsy. 

ANI80LE.    Anis&a  ;  Melhylphenyl  ether 
CgHj-O-CH.. 

Preparation. — ^Anisole  can  be  obtained  by  dis- 
tilling anisic  acid  or  o-methoxybonzoic  acid  with 
baryta,  or  by  heating  potassmm  phenate  with 
methyl  iodide  at  120^  (Cahours,  Ann.  Chim.  Phys. 
rS]  2,  274  ;  10,  353  ;  27,  439).  It  is  prepajf!dd 
by  passing  a  current  of  methyl  chloride  over  dry 
sodmm  phenate  heated  at  190*^-^200^  (Vincent, 
Bull.  Soc.  Chim.  40, 106),  and  by  heating  phenol 
with  methyl  alcohol  and  potassium  bisulphate 
at  150M60*  (Act.  Ges.  fiir  Anil.-Fabrik. ;  D.  R.  P. 
23775).  It  has  been  synthesised  by  fusing 
sodium  benzene  sulphonate  with  sodium 
methoxide  (Moureu,  J.  Pharm.  Chim.  8,  v.  211). 

Properties, — It  is  a  colourless  ethereal  liquid, 
which  boils  at  155''-155*5''at  762*3  mm.  (Schiff, 
Annalen,  220,  105)  at  153*9**  (coir.)  (Perkin, 
Chem.  Soc.  Trans.  69,  1240) ;  melts  at  >-  37*8*' 
(Von  Schneider,  Zeit.  Phys.  Chem.  19,  997) 
and  has  a  specific  gravity  0*991  at  15^  {v. 
Oils,  Essential). 

ANISOMELES  MALABARICA  (R.  Br.).  A 
much-esteemed  Indian  plant  belonging  to  the 
Labiate ;  an  infusion  of  the  leaves  is  used  in 
intermittent  fevers,  and  the  essential  oil  is 
applied  externally  in  rheumatism. 

ANKOOL,  AKOLA,  DHERA  BARK.  The 
root  bark  of  AUingium  Lamarckii  (Thw.),  one  of 
the  Comacen,  used  in  leprosy  and  skin-diseases 
(Dymock,  Pharm.  J.  [3]  9,  1017). 

ANNATTO  is  derived  from  the  fruit  of  the 
Bixa  orellana  (Linn.),  a  shrub  found  native  in 
CentrsI  America,  and  cultivated  in  Brazil, 
Guiana,  Mexico,  the  Antilles,  and  India. 

To  prepare  the  dyestuff,  the  seeds  and  pulp 
are  removed  from  the  mature  fruit,  macerated 
with  water,  and  the  mixture  is  left  to  ferment. 
The  product  is  strained  through  a  sieve,  and  the 
colouring  matter  which  settles  out  is  collected, 
partially  evaporated  by  heat,  then  placed  in 
boxes,  and  finally  dried  in  the  sun. 

Annatto  comes  into  the  market  in  the  form 
of  cakes,  and  among  the  different  varieties 
Cayenne  annatto  is  the  most  esteemed,  and  is 
considered  to  be  the  richest  in  colouring  matter. 
It  should  contain  from  10  to  12  p.c.  of  the  pure 
dye,  and  not  more  than  5  p.c.  of  ash,  whereas 
the  amount  of  colouring  matter  in  the  Bengal 
product  is  frequently  lower  than  6  p.c. 

In  1848  Dumontal  devised  a  new  method  for 
the  preparation  of  annatto,  in  which  fermenta- 
tion IS  avoided,  and  the  pulp  is  simply  washed  out 
from  the  capsules  and  off  the  seeds.  The 
product  kno^ix  as  hixin  is  said  to  be  five  to  six 
times  more  valuable  than  ordinary  annatto 
(Crookcs,  Dyeing  and  Calico-Printing). 

Tho  colouring  matters  of  this  dyestuff  were 
first  investigated  by  Clievreul  (Lemons  de  chimio 
appliqu^e  k  la  Teinture),  who  isolated  two 
substances,  one  yellow,  which  was  called  orrelline, 
soluble  in  water,  and  a  second,  bixin,  which  is 
red  and  very  sparingly  soluble. 

Bixin,  the  useful  colouring  matter,  was  subse- 
quently examined  by  numerous  chemists,  who 
were  only  successful  in  preparing  it  as  an 
amorphous  powder,  and  its  isolation  in  a 
crystalline  condition  was  first  achieved  by  £tti 
(Ber.  7,  446;   11,864). 

£tti  digested  1*5  kilo  3  of  purified  annatto 
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with  ft  solution  of  150  gramB  of  calcined  soda  ash 
in  2-6  kilos*  of  80  p.c.  alcohol  on  the  water-bath 
at  80^.  The  mixture  was  filtered  and  the 
residue  pressed  between  warm  plates,  and  asain 
extracted  with  1*6  kilos,  of  warm  60  p.c.  alcohol. 

The  alcoholic  filtrate  was  diluted  with  half 
its  volume  of  water,  concentrated  sodium  carbon- 
ate solution  added,  and  the  crystalline  precipi- 
tate of  sodium  bixin  was  collected  after  several 
days,  and  pressed.  The  product  purified  by  solu- 
tion in  60  p.c.  alcohol  at  TO^'-^O  ,  and  reprecipi- 
tation  with  sodium  carbonate  was  finally  made 
into  a  cream  with  alcohol,  and  this,  when  neu- 
tralised with  hydrochloric  acid  3rielded  crystal- 
line bixin. 

A  simpler  method  has  been  more  recently 
devised  by  Zwick  (Ber.  30,  1972).  WeU-dried 
annatto  is  extracted  for  24  hours  with  boil- 
ing chloroform,  the  extract  evaporated,  and 
the  residue  thoroughly  exhausted  with  ligroin. 
The  product  is  crystallised  from  chloroform, 
and  after  washing  with  ligroin,  is  repeatedly 
recrystallised  from  the  former  solvent. 

fiixin  CjgHifO,  (Etti,  Lc, ;  Marchlewski 
and  Matejko,  diem.  Zentr.  1906,  ii.  1266) 
consists  of  brown-red  or  deep-red  rhombic 
cr3rstalB,  which,  when  slowly  heated,  melt  at 
191*6*',  and  when  rapidly  heated,  at  198^  It  is 
sparingly  soluble  in  the  usual  solvents,  and  of 
these  it  is  most  readily  dissolved  by  chloroform 
or  alcohoL  Concentrated  sulphuric  acid  dis- 
solves bixin  with  a  cornflower-blue  colouration, 
and  this  reaction  is  characteristic,  and  is  given 
by  minute  traces  of  the  substance. 

Monoaodium  bizin  CsgHiaOsNa-f 2H2O  is 
best  prepared  by  dissolving  10  grams  of  bixin 
in  a  solution  of  1*2  grams  of  8o£um  carbonate 
in  300  c.c.  of  12  p.c.  alcohol  at  70"*  (Etti,  Zwick). 
It  is  deposited  on  cooling  in  dark-red  iridescent 
crystab,  and  can  be  ob^ined  in  the  anhydrous 
condition  by  recrystallisation  from  70  p.c. 
alcohol  (M.  and  M.). 

Disodium  bixin  C,sH.,OsNa«-f  2HgO  is 
obtained  when  20  grams  of  bixin  is  dissolved  In 
a  solution  of  10  grams  sodium  carbonate  in 
600  c.c.  of  boiling  12  p.c.  alcohol.  It  consists 
of  a  dark-red  amorphous  powder  (Etti).  Mono- 
potassium  bixin  C2aH„0,K+2H,0  and  dipo- 
tassium  bixin,  CfJa.^fO^K^-\-2B.fi  have  also 
been  prepared. 

Bixin  contains  one  methoxyl  group.  Dis- 
tilled with  sine-dust,  bixin  yields,  according  to 
Etti,  fneittxyleTief  meiaeihylxylene,  and  a  hydro- 
carbon 0,4614,  b.p.  270**-280*. 

According  to  Zwick,  bixin  is  readily  reduced 
by  sodium  amalgam,  and  a  compound,  Cs|H4q07, 
is  thus  produceid.  Marchlewski  and  Matejko, 
on  the  other  hand,  studied  the  action  of  zinc- 
dust  and  acetic  acid,  and  obtained  in  this 
manner  an  orange-coloured  crystalline  substance 
which  possessed  a  strong  metallic  lustre.  When 
slowly  heated,  it  melts  at  200•6^  but  if  the 
operation  is  carried  out  rapidly,  at  208°-210^. 
This  compound  is  evidently  of  an  unstable 
nature,  for  whereas  when  freshly  prepared  it 
gives  G=76*4,  H=7*7  p.c.,  on  standing  for  some 
days  in  the  air  it  becomes  colourless  and  then 
gives  0=68*6,  H=6*8  pr  cent.  At  100**  this 
change  occurs  more  rapidly. 

&feing  properties, — ^Annatto  is  still  employed 
to  a  fair  extent  for  colouring  oils  and  butter, 
but  is  almost    extinct  as  a  dyestuff    in  this 


country.  As  the  orange-red  colour  which  it 
yields  is  extremely  furtive  to  light  it  has  at  no 
time  been  very  extensively  used.  On  the  other 
hand,  it  resists  the  action  of  soap  and  dilute  acids 
very  well. 

In  order  to  dye  cotton,  the  annatto  is  first 
dissolved  in  a  boiling  solution  of  carbonate  of 
soda,  and  the  goods  are  then  entered  and  left 
in  the  bath  for  a  quarter  of  an  hour.  They  are 
subsequently  pressed  out,  and  washed  in  slightly 
acidulated  water  or  alum  solution. 

For  silk,  the  bath  is  made  up  with  equal 
parts  of  annatto  and  sodium  carbonate ;  soap 
is  also  usually  added,  and  the  dyeing  is  con- 
tinued at  60**  for  about  an  hour,  according  to  the 
shade  required.  The  colour  produced  can  be 
rendered  somewhat  more  yellow  by  passing 
the  fabric  through  a  weak  solution  of  tartaric 
acid. 

Wool  is  dyed  at  80''-100^  without  any 
addition  to  the  bath.  A.  G.  P. 

ANNEAUKG.  (Le  recuii,  Fr. ;  das  Anlassen, 
Ger.)  A  process  which  is  applied  princi- 
pally to  glsiss  and  metais  for  the  purpose  of 
rendering  them  softer  or  less  brittle.  The 
process  itself  always  consists  in  the  application 
of  heat  for  a  peiiod  of  time,  which  may  vary 
from  a  few  minutes  to  many  hours,  and  which 
may  be  followed  by  very  slow  cooling ;  the 
object  of  the  process  ia  to  permit  the  material 
to  attain  approximate  equilibrium  in  regard 
to  its  internal  structure.  This  state  of  normal, 
internal  equilibrium  may  be  disturbed  either 
by  the  effects  of  rapid  cooling  or  by  the  applica- 
tion of  mechanical  deformation.  The  former 
is  most  frequently  met  with  in  glass,  and  in 
large  metal  castings,  while  the  latter  is  found  in 
*  wrought '  metal  of  all  kinds. 

In  the  case  of  substances  which  are  poor 
conductors  of  heat,  such  as  glass,  and  also  in 
masses  of  metal  which  are  so  uirge  that  thermal 
conductivity  cannot  produce  reasonable  uni- 
formity of  temperature,  relatively  rapid  cooling 
sets  up  severe  stresses,  owing  to  the  fact  that 
the  outer  or  most  rapidly  cooled  layers  solidify 
first ;  subsequently  the  mtemal  portions  of  the 
mfluss  endeavour  to  contract  in  solidifying,  and  in 
cooling,  but  find  themselves  constrained  by  their 
attachment  to  a  relatively  rigid  external  envelope ; 
the  tendency  to  thermal  contraction  is  there- 
fore overcome  by  severe  tensional  stresses. 
A  body  in  this  condition,  while  it  may  present 
the  phenomenal  strength  of  a  *  Rupert's  drop,' 
is  liable  to  sudden  fracture,  particularly  if 
the  surface  is  cut  or  broken.  In  such  sub- 
stances, effective  annealing  implies  heating 
to  a  point  where  the  mass  becomes  sufficiently 
soft- to  release  all  internal  stresses,  followed  by 
very  slow  cooling  down  to  the  temperature  at 
which  the  body  is  completely  solid.  In  the 
case  of  fine  optical  glass,  the  rate  of  cooling  is 
retarded  so  that  a  fall  of  100°  occupies  one 
week.  For  metals  such  excessively  slow  cooling 
is  undesirable,  and  ia  never  intentionally  used. 

Metals  in  the  cast  or  other  '  normal '  con- 
dition consist  of  aggregates  of  minute  crystals 
of  approximately  equal  dimensions  in  all  direc- 
tioiis ;  when  metal  is  mechanically  deformed, 
as  by  hammering,  rolling,  or  other  working 
process  carried  on  in  the  cold,  these  minute 
crystals  are  elongated  in  the  same  general  sense 
as  the  mass  of  which  they  form  part,  and  this 
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deformation  of  th^  crystalB  is  ftccompanied  by 
the  well-known  hardening  of  the  metal  under 
cold  work.  This  is  due  in  part  to  the  internal 
rearrangement  which  each  crystal  undergoes, 
and  in  part  to  the  partial  and  local  destruction 
of  the  crystalline  arrangement  itself,  accom- 
panied by  the  formation  of  a  hard  amorphous 
'  phase '  (Ewing  and  Rosenhain,  Phil.  Trans. 
1890,  ser.  A,  cxiiL  36a-375;  BeUby, 
Phil.  Mag.  1894).  When  the  metfd  is  subse- 
quently annealed,  t.e.  heated  to  a  suitable 
temperature,  the  metal  *  recrystallises,*  the 
crystals  rearrange  themselves,  and  the  original 
condition  is  approximately  restored.  In  some 
metals  the  molecular  mobility  is  such  that 
recrystallisation  takes  place  slowly  even  at  the 
ordmarv  temperature  (lead :  Ewing  and  Rosen- 
hain,  Phil.  Trans.  1900,  cxcv.  270^01 ;  brass : 
Cohen,  Rev.  general  des  Sciences,  April  30, 
1910) ;  but  in  the  greater  number  of  cases  a 
high  temperature  is  required.  In  the  great 
majority  of  pure  metals,  and  in  some  aUoys, 
the  rate  of  subsequent  cooling  is  immaterial 
so  far  as  the  softening  effect  is  concerned ;  but 
in  certain  metals  and  in  a  large  number  of 
alloys  either  allotropio  or  other  changes  take 
place  during  gradual  cooling,  and  these  trans- 
formations are  more  or  less  inhibited  by  rapid 
cooling ;  in  such  metals  the  rate  of  cooling 
through  the  *  critical  temperatures '  at  which 
these  changes  occur  is  of  material  importance. 
The  most  striking  example  is  found  in  carbon 
steels,  which  are  moderately  soft  if  cooled  slowly 
down  to  a  temperature  of  650^,  but  become 
exceedingly  hard  if  suddenly  cooled  from  a 
temperature  above  700^.  In  the  case  of 
haraened  tool  steel,  the  process  of  annealing 
consists  in  raising  the  steel  to  such  a  temperature 
(above  700^)  that  the  changes  which  were 
suppressed  when  the  steel  was  hardened  by 
quenching  are  allowed  to  take  place  during  the 
heating  and  cooling  process. 

In  many  meUds  the  annealing  process  is 
liable  to  be  complicated  by  the  effects  of 
chemical  actions  between  the  metal  and  its 
solid  or  gaseous  surroundings,  as  well  as  by  the 
effects  of  the  growth  of  the  constituent  crystals 
of  the  metal;  at  high  temperatures  these 
cr3r8tals  tend  to  increase  in  size,  and  the  resulting 
coarsening  of  the  grain  of  the  metal  leads  to 
a  deterioration  m  mechanical  properties. 
Annealing  at  an  unduly  high  temperature  or 
for  too  long  a  time  thus  becomes  *  over-heating,' 
and  is  injurious  to  almost  all  metals  and  alloys, 
notably  to  steel  and  brass.  W.  R. 

ANODYNINE.      Identical    with    antipyrine 

ANONA  MURICATA  (Linn.).  A  decoction 
of  the  root  is  used  as  an  antidote  for  fish-poison- 
ing, and  the  bark  serves  as  an  astringent.  The 
leaves  are  useful  in  softening  abscesses,  and  from 
the  seeds  a  wine  can  be  prepared  which  is  said 
to  be  beneficial  in  cases  of  diarrhcBa  (Chem. 
Zeit.  10,  433  ;  J.  Soc.  Chem.  Ind.  6,  332). 

ANORTHUE  V.  Felspar. 

ANOZOL.  Trade  name  for  a  preparation 
of  iodoform  deodorised  by  10-20  p.c.  of  thymol. 

ANTMEMOL  t;.  Camphor.s. 

ANTHIONE.  Trade  name  for  a  solution  of 
potassium  persulphate.  Employed  as  a  photo- 
graphic reagent. 

ANTHOKIRRIN.    The     yeUow     crystalline 


matter  of  the  flowers  of  the  yellow  toadflax 
{Linaria  vulgaris).  Formerly  used  as  a  dyeing 
material,  but  the  colour  is  not  permanent. 

ANTHOKYAN.  The  expressed  juice  of  the 
sweet  or  piurple  violet  {Viola  odorata),  gently 
heated  to  89°,  then  skimmel,  cooled,  and 
filtered.  A  little  rectified  spirit  is  then  added, 
and  the  following  day  the  whole  is  again  filtered. 
Used  to  make  syrup  of  violets,  and  to  colour  and 
flavour  liqueurs. 

ANTMOPMACIN.  A  term  given  by  Mobius 
(Chem.  Zentr.  1901,  i.  190)  to  the  brown  colouring 
matter  of  flowers. 

ANTHRACENE  Cj  4H.  q.  Bigcovered  by  Dumas 
and  Laurent  in  the  highest  boiling  portion  of 
coal  tar,  and  termed  by  them  paranaphthalene 
(Annalen,  5,  10) ;  further  examined  by  Laurent, 
who  re-named  it  anthracene  (Annalen,  34,  287) ; 
first  obtained  pure,  and  its  composition  deter- 
mined, by  Fritzsche  (Annalen,  109,  249),  and 
more  exactly  studied  by  Anderson  (Annalen, 
122,  294 ;  Chem.  Soc.  Trans.  15,  44). 

Occurrence. — ^Anthracene  is  one  of  the  pro- 
ducts of  the  destructive  distillation  of  coal,  and 
is  found  in  the  tar;  the  average  yield  of  the 
purQ  hydrocarbon  is  about  0*3  p.c.  of  the  tar 
obtained. 

A  new  source  of  anthracene  has  been  an- 
nounced (Dingl.  poly.  J.  246,  429)  in  the  tar 
obtained  when  the  residue,  left  after  the  illumi- 
nating oils  have  been  distilled  from  Baku  petro- 
leum, is  allowed  to  fall  on  pumice  in  red-hot  iron 
retorts.  1000  kilos  of  naphtha  residue  under 
these  conditions  yield  500  cm.  of  gas,  used  to 
heat  the  retorts,  and  300  kilos,  of  tar,  containing 
about  0*2  p.c.  of  pure  anthracene.  The  sui>ply 
of  the  naphtha  residue  is,  however,  too  limited 
to  render  anthracene  from  this  source  a  serious 
competitor  with  that  from  coal  tar. 

According  to  Elliott  (Amer.  (Siem.  J.  6, 
248),  the  tar  obtained  in  the  manufacture  of 
gas  by  the  destructive  distillation  of  li^ht 
petroleum  naphtha  boiling  below  150°  contams 
2*63-2*90  p.c.  of  anthracene.  A  remarkable 
production  of  anthracene,  during  the  distillation 
of  the  higher-boiling  portions  of  crude  phenol, 
has  been  observed  by  Kohler  (Ber.  18,  869). 

Anthracene  is  obtained  by  the  distillation 
of  rhein  with  zinc-dust  (Oesterle  and  Tesza, 
Arch.  Pharm.  1908,  432),  but  this  production 
is  of  no  commercial  value. 

Preparation  (Auerbach,  Das  Anthracen  und 
seine  Derivate;  Kopp,  J.  1878,  1187;  Perkin, 
Joum.  Soc.  Arts,  27,  572 ;  Lunge,  Coal  Tar  and 
Ammonia). — Anthracene  is  obtained  from  the 
'  green  grease '  which  forms  the  last  portion  of 
tne  *  heavy  oil  *  or  *  dead  oil '  of  the  tar  distiller  ; 
this  at  first  is  a  brown  liquid  with  a  green 
fluorescence,  but  soon  becomes  semi-solid  on 
standing,  owing  to  the  separation  of  solid  sub- 
stances. When  no  further  separation  occurs, 
the  mass  is  subjected  to  filtration,  either  in  a 
centrifugal  machine  or  a  filter  press,  first  in 
the  cold  and  finally  at  40^  (Gessert,  Dingl. 
iK)ly.  J.  196,  543) ;  or  is  filtered  through  strong 
linen  bags,  and  afterwards  submitted  to  nydraulic 
pressure  in  a  press  so  arranj^ed  that  the  plates  can 
bo  heated  with  steam  and  the  cake  hot-prc.«»sed. 
A  notable  quantity  of  anthracene  remains  dis- 
solved in  the  expressed  oil,  and  especially  in 
the  portions  separated  when  the  temperature  is 
raised,   and   is   recovered   by   redistilling   and 
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working  up  the.  product  as  just  desoribed.    The 
hard  yellowish-green  cake  obtained,  containing 
25-40  p.c.  of  pure  anthracene,  is  ground  to  a 
fine  powder  in  mills  and  heated  with  coal-tar 
naphtha  (b.p.  80*-100®),  solvent  naphtha  (b.p. 
120°-190®),    creosote    oil,  or    petroleum    spirit 
(b.p.  70®-100°),  in  large  iron  vessels  provided 
with  stirrers.     Petroleum  spirit  is  to  be  pre- 
ferred (Perkin),  since  it  dissolves  less  anthracene 
whilst  the  impurities  are    sufficiently  soluble 
in  it  to  be  removed  if  the  quantity  of  solvent 
employed  is  2-3  times  as  great  as  that  of  the 
anthracene  to   be  purified.     Solvent  naphtha, 
consisting  esentyUly  of  xylenes,  pseudo-cumene 
and   mesitylene,  is   extensively   employed,    as 
phenanthreno  is  much  more  soluble  than  anthra- 
aoene  in  this  solvent.    When  creosote   oil   is 
used,  it  must  be   free  from  naphthalene ;  the 
advantage  of  using  creosote  oil  is  that  it  dis- 
solves out  the  methyl  anthracene,  the  anthracene 
being  x>ractically  insoluble  therein.    The  residue 
contains  from  45-50  p.c.  of  the  hydrocarbon, 
but  inasmuch  as  it  is  not  readily  reduced  to 
powder,  and  unless  finely  divided  is  onl^  slowly 
attacked  by  oxidising  agents,  it  is  subhmed  by 
passing  steam,  heat^  at  220^-240°,  over. the 
melted  product,  and  condensing  the  vapours  in 
a  chamoer  by  jets  of  water.     The  anthracene 
thus,  obtained  is  in  leafy  masses,  containing 
from  60-60  p.c.  of  the  hvdrocarbon,  the  chief 
impurities     consisting     of      carbazole     (10-12 

E.c),  phenanthrene,  pyrene,  chrysene,  and  other 
ydrocarbons,  together  with  small  quantities  of 
phenols  of  high  boiling-point,  and  of  acridine ; 
it  can  readily  oe  ground  to  a  paste,  and  is  now 
sufficiently  pure  for  conversion  into  anthra- 
quinone  by  oxidation.  If,  however,  dichloran- 
thracene  is  required,  further  purification  is 
necessary ;  this  can  be  effected  by  distillation 
with  caustic  potash,  whereby  impurities  such  as 
carbazole  ana  bodies  of  a  phenolic  character  are 
retained,  and  anthracene,  together  with  phenan- 
threne, distils  over  with  no  greater  loss  than 
occurs  if  the  60  p.c.  product  is  distilled  alone ; 
caustic  soda  cannot  be  substituted  for  the  potash, 
since  it  produces  no  purification  of  any  conse- 
quence. Instead  of  distilling  washed  anthracene 
(100  parts)  with  caustic  potash,  Perkin  employs 
a  mixture  of  Montreal  potash  (30  parts),  which 
usuaUy  contains  potassium  hydroxide  in  con- 
siderable quantities,  an4  caustic  lime  (6  parts). 
Unless  lime  is  used,  the  residue  in  the  retorts 
forms  a  hard  cake,  which  can  be  removed  only 
with  difficulty.  Hydrogen  is  evolved  during  the 
distillation.  The  distiUate  is  freed  from  phen- 
anthrene by  washing  with  coal-tar  naphtha,  and 
the  residue  is  a  very  pure  anthracene.  This 
production  of  phenanthrene,  even  from  anthra- 
cene which  has  been  freed  from  this  impurity  by 
extraction  with  solvents  previous  to  distillation 
with  caustic  potcwh,  is  noteworthy  and  points  to 
the  probable  existence  of  molecular  compounds 
of  phenanthrene  with  other  of  the  impurities  of 
the  washed  anthracene,  which  are  destroyed 
during  the  distillation  with  caustic  potash.  This 
process  of  Perkin  has  been  subjected  to  con- 
siderable criticism.  According  to  Auerbach,  a 
loss  of  anthracene  to  the  extent  of  10  p.c.  occurs, 
and  this,  added  to  the  cost  of  fuel  employed, 
renders  it  the  most  costly  method  of  purification 
yet  devised.  The  great  advantage  of  the 
method^  honi'ever,  is  Uiat  it  brings  anthracenes 


of  different  origins  to  a  similar  condition  of 
purity ;  even  pitch  anthracene— obtained  by 
the  distillation  of  gas-tar  pitch  in  iron  retorts 
with  the  aid  of  super-heated  steam,  and  generally 
unsuitable  for  purification  owins  to  the  difficulty 
of  removing  higher  hydiocaroons  associated 
with  it — works  perfectly  well  after  it  has  been 
subjected  to  this  process. 

Many  modifications  in  the  method  of  puri- 
fying crude  anthracene  have  been  introduced. 
A  method  based  on  the  far  greater  solubility 
of  the  impurities  in  mixtures  of  aniline,  pyridine, 
or  quinoline  bases,  has  been  patented  by  the 
Chemische  Fabriks-Actiengesellschaft  in  Ham- 
burg (D.  R.  p.  42053  of  AprU  16,  1887).  The 
crude  anthracene  is  dissolved  at  100^  in  14-2 
times  its  weight  of  a  dehydrated  and  rectihed 
mixture  of  tar  bases  (p3rridines)  separated  ^m 
the  light  oil  obtained  in  tar  distillation  (compare 
D.  R.  P.  34947  and  36372),  and  the  solution, 
on  cooling,  yields  a  crystalline  separation  of 
anthracene  almost  free  from  carbazole  and  its 
homologues.  The  patentees  state  that  a  33  p.c. 
anthracene  dissolved  in  1*75  times  its  weight 
of  p3nidine  bases  yields  on  crystallisation  an 
82*6  p.c.  anthracene,  whilst  when  dissolved 
in  twice  its  weight  of  a  mixture  of  equal  parts 
of  pyridine  bases  and  benzene,  it  yields  an 
80  p.c.  anthracene,  and  in  twice  its  weight  of  a 
mixture  of  equal  parts  of  benzene  and  aniline  a 
75  p.c.  anthracene.  The  recovery  of  the  an- 
thracene contained  in  the  mother  liquors  offers 
no  special  difficulty. 

Remy  and  Erhart  (D.  R.  P.  38417  of  Jan.  19, 
1886)  have  proposed  crystallisation  from  oleic 
acid  as  a  means  of  purification  of  crude  anthra- 
cene. The  difficulty  of  recovering  the  anthra- 
cene contained  in  the  mother  liquors  would  s(9em, 
however,  to  deprive  this  method  of  technical 
importance. 

Graham  (CSiem.  News,  33,  99,  168)  has 
devised  a  method  for  recovering  anthracene 
from  the  filtered  oils  used  in  its  purification. 

The  Farbenfabriken  vorm.  Friedr.  Baeyer  & 
Co.  (D.  R.  P.  68474 ;  Eng.  Pat.  5539 ;  J.  Soc. 
Chem.  Ind.  1893,  439)  employ  liquid  sulphur 
dioxide,  which  dissolves  the  impurities  of  crude 
anthracene,  but  very  little  anthracene  itself. 
600  kilos,  crude  anthracene  is  mixed  in  a  wrought 
iron  agitator  with  2400  kilos,  liquid  sulphur 
dioxide,  first  exhausting  the  air  and  then  allowing 
the  sulphur  dioxide  to  enter.  The  reaction 
having  ceased,  the  mass  is  forced  by  its  OAvn 
vapour  pressure  into  an  iron  steam-jacketed, 
filtering  tower,  where  anthracene  of  70-80  p.c. 
remains  behind.  The  mother  liquor  is  distilled, 
the  sulphur  dioxide  bein^  collected  and  recon- 
densed  by  means  of  an  air-compressor. 

Another  patent  of  the  same  firm  (D.  R.  P. 
78861;  Eng.  Pat.  7862;  J.  Soc.  Chem.  Ind. 
1895,  361)  recommends  the  use  of  acetone  or 
other  fatty  ketones  as  a  purifying  agent. 
560  kilos,  crude  anthracene  is  stirred  in  a  steam- 
jacketed  cylinder  with  750  kilos,  acetone  for  an 
hour.  After  cooling  the  separated  anthracene 
is  filtered  and  washed  with  375  kilos,  acetone. 
The  second  liquor  is  used  over  again,  and  the 
first  is  distilled  to  recover  the  acetone.  From 
crude  stuff  containing  34  or  35  p.c.  anthracene, 
an  article  of  82  p.c.  is  easily  made,  and  only  a  few 
per  cent,  anthracene  remain  in  the  residue  after 
distilling  off  the  acetone.    The  acetone  may  be 
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Qfled  in  the  form  of  *  raw  acetone '  or  *  acetone 
oils.* 

Welton  (Eng.  Pat.  27659 ;  D.  B.  P.  113291 ; 
J.  Soo.  Chem.  Ind  1900,  139)  purifies  crude 
anthracene  by  means  of  liquid  (anhydrous) 
ammonia,  which  dissolves  out  most  of  the 
impurities,  but  not  the  anthracene  itself. 

Luyten  and  Blumer  (Eng.  Pat.  14892 ; 
D.  R.  P.  141186 ;  J.  Soc.  Chem.  Ind.  1901.  796) 
state  that  when  anthracene  is  purified  by 
solvents  such  as  naphtha,  acetone,  Ac,  the 
presence  of  tar  oil  in  the  crude  anthracene  is 
beneficial.  26  parts  of  drained  crude  anthra- 
cene are  heated  with  36  part<8  of  naphtha  until 
the  temperature  is  near  that  of  the  solvent. 
On  ooolingy  the  anthracene  crystallises  out  and 
is  filtered  and  washed  with  a  little  of  the  solvent. 
It  is  dried  by  heating  to  fusion,  and  distilling 
off  the  solvent ;  80  p.  c.  anthracene  is  obtained 
by  this  method. 

The  Aktien  Qesellschaft  filr  Theer  und  Erd51 
Industrie  (D.  R.  P.  111369;  Eng.  Pat.  7868; 
J.  Soc.  Chem.  Ind.  1899,  760)  heat  crude 
anthracene  to  fusion,  and  idlow  it  to  cool  until 
60  p.c.  has  crystallised,  when  the  mother  liquor 
is  run  off  and  again  allowed  to  crystallise.  The 
second  crop  can  be  raised  to  the  value  of  the 
first  (46-60  p.o.)  by  another  fusion.  This 
product  is  agam  fused  and  treated  with  oaustic 
potash  lye  (60  p.c.)  in  quantity  sufficient  to 
react  with  the  carbazole  present.  When  the 
reaction  is  complete,  the  mass  separates  into  two 
layers,  the  lower  part  being  potassium  carbazole. 
The  upper  anthracene  layer  is  run  into  its  own 
volume  of  90's  benzol,  which  dissolves  any 
phenanthrene.  The  anthracene  is  pressed  or 
centrifuged,  and  again  washed  with  the  same 
solvent,  and  is  obtamed  as  a  pale-brown  powder. 
By  this  means  30  p.c.  anthracene  is  raised  to 
90  p.c.  (v.  also  Scholvien,  Fr.  Pat.  336013; 
J.  Soc.  Chem.  Ind.  1904, 113). 

The  Aktien  Qesellschaft  fur  Anilinfabrik 
(D.  R.  P.  178764;  J  Soc.  Chem.  Ind.  1907, 
1193)  add  potassium  hydroxide  to  the  melted 
crude  anthracene,  which  is  then  distilled  in 
vacftd,  the  anthiacene  distilling  over  being 
passed  into  some  solvent  in  which  it  is  soluble 
at  the  temperature  of  the  reaction,  and  from 
which  it  crystallises  on  cooling.  It  is  stated  that 
96-96  p.c.  of  the  anthracene  is  recovered  as  a 
product  containing  96-98  p.c.  of  pure 
anthracene. 

Wirth  (Eng.  Pat.  14462 ;  J.  Soc.  C^em.  Ind. 
1901,  464)  separates  the  carbazole  by  means  of 
its  easily  soluble  nitroso-  compound.  Crude 
anthracene  is  mixed  in  a  vessel  provided  with  a 
stirrer  with  light  coal-tar  oil  and  sodium  nitrite. 
Dilute  sulphuric  acid  is  added  gradually,  and  the 
sodium  sulphate  which  is  formed  is  dissolved  in 
water  and  separated  from  the  light-oil  layer. 
The  anthracene  is  filtered  from  the  light  coal- 
tar  oil,  washed  with  benzene,  and  c&ied.  It 
contains  76-96  p.c.  anthracene,  according  to 
quality  of  the  crude  material. 

Catchpole  (Eng.  Pat.  16641;  D.  R.  P. 
164608 ;  J.  Soo.  C^em.  Ind.  1903,  1190)  places 
the  crude  product  in  the  form  of  blocks  or  slabs 
on  a  perforated  or  channelled  surface  in  a 
chamber  suitably  heated  to  a  temperature  not 
exceeding  200°,  whereby  the  impurities  are 
*  sweated  *  out.  A  slight  washing  with  acid 
and  distillation  complete  the  process. 


Vesely  and  Votooek  (Eng.  Pat.  27696; 
J.  Soc.  Chem.  Ind.  1906,  191)  find  that  concen- 
trated sulphuric  acid  extracts  the  whole  of  the 
basic  impurities  of  anthracene  6rom  a  solution 
of  crude  anthracene  in  a  solvent  immiscible 
with  sulphuric  acid.  The  most  suitable  solvents, 
are  mineral  and  coal-tar  oils,  but  carbon  disul- 
phide  and  chloroform  may  be  used ;  100  parts 
of  crude  anthracene  (36  p.c.^  are  dissolv^  in 
300  parts  of  solvent  nanhtha,  100  parts  of 
concentrated  sulphuric  acid  are  added,  and  the 
mixture  is  heated  and  at  the  same  time  vigo- 
rously agitated  for  a  few  minutes.  The  sulphuric 
acid  having  been  drawn  off,  the  solution  is 
freed  from  acid  by  agitation  with  calcium 
carbonate,  filtered,  and  then  allowed  to  crystal- 
lise. By  this  process  it  is  stated  to  be  possible 
to  obtain  an  86-90  p.c.  anthracene,  periecUy 
free  from  carbazole. 

A  troublesome  impuritv  in  anthracene  is 
a  peculiar  paraffin,  which  has  a  high  melting- 

gomt,  and  is  only  sparingly  solubte  either  m 
ght  petroleum  or  ccMtl-tar  naphtha ;  it  is  dis- 
solved to  a  certain  extent  by  these  solvents 
when  hot,  but  on  cooling  is  almost  entirely 
deposited  amin.  A  small  quantity  left  in  the 
anthracene  rrequently  impedes  succeeding  opera- 
tions, and,  owing  to  its  stability,  passes  through 
most  of  the  processes  without  change. 

Syntheses, — From  orthotolylketone,  by  heating 
with  zinc-dust  (Behr  and  van  Dorp,  Ber.  7, 
17) ;  from  orthobenzylbromide,  by  the  action  of 
sodium  (Jackson  and  White,  Ber.  12,  1966); 
from  a  mixture  of  benzene,  acetylene  tetra- 
bromide,  and  aluminium  chloride  (Anschfltz, 
Annalen,  2.36,  166) ;  from  benzene  and  alu- 
minium chloride  under  the  influence  of  nickel 
carbonyl  at  100^  (Dewar  and  Jones,  Chem.  Soc. 
Trans.  1904,  213) ;  and  by  treating  pentachlor- 
ethane  in  benzene  with  aluminium  chloride, 
when,  anthracene  \a  formed  through  the  inter- 
mediate formation  of  perchlorethylene  (Mouney- 
rat,  Bull  Soc.  chim.  19,  [3]  667).  An  interest- 
ing S3mthesis  resulting  in  the  production  of 
methyl  anthracene  (m.p.  200®)  is  that  of  Kraemer 
and  Spilker  (Ber.  1890,  3174).  By  the  interac- 
tion  of  xylene  and  cinnamene,  phenyltolyl- 
pentane  is  formed,  which  when  passed  through 
a  red-hot  tube  forms  methyl  anthracene  (m.p. 
207®),  hydrogen  and  methane  being  evolved. 
This  synthetical  production  of  method  anthracene 
is  of  importance  in  its  relation  to  the  present 
theories  of  the  mode  of  formation  of  anthracene 
in  coal  tar. 

Properties, — Anthracene  crystallises  in  glis- 
tening white  scales.  It  melts  at  216*6®  (RbLb- 
sert,  Ber.  1890,  2246),  and  boils  at  382® 
(Schweitzer,  Annalen,  264,  193).  When  pure, 
it  shows  a  bluish-violet  fluorescence,  but  this 
is  concealed  if  small  quantities  of  yellow  im- 
purities (Fritzsche's  cnrysogen)  are  present. 
Yellow-coloured  anthracene,  on  exposure  to 
sunlight,  is  bleached,  and  becomes  fluorescent, 
but  under  these  conditions  the  hydrocarbon 
undergoes  conversion  into  paranthraoene 
(Ci^H.o), — a  peculiar  modification,  which  is 
much  less  soluble  than  anthracene,  is  unattaoked 
by  bromine  and  nitric  acid  at  100®,  and  does 
not  combine  with  picric  acid ;  it  melts  at  244®, 
and  is  thereby  converted  into  ordinary  anthra- 
cene (Fritzsche,  J.  pr.  Chem.  101,  333;  Graebe 
and    Liebermann,    Annalen,    SuppL    7,   264; 
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Schmidt,  J.  pr.  Chem.  [2]  9,  248).  The  fluor- 
esoenoe  of  authraoene  and  obtain  of  its  deriva- 
tivee  has  been  referred  by  Liebermann  to  a 
particular  molecular  grouping  (Ber.  13,  913). 
Meyer  (Zeitsch.  physikal.  Chem.  1897,  468) 
attributes  fluorescence  to  the  presence  of  what 
are  known  as  fluorphoric  groups,  which  must 
be  situated  between  two  heavy  atomic  ^oups, 
usually  benzene  nuclei.  The  solubihty  of 
anthracene  in  100  parts  of  various  solvents 
has  been  determined  b  v  Versmann  ( Jahresbericht. 
1874,  423),  Perkin  (Joum.  Soc.  Arts,  27,  698 : 
V.  Becchi,  Ber.  12,  1978),  Findlay  (Chem.  Soc. 
Trans.  1902,  1221)  ^vith  the  following  results  : — 

Parts  of  anthracene 
Alcohol  (absolute)  at  16''  dissolves  0-076  (B.). 
„  b.p.         „      0-830  (B.). 

8p.gr.=0-800  at  16**  „      0-591  (V.). 

„   =0-826     „  „     0-674  (V.). 

„    =0-830     „  „      0-491  (V.). 

=0-835     „  „      0-476  (V.). 

=0-840     „  „      0-460  (V.). 

=0-860     „  „      0-423  (V.). 

Ether  .         .     „  „      1-176  (V.). 

Chloroform  .     „  „      1-736  (V.). 

Ofcrbon  disulphide    „  „      1-478  (V.). 

Acetic  acid  .     „  „      0-444  (V.). 

Light  petroleum  .     „  „      0-394  (V.). 

.  b.p.  70M00* 

at  16*  dissolves  0-116  (P.). 

Benzene    .         .      „  „      1-296  (F.). 

„    b.p.  80*'-100<»  „  „      0-976  (P.). 

Toluene      .         .  at  16-6**       „      0-920  (B.). 

.  at  b.p.         „  12-940  (B.). 


»» 
»» 

»»       »» 
ft       >» 
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When  introduced  into  an  alcoholic  solution 
of  picric  acid  saturated  at  30^-40®,  anthracene 
forms  a  picrate  Ci4Hio,C,H,(NOj),0,  crystal- 
lising in  glistening  red  needles  which  melt  at 
138*  ;  it  is  decomposed  into  its  constituents  by 
alcohol,  water,  and  dilute  alkaUs,  even  in  the 
cold.  The  formation  of  the  picrate  is  best 
obtained  by  warming  molecular  quantities  of 
anthracene  and  picric  acid  on  the  water-bath  in 
chloroform  solution.  On  oxidation  with  po- 
tassium dichromate  or  manganese  dioxide  and 
sulphuric  acid,  anthracene  is  converted  into 
anthraquinone,  whilst  strong  nitric  acid  oxidises 
it  to  anthraquinone  and  dmitroanthraquinone ; 
nitro-  derivatives  of  anthracene  can,  however, 
be  prepared  by  the  action  of  strong  nitric  acid 
on  we  hydrocarbon,  if  care  is  taken  1^  decompose 
any  nitrous  acid  which  may  be  formed  during 
the  reaction  (Perkin,  Chem.  Soc.  Proc.  1889, 13). 
Electrolytic  oxidation  in  acetone  yields  anthra- 
quinone (Fontana  and  Perkin,  Chem.  Zentr. 
1904,  ii  708) ;  the  same  product  results  by  the 
electrolytic  oxidation  of  a  suspension  of  anthra- 
cene in  a  2  p.c.  solution  of  cerium  sulphate  in 
20  p.c.  sulphuric  acid  at  80*-90*  (Farb.  vorm. 
Meister,  Lucius  and  Bruning,  D.  B.  P.  162063 ; 
Chem.  Zentr.  1904,  ii.  71) ;  or  by  the  oxidation 
of  anthracene  by  cerium  oxide  in  sulphuric  acid 
(Farb.  M.  L.  &  B.;  D.  B.  P.  168609;  Chem. 
Zentr.  1906,  i.  840) ;  or  by  heating  anthracene 
with  charcoal  at  150*-300*  (Dennstedt  and 
Hassler,  D.  R.  P.  203848 ;  Chem.  Zentr.  1908, 
ii.  1760). 

Concentrated  sulphuric  acid  converts  anthra- 
cene into  sulphonio  acids.  Anthracene  mono- 
snlphonic  acid  is  obtained  by  the  direct  sulphona- 
tion  of  anthracene  with  sulphuric  acid  of  63*  or 


64*B.,  and  about  60  p.c.  of  the  aftthracene 
employed  is  thus  converted.  If  sulphuric  acid 
of  66*B.  is  used,  two  isomeric  disidphonic  acids 
are  obtained,  and  these,  on  oxidation,  yield  two 
anthraquinonedisulphonic  acids,  which  are 
isomeric  with  the  two  acids  obtained  by  the 
direct  sulphonation  of  anthraquinone.  The 
^-anthracene  disulphonic  acid,  after  oxidation 
with  chromic  or  nitric  acids,  and  subsequent 
fusion  with  alkali,  yields  alizarin  (^.v.),  and  the 
monosulphonic  acid  similarly  treated  yields 
anihrapurpurin  (g.v.)  (La  Socii^t^  Anonomye  des 
Mati^res  Colorantes  et  Produits  Chemiques  de 
St.  Denis,  £hig.  Pat.  1280 ;  J.  Soc.  Chem.  Ind. 
1894,  32). 

The  same  acids  are  obtained  by  heating 
anthracene  with  alkali  bisulphate  to  140*-160* 
(D.  R.  P.  77311).  Anthracene  is  readily  attacked 
by  chlorine  and  bromine,  and  yields  with  each 
element  a  series  of  additive  and  substitution 
derivatives ;  additive  compounds,  apparently, 
are  the  first  products  of  the  action,  and  these 
either  decompose  during  the  reaction  or  can  be 
decomposed  by  boiling  with  alcoholic  potash 
into  the  correspondinff  substitution  derivatives, 
which  also  form  additive  compounds  by  the 
further  action  of  the  halogens.  The  chloranthra- 
cenes  are  now  prepared  on  a  large  scale  (Clayton 
Aniline  Co.,  Eng.  Pat.  8744 ;  J.  Soc.  Chem.  Ind. 
1906,  64).  Dry  chlorine  reacts  with  anthracene 
in  the  presence  of  lead  peroxide  at  a  high 
temperature.  Fifty  parts  by  weight  of  anthracene 
and  10  parts  of  dry  powdered  lead  peroxide  are 
treated  with  dry  chlorine  at  22(r  until  the 
weight  has  increased  to  1 20  parts.  The  tempera- 
ture, however,  may  be  varied  between  180^  and 
260*,  and  the  composition  of  the  product  varies 
with  the  temperature  employed  and  the  amount  of 
chlorine  absorbed.  The  product  consists  mainly 
of  iS-tetrachloranthracene  (m.p.  162*),  which 
is  readily  soluble  in  benzene  ana  crystallises  out 
in  yellow  needles,  and  another  part  much  Jess 
soluble  in  benzene  and  more  highly  chlorinated. 
This  latter  consists  of  two  products :  hexachlor- 
anthracene  (m.p.  277*),  wuch  crvstaUises  from 
nitrobenzene,  and  heptachloranthracene  (m.p. 
232*),  which  is  more  soluble  in  benzene  than 
the  former.  Oxidation  converts  these  com- 
poimds  into  chloranthraquinones,  containing 
2  atoms  of  chlorine  less  than  the  original  com- 
pound. Treatment  with  a  mixture  of  nitric 
and  sulphuric  acids  results  in  the  formation  of 
chlomitroanthraquinones  which  yield  dyestuffs 
on  treatment  witn  fuming  sulphuric  acid.  The 
chloranthraquinones  on  £eatment  with  fuming 
sulphuric  acid  in  the  presence  or  absence  of  boric 
acid,  yield  hydroxy-  compounds ;  e.g,  1 : 4 
dichloranthraquinone  yields  quinizarin  {q,v.) 
(Farb.  vorm.  F.  Baeyer  &  Co.,  Fr.  Pat.  386368  ; 
J.  Soc.  Chem.  Ind.  1908, 667).  Reducing  agents, 
such  as  sodium  amalgam  or  phosphorus  and 
hydrogen  iodide,  convert  anthracene  into  the 
dihydride  (Graebe  and  Liebermann,  l,c, ;  Lieber- 
mann and  Topf.,  Annalen,  212,  6) ;  hydrogen 
and  nickel  oxide  at  260*~270*  and  100-126 
atmos.  convert  anthracene  first  into  tetrahydro-, 
then  decahydro-,  and  finally  perhydroanthracone 
(Ipatieff,  Jokowleff,  and '  Rakitin,  Ber.  1908, 
996). 

EstimcUion.—liu6k  (Ber.  6,  1347) ;  Meister, 
Lucius,  and  Bruning  (Dingl.  poly.  J.  224,  669) ; 
Nicol  (Chem.  Soc.  Trans.  1876,  2,  663) ;  Bassett 
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((^hem.   News,  73,   178;    79,   157).    The  per- 
centage of  anthracene  in  a  sample  of  the  com- 
mercial product  is  determined  by  oxidising  it 
to  anthraquinono  with  chromic  acid,  dissolving 
the  product  in  sulphuric  acid,  and  precipitating 
with  water,  since  the  associated  impurities  are 
cither  destroyed  during  the  oxidation  or  arc 
converted  into  sulphonio  acids  soluble  in  water. 
The  details  of  the  process  are  as  follows  :  1  gram 
of  anthracene  is  introduced  with  45  c.c.  of  acetic 
acid   into  a  flask  connected  with  a  reversed 
condenser,  and  heated  to  boiling ;  a  solution  of 
15  srams  of  chromic  acid  in  10  c.o.  of  acetic 
acid  and  10  c.c.  of  water  is  then  added,  drop  by 
drop,  to  the  boiling  solution  during  a  period  of 
2   hours ;    and   the    product  is   boiled  for  2 
hours  longer,  allowed  to  stand  for   12  hours, 
then  pourod  into  400  c.c.  of  water,  and,  after 
standmg  for  3  hours  longer,  is  filtered.    The 
anthraquinone   on   the   filter   is   washed   with 
water,  with  hot  dilute  alkali,  and  then  with  hot 
water ;  afterwards  it  is  placed  in  a  small  dish 
dried  at  100^  and  digested  for  10  minutes  with 
10  times  its  weight  of  pure  concentrated  sulphuric 
acid  at  100**.    The  solution  of  anthraquinone 
is  sulphuric  acid  is  then  allowed  to  remain  for 
10  hours  in  a  moist  atmosphere,  mixed  with 
200  C.C.  of  water,  and  the  precipitated  anthra- 
quinone filtered  off  and  washed  mrst  with  water, 
then  with  dilute  alkali,  and  finally  with  water ; 
it  is  then  dried  at  100*  in  a  dish,  weighed,  ignited, 
and  the  ash  deducted  from  the  fiirst  weighing. 
The  difference  gives  the  weight  of  anthraquinone 
corresponding   to   the   amount   of   anthracene 
present  in  the  sample. 

Impuriiies, — ^Paraffin  is  usuallv  present  in 
crude  anthracene,  and  is  estimated  bv  treating 
the  material  with  fuming  nitric  acid,  keeping 
the  mass  cold.    When  ul  the  acid  has  been 
added,  the   mixture   is  kept   at  the  ordinary 
temperature  until  the  anthracene  has  dissolved, 
and  then  heated  until  the  paraffin  has  melted. 
The  solution  is  filtered  and  the  precipitate  washed 
with  fuming  nitric  acid  until  the  filtrate  dis- 
solves in  water  without  turbidity,  and  then  with 
water  until  neutral.    Finally,  the  paraffin  is 
washed  with  alcohol,  dissolved  in  warm  ether 
and  the  filtrates  collected  in  a  weighed  porcelain 
dish ;     the    filtrates   are   evaporated   and   the 
paraffin  dried  at  105''-110''  for  half  an  hour 
(Heusler  and  Herde,  J.  Soc.  Chem.  Ind.  1895, 
828).     The  detection  of  carbazole  and  phen- 
anthrene  in  the  purified  product  is  carried  out 
as  follows : — 

Carbazole.  Sample  is  extracted  in  cold 
with  ethyl  acetate,  solution  allowed  to  evaporate, 
and  residue  transferred  by  a  few  drops  of  same 
solvent  to  a  watch-^lass.  On  evaporation, 
carbazole  is  left  behind ;  when  treated  with  a 
drop  of  nitrobenzene  and  phenanthraquinone, 
it  yields  characteristic  smflJl  copper  coloured 
plates. 

PhenatUhreTie.  Sample  is  extracted  with  '  iodine  in  l)enzene  solution  (Liebermann,  Glawc 
benzene,  and  the  evaporation  residue  treated  and  Lindenbaum,  Ber.  1904,  3337). 
with  a-dinitrophenanthraquinone  in  nitroben-  i  Diantkrandl  CsgHigO,  is  formed,  together 
zene.  In  this  case  mixed  crystals  are  obtained  with  a  little  anthraquinone,  when  anthranol 
having  the  form  and  colour  of  the  bro\ra  '  dissolved  in  benzene  is  exposed  to  sunlight  for 
needles  of  the  phenanthrene  compound,  but  .  some  weeks,  or  when  the  benzene  solution  is 
containing  a  large  quantity  of  anthracene.  i  boiled  for  some  hours.  Colourless  tabular  crystals 

ANTHRACENE  ACID  BROWN,  -CHROME  (m.p.  250'')  (Omdorff  and  Bliss,  Amer.  Chem.  J. 
BLACK,  -RED,  -YELLOW  v.  Azo-  colouring  1896,463;  Omdorff  and  Cameron.  Amer.  Chem. 
MATTBRS.  ,  J.  1895,  658). 


ANTHRACENE  GREEN.  CaruUXnaLndCcerw 
leXn  8,  {v,   Atjzartk  and  aixixd  colourino 

MATTXRS ;  also  XaNTHINB  COLOURINa  MATTBRS). 

ANTHRACENE  VIOLET.  GalhXn{v.  Alizarin 

AND  ALLTBD  COLOURING  HATTERS ;  also  XANTHINE 
COLOURING  MATTERS). 

I       ANTHRACHRYSONE  v.  Alizarin  and  allied 

I  COLOURING  MATFERS. 

ANTHRACITE  v.  Fuel. 

ANTHRACITE  BLACK  r.  Azo-  colouring 

MATTERS. 

ANTHRACOXENE  v.  Resins. 
ANTHRACYL   CHROME   GREEN    r.    Azo. 

colouring  MATTERS. 

ANTHRAFLAVIC   ACID   v.  Alizarin   and 

ALLIED   colouring   MATTERS. 

ANTHRAGALLOL  v.  Alizarin  and  allied 
colouring  matters. 

ANTHRAGALLOL     DIMETHYL     ETHERS 

V,  Chay  root. 

ANTHRANIL,      ANTHRANILIC   ACID    (o- 

amincbemoic  acid)  v.  Aminobenzotc  acid  and 

HOMOLOGUES. 

ANTHRANOL     9'HydroxyafUhracene 

/C-(OH)\ 
CfiA\  I        ^    C,H, 

is  prepared  by  the  reduction  of  anthraquinone 
with  hydriodic  acid  and  phosphorus  (Liebermann 
and  Topf,  Annalen,  212,  6 ;   Ber.  1876,  1201), 
or  with  tin  and  acetic  acid  (liebermann  and 
Gimbel,  Ber.  1887,  1854).    Another  method  is 
to  add  copper  or  aluminium  powder  to  anthra- 
quinone  dissolved   in   concentrated   sulphuric 
acid  at  30*-40^,  and  pour  the  product  into  water. 
The    crude    substance    is    recrystallised    from 
glacial  acetic  acid  containing  a  trace  of  aluminium 
and  a  little  hydrochloric  acid  (Baeyer   &  Co.» 
D.  R.  P.  201542 ;   Chem.  Zcntr.  1908,  u.  1218  ; 
Bezdzik  and  Friedlander,  Monatsh.   30,  871). 
Anthranol   has   been   synthesised   by   heating 
1  part  of  o-benzylbenzoic  acid  with  2  parts  of 
sulphuric  acid  at  100®  (Fischer  and  Schmidt, 
Ber.   1894,  2789).     It  crystallises  in  colourless 
needles,    m.p.    165®,  witii    decomposition.    It 
dissolves  in  alkalis,  and  then  behaves  as  its 
tautomeride  anthrol  (g.v.);  e.g,  it  condenses  with 
benzaldehyde     to     form     benzilidine     anthrol 
(Haller  and  Padova,  Compt.  rend.  141,  857,  v. 
also  Bad.  Anil,  und  Soda  Fab.,  D.  R  P.  172930  ; 
Chem.  Zentr.   1906,  ii.  834).     By  heating  the 
alkaline  solution  of  anthranol  for  some  time,  it 
becomes  oxidised  to  anthraquinone ;  hydroxyl- 
aroine    hydrochloride  converts  it  into  anthra- 
quinonedioxime  (Nietzki  and  Kehrmann,  Ber. 
1887,  613).     Anthranol  yields  a  benzoyl  deri- 
vative  (m.p.    164®)  with   benzoyl   chloride   in 
pyridine  (Padova,  Compt.  rend.  143, 121 ;  Ann. 
Chim.  Phys.  [8]  19,  353),  and   a  diiodide  with 
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Obtained  by  the  oxidation  of  anthracene  with 
chromic  acid  fKopp,  Jahresbericht  1878,  1188  ; 
Laurent,  Ann.'  Ghim.  Phys.  [2]  60, 220 ;  72, 416  ; 
Annalen,   34,   287 :    Anderson,   Annalen,   122, 
301 :  Graebe  and  laebermann,  Annalen,  Spl.  7, 
285) ;    by  ^e  distillation  of  calcium   benzoate 
(Keknl^  and  Franohimont,  Ber.    1872,  908); 
by    the    distillation    of    benzoic    acid    with 
phosphorus  pentoxide ;    by  the  distillation  of 
o-benzoylbenzoic  acid  with  phosphorus  pentoxide, 
or  by  heating  it  alone  (UUmann,  Annalen,  291, 
24 ;   Behr  and  Dorp,  Ber.  1874,  578 ;   Lieber- 
mann,   Ber.   1874,   805;    Perkin,   Chem.   Soc. 
Trans.  1891,  1012) ;    by  the  dry  distillation  of 
calcium  phthalate  (Panaotovit^,  Ber.  1884,  13). 
Heller  (Zeitsch.  angew.  Chem.    1906,  19,  669) 
heats  1  part  of  phthalio  anhydride  with  3*5  parts 
of  benzene  and  1*8  parts  of  aluminium  chloride 
in  a  lead  vessel  at  70^  until  the  evolution  of 
hydrogen  chloride  ceases.    After  cooling,  water 
is  added  and  the  excess  of  benzene  removed  by 
steam     distillation.    The     solution     is     made 
alkaline  and  boiled,  and  then  on  addition  of 
acid  benzoyl  benzoic  acid  is  precipitated.    On 
heating  this  for  one  hour  at  150°,  anthraquinone 
is   obtained    (e/.    Piccard,    Ber.    1874,    1785; 
Friedel  and  Crafts,  Ann.  Chim.  Phys.  [6]  1,  623 ; 
Muller,   J.     1863,    393).    Phenyl-o-tolylketone 
gives  anthraquinone  on  heating  with  lead  oxide 
or  on  oxidation  with  manganese  dioxide  and 
sulphuric  acid  (Behr  and  Dorp,  Ber.  1873,  754 ; 
1874,  16  ;  Thorner  and  Zincke,  Ber.  1877,  1479). 
Indugirial   preparaium, — Crude    anthracene 
(55-60  p.c.)  is  slowly  added  to  a  hot  solution 
of  potassium  dichromate  in  a    large  wood  vat 
lined   with  lead.    The   solution   is   kept   well 
stirred  and  heated  with  steam  until  all  the 
anthracene   has    been   added.    The    steam    is 
then  cut  off  and  sulphuric  acid  is  run  into  the 
mixture  in  the  form  of  a  fine  spray ;   the  heat 
generated  by  the  reaction  kee^  the  solution 
boiling.     The    crude    anthraqiunone    is    then 
separated  by  filtration  and  dried.    It  is  dis- 
solved in  sidphurio  acid  without  applying  any 
heat,  and,  when  solution  is  complete,  tranfllerred 
to  a  hirge  vat  lined  with  lead  and  boiled  with 
water.    The  precipitated  anthraquinone  is  at 
once    separated    by    means    of    filter    presses 
from  the  soluble  compounds ;  the  pressea  cakes 
are  boiled  with  a  solution  of  sooa,  and  then 
again  filtered,  pressed,  dried,  and  finally  sub- 
limed  (Levinstein,  J.   Soc.   Chem.   Ind.   1883, 
219;     Kopp.    /.c).    Poirrier   and   Bosenstiehl 
(Eng.    Pat.  8431;  J.  Soc.  Chem.  Ind.    1887, 
595)  oxidise  anthracene  in  a  closed  lead-lined 
vessel  by  means  of  ferric  sulphate.    The  vessel 
is  heated  to  120'*-150'*  during  72  hours,  com- 
pressed air  being  injected  into  the  vessel.    By 
this  means  the  anthracene  is  virtually  oxidised 
by  the  air,  the  ferric  sulphate  acting  as  a  carrier 
for  oxygen.    Another  process  consists  in  the 
absorption  of  nitric  oxides  diluted  with  air,  by 
zinc  oxide,  copper  oxide,  or  a  similar  oxide 
of  low  basicity.    Anthracene    is   mixed   with 
this,  and  a  stream  of  air  or  oxygen  is  passed 
through  the  mixture  at  250^-^350^,  anthraquinone 
being  produced  (Ch.  Fabr.  Griinau,  Landshoff 
&  >feyer,  D.   R.  P.   207170,  215335 ;   J.   Soc. 
Vol.  L—r. 


Chem.  Ind.  1909,  360,  1310).  Darmst&dter 
(Chem.  Zentr.  1900,  ii.  151 ;  D.  R.  P.  109012) 
prepares  anthraquinone  by  the  electrolytic 
oxidation  of  anthracene  in  a  chromic-acid  bath. 
Various    processes    have    been    patented    for 

Surifying  the  crude  anthraquinone  thus  pro- 
uceu.  Bronner  (J.  Soc.  Chem.  Ind.  1882, 
499 ;  1883, 410  ;  £hig.  Pat.  759 ;  D.  R.  P.  21681) 
dissolves  out  the  impurities  on  a  specially  con- 
structed circular  shelf.  The  method  depends 
on  the  continuous  extraction  of  the  impure 
product  with  an  amount  of  solvent  insufficient 
to  keep  in  solution  the  whole  of  the  anthra- 
quinone and  the  easily  soluble  impurities. 
Bayer  &  Co.  (D.  R.  P.  68474 ;  Eng.  Pat.  5539 ; 
J.  Soc.  Chem.  Ind.  1893,  439)  dissolve  out  the 
impurities  with  liquid  si^hur  dioxide  ;  Sadler  & 
Co.  Ltd.  and  Driedger  (Eng.  Pat.  17635  ;  J.  Soc. 
Chem.  Ind.  1902,  1072)  recrystallise  the  crude 
anthraquinone  from  hot  aniline. 

Properties, — ^Anthraquinone,  as  usually  pre- 
pared, forms  a  felted  mass  of  crystals  of  a  pale- 
yellow  or  buff  colour ;  by  sublimation  it  can  be 
obtained  in  the  form  of  lemon-yellow  needles  or 

f olden-yellow  prisms;  m.p.  277**;  b.p.  379°- 
81°  (corr.)  (Recklinghausen,  Ber.  1893,  1515) ; 
sp.gr.  1-438-1-419  (Schroeder,  ibid,  1880,  1071). 
Sparingly  soluble  in  alcohol  and  ether,  some- 
wnat  more  soluble  in  hot  benzene.  It  is 
neutral  in  its  reactions,  and  is  insoluble  in 
dilute  acids  or  alkalis.  Anthraquinone  is 
very  stable;  it  is  not  affected  by  hot  hydro- 
chloric acid,  or  by  boilii^  with  caustic  potash  or 
calcium  hydroxide  solutions ;  it  dissolves  in  hot 
nitric  add  (sp.gr.  1  *4),  and  is  deposited  in  crystals 
on  cooling  or  on  dilution ;  it  disisolves  unchanged 
in  concentrated  sulphuric  acid  at  100°,  and  is 
precipitated  in  fine  crystals  on  pouring  into 
water.  Strongly  heated  with  sulphuric  acid, 
it  is  converted  into  mono-  and  di-sulphonic  acids 
(v.  Alizabin).  Anthraquinone  is  of  great  com- 
mercial importance,  as  it  is  used  in  the  prepara- 
tion of  alizarin,  quinizarin,  purpurin,  &c.  (v. 
AiJZABUif ).  Fusion  with  zinc  or  treatment  with 
sodium  methoxide  converts  it  into  anthracene 
(Haller  and  Minguin,  Compt.  rend.  120,  1105); 
fusion  with  caustic  soda  converts  it  into  sodium 
benzoate  (Graebe  and  Liebermann,  Annalen, 
160,  129),  and  by  distilling  it  over  lime  benzene 
is  formed ;  reduction  with  zinc  and  caustic 
soda,  or  with  sodium  amalgam  yields  oxanthranol 
C14H10O1  and  dianthranol  (Diels  and  Rhodius^ 
Ber.  1909,  1076 ;  Meyer,  Ber.  1909,  143) ;  zinc 
and  amyl  alcohol  converts  it  into  dianthrol 
(Meyer,  Monatsh.  30,  165).  Phosphorus  penta- 
chloride  and  phosphorus  oxychloride  convert 
it  into  trichloranthracene  and  other  chlorinated 
products  (Radulesou,  Chem.  Zentr.  1908,  ii. 
1032).  A  delicate  test  for  anthraquinone 
consists  in  reducing  it  with  sodium  amalgam  in 
dj^  ether.  On  adding  a  drop  of  water,  a  red 
colouration  is  produced;  if  alcohol  is  used 
instead  of  ether,  addition  of  water  gives  a  green 
colouration  (Claus,  Ber.  1877,  927). 

Condenscttion  products. — ^With  phenols  : 
Scharwin  and  Kusnezof,  Ber.  1903,  2020 ;  1904, 
3616;  Deichler,  D.  R.  P.  109344;  Chem.  Zentr. 
1900,  ii.  360.  With  amines:  Bayer  &  Co. 
D.  R.  P.  86150. 107730, 136777, 136788,  148079 ; 
Chem.  Zentr.  1902,  ii.  1272 ;  Chem.  Soc.  Abst. 
1904„  i.  326.  Aryl  ethen,  aryl-  and  alkyl- 
amino-  derivatives :    Bayer  &   Co.  D.   R.    p. 

T 


274 


ANTHRAQUINONE. 


168531;  BV.  Pat.  354717,  862140;  J.  Soo. 
Chem.  Ind.  1905,  885,  1105;  1906,  752.  Thio- 
cyanates  :  Bayer  &  Co.  D.  R.  P.  200054 ;  J.  8oc. 
Chem.  Ind.  1909, 239.    Meroaptans :  ibid,  469. 

1.2-  and  1.4-anthraquinoneB  have  been  pre- 
pared from  a-anthrol  and  1.2  -anthraquinone 
from  ^-anthrol  (v.  Dienel,  Ber.  1906,  926; 
Liebermann,  Ber.  1906,  2089 ;  Harlinger,  Ber. 
1906,  3537;  Lagodzinski,  Ber.  1894,  1483; 
1895,  1422  ;   1906,  1717). 

ANTHRAQUINONE   RED  v.  Auzabin  avd 
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ANTHROL 

Two  isomeric  anthrols  are  known,  a-  or  1- 
hydrozyanthracene  and  fi-  or  2-hydrozy- 
anthracene. 

a-Anihrol  is  prepared  by  fusing  1-anthracene- 
solphonic  acid  'vtith  5  parts  of  caustic  potash  at 
250°,  dissolving  the  mass  in  water,  ana  filtering 
off  the  yellow  flocks  which  separate  out.  The 
crude  product  is  recrystallised  from  acetic  acid 
and  water.  It  forms  yellow  plates,  m.p.  152°. 
a-Anthrol  dissolves  in  the  ordinary  solvents  with 
a  blue  fluorescence,  and  is  more  soluble  than 
^-anthrol  (Schmidt,  Ber.  1904,  66;  Dienel, 
Ber.  1905,  2862 ;  v,  also  Linke,  J.  pr.  Chem.  [2] 
11,  227). 

fi'ArUhrol  is  prepared  by  fusing  2-anthracene- 
sulphonic  acid  witn  potash  and  recrystallising 
the  crude  product  from  acetone  (Liebermann 
and  Hormann,  Ber.  1879,  589 ;  Linke,  J.  pr. 
Chem.  [2]  11,  222).  It  can  also  be  obtained  by 
reducing  hydrozyanthraquinone  with  hydriodic 
acid  and  phosphorus  (Liebermann  and  Simon, 
Ber.  1881,  123).  It  forms  yellow  plates  melting 
with  decomposition  at  200°,  and  is  soluble  in 
the  common  organic  solvents  with  a  violet 
fluorescence.  By  reduction  with  sodium  in 
alcoholic  solution,  dihydroanthrol  is  obtained 
(Bamberger  and  Hoffmann,  Ber.  1893,  3069), 
and  by  heating  with  acetamide  at  280°  anthramin 
is  obtained.  Azo-  dyestuffs  have  been  obtained 
from  ^-anthrol  (Act.  Ges.  f.  Anilinf.  D.  R.  P. 
21178;  Frdl.  i.  538). 

ANTIAR  RESIN  or  UPAS  ANTIAR.  A 
green  resin  which  ezudes  from  the  upas  tree 
(ArUiaris  toxicaria  (Lesch.),  order  Maracese). 
Liffht  petroleum  and  benzene  extract  from  it  a 
substance  analogous  to  caoutchouc,  a  fatty 
matter,  and  two  resinous  substances ;  alcohol 
extracts  from  the  residue  a  very  poisonous 
^ucoside,  arUiarin  (De  Vrij  and  Ludwig,  J.  pr. 
Chem.  103,  253). 

ANTIARIN  V.  GLT7G0SIDES. 

ANTI-CHLOR.  Linen  and  cotton  fibres  and 
paper  pulp  are  apt  to  retain  some  free  chlorine 
from  the  hypochlorite  used  in  bleaching,  and 
as  this  causes  the  material  to  rot  slowly,  the 
manufacturers  use  certain  reagents  known  as 
'  anti-chlors '  to  remove  the  last  traces  of 
chlorine.  The  first  substances  employed  were 
the  neutral  and  acid  sulphites  of  soda  (sodium 
sulphite  and  bisidphite) ;  these  were  supraseded 
in  1853  bv  sodium  hy})osulphite,  which  is  now 
very  largely  employed.  Calcium  sulphide,  made 
by  boiling  milk  of  lime  with  sulphur ;  stannous 
chloride  m  hydrochloric  acid  with  subsequent 


treatment  with  sodium  carbonata  to  neutralise 
any  free  acid;  ammonia,  and  sodium  nitrite 
have  also  been  recommended. 

ANTIDIABETINE.  Trade  name  for  a  pie- 
paration  said  to  be  composed  of  saccharin  and 
mannite. 

ANTI-FEBRIN.  A  trade  name  for  acet- 
anilide  or  phenyUtcetamide  C,Hj.-NH-CO*CH,. 
Discovered  by  Gerhardt  in  1853,  and  investigated 
as  an  antipyretic   by   Kussmaul  in   1886  (v. 

ACETANILIDE). 

ANTIFORMIN.  Trade  name  for  the  alkaline 
liquid  prepared  by  adding  caustic  soda  to  a 
solution  oi  sodium  hypocnlorite.  Used  as  a 
disinfectant,  the  active  ingredient  being  the 
chlorine,  of  which  4  p.o.  is  lil^rated  on  treatment 
with  hvdroclUoric  acid.  Solutions  of  sodium 
hypochlorite  are  prepared  in  Germany  by  the 
electrolysis  of  5  p.c.  salt  solution.  A  current 
of  110  volts  and  100  amperes  furnishes  nearly 
6000  litres  daily  of  a  dismfecting  or  bleaching 
solution  containing  1  p.c.  of  avauable  chlorine. 

According  to  H.  Will  (Zeitsch.  Ges.  Brauw. 
1903,  865 ;  J.  Soc.  Cliem.  Ind.  1904,  125),  it  is 
one  of  the  best  disinfectants  for  brewery  work. 
It  rapidly  softens  organic  imjpurities  and  facili- 
tates their  removal  by  scourm^,  in  addition  to 
its  oxidising  action,  and  it  also  dissolves  incrusta- 
tion. Its  germicidal  power  is  high,  and  a  5  p.c. 
solution  i^  sufficient  for  most  purposes.  It  is 
used  cold,  and  may  be  safely  applied  to  varnished 
surfaces  \nth  a  brush,  provided  care  is  taken  to 
prevent  prolonged  contact. 

ANTuUNGuf.  l^rade  name  for  magnesium 
borate,  employed  as  a  fungicide. 

ANTIGERMIN.  Trade  name  for  a  prepara- 
tion of  a  cop}>er  salt  of  a  weak  organic  acid, 
mixed  with  lime.     It  is  used  as  a  fungicide. 

ANTIHYPO.  A  solution  of  potassium  per- 
carbonate,  used  for  destroying  sodium  thio- 
sulphate  in  photographic  negatives  and  prints. 

^NTIHONIN.  Tiade  name  for  antimony 
calcium  lactate,  used  as  a  tannin-fixing  mordant. 

ANTIMONITE.    Native  antimony  sulphide 

(v.  AiniMONY). 

ANTIMONY.  {AfUimoine,  Fr. ;  Aniinum, 
Ger.j    Stibium,    Synu  Sb.    At.  wt.  120'2. 

Occurrence. — Antimony  occurs  native  in 
small  quantities,  occasionally  in  rhombohedral 
crystals,  at  Andreasberg  in  the  Hartz,  Pnibram 
in  Bohemia,  Sala  in  Sw^en,  AUemont  in  France, 
in  the  United  States,  New  South  Wales,  and 
Quebec.  It  occurs  in  large  masses  in  Sarawak, 
Borneo. 

Combined  with  oxygen  as  the  sesquioxide 
Sb|0„  it  occurs  ii}  antimony  bloom,  ichiU  anti- 
monyy  or  vahntinitey  and  in  senarmontile,  being 
found  in  workable  quantities  in  the  Algerian 
province  of  Gonstantine.  In  antimony  ochre 
or  cervantite,  and  in  gtibiconite  and  volgerite,  it 
occurs  as  antimonite  of  antimony  SbtO^. 

Combined  with  sulphur,  it  occurs  as  Hibnite, 
antimonite,  or  grey  antimony  ore  SbjSt.  In 
union  witJi  sulphur  and  oxygen  together,  it 
forms  red  antimony,  antimony  blende  or  ker- 
mesite  SbgO,2Sb2S8. 

With  arsenic,  antimony  is  found  in  aUe- 
montite  or  arsenical  antimony.  With  silver, 
in  discrasite. 

With  sulphur  and  metals,  antimony  forma  a 
number  of  sulphantimonites,  among  which  may 
be  mentioned  zinkenite,  jamesonite,  boiUangerite^ 
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and  feather  ore,  containing  antimony,  sulphur, 
and  lead ;  miargyriU,  pyrargyrite,  and  sUphan* 
iU,  containing  nlver;  hertnierUe,  containing 
iron,  and  anitnumial  copper  glance.  Antimony 
is  found  in  certain  ferruginous  waters. 

The  antimony  minerals  of  commercial  im- 
portance as  ores  are  stibniie,  and  the  decomposi- 
tion products  which  are  usually  associated  with 
it  and  sometimes  entirely  replace  it,  viz.  kerme- 
site,  valentinite,  seTiormontite,  and  cervatUite. 

Antimony  ores  occur  in  workable  quantities 
in  Mexico,  Oalifomia,  North  America,  Canada, 
Australia,  Japan,  Borneo,  Cape  of  Good  Hope, 
New  Zealand,  Afoa  Minor,  Algiers,  Italy,  Spain, 
Portugal,  Corsica,  and  Sardinia.  Small  deposits 
of  antimony  sulphide  have  been  discovered  in 
Cornwall,  CumbCTland,  and  Scotland. 

'  The  veins  in  which  stibnite  is  found  are 
usually  4-6  inches  in  width,  but  in  some  rich 
mines,  as  in  Nevada,  they  are  several  feet  across. 
The  gangue  materials  are  quartz,  with  some 
brown-spar  and  heavy  spar,  and  from  these 
the  sulphide  can  only  be  separated  by  hand- 
picking  or  liquation.  It  is  occasionally  found 
in  pockets,  when  it  is  usuallv  very  pure. 

By  far  the  most  general  ore  of  antimony  is 
the  sulphido,  but  in  some  cases,  as  in  Algeria,  the 
oxide  is  found  in  workable  quantities,  and  in  other 
cases  both  oxide  and  sulphide  occur  together. 

Extraction. — MetaUio  antimony  ana  its  com- 
pounds are  nearly  always  extracted  from  the 
ores  by  dry  methods.  According  to  their 
suitabiUty  for  the  several  methods  of  treatment, 
the  ores  fall  into  two  broad  classes : 

(a)  Sulphide  ores  containing  over  40  p.c. 
stibnite. 

(b)  Sulphide  ores  containing  less  than  40  p.c. 
of  the  sulphide,  and  oxide  ores  of  any  grade. 
In  this  class  also  may  be  included  liquation 
residues  and  flue  deposits,  Ac. 

Preliminary  treatment  of  ores. — Ores  of 
class  (a)  are  used  for  the  production  of  the  metal 
by  the  English  process.  If  the  content  of 
sulphide  is  over  90  p.c,  the  ore  requires  no 
preliminary  treatment,  but  less  pure  ore  is 
subjected  to  a  process  of  liqtuition,  in  which  the 
sulphide  is  m^ted  and  allowed  to  run  away 
from  the  gangue. 

The  following  method  of  liquation  '^'as 
formerly  used  mere  fuel  is  plentiful,  as  at 
Malbosc,  in  the  Department  of  Ard^che,  Wolfs- 
berg  in  the  Uartz,  and  in  Hungary.  The  ore  was 
placed  in  small  lumps  in  a  number  of  conical 
pots  of  45  kilos,  capacity,  each  perforated  below 
and  standiujg  on  a  perforated  plate  over  a  sunken 
receiver.  The  pots  were  surrounded  by  fuel 
which  continued  to  bum  for  10  hours,  the  melted 
sulphide  collecting  in  the  receivers. 

At  La  Lincouln,  Wolfsberg,  and  Haute  Loire, 
the  pots  were  contained  in  a  reverberatory 
furnace.  At  SchmoUnitz,  in  Hungarv,  the 
melted  sulphide  ran  through  channels  into 
receivers  outside  the  furnace. 

At  Malbosc,  the  pots  are  replaced  by  cylin- 
drical tubes,  perforated  below  and  standing  on 
similarly  perforated  plates  above  the  receivers. 
Each  cylinder  has  a  capacity  of  500  lbs.  of  ore, 
four  being  heated  in  one  furnace.  Each  has  a 
hole  at  the  side,  throush  which  the  residues  are 
removed,  these  holes  being  closed  during  the 
heating.  The  receivers  are  of  clay,  or  of  iron 
coated  with  clay. 


The  method  of  liquation  in  reverberatory 
furnaces  is  used  in  some  places  where  ore  can 
be  mined  cheaply  but  fuel  is  dear.  The  con- 
sumption of  fuel  per  unit  of  sulphide  liquated  is 
least  with  this  t3rpe  of  furnace,  but  there  is  a 
considerable  loss  of  antimony  by  volatilisation. 
This  loss,  however,  can  be  prevented  by  the 
use  of  suitable  condensing  apparatus  such  as 
Herrenschmidt's  (v.t.). 

In  any  process  of  liquation  the  temperature 
must  be  carefully  regulated,  as  too  low  a  tempera- 
ture results  in  a  low  yield  of  sulphide,  the 
residues  containing  too  much  antimony,  while  too 
high  a  temperature  increases  the  loss  by  volatili- 
sation. 

Ores  of  class  (h)  are  either  roasted  to  the 
non- volatile  tetroxide,  or  to  the  volatile  trioxide, 
or  are  subjected  to  one  of  the  direct  reduction 
processes. 

The  oxidation  of  the  sulphide  to  tetroxide 
takes  place  at  temperatures  between  350^  and 
400°  in  presence  of  excess  of  air.  If  the  ore  is 
impure,  antimonates  of  the  metallic  impurities 
are  formed  at  the  same  time.  During  the  roastins 
there  is  a  great  tendency  for  the  ore  to  frit,  and 
this  necessitates  the  constant  rabbling  of  the 
charge.  The  presence  of  gangue  renders  the 
ore  less  liable  to  fuse,  so  that  the  process  is  most 
easily  carried  out  with  poor  ores,  e.g,  ore-dust, 
for  the  treatment  of  which  it  is  largely  used. 
The  furnaces  employed  are  of  two  classes  : 

(a)  Rabble  furnaces,  having  an  egg-shaped 
flat  bed,  with  a  furnace  on  either  side  ana  a 
working  door  at  the  front.  With  these  the 
process  is  intermittent. 

(h)  <*  Fortschaufelungsofen,*'  in  which  the 
roasting  is  carried  on  continuously.  These  fur- 
naces are  40-45  feet  long,  by  8  feet  high,  by  2  feet 
wide,  and  have  10  wo&ing  doors  on  each  side. 
The  ore  is  charged  in  at  one  end,  and  is  then 
gradually  worked  along  the  bed  during  about 
40  hours,  and  finally  dischaiged  at  the  other 
end.  Fresh  ore  is  continually  charged  into  the 
furnace  at  the  rate  of  6  cwts.  every  8  hours. 

The  oxidation  of  the  sulphide  to  volatile 
trioxide  takes  place  at  about  400°  with  a 
carefully  regulated  amount  of  air.  This  pro- 
cess, provided  suitable  condensation  apparatus 
is  installed,  presents  marked  advantages,  and  is 
finding  an  increasing  application,  especially  in 
dealing  with  poor  ores.  It  may  be  noted  that 
arsenic  is  completely  separated  as  the  more 
volatile  trioxide,  that  any  sold  or  silver  present 
is  left  in  the  residues  and  can  afterwards  be 
extracted,  that  there  is  no  loss  of  antimony, 
and  that  the  consumption  of  fuel  is  low.  Many 
different  forms  of  plant  have  been  used  for 
this  process,  but  in  most  the  roasting  takes 
place  in  a  cupola  or  reverberatory  furnace. 
The  earlier  forms  of  condensing  apparatus  are 
of  two  classes : 

(a)  In  which  the  vapours  are  passed  through 
a  series  of  flues  and  chambers  and  finally  through 
water-tanks  in  which  the  last  traces  of  oxide  are 
deposited. 

(6)  In  which  the  furnace  gases  are  cooled 
below  100°  in  flues  and  then  filtered  through 
canvas  or  other  coarse  fabric  (v,  ChatiUon,  fr. 
Pat.  189974,  1888;  and  382604,  1907;  Wool- 
foid,  Pr.  Pat.  200245,  1889 ;  Plews,  U.S.  Pat. 
7043G7,  1902).  Heiienschmidt  has  patented  a 
complete  plant  for  this  process  (Fr.  Pat.  333306, 
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1903,  and  386107, 1908),  which  differs  materially 
from  any  earlier  apparatus. 

The  roasting  furnaoe  is  partly  of  brick  and 
partly  cast  metal,  and  is  provided  with  a  hopper 
through  which  the  ore,  mixed  with  4-5  p.c.  of 

fas-coke  or  6-7  p.c.  charcoal,  is  introduced, 
'he  gases  pass  from  the  furnace  into  a  chamber, 
and  then  through  a  series  of  cast-iron  tubes 
placed  nearly  vertical  and  air-cooled,  in  which 
the  main  portion  of  the  trioadde  is  deposited. 
The  last  traces  are  removed  by  f orcins  the  gases 
up  a  tower  filled  with  coke  over  which  water 
flows.  The  draught  is  maintained  by  two 
centrifugal  fans,  working  tandem.  It  is  stated 
that  6  tons  of  ore,  containmg  10-16p.c.  antimony, 
can  be  treated  in  24  hours,  with  a  yield  of  over 
op  p.c,  and  that  the  cost  of  producing  1  ton  of 
oxide  is  70  francs. 

Smelling  of  the  meUd. — ^Antimony  is  prepared 
from  *  crude  antimony '  or  high-g^rade  stionite 
ores  by  the  *  Ehiflish  '  or  *  precipitation  '  method. 
The  ore,  of  which  the  composition  has  been 
determined  by  analysis,  is  ground  under  edge- 
runners  to  the  size  of  a  hazel-nut,  or  smaller, 
and  is  subjected  to  three  operations  : 

Singling.  This  process  is  carried  out  in 
crucibles  of  which  about  forty  are  arranged  in  a 
double  row  on  the  hearth  of  a  long  reverberatory 
furnace  having  a  grate  at  each  end,  and  a  flue, 
leading  to  condensing  chambers,  in  the  middle. 
The  crucibles  are  about  20  inches  high  and  11 
inches  across,  and  are  made  of  a  mixture  of 
6  parts  fire-clay  and  1  part  plumbago.  The 
charge  for  each  pot  is  42  lbs.  ore,  16  lbs.  iron 
(of  which  about  2  lbs.  is  in  the  form  of  turnings, 
and  14  lbs.  as  tin-plate  cuttings  beaten  into  a 
ball),  4  lbs.  salt,  and  1  lb.  slag  from  *  doubling  * 
(v.t.).  Those  materials  are  introduced  into  the 
red-hot  crucible,  and  kept  in  a  state  of  fusion  for 
2-3  hours,  at  the  end  of  which  time  the  contents 
are  poured  into  moulds,  and  the  antimony  is 
removed  from  beneath  the  slag.  The  product, 
known  as  singles,  usually  contains  about  91  p.c. 
antimony. 

DoMing  is  carried  out  in  crucibles  arranged 
in  a  furnace  as  previously  described.  The 
charee  for  each  pot  is  84  lbs.  broken  singles, 
7-8  lbs.  liquated  sulphide,  and  4  lbs.  salt,  and 
the  fusion,  which  tiakes  about  1^  hours,  is 
closely  watched,  the  workmen  judging  from  the 
nature  of  the  slag  when  the  operation  is  c<^mplete. 
The  slag  is  then  removed  with  an  iron  ladle, 
and  the  metal  run  into  moulds.  This  product 
is  called  hoivl  metal  or  star  boiols. 

Frenching,  or  melting  for  star  metal  (v.i.  under 
Refining), 

In  the  English  process  the  loss  duo  to 
slagging  and  volatilisation  is  small,  being 
only  2-^  p.o. 

The  sulphide  may  be  mixed  with  half  its 
weight  of  charcoal  to  prevent  caking,  and  roasted 
at  a  gentle  heat,  the  heat  being  gradually  in- 
creased, but  not  to  melting,  whereby  larse 
quantities  of  sulphurous  acid,  arsenious  oxide 
and  antimonious  oxide  are  evolved,  the  two  latter 
being  collected  in  flues.  20  p.c.  of  the  antimony 
is  stated  to  pass  off  in  this  operation,  the  gre3dsn 
or  red  mass  which  remains  consisting  of  anti- 
mony tetroxide  containing  about  one-sixth  of 
its  weight  of  the  trioxide  and  some  sulphide. 
This  residue,  known  as  antimony  ash,  is  mixed 
with  0-5  jjart  of  cream  of  tartar,  or  1   part 


charcoal  and  0*6  part  of  potash,  or  i  part 
charcoal  saturated  with  a  concentrated  solution 
of  sodium  carbonate,  and  fused  in  a  covered 
crucible  at  a  low  red  heat,  and  poured  into  a 
hot  mould.  100  parts  of  sulphide  yield  44  parts 
of  antimony.  The  slag  wiiich  rises  above  the 
metal  consists  of  alkaline  carbonate  mixed  with 
double  sulphide  of  antimony  and  potassium  or 
sodium  with  charcoal,  and  is  known  as  crocus 
of  antimony.  The  action  of  the  charcoal  in 
this  reduction  consists  in  the  removal  of  the 
oxygen  from  the  antimony  oxide,  producing 
metallic  antimony,  and  in  the  reduction  of  a 
part  of  the  alkali.  The  alkaline  metal  thus  set 
free  combines  with  the  sulphur  of  a  part  of 
the  antimonious  sulphide,  freeing  an  equivalent 
quantity  of  the  antimony  and  forming  a  double 
sulphide  of  antimony  and  potassium  with  a 
further  quantity  of  the  sulphide. 

The  sulphide  may  also  oe  reduced  by  fusing 
8  parts  of  sulphide  with  6  parts  of  cream  oi 
tartar  in  a  crucible  heated  nearly  to  redness, 
then  adding  2  or  3  parts  of  potassium  nitrate, 
and  fusing  until  perfectly  liquid ;  or  8  parts  of 
sulphide  are  mixed  with  6  parts  of  cream  of 
tcurtar  and  3  parts  of  nitre,  and  are  thrown  in 
portions  into  a  red-hot  crucible  and  heated  until 
perfectly  fluid.  By  quietly  fusing,  with  frequent 
stirring  to  prevent  frothing,  a  mixture  of  8  parts 
sulphide,  1  part  sodium  carbonate,  and  1  part 
charcoal,  66  p.c.  of  metal  is  said  to  be  obtamed 
from  the  suipnide. 

It  is  possible  also  to  reduce  the  sulphide  on 
the  hearth  of  a  reverberatory  furnace.  The 
partially  roasted  ore,  which  contains  the  sulphide 
and  oxides  of  antimony,  is  mixed  and  fused  with 
8-13  p.c.  of  coal  and  9-11  p.c.  of  soda,  fre- 
quently with  the  addition  of  iron,  in  which  case 
the  slag  produced  is  much  less  fusible  and  does 
not  entirely  cover  the  bath  of  metal ;  the  anti- 
mony produced  also  contains  much  iron  (Dingl. 
poly.  J.  162,  449).  Where  carbonate  of  soda  is 
used  for  the  fusion  the  mass  froths  considerably 
and  attacks  the  furnace  hearth. 

The  metal  is  prepared  from  either  of  the 
oxides  by  one  of  the  numerous  reduction  pro- 
cesses now  in  use. 

(a)  Reduction  in  reverberatory  furnaces  is 
carrieKd  out  at  Bouc,  Sept^mes,  New  Brunswick, 
&c.  The  furnace-bed  is  eg^-shaped,  deep  in 
proportion  to  its  width,  and  is  provided  with  a 
tap-hole  at  the  lowest  point.  The  furnace  gases 
arc  passed  through  a  long  series  of  condensing 
chambers.  First  90-110  lbs.  flux  (chiefly  salt, 
with  some  soda  and  sodium  sulphate)  and 
220-230  lbs.  of  slag  from  a  previous  operation 
are  melted  on  the  hearth,  ana  then  4(X)-^00  lbs. 
i  of  roasted  ore  and  67-75  lbs.  of  charcoal  are  added, 
and  the  whole  kept  in  a  state  of  fusion  till 
reduction  is  complete.  At  New  Brunswick  the 
reduction  and  refining  are  carried  out  conse- 
secutively  in  the  same  operation. 

(&)  Some  French  smelters  reduce  an  oxidised 
ore  containing  30-40  p.c.  of  antimony  in  a 
3-tuyered  shaft  furnace  at  the  rate  of  2-2^  tons 
per  24  hours,  with  the  consumption  of  about 
half  that  \v  eight  of  coke.  The  regulus  contains 
92-95  p.c.  of  antimony,  and  is  subsequently 
refined. 

At  Bdnya,  Hungary,  antimony  ores  are 
mixed  with  silicious  material  and  smelted  in  a 
blast-furuace  for  impure  regulus,  which  is  then 
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refined  in  a  reverberatory  furnace.  The  blast- 
furnace used  is  a  round  stack  6  m.  high  and  1  *4  m. 
diameter  at  the  throat.  The  hearth,  which  is 
1  m.  across,  is  fitted  with  five  water-jacketed 
tuyeres,  and  has  two  outlets  for  slag  and  metal 
respectively ;  a  third  opening  is  used  for  blowins 
out.  A  blast  of  15  cm.  per  minute  is  used,  and 
the  gases  are  collected  by  a  tube  at  the  throat 
and  passed  through  a  condensing  apparatus. 
Such  a  f urnaoe  will  run  for  3  weeks  continuously, 
smelting  about  20  tons  of  material  daily  (Berg, 
u.  Hatt.  Zeit.  1886,  p.  102). 

(c)  Reduction  in  crucibles  is  only  used  when 
rich  ore  or  the  trioxide  is  available.  The 
reducing  agent  is  carbon  (charcoal  or  anthracite), 
and  sodium  sulphate  and  carbonate  are  added  to 
form  a  slag. 

Considerable  quantities  of  antimony  ore  are 
now  treated  directly  for  the  production  of  the 
metal.  One  such  process  which  has  been  success- 
fully used  for  some  time  depends  on  the  reduction 
of  the  sulphide  in  a  bath  of  molten  ferrous  sul- 
phide containing  iron  {v.  T.  C.  Sanderson,  U.S. 
Pat.  714040,  1902 ;  Cookson,  Fr.  Pat.  324864 
1902;  and  Heir6nschmidt,Fr.  Pat.  296200, 1900). 

Another  method  consists  in  the  reduction  of 
the  sulphide  with  carbon  in  water- jacketed 
blast-furnaces.  This  has  been  used  by  Hering 
for  the  treatment  of  liquation  residues. 

Germot  (Revue  des  Produits  Chemiques, 
Dec.  16,  1907)  and  Herrenschmidt  (Fr.  Pat. 
333340,  1903)  have  used  converters  for  the 
smelting  of  sulphide  ores. 

Methods  of  treating  antimony  ores  have  also 
been  proposed  by  which  the  antimony  is  con- 
verted into  the  volatile  chloride,  as  in  Lyte's 
process  of  roasting  the  ore  with  salt.  The  ore 
may  also  be  subjected  to  the  action  of  hydro- 
chloric acid  gas  in  a  reverberatory  or  muffle 
furnace,  the  volatilised  chloride  being  condensed 
in  a  solution  of  hydrochloric  acid  (Dingl.  poly.  J. 
260,  79-88,  and  123-133). 

Among  processes  allied  to  the  smelting  of 
antimony  there  need  only  be  mentioned  that  of 
Herrenschmidt  for  the  extraction  of  gold  from 
antimony  (Fr.  Pat.  360013,  1904).  This  de- 
pends on  the  fact  that  when  a  small  quantity 
of  antimony  is  melted  with  or  reduced  from 
auriferous  stibnite,  all  the  gold  present  in  the 
sulphide  passes  into  the  metal. 

Many  proposals  have  been  made  for  the  ex- 
traction of  antimony  by  wet  or  electrolytic 
methods,  but  they  have  not  been  a  success 
commercially.  Reference  may  be  made  to 
Hering  (Dingl.  poly.  J.  230,  263),  and  Borohers 
(Electrolytische  Gewinnung  des  Ant.  C!hem.  Zeit. 
xi.  1883,  1023). 

Refining  of  ArUimony. 

Unrefined  antimony  contains  sulphur,  iron, 
arsenic,  and  sometimes  copper  and  lead.  The 
following  analyses  show  the  composition  of 
typical  samples,  I.  and  II.  being  metal  made 
with  scrap  iron,  the  arsenic  and  gold  being  due 
to  admixed  pyrites;  III.  and  I  v.  metal  from 
roasted  ore  smelted  in  a  blast  furnace: — 


I.         II. 

in. 

IV. 

Antimony  . 

94-5      84*0 

97-2 

96-0 

Iron  . 

3-0       10-0 

2-6 

4-0 

Sulphur 

2-0        6-0 

0-2 

0-76 

Arsenic 

0-25      1-0 

01 

0-26 

Gold. 

traces     — 

All  these  impurities,  except  lead,  can  be 
removed  by  slaggmg  with  oxidising,  sulphurising, 
or  chlorinating  agents.  The  usual  fluxes  are  : 
Glauber  salt  and  charcoal,  which  remove  copper 
and  iron  as  sulphides,  and  arsenic  as  sodium 
arsenate ;  and  antimony  glass  (antimony 
oxysulphide)  which  eliminates  sulphur.  Chlor- 
ides, such  as  salt  or  camallite,  must  be  used 
with  caution,  or  great  loss  by  volatilisation  may 
result. 

Refining  in  crucibUa  finds  its  chief  application 
in  the  English  process.  The  *star  bowls'  {v.s,) 
are  cleaned  from  slag  by  chipping  with  sharp 
hammers,  and  the  metal  is  then  broken  small 
and  melted  with  2-3  p.c.  of  antimony  flux,  pre- 
pared by  melting  together  American  potashes 
and  powdered  stibnite  in  varying  proportions 
(approximately  3  parts  potashes  and  2  parts 
stibnite)  until,  by  experiment,  the  correct  com- 
position is  found.  The  refining  is  carried  out 
in  the  pots  nearest  the  grates,  and  takes  30 
minutes  to  1  hour,  the  charge  for  each  crucible 
being  84  lbs.  The  finished  product  is  run  into 
8-lb.  ingots,  which  are  carefully  surroimded  with 
slag  and  allowed  to  cool  without  disturbance. 
The  coal  consumption  is  large,  but  is  com- 
pensated by  a  much  smaller  loss  by  volatilisation  , 
than  occurs  in  other  processes. 

Refining  in  rtverheratoty  furnaces  is  used  at 
Milleschau,  B&nya,  Siena,  and  Oakland.  It  is 
imperative  that  the  bed  of  the  furnace  should 
be  tight  and  able  to  withstand  the  action  of  the 
alkali  flux,  and  this  is  beet  attained  by  making 
it  of  one  solid  piece  of  soft,  weathered  granite. 
A  fairly  good  substitute  for  the  granite  is  a 
mixture  of  burnt  and  raw  clay  well  rammed  into 
an  iron  box.  An  example  of  such  a  process  is 
that  recommended  by  Helmhacker  and  used  at 
Milleschau  (Berg.  u.  Hiitt.  Zeit.  1883,  191 ;  and 
Dincl.  poly.  J.  260,  123). 

A  *  glass  of  antimony  *  is  prepared  by  fusing 
a  mixture  of  the  crystalline  antimony  oxide 
which  collects  on  the  hotter  x)ortions  of  the  flues 
with  sulphide  of  antimony,  until  it  forms  a 
glassy  dark  grey  or  brown  mass  ;  this  is  mixed 
with  the  carbonate  for  the  purification  of  the 
metal,  and  is  occasionally  used  alone  where  the 
metal  is  but  slightly  impure 

The  bed  of  the  furnace  Is  heated  to  a  cherry 
red  and  600  to  700  kilos,  of  crude  antimony 
placed  on  it ;  a  quantity  of  oxide  and  some 
arsenic  escape,  and  in  from  30  to  60  minutes  the 
metal  has  run  down.  From  3  to  7  p.c.  (according 
to  the  purity  of  the  metal)  of  carl>onate  of  soda, 
sometimes  mixed  with  coal  or  coke,  is  then  added. 
The  metal  is  thus  covered  and  fumes  less,  small 
jets  of  flame  appearing  occasionally  on  its  sur- 
face; the  temperature  is  raised,  the  metal 
remaining  under  the  slag  for  from  1  to  3  hours 
(determined  by  the  workman),  the  slag  then 
becomes  thick,  and  is  removed  by  drawing  it 
through  the  door  with  a  long-handled  flat 
transverse  iron. 

Three  p.c.  of  antimony  sulphide  and  1^  p.c. 
of  oxide  are  then  thrown  on  the  surface  of  the 
metal,  and  when  melted  4^  p.c.  carbonate  of 
potash,  or  of  a  mixture  of  carbonate  of  potash 
and  soda,  are  added.  By  this  means  the  iron 
and  last  traces  of  sulphur  are  removed ;  in 
less  than  16  minutes  the  refining  is  complete,  and 
the  critical  operation  of  ladling  is  performed. 
A  cast-iron  hemispherical  ladle,  holding  16-20 
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kilos.,  is  riveted  to  a  chain  hanging  from  the 
roof  exactly  in  front -of  the  working  door,  before 
which  the  cast-iron  moulds  for  receiving  the 
metal  are  arranged  on  a  stone  table.  The  work- 
man dips  his  lame  obliquely,  removing  some  slag 
with^he  metal;  part  of  this  is  first  poured 
into  the  mould  to  prevent  the  metal  from 
actually  touching  the  mould,  and  the  metal  is 
well  covered  with  the  slag  and  left  at  rest. 
Unless  this  be  done  the  '  storring '  will  be  im- 
perfect, and,  as  thvi  is  considered  a  test  of  purity, 
its  value  will  be  lowered  in  the  market.  The 
slag  may  generally  be  used  again.  The  oxide 
condensing  in  the  flues  is  removed  as  seldom  as 
possible,  as  this  operation,  as  well  as  the  furnace 
work,  is  very  injurious  to  the  workers. 

Tlie  cost  of  refining  100  kilos,  of  regulus  is 
from  4  to  5  shillings. 

Star  antimony  usually  contains  small 
amounts  of  iron,  lead,  sulphur,  and  arsenic,  but 
can  be  further  purified  by  Liebig*s  method, 
which  consists  in  fusing  the  metal  successively 
with  12  p.c.  sodium  carbonate  and  6  p.o.  anti- 
monv  sulphide,  and  again  with  sodium  carbonate 
to  which  a  little  nitre  has  been  added. 

Unlike  many  other  metals,  antimony  carries 
on  its  face  its  own  character  for  purity.  When 
'  pure,'  a  beautiful  fern  leaf  or  ^  star '  appears 
upon  its  surface,  and  according  to  the  length 
and  form  of  this  *  star '  on  the  mgot  its  quafity 
is  determined.  The  presence  m  a  relatively 
small  percentage  of  impurities  in  the  metal  will 
prevent  it  from  *  starring.*  It  is  this  peculiar 
characteristic  of  pure  antimony  to  crystallise  on 
the  ingot  in  the  fern-leaf  or  star  form  when 
cooling,  which  originates  the  trade  term  of  *  star 
antimony  '  for  go^  quality  of  antimony. 

For  pharmaceutical  purposes  it  is  important 
to  prepare  antimony  quito  free  from  arsenic. 
This  may  be  accomplished  by  Wohler's  method. 
A  mixture  of  4  parts  powdered  commercial 
antimony,  5  -partB  sodium  nitrate,  and  2  parts 
sodium  carbonate  (to  prevent  the  formation 
of  insoluble  antimony  arsenate)  is  thrown  into 
a  red-hot  crucible.  Combustion  takes  place 
quietly,  the  mass  is  pressed  together  and  more 
strongly  heated  for  half  an  hour,  so  as  to  become 
pasty  without  fusion,  being  pressed  down  as  it 
rises  from  evolution  of  gas.  While  still  hot 
and  soft,  it  is  removed,  reduced  to  powder,  and 
boiled  Vith  frequent  stirring  in  water,  the  finer 
powder  is  pouied  off  with  the  water,  and  the 
residue  again  treated,  the  washings  bein^  mixed 
with  that  first  obtained.  The  water,  which  con- 
tains the  whole  of  the  arsenic  but  no  antimony 
(Meyer),  is  removed  from  the  insoluble  portion 
by  subsidence,  decantation,  and  filtration.  The 
residue  of  sodium  antimonate  should  be  white, 
but  the  presence  of  lead  imparts  a  yellow  colour. 
It  is  dried  and  fused  with  half  its  weight  of  cream 
of  tartar  at  a  moderate  heat,  cooled,  oroken  into 
small  lumps,  and  the  potassium  and  sodium 
removed  by  digestion  in  water.  The  powdered 
metal  is  then  fused  into  a  button. 

This  method  may  be  used  quantitatively  for 
the  separation  of  antimony  from  arsenic.  Lf  the 
sodium  nitrate  be  replaced  by  potassium  nitrate, 
a  portion  of  the  antimony  will  enter  into  solu- 
tion with  the  arsenic  as  potassium  antimonate 
(p.  C.  Meyer,  Annalen,  46,  236 ;  Chem.  Zentr. 
1348,  828).  Arsenic  may  also  be  completely 
removed  by  fusing  the  antimony  in  succession 


with  1st,  potassium  carbonate  ;  2nd,  potassium 
nitrate  ;  3rd,  antimonic  oxide  ;  4th,  potassium 
carbonate  (Th.  Martins,  Kastn.  Arch.  24,  263), 
or  by  fusing  three  times  with  fresh  portions  of 
sodium  or  potassium  nitrate. 

Duflos  (Kastn.  Arch.  19,  56)  recommends  a 
process  in  which  the  arsenic  is  driven  off  as 
fluoride  by  means  of  sulphuric  acid  and  fluorspar, 
(^ee  further  Schw.  42,  501 ;  also  Buchner  and 
Herbeiger,  Repert.  38,  381,  256.) 

Pure  antimony  may  be  obtained  by  heating 
tartar  emetic  to  low  redness  and  digesting  the 
resultant  mass  in  water  to  remove  the  potassium. 
The  powder  thus  obtained  may  then  be  dried 
and  fused  into  a  button. 

Te«U  for  Impurities  in  Antimony. 

Sulphur.  The  powdered  metal  evolves  sul- 
phuretted hydrogen  gas  (which  blackens  lead 
paper)  on  heating  with  strong  hydrochloric 
acid. 

PoUuaium  or  sodium.  The  metal  is  greyish 
and  loses  its  lustre  on  exposure  to  air ;  it  nas  an 
alkaline  taste  and  reaction,  and  evolves  hydrogen 
on  immersion  in  water. 

Arsenic,  If  deflagrated  with  J  its  weight 
of  sodium  nitrate,  boiled  with  water  and  filtered, 
the  arsenic  enters  into  solution,  leaving  the 
antimony  behind  ;  the  solution  is  saturated  with 
sulphuretted  hydrogen  (if  an  orange  precipitate, 
consisting  of  antimony  sulphide,  falls,  this  must 
be  filtered  quickly ;  it  is  due  to  the  presence  of 
a  trace  of  antimony  in  the  solution).  The 
arsenic  is  deposited  as  the  lemon-yellow  sulphide 
on  standing. 

Lead  and  copper.  The  metal  is  powdered 
and  treated  with  dilute  nitric  acid,  evaporated 
nearly  to  dryness,  taken  up  with  water  and 
filtered  ;  the  addition  of  sulphuric  acid  precipi- 
tates white  lead  sulphate,  and  the  addition  to 
the  filtrate  of  potassium  ferrocyanide  gives  a 
brown  precipitate  in  presence  of  copper. 

If  sulphur  as  well  as  lead  be  present  in  the 
antimony,  the  lead  is  converted  at  once  into 
sulphate  by  the  action  of  nitric  acid,  the  residue 
on  evaporation  is  digested  with  yellow  am- 
monium sulphide,  whicn  dissolves  the  antimonic 
oxide  and  leaves  black  lead  sulphide. 

Iron.  The  powdered  metal  is  i^ted  with 
three  parts  nitre  and  washed  with  boiling  water, 
the  residue  is  boiled  with  hot  dilute  hydrochloric 
acid  ;  on  the  addition  of  potassium  ferrocyanide 
a  blue  precipitate  is  produced. 

When  antimony  containing  arsenic  and  iron 
is  heated  on  charcoal,  it  gives  a  garlic  odour  and 
becomes  coated  with  oxide  of  iron ;  it  ceases  to 
bum  on  removal  of  the  flame,  and  yields  a  dull 
surface  and  yellow  oxide  (liebig).  The  pure 
metal  under  such  circumstances  bums  brilliantly 
and  becomes  coated  on  cooling  with  white 
crystals  of  the  oxide. 

Detection  of  antimony.  When  fused  on  char- 
coal with  potaissium  cyanide  or  sodium  carbonate 
or  a  mixture  of  the  two,  antimonial  compounds 
produce  a  brittle  white  bead  of  metallic  antimony 
with  white  fumes  and  a  white  incrustation  on 
the  charcoal ;  the  bead  leaves  a  white  residue 
on  treatment  with  nitric  acid,  which  is  soluble 
in  cream  of  tartar  or  tartaric  acid.  Sulphide  of 
antimony  melts  readily  in  the  candle  flame. 

A  delicate  confirmatory  test,  given  by 
Crookes,  is  to  add  to  the  white  incmstation  on 
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the  charcoal  one  drop  of  ammonium  sulphide, 
when  the  formation  of  the  orange  sulphide  is 
conclusive  evidence  of  the  presence  of  antimony. 

EstimalioH  of  aiUimony, — Fire  assay.  In 
valuing  ores  containing  the  sulphide  the  ore  is 
broken  into  pieces  about  ^  to  I  inch  diameter, 
and  from  2000  to  7000  grains  of  the  lumps 
(avoiding  dust),  according  to  the  probable  rich- 
ness of  the  ore,  are  select^.  A  Heasian  crucible 
with  a  hole  at  the  bottom  covered  with  a  piece 
of  charcoal,  is  placed  within  another  crucible 
of  such  size  that  the  upper  one  enters  about  1 
inch.  The  ore,  mixed  with  charcoal  of  about 
equal  quantity  and  size,  is  placed  in  the  upper 
crucible,  covered  with  a  layer  of  charcoal  and 
luted  down.  Heat  is  then  applied,  the  lower 
crucible  being  below  the  furnace  bus  and  sur- 
rounded by  ashes  to  keep  it  cool.  The  heat 
should  be  maintained  at  a  oherrv  red,  but  not 
higher,  for  from  1  to  1^  hours.  On  cooling,  the 
regulus  is  removed  from  the  lower  crucible  and 
weighed.  It  should  be  well  fused,  bluish-grey, 
ana  of  bright  fibrous  crystalline  fracture,  tie 
residue  in  the  upper  crucible  should  be  examined 
to  see  if  it  as  fiee  from  visible  sulphide.  As  the 
sulphide  contains  71*8  p.c.  of  antimony;  the 
percentage  of  available  antimony  in  the  ore  may 
be  rougmy  calculated. 

The  fire  assay  of  an  ore  for  motalUc  antimony 
is  carried  out  as  follows :  If  the  ore  contains 
sulphide,  it  is  roasted  to  oxide  at  the  lowest 
possible  temperature  in  a  scarifier.  Oxide  ores 
need  no  preliminary  treatment.  The  charge  is 
made  up  of  ore,  10  grams ;  sodium  bicarb.,  26 
grams  ;  argol,  5  grams  ;  salt  to  cover ;  and  is 
heated  carefully  in  a  clay  crucible  for  the  shortest 
time  and  at  the  lowest  temperature  that  will 
ensure  complete  reduction.  The  resulting  me- 
tallic button  is  cleaned  by  washing,  and  weighed. 

Wet  assay, — (a)  Oravimetric,  The  antimony 
is  obtained  in  solution  as  antimonate  or  anti- 
monite,  and  hydrogen  sulphide  is  Visaed  into  the 
cold  liquid  for  20  minutes.  Then,  without 
stopping  the  current  of  gas,  the  solution  is  heated 
to  boilii^;,  and  the  gas  auowed  to  pass  for  another 
16  minutes.  The  resulting  precipitate  of  sul- 
phide may  then  be  subjected  to  one  of  two 
methods  of  treatment.  It  may  be  collected 
on  a  Gooch  crucible,  washed  with  hot  dilute 
acetic  acid  saturated  with  hydrogen  sulphide 
and  heated  to  constant  weight  at  230°  in  a 
current  of  carbon  dioxide.  Or  the  precipitate 
may  be  collected  on  a  filter,  washed  successively 
with  hot  water,  alcohol,  equal  parte  alcohol 
and  carbon  disnlphide,  alcohol,  and,  finally, 
ether,  and  then  dried.  The  greater  part  of  the 
precipitate  is  transferred  to  a  watch-glass,  and 
that  still  adhering  to  the  pAper  is  dissolved  in  a 
little  hot  ammonium  sulphide,  and  the  solution 
allowed  to  run  into  a  weighed  porcelain  cru« 
ciblo.  This  is  then  evaporated  to  dryness,  the 
main  portion  of  the  precipitate  added,  and  the 
whole  treated  with  fuming  nitric  acid  and 
warmed,  the  crucible  being  covered  Tvith  a 
watch-glass.  When  the  violent  action  has  sub- 
sided, the  contents  of  the  crucible  are  evaporated 
to  dryness,  again  treated  with  nitric  acid,  and 
finally  evaporated  to  dryness  and  heated  to 
redness  till  the  weight  is  constant.  The  anti- 
mony is  then  weighM  as  tetroxide. 

(o)  Volumetric,     The  most  important  volu- 
metric method  is  that  of  Mohr,  in  which  anti- 


mony trioxide  or  any  antimonious  compound 
is  dissolved  in  a  solution  of  tartaric  acid,  neutra* 
lised  with  sodium  carbonate,  treated  with  a 
cold  saturated  solution  of  sodium  bicarbonate 
in  the  proportion  of  10  cc.  to  each  0*1  gram 
SbjO,,  ana  quickly  titrated  with  ^/10-iodine 
solution,  using  starch  as  indicator. 

(c)  EledrSytic,  Classen  and  others  have 
shown  that  if  antimony  sulphide  {y,s,)  is  dis- 
solved in  the  minimum  amount  of  concen- 
trated solution  of  sodium  sulphide,  and  treated 
with  excess  of  sodium  sulphite,  or,  better, 
potassium  cyanide  solution  (to  destroy  poly- 
sulphides),  the  liquid  can  be  successfully  electro- 
lysed in  the  cold  with  a  current  of  0'26-%-6  amp., 
using  a  platinum  dish  as  cathode.  The  process 
takes  about  12  hours,  and  gives  a  good  coherent 
deposit  of  metal  which  can  be  washed  with 
water,  alcohol,  and  ether,  and  finally  dried  and 
weighed. 

Properties  of  Antimony, 

Antimony  is  a  lustrous,  bluish-white  metal, 
which  has  a  coarsely  laminated  or  granular 
structure,  according  as  it  has  been  slowly  or 
quickly  cooled,  oy  partial  solidification  it 
can  be  obtained  in  obtuse  rhombohedra, 
approximating  to  cubes. 

The  sp.gr.  of  the  metal  is  6*7^-6*86.  It 
melts  at  630-6^0.  (Heycock  and  Neville,  Chem. 
Soc.  Trans.  1896,  186),  and  boils  at  about  1360** 
in  a  current  of  hyorogen.  Antimony  has  a 
hardness  of  3-3*6,  and  is  so  brittle  that  it  can 
readily  be  powdered.  It  is  a  bad  conductor  of 
heat  and  electricity. 

The  most  important  ph3rsical  property  of 
antimony  is  that  of  expanding  on  solidification, 
a  property  possessed  also  by  its  alloys.  At 
the  ordinary  temperature  it  is  not  acted  on  by 
the  air,  but  oxidises  quickly  on  melting,  and 
bums  at  a  red  heat,  producmg  white  fumes  of 
the  trioxide.  It  is  oxidised  by  nitric  acid  of 
various  strengths,  dilute  acid  producing  princi- 
pally the  trioxide,  and  the  concentrated  acid 
producing  the  pentoxide  (H.  Rose,  Analyt. 
Chem.  1,  268).  Dilute  sulphuric  and  hydro- 
chloric acids  are  without  action  on  it,  but  the 
strong  acids  produce  the  sulphate  and  chloride 
respectively.  When  fused  with  borax  or  other 
vitrifying  material,  it  imparts  to  them  a  yellow 
colour. 

Antimony  combines  directly  with  the  halo- 
gens with  evolution  of  light  and  heat,  and  also, 
at  a  higher  temperature,  with  the  elements  of 
the  sulphur  group,  and  wiUi  phosphorus  and 
arsenic.  The  element  occurs  in  three  modifica- 
tions: (1)  the  crystalline  or  ordinary  form 
described  above ;  (2)  an  amorphous  yeUow 
modification,  soluble  in  carbon  dismphide, "which 
is  produced  by  the  action  of  oxygen  on  liquid 
stibine  at  —90°;  and  (3)  the  amorphous  ex- 
plosive antimony,  which  is  best  prepared  by  the 
action  of  a  weak  constant  electric  current  on  a 
concentrated  acid  solution  of  antimony  tri- 
chloride, the  strength  of  current  bearing  a  con- 
stant relation  to  the  surface  of  deposition,  not 


ture,  and  sp.gr.  6-78.  When  heated  to  200°, 
or  struck  or  scratched,  it  rapidly  changes  into 
the  crystalline  form,  increasing  in  density,  with 
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the  production  of  great  h^at.  Antimony  tri- 
chloride is  always  contained  in  the  metal  to  the 
extent  of  4 -8-7 '9  p.c,  and  is  given  off  when 
the  form  changes.  It  is  jirobablo  that  this 
substance  is  a  solid  solution  of  an  antimony 
halogen  compound  in  an  allotropio  form  of 
antimony,  and  that  the  explosion  consists  in  the 
rapid  transformation  of  the  latter  into  the  stable 
form.  The  change  is  accompanied  by  an  evolu- 
tion of  heat  amounting  to  20  cals.  per  gram. 
Cohen  and  others  (Zeit.  phvsikal.  Chem.  1904, 
47,  1  ;  1905,  60,  291 ;  52.'  129)  have  shown 
that  this  change  goes  on  slowly  when  explosive 
antimony  is  preserved. 

Antimony  is  precipitated  as  a  fine  powder  by 
the  action  of  zinc  on  an  acid  solution  of  an 
antimony  salt.  In  this  form  it  is  sold  as  *  iron 
black  '  for  producing  an  appearance  of  polished 
steel  on  papier  mache,  plaster  of  Paris,  and  zinc 
ornaments. 

Brass  can  be  covered  with  a  fine  lustrous 
coating  of  antimony  by  dipping  in  a  hot  mixture 
of  1  part  tartar  emetic,  1  part  tartaric  acid,  3  or 
4  parts  powdered  antimony,  3  or  4  parts  hydro- 
chloric acid,  and  3  parts  water. 

It  may  be  deposited  electrolytically  on  brass 
or  copper  by  using  a  bath  of  the  double  chloride 
of  antimony  and  ammonia  acidulated  with 
hydrochloric  acid. 

AUoys  of  Antimony, 

Antimony  alloys  with  most  of  the  heavy 
metals  and  with  the  alkaline  metals.  It 
generall}'  increases  the  fusibility,  brittleness,  and 
hardness  of  the  metals  with  which  it  is  com- 
bined, and  imparts  the  valuable  property  of 
expanding  on  solidification,  thus  producing  very 
fine  impressions.  The  alloys  of  silver,  gold,  and 
lead  with  antimony  have  a  greater  density  than 
the  mean  of  the  constituents,  while  those  of 
iron,  tin,  and  zinc  are  of  less  density.  The 
sharpest  impressions  are  produced  when  any  of 
these  alloys  are  cast  at  a  low  temperature  (J . 
Soc.  Chem.  Ind.  1,  982).  The  castings  are 
usually  made  in  brass  moulds  coated  with 
lampblack  and  turpentine. 

With  lead,  antimony  mixes  readily  in  all 
proportions.  By  the  addition  of  antimony  to 
red-hot  lead,  alloys  which  crystallise  in  rhom- 
bohedra  have  been  obtained  by  F.  de  Jussieu 
(Compt.  rend.  38,  1321-1322).  An  alloy  of 
equal  parts  of  lca<1  and  antimony  is  very  brittle, 
and  rings  when  struck.  Nasmyth  has  recom- 
mended the  addition  of  5  p.c.  antimony  to  lead 
for  use  instead  of  bronze  in  taking  casts  of 
works  of  art  (Athenaeum,  No.  1176,  511). 

Type  metal  is  essentially  an  alloy  of  lead  and 
antimony,  frequently  with  addition  of  tin  and 
containing  less  frequently  bismuth  or  copper. 
A  few  examples  of  common  type-metals  are : 

Bis- 
Lead  Antimony  Tin  Copper  muth 
Type  metal       .66        30        15  —      — 

.     70        18        10  2      — 

„                 .     50        28        —  —      22 

Stereotype  plat«    85-7      14-3     —  —      — 

„        „          .     70        16        —  —      16 

Linotype  metal      84-6     13*5       2  —      — 

Wetterstedt's  patent  ship  sheathing  consists 
of  100  lead  to  about  3  antimony,  but  does  not 
appear  to  have  been  used  to  any  extent.  The 
alloy,  containing  varying  proportions  of  anti- 


mony, is  also  used,  under  the  name  of  hard  lead, 
in  leaid  pipes,  for  making  pumps  and  taps  for 
raising  acid  in  alkali  works,  in  the  manufacture 
of  cannon-balls  and  shot,  and  for  the  emery 
wheels  and  tools  of  the  lapidary. 

Tin  forms  numerous  useful  alloys  with  anti- 
mony, especially  with  the  addition  of  other 
metals.  Common  Britannia  metal  consists 
of  tin  140,  copper  3,  antimony  9.  Britannia 
metal  for  castings  :  tin  210,  copper  4,  antimony 
12  ;  ditto  for  lamps :  tin  300,  copper  4,  antimony 
16.  The  best  Britannia  metal  contains  tin  90, 
antimony  10,  lead  and  bismuth  being  carefully 
excluded.  Copper  also  is  never  added  except 
for  the  production  of  colour.  The  exact  pro- 
I  portion  of  antimony  used  depends  on  the  quality 
I  of  the  tin,  and  is  always  ascertained  experi- 
mentally. Increasing  the  proportion  of  anti- 
mony raises  the  m.p.,  increases  the  hardness, 
and  decreases  the  malleability  of  the  alloy. 
Good  alloys  take  a  brilliant  polish,  and  show  a 
fine-grained,  jagged  fracture.  The  presence  of 
arsenic  in  the  antimony  diminishes  the  ductility 
of  the  product  (v,  Bbitaknia  mstal).  Superior 
pewter  is  made  by  fusing  together  tin  12,  copper 
1,  antimony  1. 

Metal  argentum  contains  tin  86*5,  antimony 
14-6. 

Ashhvry  metal :  tin  77*8,  zinc  ^'8,  antimony 
19-4.    Ships'  nails,  tin  3,  lead  2,  antimony  1. 

Minofer  ia  tin  68*6,  antimony  18*2,  copper 
3*3,  and  zinc  10. 

Bearing  or  anti-friction  metal  usually  contains 
antimony,  tin,  and  copper,  but  the  composition 
is  very  variable,  and  some  cheap  varieties  con- 
sist chiefly  of  iron  or  zinc.  Occasionally  lead 
and  tin  or  lead  and  zinc  are  alloyed  with  anti« 
mony  to  form  bearing  metals.  As  the  name 
indicates,  it  is  used  for  machinery  bearings,  being 
especially  suitable  for  light  loads  at  high  speeds. 
As  examples  of  these  alloys  the  following  may 
be  given : — 

Antimony  Tin   Copper 
Babbit's  metal  .         .    8*3       83*3     8-3         — 
Very  hard  bearings     .    —  6        2*6  Iron  70 

Cheap  bearings  .  .  —  1-7  7  Zinc  90 
U.S.Rly.  Babbit  metal  7*4  889  3*7  — 
German  Rly.  Babbit 
metal  .  .  .  Ill  88-3  6-6  — 
Copper,  The  presence  of  0-16  p.c.  of  anti- 
mony renders  copper  both  cold  and  hot  short. 
With  var3ring  proportions  of  the  two  metals, 
shades  from  pure  copper-red  to  rose-red,  crimson, 
and  violet  may  be  obtained,  the  last  when 
equality  is  reached.  Two  definite  comjiounds  of 
copper  and  antimony  appear  to  exist,  viz.  SbCu,, 
a  violet  alloy  known  as  *  Regulus  of  Venns,'  and 
SbCu^  (Kamensky,  Phil.  Mag.  [51  17,  270;  v. 
also  Ball,  Chem.  Soc.  Trans.  1888,  167). 

Antimony  is  frequently  added  to  brass  to 
heighten  its  colour.  These  alloys  are  harder  and 
finer  in  texture  than  copper  or  brass,  and  take  a 
better  polish.  Antimony  is  sometimes  added 
for  this  reason  to  the  material  for  concave 
mirrors.  It  is  also  added  occasionally  to  bell 
metal,  as  it  is  believed  to  add  to  the  intensity 
and  clearness  of  the  sound.  Manv  celebrated 
old  bells  contain  antimony,  e,g,  *  Old  Tom '  of 
Lincoln,  which  contains  about  0*03  p.c. 

Zinc.  Antimony  forms  definite  crystalline 
compounds  with  zinc,  which,  however,  differ 
widely  in  composition  while  retaining  the  same 
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form.  They  decompose  water  rapidly  at  the 
boiling  temperature,  and  this  action  is  promoted 
by  the  presence  of  traces  of  platinio  chloride. 
Cooke  has  suggested  the  suitability  of  this 
reaction  for  the  preparation  of  pure  hydrogen. 

Iron  contaimng  less  than  \  p.c.  of  antimony 
is  both  hot  and  cold  short.  A  mixture  of  7  parts 
antimony  and  3  parts  iron  heated  to  whiteness 
with  charcoal  forms  a  hard  white  alloy  which 
strikes  sparks  with  steel. 

Alloys  of  antimony  and  aluminium  have  been 
described  by  P^cheux  (Compt.  rend.  138, 
1606),  which  vary  in  composition  from  SbAl,n 
to  SbAl4o*  having  a  density  of  2*73-2-60,  and 
m.p.  760''-730®.  These  alloys  expand  on 
BoUdifying,  and  are  hard,  but  fairly  malleable. 
They  are  unaltered  by  air  or  water  at  ordinary 
temperatures,  and  this  property,  combined  witn 
their  lightness  and  malleability,  should  render 
them  useful  in  the  building  of  light  structures 
such  as  aeroplanes. 

Melted  gdd  absorbs  the  vapour  of  antimony, 
but  gives  it  up  almost  entirelv  on  further  heating. 
Gold  loses  its  malleability  when  g^in  of  antimony 
is  present.  An  alloy  of  9  gold  ajod  1  antimony 
is  white  and  very  brittle,  with  an  amorphous 
porcelain  -like  fracture.  Silver  antimonide  occurs 
as  the  mineral  discrasite. 

Compounds  of  Antimony. 

The  principal  compounds  of  antimony  are 
formed  by  combination  with  oxygen,  sulphur, 
and  chlorine ;  some  compounds  contain  two  of 
these  negative  elements,  of  which  the  oxychloride 
or  powder  of  Algaroth,  and  the  oxysulphide  or 
glass  of  antimony  are  examples. 

The  most  important  of  these  are  the  tri- 
chloride, trisulphide,  and  trioxide. 

Antimony  trisulphide  Sb,S,. 

Crude  antimony,  antimony  ore,  sesquisul- 
phide  of  antimony  ;  Schwefelspiessglanz  ;  Orau- 
Spiessglanzerz ;  Stibium  sulphuratum  nigrum; 
lupus  meiaUorum, 

This  substance,  as  it  occurs  raturally,  or  after 
liquation,  is  nsuaUy  too  impure  to  be  employed 
for  other  purposes  than  the  preparation  of  the 
metal. 

The  ordinary  sulphide  may  be  prepared  by 
the  following  methods  : — 

(1)  Thirteen  parts  pure  antimony  are  mixed 
with  5  parts  flowers  of  sulphur,  and  projected  in 
portions  into  a  red-hot  crucible ;  when  com- 
pletelv  fused,  it  is  poured  out  and  any  free  metal 
detached. 

(2)  Sulphuretted  hydrogen  precipitates  it  as 
an  orange  precipitate  from  a  solution  of  an 
antimony  salt. 

(3)  [Digest  for  two  hours  in  a  closed  vessel 
I  part  crude  antimony  sulphide,  1  part  pearl 
ash,  H  parts  lime,  and  16  parts  water,  ana  add 
sulphuric  acid;  the  alkaline  sulpho-  salt  first 
formed  is  decomposed  by  the  acia  with  the  pre- 
cipitation of  the  pure  sulphide.  Antimony  sul- 
phide is  soluble  in  alkaline  sulphides  and  'in 
acid  potassium  sulphate.  When  finely  powdered 
and  rubbed  to  a  paste  at  20^  or  30^  with  strong 
sodium  sulphide  solution,  a  coppery  metallic 
mass  is  produced,  and  the  liquor,  on  addition  of 
more  sodium  sulphide,  yields  Sohlippe's  salt. 

The  sulphide  is  used  to  some  extent  in  re- 
fining gold  from  silver  and  copx>er,  and  in  the 
preparation  of  safety  matohes  and  peronssion 


pellets  for  cartridges,  in  pyrotechny  and  in 
veterinary  surgery. 

Kermes  mineral.  Broivn-red  antimony  sul- 
phide. Pulvis  Cartkusianoruin.  8ulph.  slibia- 
turn  rvhrum. 

Kermes  mineral  usually  consists  of  a  mixture 
of  the  trisulphide  and  trioxide  containing  alkali. 
Berzelius  and  Rose  state  that  some  samples 
examined  by  them  consisted  of  a  true  double 
sulphide  of  potash  and  antimony. 

Preparation, — Fuchs  asserts  that  if  antimony 
sulphide  is  heated  and  suddenly  cooled  in  water 
it  yields  an  orange-red,  less  dense  powder  of 
kermes.  A.  Ditte  (Compt.  rend.  102,  212)  does 
not  confirm  this  statement. 

(1)  Four  parts  pure  potassium  carbonate  and 
11  parts  pure  antimony  sulphide  are  heated  to 
fusion  in  a  covered  crucible,  cooled,  boiled  with 
water,  and  filtered.  The  solution  on  exposure 
to  the  air  deposits  kermes,  the  residue  from  the 
first  boiling  is  heated  with  the  mother  liquor 
from  some  previously  deposited  kermes,  and 
yields  a  further  quantity ;  this  operation  is  re- 
peated until  an  insoluble  residue  of  trisulphide 
and  trioxide  is  left.  Each  successive  deposit  of 
the  kermes  contains  a  larger  amount  of  the  oxide. 

(2)  Fuse  together  2  puiis  antimony,  1  sulphur, 
and  3  sodium  carbonate;  or,  1  antimony 
sulphide  and  3  or  4  tartaric  acid,  until  fumes 
cease  to  be  evolved;  and  treat  the  product  as 
in  (1). 

(3)  The  slags  from  the  reduction  of  antimony 
ore  vfiih  cream  of  tartar  slowly  precipitate 
kermes  when  treated  with  water ;  this  is  sold  to 
veterinary  surgeons  as  *  kermes  by  the  dry  way.' 
When  antimony  sulphide  is  boiled  with  potash 
and  precipitated  with  an  acid,  the  kermes  pro- 
duced contains  no  oxide  (Liebig).  The  kermes 
produced  by  the  action  of  dilute  alkaline  car- 
bonate on  antimony  sulphide  also  contains  no 
oxide  (Rose).  The  oxide  may  be  removed  from 
ordinary  kermes  by  digestion  with  tartaric  acid. 
A  solution  containing  so  much  alkali  as  to  give 
no  precipitate  on  cooling  gives,  when  treated 
with  caroonic  acid  gas,  a  higUy  sulphurated 
kermes  containing  antimony  pentasulphide. 

Kermes  is  a  brown-red,  loosely  coherent 
powder,  with  a  brown  streak,  containing  water, 
which  is  given  off  below  100*.  It  is  lighter 
than  the  ordinary  sulphide.  The  kermes  con- 
taining antimony  oxide,  when  fused  and  solidi- 
fied, is  destitute  of  crystalline  structure,  while 
that  free  from  oxide  produces  a  highly  crystalline 
solid. 

Antimony  pentasulphide  Sb^S^.  QcMen  sul- 
phide of  antimony  ;  sulphur  antimonii  auralum. 

IVepared  by  boiling  the  trisulphide  with  potash 
and  ground  sulphur,  filtering  and  precipitating 
with  acid.  Redwood  recommends  4  parts  black 
antimony  sulphide,  8  lime,  and  80  waier, 
digested,  filtered,  and  precipitated  with  hydro- 
cmoric  acid ;  or,  2  sulphide,  4  potassium  car- 
bonate, and  I  sulphur,  to  be  fused,  treated  with 
20  parts  water,  filtered,  and  the  solution  pre- 
cipitated with  a  large  excess  of  sulphuric  acid. 

On  treating  the  mother  liquor  from  kermes 
mineral  with  an  acid,  the  pentasulphide  is  pre- 
cipitated with  evolution  of  sulphuretted  hydro- 
gen. The  mother  liquor  from  Schlippe's  salt 
also  yields  l^is  substance  on  the  addition  of  an 
acid  (R.  Bartley,  Chem.  Soc.  Trans.  1876,  1, 
748).    It  generally  contains  free  sulphur. 
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Antimony  pentasulphide  is  of  some  import- 
ance commercially,  as  it  is  used  in  the  process  of 
vulcanising  rubber. 

Antimony  pentasulphide  combines  with  alka* 
lino  sulphides,  forming  sulphantimonates,  which 
as  well  as  the  sulphantimonites  (which  contain 
less  sulphur)  are  known  as  *  livers  of  antimony.' 
Of  these  the  sodium  sulphantimonate,  or 
Schlippe*s  mU,  is  the  most  important. 

A  mixture  of  1 1  parts  finely  powdered  anti- 
mony trisulphide,  13  crystalliBed  sodium  car- 
bonate, 1  flowers  of  sulphur,  5  reoeutly  slaked 
lime,  and  20  water,  is  digested  at  the  ordinary 
temperature  for  24  hours  with  frequent 
stirring,  in  a  vessel  which  can  be  closed.  It  is 
then  strained  and  washed  several  times  with 
water,  the  solution  and  washings  are  evaporated 
in  a  porcelain  or  clean  iron  dish  untU  a  sample 
yields  crystals  on  cooling ;  the  solution  is  then 
cooled,  and  the  resultant  crystals  washed  with 
cold  water  and  dried  in  the  open  air  or  in  a 
desiccator  at  the  ordinary  temperature.  The 
salt  is  more  rapidly  formed  when  the  mixture  is 
heated  (Liebig,  Handworter.  d.  Chem.  2te  Aufl. 
2,  130 ;  also  Gm.  4,  384). 

Ox3rsulphides  of  antimony  are  formed  by  the 
combination  of  the  sulphides  and  oxides  or  by 
the  partial  oxidation  of  the  sulphides. 

Antimony  crocus  or  saffron.    Fuse  together 

3  parts  of  antimony  trioxide  and  1  part  trisul- 
phide,  or  fuse  the  oxide  with  the  calculated 
quantity  of  sulphur. 

The  scoria  from  the  fusion  of  the  sulphide 
with  carbon  and  alkaline  carbonate  in  the  pre- 
paration of  the  metal  is  known  as  crocus  of 
antimony. 

Crocus  of  antimony  is  a  brownish -yellow 
body. 

OloM  of  antimony,  Vitrum  antimonii.  When 
antimony  sulphide  is  fused  until  the  necessary 
amount  of  sulphide  has  been  converted  into 
oxide,  the  whole  forms  a  glassy  mass  of  this 
compound.  The  best  method  of  preparation  is 
to  roast  the  sulphide  completely  into  oxide  and 
fuse  the  product  with  J|  part  of  sulphur.  Its 
colour  varies  with  the  proportion  of  sulphur 
present  from  jrellowish-rea  to  hyacinth  red.  The 
best  quality  is  of  a  fine  red  colour,  and  con- 
tains 8  antimonious  oxide  and  1  antimonious 
sulphide. 

Antimony  cinnabar  is  an  oxysulphide  of  a 
fine  vermilion  colour,  soft  and  velvety,  and  un- 
altered by  air  or  light ;  it  is  used  in  the  prepara- 
tion of  oil  and  water  colours,  and  in  calico-print- 
ing. It  is  prepared  by  disRolvinp;  antimony 
oxide  in  hydrochloric  acid,  and  placmg  the  solu- 
tion in  a  >  large  wooden  tub  wiiich  is  {  filled 
with  calcium  hyposulphite.  The  mixture  is 
stirred  and  heated  with  steam  to  70®,  the  pre- 
cipitate soon  subsides  as  a  yellowish  sediment 
which  changes  to  a  bright  orange-red,  and  is 
thoroughly  ^vashed,  and  dried  below  60®.  N. 
Tcck  (Chem.  Zentr.  26,  18S0)  prepared  it  from 

4  parts  tartar  emetic,  3  tartaric  acid,  18  water 
mixed  at  60®  with  hyposulphite  of  soda  and 
heated  to  90®  (Wagner),  or  4  volumes  antimonious 
chloride  of  sp.gr.  1'19  mixed  with  10  vols,  water 
and  10  vols,  hyposulphite  of  1*19  sp.gr.,  and 
heated  gradually  to  56®  (Mattieu  Blcssy). 

Antimony  yellow  {M^rim^e^s  yellow).  Accord- 
ing to  the  methoi  of  Mdrim^e,  a  mixture  of  3 
parts  bismuth,  24  parts  antimony  sulphide,  and 


64  part«  nitre,  is  thrown  little  by  little  into 
a  heated  crucible,  fused,  powdered,  washed,  and 
dried.  In  this  way  bismuth  antimonate  is  pro- 
duced. Of  this  1  part  is  mixed  with  8  partn 
ammonium  chloride  and  128  parts  litharge,  and 
fused  as  before.  The  time  occupied  imd  the 
temperature  used  cause  considerable  vajiationa 
in  the  colour.  Mdrim^*s  yellow  is  a  fine  per- 
manent colour  of  good  body.  It  is  only  used 
for  the  finest  painting. 

Naplee  yeUow  is  essentially  an  antimonate 
of  leaa  containing  excess  of  lead  oxide,  but 
mixtures  of  carbonate  and  chromato  of  lead  are 
also  sold  under  the  name.  Many  processes  may 
be  used  for  its  preparation.  According  to 
Brunner,  a  mixture  of  1  part  tartar  emetic,  2 
parts  lead  nitrate,  and  4  parts  sodium  chloride  is 
heated,  just  to  fiuion,  for  2  hours.  The  cooled 
mass  is  placed  in  water  and  soon  falls  to  pieces. 
According  to  Guimet,  it  may  be  produced  by 
heating  a  mixture  of  1  part  potassram  antimo- 
nate and  2  parts  red  lead.  It  is  a  fine  very 
permanent  orange  or  yellow  pigment,  used  in 
oil-painting,  and,  mixed  usually  with  a  lead  glass, 
for  glass  and  porcelain  staining. 

Antimoiiy  triehloride  {Butter  of  antimony). 

Prepared  by  dissolving  the  sulphide  in  strong 
hydrochloric  acid  with  a  small  quantity  of  nitric 
acid  and  evaporating  to  dryness. 

To  prepare  the  pure  chloride,  the  acid  solu- 
tion is  evaporated  until  it  just  oryBtallises  on 
standing  in  a  cool  place ;  it  is  then  transferred 
to  a  retort  and  distilled  until  a  drop  of  the  dis- 
tillate solidifies  on  a  cold  surface ;  the  receiver 
is  then  changed,  and  the  further  distillate  ia 
pure. 

It  is  a  white,  buttery,  semivitreous,  delique- 
scent solid.  When  pure,  it  is  crystaUine,  and 
melts  sharply  at  73-2®,  and  boils  at  223-6® 
(Beckmann,  Zeitsch.  anorg.  Chem.  1906,  61,  96). 
It  is  used  as  a  caustic  in  medicine,  for  the  pre- 
paration of  tartar  emetic,  and  as  a  'bronzing 
solution  *  for  gun-barrels,  &c.  For  this  pur- 
pose a  saturate  solution  is  mixed  with  olive  oil, 
rubbed  over  the  warmed  metal  and  exposed  to 
the  air  until  the  proper  colour  is  produced. 
When  bronzed,  the  metal  is  polished  with  a 
burnisher  or  with  wax,  or  coated  with  a  varnish 
of  2  oz.  shellac,  3  drachms  dragon's  blood,  dis- 
solved in  2  quarts  of  methylated  spirit. 

Antimony  oxyehlorlde.  Banc  chloride, 
powder  of  Algaroth ;  pulvis  Algarothi ;  8, 
Argelicfis ;  mercurius  vitcB,  dsc. 

Water  is  added  to  a  solution  of  the  trichlor- 
ide until  it  is  distinctly  turbid,  when  it  is  filtered 
(the  precipitate  carries  down  any  traces  of  sul- 
phuretted hydrogen  which  may  be  present,  and 
which  if  left  would  soon  turn  the  substance 
yellow).  Five  to  ten  volumes  of  water  are  added, 
and  the  precipitate  is  washed  with  cold  water 
and  filtered.  Its  composition  varies  with  the 
temperature  at  which  it  is  produced  and  the 
amount  of  water  used,  varying  between  8bOCl 
and,  where  a  very  large  amount  of  water  has 
been  used,  Sb,0}.  It  is  a  white  x)owder,  and  is 
principally  used  for  the  preparation  of  pure 
antimonious  oxide  and  tartar  emetic. 

Antimonious  oxide  Sb40^.  Trioxide  of  anti- 
mony. If  antimony  is  powdered  and  heated  in 
a  shallow  dish,  it  eventually  forms  antimony 
tetroxide  SbiO^ ;  this,  toffether  with  the  un- 
changed metal,  is  fused  m  a  crucible,  when 
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the  tetroxide  and  antimony  roact,  forming  anti- 
monious  oxide,  the  excess  of  antimony  smking 
to  the  bottom  of  the  orucible. 

For  pharmaceutical  purposes  20  parts  of  finely 
powdered  antimony  sulphide  are  gradually  added 
to  100  x>ftrts  hydrochloric  acid  containing  1  part 
nitric  acid,  and  |ieated,  gently  at  fi^t,  and 
then  more  strongly,  until  smphuretted  hydrogen 
ceases  to  be  evolved.  It  is  then  boiled  for  an 
hour,  enough  water  is  added  to  produce  a  slight 
precipitate,  which  removes  the  last  traces  of  sul- 
phuretted hydrogen,  and  filtered  into  a  vessel 
containing  1  galfon  of  water,  precipitating  the 
ozychloride,  which  is  filtered  and  washed  until 
it  ceases  to  have  an  acid  reaction  ;  it  has  then 
become  converted  into  the  trioxide. 

It  is  a  white  fusible  solid,  slightly  soluble 
m  water,  volatile  at  a  red  heat.  It  becomes 
further  oxidised  to  the  tetroxide  Sb^Of  on 
heating  in  air,  and  is  then  non- volatile. 

In  presence  of  alkalis  it  absorbs  oxygen ; 
for  this  reason  it  has  been  proposed  to  use  it  for 
reducing  nitrobenzene  to  aniline,  and  in  the 
preparatiiHi  of  aniline  red. 

It  is  used  for  the  preparation  of  tartar  emetic. 
When  ground  with  linseed  oil  it  is  sometimes 
used  as  a  substitute  for  white  lead,  being  less 
iniurions  to  the  workmen  and  less  acted  upon  by 
sulphiur  gases ;  it  has,  however,  less  *  body  '  and 
is  more  expensive. 

Tartar  emetie.  Potassium  antimony  tartrate, 
Tartarus  stibiatus.  Brechweinstein  ;  spiessglanz- 
weiiistein.  2C4H-K(SbO)0„H,0.  Three  parts 
antimonious  oxide  and  4  cream  of  tartar  are 
made  into  a  thin  paste  with  water  and  digested 
for  about  half  an  hour,  keeping  the  water  at 
constant  volume ;  8  parts  of  water  are  then 
added,  boiled,  and  filtered  whilst  hot.  The 
oxychloride  or  oxysulphide  may  be  substituted 
for  the  oxide,  but  not  so  satisfactorily. 

Tartar  emetic  forms  octahedral  crystals, 
which  give  off  a  part  of  their  water  on  exposure 
t'O  the  air.  They  dissolve  in  14*6  parts  cold  and 
in  1*9  parts  boiling  water.  They  show  an  acid 
reaction  with  litmus,  and  have  a  nauseous 
metallic  tcwte,  5->10  centigrams  causing  vomiting, 
and  larger  quantities  being  very  poisonous. 

It  is  used  in  medicine  and  in  the  preparation 
of  pomades,  &c.,  and  also  largely  as  a  mordant 
in  dyeing  and  calico-printing.  Mixtures  of 
tartar  emetic  for  mordanting  are  sold  containing 
as  much  as  33-69  p.c.  zinc  sulphate  at  a  lower 
price,  under  the  names  tartar  emetic  powder, 
tartar  emetic  svbstitute,  antimony  mordant,  &c. 
It  is  known  that  zinc  acetate  may  partly  replace 
the  tartar  emetic  with  advantaae,  but  the 
sulphate  appears  to  be  a  simple  aaulterant  (H. 
Smid,  Chem.  Zeit.  1882,  949). 

Several  other  compounds  of  antimony  have 
been  proposed  for  mordants  instead  of  tartar 
emetic.  E.  Jacquet  (Dingl.  poly.  J.  257,  168) 
advised  the  use  of  a  mixture  of  basic  antimony 
oxalate  with  twice  its  weight  of  ammonium 
oxalate.  Nolting  recommended  the  double 
oxalate  of  potash  or  of  ammonia  and  antimony 
(Dingl.  poly.  J.  [3]  265,  122).  It  is  stated  that 
the  latter  compounds  have  long  been  used  under 
other  names. 

The  use  of  the  fluoride  (which  is  not  pre- 
cipitated with  excess  of  water)  and  the  double 
fluorides  of  antimony  and  the  alkalis  has  been 
patented  by  S.  WIj^wi,    Watson,  jun.,  patented 


a  process  for  using  trichloride  with  sufficient 
common  salt  to  prevent  the  precipitation  of  the 
oxychloride  (G.  Watson,  J.  Soc.  Chem.  Ind. 
1886, 5, 591 ;  B.  W.  Gerland,  J.  Soc.  Chem.  Ind. 
1884,  4,  643 ;  and  Kopp  and  Bru^re,  J.  Soc. 
Chem.  Ind.  1888,  566).  A  double  salt  of  anti- 
mony fluoride  and  ammonium  sulphate  SbF, 
(NH4)2S04, known  as  'antimony  salts,*  is  also 
used  in  dyeing,  but  as  it  attacks  glass  as  weU  as 
metal,  it  should  be  stored  and  worked  in  wooden 
vessels.  A  good  bath  is  100  litres  water,  400 
grams  antimony  salts,  200  grams  soda  crystals, 
at  a  temperature  of  50®  (^rey^  Bull.  Soc.  Md. 
Mulhouse,  1888,  301). 

Tartar  emetic  as  a  mordant  has,  at  the 
present  tinie,  been  largely  superseded  by  the 
double  oxalate  of  potassium  and  antimony,  as 
it  is  cheaper  than  the  tartrate,  and  equaUy 
efficient,  although  it  contains  less  antimony. 

Recently  F.  Dilrlng  has  recommended  the 
use  of  the  double  lactate  of  antimony  and  cal- 
cium, which  can  readily  be  obtained  oy  mixing, 
in  the  dry  state  or  in  solution,  alkali  lactates 
with  *  antimony  salts,*  or  other  antimonious 
compounds  (Farber,  Zeit.  [20]  319).  He  states 
that  at  least  80  p.c.  of  the  antimony  in  the 
solution  will  actually  go  into  the  cloth  as 
mordant. 

ANTIMONY  SALTS.  A  compound  of  anti- 
mony fluoride  with  ammonium  sulphate  used  as 
a  mordant  (v.  Antimony). 

ANTINONIN.  Trade  name  for  a  solution 
of  potassium  o-dinitrocresol  used  as  a  fungicide. 

ANTDPYRINE.    Phenyldimethylpyrazolone  {v. 

ANTIRRHINIC  ACID  v.  Diqitalis. 

ANTISEPTICS  V.  Disikvectants. 

ANTISEPTINE.  Said  to  be  a  mixture  of 
zinc  iodide,  zinc  sulphate,  boric  acid,  and  thymol. 

ANTISEPTOL.  Cinchonidine  iodosulphate, 
used  as  a  substitute  for  iodoform. 

ANTITHERMIN.  Phenulhydnuone  oUcBvulic 
acid  CH,-C(N,H-C,H5)-CBL-CH,C0aH  is  ob- 
tained by  dissolving  phenylhydrazine  in  dilute 
acetic  acid,  adding  an  aqueous  solution  of  the 
equivalent  quantity  of  Ispvulic  (acetopropionic) 
acid,  and  crystallising  the  resulting  yellow  pre- 
cipitate from  alcohol  (Farbw.  vorm.  Meister, 
Lucius  &  Briining  in  Hochst  a.  M.,  Ger.  Pat. 
37727). 

It  forms  colourless,  inodorous,  and  tasteless 
scales,  mdts  at  98^-99^  is  sparingly  soluble  in 
cold  water,  soluble  in  alcohol,  ether,  or  dilute 
acids.  It  has  been  employed  as  an  antipyretic 
(Nicot,  Chem.  Zentr.  1887,  415) ;  but,  according 
to  Stark  (Chem.  and  Drug,  32,  651),  its  use  in 
medicine  is  now  almost  abandoned.  Inasmuch 
as  it  is  decomposed  by  alkalis,  its  physiological 
activity  is  probably  due  to  phenylhydrazine 
(Gehe  &  Co.,  Chem.  Zentr.  1888,  49). 

ANTWERP  BROWN  v.  Pigments. 

ANVULA  V,  Amlaki. 

AOOD-I-BALSAM.  Balsaam  of  Mecca  {v. 
Olbobbsins). 

APATITE.  A  crystallised  mineral,  consist- 
ing of  calcium  phosphate  in  combination  with 
fluorine,  chlorine,  hydroxyl,  or  carbonic  acid, 
the  formuU  being  (CaF)Ca4(P04),  or  3Ca,(P04)a 
-f-  CaF„  where  F  may  be  replaced  by  CI,  OH,  or 
CX),.  There  are  thus  several  chemical  varieties, 
namely,  fluor-apatite,  chlor-apatite,  hydro- 
apatite,  and  carb-apatite ;  the  last  being  also 


284 


APATITE. 


oaUed  podolite  (W.  Tschirwinsky,  1907).  Simi- 
larily,  by  partial  replaoemont  of  the  oalcium, 
thero  are  the  chemioal  varieties  mangan-apatite, 
oupro-apatite,  and  talc^apatite.  In  addition  to 
these,  some  other  trivia]  names  are  applied  to 
varieties  of  crystallised  apatite ;  for  example, 
asparagus-stone,  from  Murica  in  Spain  ;  moro- 
zite,  from  Arendal  in  Norway  ;  and  francolite, 
from  Wheal  Franco,  near  Tavistock  in  Devon- 
shire. The  distinction  between  fluor-apatite 
and  chlor>apatite  is,  however,  the  only  one  of 
any  importance.  (For  the  varieties  of  massive 
apatite,  v.  Phosphoritb.) 

Apatite  is  often  found  as  well-develo{>ed 
crystals.  These  belong  to  the  hexagonal 
system,  and  are  usuallv  bounded  by  a  six-sided 
prism  and  pyramid  with  the  basal  plane,  though 
sometimes  numerous  other  brilliant  facets  are 

E resent.  The  colour  is  commonly  greenish  or 
rownish,  but  sometimes  sky-blue,  violet,  or 
colourless.  The  crystals  may  be  transparent  or 
opaque,  and  they  have  a  vitreous  to  sub-resinous 
lustre.  Sp.gr.  3*2  ;  hardness  5  (the  mineral  can 
be  scratched  with  a  knife).  Owing  to  its 
variable  appearance,  apatite  is  frequently  mis- 
taken for  other  minerals,  and  it  well  deserves 
its  name,  from  iiraroy,  'to  deceive.'  In 
determining  the  mineral,  it  is  always  wdl  to  test 
for  phosphoric  acid. 

As  microscopic  crystals,  apatite  is  present  as 
an  aocessoiy  constituent  of  igneous  rocks  of  all 
kinds.  It  also  occurs  in  metamorphio  rocks  and 
in  metalliferous  veins.  Fine  specimens  are 
found  at  many  localities,  but  only  in  two 
regions — in  Norway  and  Canada — is  crystallised 
apatite  mined  for  commercial  purposes.  In 
southern  Norway,  in  the  neighbourhood  of 
Kra^ero  and  Bamle,  extensive  deposits  of  chlor- 
apatite  occur  in  connection  with  gabbro  (a 
pyroxene- felspar  rock  of  igneous  origin).  Large 
deposits  of  fluor-apatite  are  mined  in  Ottawa  Co., 
Quebec,  and  in  Renfrew  Co.,  Ontario ;  here  the 
mineral  forms  beds  in  Laurentian  gneiss,  usually 
in  association  with  crystalline  limestone. 

L.  J.  S. 

APERITOL.  A  mixture  of  equal  parts  of 
valerianyl  and  acetylphenolphthalein,  used  as  a 
laxative^ 

APHTHTTE.  An  alloy  containmg  800  parts 
of  copper,  26  of  platinum,  10  of  tungsten,  and 
170  of  gold  (Zeitfl.  f.  d.  C.  Grossgew.  4,  313). 

APIGENIN  V,  Flayonk. 

APIIN.  A  glucoside  contained  in  parsley  and 
celery,  forming  on  hydrolysis  apigenin  and  a 
disaccharide,  made  up  of  a-glucose  and  a  pentose, 
apiose  (Vongerichten,  Anualen,  1901,  121),  {v. 
Flayonb  and  Qlugosides). 

APIOL  V.  Oils,  Esssntial. 

APIOSE  V.  Carbohydbatbs. 

APIOS  TUBEROSA  (Moench.),  Olycine 
apiaa  (Linn.).  A  leguminous  plant  from 
North  America,  the  roots  of  which  have  been 
proposed  as  a  substitute  for  the  potato,  and  the 
young  seeds  for  peas.  Payen  (Compt.  rend.  28, 
189)  gives  the  following  analysis  of  the  root : 
Nitrogenous  matters,  4*5;  fatty  matters,  0*8; 
starch,  sugar,  &c.,  33*55;  cellulose,  &c.,  1*3; 
inorganic,  2-25;  water,  57*8  (c/.  Brighetti,  Chem. 
Zentr.  1900,  L  914). 

APIUM  V.  Oils,  Essential. 

APIUM  PETROSELINUM  {Carum  pelro- 
8€li7mm)  V.  Flavonb. 


APOLLO  RED  v.  Azo-  colourino  matters. 

APOMORPHINE  v.  Vboeto-Alkaloids. 

APOPHYLLITE  v.  Calcium. 

APOREINE.  A  poisonous  alkaloid  found  in 
the  juice  of  Papaver  dubium.  Gives  crystal- 
line salts.  The  hydrochloride  CjgHi.NO.'.HCl, 
forms  silvery  nacreous  scales,  subliming  without 
decomposition  in  dry  carbon  dioxide  between 
220**  and  240''. 

APORETIN  V.  Rhubarb. 

APOTURHERIC  ACID  v.  Turmeric. 

APPLE.  The  fruit  of  Pyrus  malus.  Many 
varieties  are  known,  differing  greatly  in  size, 
shape,  colour,  and  flavour. 

The  solid  matter  of  apples  consists  largely  of 
sugars — glucose  and  sucrose ;  their  acidity  is  due 
to  malic  acid  CsH40(C00H),.  In  unripe  apples 
starch  is  present-— sometimes  to  the  extent  of 
4  or  5  p. c,  but  the  fully  ripened  fruit  is  devoid 
of  starch.  Cellulose  forms  about  1  p.c.  of  the 
weight  of  the  ripe  fruit,  pentosans  about  0*6  p.c, 
and  pectose  matters  also  about  0*5  p.c.  Mineral 
matter  is  usually  between  0*2  and  0*3  p.c,  and 
about  half  of  this  is  potash. 

The  following  analyses  of  American  Baldwin 
apples  show  the  changes  which  oocur  during 
ripening : — 


Very 
green 

Green 

Bipe 

Over- 
ripe 

Water 

81*33 

79*81 

80*36 

80*30 

Solids 

18*67 

20*19 

19*64 

19*70 

Reducing  sugars  . 

6*40 

6*46 

7*70 

8*81 

Cane  sugar  . 

1*63 

4*06 

6*81 

6*26 

Starch 

4*14 

3-67 

0*17 

none 

Free  malic  acid    . 

1*14 

— 

0*65 

0*48 

Ash             ... 

0*27 

— 

0*27 

0*28 

The  following  figures  relate  to  South- African 
apples  (Ingle).  The  flesh  and  rind  of  the  ripe 
fruit,  the  core  and  pipe  being  rejected,  con- 
tained: — 


Variety 


I  &ei- 
«.  nette 
^^       de 

Canada 


Nor- 
thern 
spy 


Vera- 
feld 


I  Lord 
Wolse- 
,   ley 


Water     . 
Dry  matter 
Ash 
Acidity         (as 

malic  acid)  . 
Reducing  sugars 
Cane  sugar 
Nitrogen 
Crude  fibre 
Percent,  in  ash: 

Potash 

Lime  . 

Silica  . 

Phosphorus 
pentozide . 

Sulphur    tri- 
ozide 

Chlorine 


85*08 
14*92 
0*313 

0*47 
7-44 
4*63 


0*65 
6*87 
3*68 
0*046  0*094 
1-33  1*24 

54-48     — 
2*63     — 

1-51 1    — 

I 

11*15     — 

2-46     — 
0*60'    — 


82*64  87*65  84*41 
17*36  12*35  15^59 
0*262  0*270  0*268 


0-48 
10*26 

4*77 
0*058 

1*26 

48*52 
1*95 
1*58 


0*71 

9*43 

1*36 

0*057 


I 


53*30 
1*82 
1*25 


1210     809 


2*67  i 
0*89 


3*13 
1*02 


0*47 
10*86 

1*68 
0*043 

0*88 

51*58 
2*70 
0*90 

12*16 

3*10 
1*00 


The  proportions  of  lime  found  in  these  apples 
are  apparently  lower  than  those  usually  found 
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in  American  apples,  while  the  figures  for  phos- 
phorus pentoxide  and  chlorine  are  higher. 

Hotter  (Chem.  Zentr.  1900,  ii.  4S4)  gives  the 
following  analysis  of  apple  ash  : — 

K2O       GaO      3CgO     Fe20s    SiO*        SOs      P2O5 
51-68     4-22     3-71     118    1-08      2-49    10-42 

Certain  varieties  of  apples — particularly 
those  used  for  cider-making^-«re  rich  in  tannin, 
and,  when  the  cells  are  broken,  eg.  by  cutting 
the  apple  or  by  a  bruise,  so  as  to  admit  air,  a 
browning  takes  place — probably  by  the  action 
of  an  oxydase  upon  the  tannin. 

Otto  (Bled.  Zentr.  1901,  u.  663  ;  and  1902, 
31,  107)  found  that  the  percentage  of  water 
increases  during  ripening  on  the  tree,  but  di- 
minishes on  storing,  that  the  starch  diminishes 
and  finally  disappears',  while  the  cellulose 
remains  constant.  The  nitrogen  increases  during 
ripening  on  the  tree,  but  afterwards  diminishes. 
The  acidity  diminishes  during  ripening,  both 
before  and  after  gathering. 

Under  normal  conditions,  the  starch  present 
in  unripe  apples  is  converted,  during  ripening, 
into  sugar  by  the  diastase  present,  but  if  the 
unripe  apples  be  bruised,  this  change  is  incom- 
plete in  the  bruised  portion,  and  starch  may  be 
found  in  the  browned  tissues.  According  to 
WarcoUier  (Compt.  rend.  1906,  141,  406),  this 
is  due  to  the  paralysing  effect  upon  the  diastase 
of  the  tannin  which  escapes  from  the  bruised 
cells  (and  which,  by  the  action  of  an  oxydase, 
gives  rise  to  the  browning),  thus  preventing  the 
saccharification  of  the  starch,  upon  which 
normal  ripening  depends. 

Apples  are  now  dried  by  artificial  heat  (with 
or  without  the  use  of  sulphur  dioxide,  which 
improves  the  colour),  and  sold,  either  as  whole 
fruit  or  as  'apple  rinss.'  Fresh  apples  yield 
about  one-seventh  of  their  weight  of  the  dried 
product.  Zinc  is  frequently  found  in  dried 
apples,  probably  from  contact  with  zinc  tra3rB 
during  the  drying  process.  As  much  as  0*68 
gram  Zn  per  kilogram  has  been  found  in  Ameri- 
can dried  apples.  American  analyses  give  as 
the  average  components  of  dried  apples :  36  p.c. 
water,  1*4  p.c.  protein,  3*0  p.c.  ether  extract, 
67*6  p.c.  carbohydrates,  and  1*8  p.c.  ash.  The 
flavour,  and  particularly  the  odour,  of  apples 
can  be  imitated  by  Mo-amyl-MO- valerate  dissolved 
in  spirits  of  wine.  This  constitutes  the  '  essence 
of  apples '  used  in  confectionery  and  perfumery. 

APPLES,  ESSENCE  OF,  t>.  Apples. 
APPLE  TREE.  {Pyrus  malus,  L. ;  Pomme, 
Fr. ;  Apfel,  Ger.)  The  wood  is  much  used  in 
turnery,  and  that  of  the  crab  tree  is  used  by 
millwrights  for  the  teeth  of  mortice  wheels. 
The  bark  contains  a  tannin  identical  with  that 
contained  in  horse-chestnut  bark. 

APRICOT.  The  fruit  of  Prunus  anneniaca 
(Linn.). 

The  following  analyses  were  made  by 
Fresenius : — 

I. 
Medium 
size 
Sugars    .         .         .1*14 

I  Free  acid  .  .  0*90 
Nitrogenous  matter.  0*83 
Pectins,  gum,  &c.  .  6*93 
Ash  .  .  0-82 
Total  soluble  matter  9*62 


n. 

Large 
wt.60gTamB. 
1-63 
0*77 
0*39 
9-28 
0-76 
- 12-72 


I  Seeds  (stone)  .  4*30 

Skin  and  cellulose  0*97 
Pectoso  .  .  0*16 
Ash      .         .         .(0-07) 

Total  insoluble  matter,  ex-"^  _ 
eluding  ash        .         .         / 


3*22 

0*94 

100 

(0*10) 


6-42 


Water 


84*96 


-516 
8212 


100*00     100*00 

In  Calif omian-grown  apricots,  Colby  (Exp. 
Stat.  Record,  1893,  4,  918)  found,  in  the  whole, 
fresh  fruit,  water,  86*16 ;  dry  matter,  14-84 ; 
containing  nitrogen,  0*194;  sugar,  11*10;  ash, 
0-49. 

The  ash  was  found  to  contain : 

EaO    N82O     CftO    MgO  MnOa  P20t      SO3      SiO^ 
69*36  10*26  3*17  3-68    0*37  1309    3*63    5*23 

CI      Fe.Os 
0-46     1*68 

Californian  apricots  appear  to  contain  moro 
nitrogen  than  the  European  fruit.  As  many 
other  analyses  agree  in  giving  about  11  p.c.  of 
sugar,  it  is  probable  that  some  error  has  been 
maide  in  Fiesenius*  figures,  though  they  have 
been  widely  quoted. 

The  sugar  is  chiefly  sucrose,  with  a  little 
dextrose,  and  invert  sugar,  which  becomes  less 
when  the  fruit  ripens  (Desmouli^re  Ann.  Chim. 
anal.  1902,  7,  323).  The  colouring  matter  is 
probably  related  to  carrotene. " 

The  acidity  of  apricots  is  chiefly  due  to  malic 
and  citric  acids. 

The  kernels  of  apricot  '  pits,'  or  stones,  like 
those  of  the  other  members  of  the  Prunus 
family,  contain  amy^dalin  and  about  40  p.c.  of 
a  fatty  oil  resembbng  almond  oil.  Hiis  oil 
has  a  sp.gr.  of  0-9204  at  16*6®,  a  pale-yellow  colour, 
and  a  slight  odour  of  almonds  (Mabien,  Pharm.  J. 
Trans.  [3]  16,  797).  More  recent  determinations 
give  the  following  (Dieterich,  Chem.  Zentr.  1902, 
2  [16],  943) :  sp.gr.  at  15**C.  0*916-0*921,  at  90**, 
0*9010-0*9016;  solidifying  point,  -14^  to  -2Q«; 
saponification  value,  193*1-216*1 ;  iodine  value 
(BLiibl),  100-108*7 ;  refractometer  value  at  25^ 
65*6-67*0;  at40^68*0;  at  60",  52*26.  It  can  be 
distinguished  from  almond  oil  by  Biber's  reagent 
(fuming  nitric  acid,  sulphuric  acid  and  water), 
with  which  it  gives  a  red  colour,  while  almond 
oil  only  yields  a  faint  yellow. 

The  flavour  of  apricots  can  be  imitated  by 
a  mixture  of  Moamyl  butyrate  and  i^oamyl 
alcohoL 

Dried  apricots  are  prepared  either  by  sun- 
drying  or  by  artificial  heat,  sulphur  dioxide 
being  often  employed  in  the  latter  case,  in  order 
to  prevent  darkening  in  colour.  Thev  are  largely 
used  in  America  and  in  some  of  the  colonies. 
American  analyses  show  them  to  contain  about 
32  p.c.  of  water,  63  p.c.  of  carbohydrates,  2*9  p.c. 
of  nitrogenous  matter,  and  1*4  p.c.  of  ash. 

APRICOT,  ESSENCE  OF.  A  mixture  of 
ttfoanivl  butyrate  and  Moamyl  alcohol. 

APRICOT  KERNEL  OIL  v.  Almond  oil. 

AQUA  FORTIS  v.  Nitbio  acid. 

AQUAREOIA.  Nitnmurialic  acid  ;  Kiiniga- 
ufosaer.  A  name  given  by  the  alchemists  to 
a  mixture  of  nitric  and  hydrochloric  acids, 
originally  prepared  by  dissolving  sal  ammoniac 
in  strong  nitric  acid,  and  used  by  them  as  a 
solvent  for  gold,  sulphur,  &c.     Usually  made 
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by  mixing  1  vol.  of  nitrio  acid  with  4  vols,  of 
hydroohlorio  acid.  The  mixture  is  at  first 
colourless,  but  gradually — esjoecially  on  heating 
— acquires  a  deep  orange-yellow  colour,  due  to 
the  formation  of  nitrosyl  chloride  and  free 
chlorine :  HNO,  +  3Ha  =  NOQ  +  O,  +  2H,0. 
The  solvent  action  of  aqua  regia  appears  to  be 
mainlv  due  to  the  free  chlorine. 

A^UA  VITJE.  An  alchemistio  name  used  to 
denote  common  alcohol  as  obtained  by  distilling 
a  liquid  which  has  undergone  vinous  fermentation. 

ARABIC  GUM  v.  Gums. 

ARABINOSE  v.  Carbohydrates. 

ARACHmiO  ACID  CH,(CH,),.COOH  is 
found  partly  free  and  partly  as  a  ghrceride  in 
earth-nut  ou  (from  AraMs  hypogcsa  (Linn.)) ;  in 
butter,  and  in  the  fruit  of  Ntphdium  lappaceum 
(Heintz.  Pogg.  90, 146 ;  Grossmann,  Annalen,  80, 
1 ;  Oudemans,  Zeits.  f.  Chem.  1867,  2M).  It 
has  been  prepared  by  treating  behenolic  acid 
^it^^ifit  ^i^^  fuming  nitric  acid  (Grossmann, 
Ber.  1893,  644),  and  syntheticallv  from  aceto- 
acetio  ester  and  octodecyl  iodicle  (Schweizer, 
Arch.  Pharm.  1884,  753) ;  m.p.  77"  (Baczewski, 
Monatah.  17,  530). 

ARACHIS  OIL  is  obtained  from  the  seeds  of 
Arachis  hypogcea  (Linn. ),  which  are  known  in  com- 
merce as  earth  nuts  or  monkey  nuts.  The 
cultivation  of  the  arachis  plant  dates  back  so 
far  in  history  that  its  origin  is  unknown.  It  is 
frequently  assumed  that  the  home  of  the 
arachis  nut  is  Brazil.  The  plant  is  chiefly 
cultivated  in  the  East  Indies,  Indo-Cliina,  Java, 
Japan,  the  West  Coast  of  Africa,  Mozambique, 
Madagascar,  Egypt,  Spain,  Sicily,  the  United 
States  of  America,  the  Aigentine,  and  in  the 
West  Indian  Islands.  The  East  Indian  and 
West  African  nuts  represent  two  distinct 
varieties.  In  commerce  a  distinction  is  made 
between  decorticated  and  non-decorticated  nuts. 
The  Indian  and  Mozambique  nuts  are  usually 
decorticated  before  they  are  shipped  to  Europe  ; 
as  they  undergo  some  detrimental  changes  on 
the  voyage,  they  cannot  be  used  for  the  produc- 
tion of  best  edible  oil,  and  are  mostly  worked 
up  for  soap  oil.  The  nuts  coming  from  West 
Africa  mostly  arrive  non-decorticated,  and  are 
therefore  suitable  for  the  preparation  of  best 
edible  oil,  the  lower  qualities  only,  derived  from 
a  second  and  third  expression  (see  below)  being 
used  for  technical  purposes.  The  anproximate 
composition  of  arachis  nut,  taking  tne  average 
of  nuts  from  various  places  of  origin,  is  as 
follows:  oil,  38-50  p.c. ;  water,  4-6-r2-8  p.c. ; 
albuminoids,  26-31  p.c. ;  carbohydrates,  5-19 
p.c. ;   fibre,  M-4'1  p.o. ;  ash,  1-6-3  0  p.c. 

The  undecorticated  nuts  are  shelled  by  special 
machinery  and  the  inner  red  skin  which  sur- 
rounds the  kernel  is  removed  as  completely  as 
possible  by  a  blast  of  air.  The  separated  and 
cleaned  kernels  are  then  ground  in  the  usual 
manner  and  subjected  to  hydraulic  pressure. 
As  the  kernels  contain  so  hi^  a  proportion  of 
oil,  the  expression  of  the  oil  is  carried  out  in 
two    stases ;     frequently    the     meal    is    even 

pressed  three  times.  The  first  eTpreBaon 
v«^es  place  at  the  ordinary  temperature,  and 
yields  the  '  cold-drawn '  oU ;  the  second  ex- 
pression is  carried  out  at  a  temperature  of  30"- 
32" ;  and  the  third  expression  at  50"-55". 

The  *  cold-drawn  ^  oil  is  nearly  colourless, 
and   has   a   pleasant   taste,  recalliiig  that  of 


kidney  beans ;  it  is  used  as  salad  oil,  and  sold 
under  the  name  'huile  surfine.'  The  oil 
obtained  by  the  next  expression  also  serves  for 
edible  purposes,  in  the  sardine  and  margarine 
industries,  or  for  burning ;  the  lowest  quality, 
which  has  been  expressed  at  the  hi&hest  tempera- 
ture, is  chiefly  used  for  soap-malong. 

The  arachis  cakes  serve  as  an  excellent 
cattle  food,  for  they  contain  the  highest  amount 
of  proteids  of  all  known  oil  cakes;  moreover, 
these  proteids  are  more  easily  digested  than  those 
of  other  cakes. 

On  standing  a  few  degrees  above  freezing- 
point,  'stearine'  deposits  from  arachis  oU. 
This  stearine  contains  arachin  which  does  not 
settle  out  as  a  crystalline  mass,  so  that  it  cannot 
be  removed  in  the  usual  manner  by  expression. 
Hence  it  is  necessary,  in  order  to  '  demargari- 
nate*  arachis  oil,  to  allow  it  to  stand  for  a 
prolonged  time  in  the  cold,  when  *  margarine 
d'arachide  '  settles  out,  so  that  the  supernatant 
clear  oil  can  be  drawn  off. 

Amongst  the  solid  fatty  acids  of  arachis  oil, 
arachidic  acid  and  lignocerio  acid  have  been 
identified.  These  two  acids  are  characteristic 
of  arachis  oil,  and  as  their  proportion  can  be 
determined  quantitatively,  the  separation  and 
determination  of  *  crude  arachidic  acid '  (».e. 
a  mixture  of  arachidic  and  lignoceric  acids) 
furnishes  an  excellent  means  of  identifying 
arachis  oil,  and  determining  its  proportion  in 
mixtures  with  other  oils.  Amonest  the  liquid 
fatty  acids  of  arachis  oil,  oleic  acia  undoubtedly 
predominates ;  in  addition  to  it  there  has  also 
been  proved  the  presence  of  hypogseic  and 
linolio  acids. 

Arachis  oil  has  a  sp.gr.  0-917-0-910  at  15" ; 
its  iodine  value  fluctuate  between  87  and  100. 
As  the  iodine  value  of  arachis  oil  lies  so  near 
that  of  olive  oil,  adulteration  of  olive  oil  with 
arachis  oil  takes  place  on  the  largest  scale; 
indeed,  very  frequently  arachis  oil  is  entirely 
substituted  for  olive  oil  (as  in  the  preparation 
of  tinned  sardines). 

Arachis  oil  is  chiefly  expressed  in  the  South 
of  Europe  (Marseilles  and  THeste);  therefore 
the  lower  qualities  of  this  oil  enter  largely  into 
the  composition  of  the  soaps  of  South  Europe. 
Thus,  one  of  the  most  characteristic  comjponents 
of  the  Marseilles  white  soap  is  arachis  oil.  The 
quantity  of  arachis  nuts  impqrted  into  France 
during  the  year  1907  was :  araclus  nuts  in  sheUs, 
163,241  tons ;  decorticated  arachis  .  nuts, 
117,404  tons.  The  total  quantity  of  arachis 
nuts  produced  in  the  world  may  be  taken  to 
amount  to  about  350,000  tons.  Next  to  Fnnce, 
arachis  nuts  are  laively  imported  into  Trieste, 
Delft,  and  in  smalter  quantities  to  Germanv 
(about  25,000  tons),  and  to  the  United  States  of 
America.  The  latter  country  produces  about 
50,000  tons  per  annum.  J.  L. 

AR AGONITE.  The  orthorhombic  form  of  cal- 
cium carbonate  (CaCO,),  differing  from  the  more 
common  dimorphous  form  calcite  (q.v.)  in  its 

rter  density  (sp.gr.  2*93),  greater  hardness 
3i),  and  in  the  absence  of  cleavage.  It 
crystamjBes,  together  with  calcite,  from  aqueous 
solutions  containing  carbon  dioxide  at  tempera, 
tures  above  18",  ana  the  presence  of  various  salts 
in  the  solution  favours  its  growth.  In  nature 
it  is  deposited  by  thermal  springs,  for  instance, 
those  of  Carlsbad  in  Bohemia,  in  the  form  of 
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pea-like  eonofetiooBy  this  variety  of  the  mineral 
being  known  as  pisolite.  Another  variety, 
called  floe-ferri  (flower  of  iron),  is  found  as 
snow-white  ooralloidal  forms  in  the  iron-mines 
of  Styria.  Grystajs  were  first  found  embedded 
in  Tea  clay  and  gypsum  in  Aragon,  Spain ;  and 
divergent  groups  of  spear-like  crystals  have  been 
found  in  an  iron  (hematite)  mine  in  west 
Cumberland.  L.  J.  S. 

ARAUA  BARK  or  FaUe  Prickly  Aah  Bark, 
the  bark  of  Araiia  apinoM  (Idnn.),  contains  a 
volatile  oil,  an  amorphous  bitter  substance, 
(tannin),  a  grey  acrid  resin,  and  a  glnooside  to 
which  the  name  aral&n  has  been  given  (Lilly, 
Pharm.  J.  [3]  13,  306).  By  boiling  aralein  with 
dilute  hydrochloric  acid,  aralirttin  is  obtained 
(Holden,  Pharm.  J.  13]  11,  210;  Chem.  Soo. 
Trans.  40,  105). 

ARAROBA  POWDER.  Oca  Poivder ;  Chrys- 
ardnn,  A  powder  varying  in  colour  from  a  pale 
primrose  yellow  to  bronze  and  purple,  which 
collects,  polsibly  as  the  result  of  oxidation 
of  the  resin,  in  the  cavities  of  the  stems  and 
branches  of  the  Andira  Araroba  (Aguiar)  (ord. 
Legwninosm),  a  tree  inhabiting  the  forests  of 
BMiia  in  Brazil  (Aguiar,  Pharm.  J.  [3]  10,  42 ; 
cf.  Greenish,  ibid,  [3]  10,  814). 

Crude  araroba  was  examined  by  Attfield  in 
1875  (Pharm.  J.  [3]  5,  721),  and  found  to  contain 
moiHurty  1  p.c. ;  glucoeide,  bitter  coruHtuerU  and 
ardbin,  7  p.c. ;  yettow  erysUdUne  aubgtance  ex- 
tracted with  benzol,  supposed  to  be  chrysophanic 
acid,  80--84  p.c. ;  resins,  2  p.c. ;  tooody  fibre,  5*5 
p.c    On  incineration,  0*5  p.c.  of  aeh  was  obtained. 

The  yellow  crystaUine  compound  which 
constitutes  the  chief  part  of  Ooa  powder  and 
to  \diich  its  activity  is  probably  due,  was 
subsequently  examined  by  Liebermann  and 
Seidler  (Ber.  11,  1603;  Annalen,  212,  29).  It 
was  shown  to  be  chryearMn,  independent  of, 
but  closely  related  to,  chrysophanic  acid,  and 
into  which  it  is  readilyconverted  by  the  oxidising 
action  of  the  air.  This  is  most  expeditiouslv 
effected  by  leading  a  current  of  air  throush 
Goa  powder  dissolved  in  aqueous  potash. 
Hesse  (Annalen,  309,  32)  finds  that  araroba 
powder  contains  no  chrvsophanic  acid,  but  is 
a  mixture  of  chrysaiobin  Ci^Hi^O,,  with  a 
substance  yielding  methyl  iodide  by  Zeisel's 
method,  which  was  assumed  by  Hesse  to  be 
chrysarobin  methyl  ether. 

Araroba  powder  has  been  fully  investigated 
by  Jowett  and  Potter  (Chem.  Soo.  Trans.  81, 
1576),  who  have  isolated  the  following  substances : 
chrygardbin  CnHifi*;  dickrysarobin  C^^H^fi^; 
dicMysarcbin  meAyt  ether  C|iH.^07,  meltinuK 
at  160^;  and  a  substance,  C17H14O4,  m.p.  181^ 

Pure  chrysarobin  prepared  fiom  the  com- 
mercial product  by  extraction  with  l^ht 
petroleum,  distilling,  and  recrystalliain^  the 
residue  repeatedly  from  a  large  quantity  of 
ethyl  acetate,  consists  of  lemon-ydlow  scales 
melting  at  202^  (oorr.)  insoluble  in  aqueous 
sodium  carbonate,  but  soluble  in  caustic  alkalis, 
giving  a  yellow  solution  which  becomes  red  in 
the  air.  It  dissolves  in  concentrated  sulphuric 
acid  with  a  yellow  colour.  On  distillation  with 
zinOy  /3-methyl  anthracene  is  obtained.  When 
aoetylated,  chrysarobin  yields  a  diaoetyl  com- 
pound, CisHioOgAc,,  m.p.  193^  and  a  triacetyl 
compound,  Ci5H,0.Ac„  m.p.  238^  A  minute 
quantity  (1  mg.)  of  chrysarobin  sprinkled  00 


>  drop  of  fuming  nitric  acid  f^ives  a  red  solution, 
which  when  spread  in  a  thm  layer  and  treated 
with  ammonia  strikes  a  violet  colour  (Pharm. 
Grcrm.). 

Dichrysarobin  consists  of  orange  crystals, 
decomposing  at  about  250^.  It  is  distioguished 
from  chrysarobin  by  being  insoluble  in  benzene ; 
it  also  appears  to  be  more  readily  oxidised, 
yielding,  similar  to  chrysarobin,  chrvsophanic 
acid.  A  hexa-acetyl  derivative,  CtoHigOfAcg, 
m.p.  178^-181^,  has  been  obtained,  and  on 
distillation  with  zinc-dust  /9-methyl  anthracene 
is  formed. 

Though  sometimes  administered  internally 
as  a  purgative,  araroba  nowder  is  used  in 
medicine  almost  exclusively  as  an  external 
remedy  in  the  form  of  ointment,  in  the  treatment 
if  certain  skin  diseases.  A.  S. 

ARASINA  6URGI.  An  impure  gambpge 
from  Camara,  obtained  probably  from  a  species 
of  Garcinia  (Dymock,  Fharm.  J.  [3]  7,  461). 

ARBOL-A-BREA  RESIN  is  obtained  from 
Canarium  luzonicum  (Miq.),  a  tree  belonging  to 
the  Burseraceie,  growine  in  the  Philippines. 
The  resin  is  greyish-ydlow,  soft,  glutmous, 
and  has  a  strong  a^rreeablo  odour.  It  contains 
61*29  parts  of  resm  very  soluble  in  alcohol; 
25*00  parts  of  resin  sparingly  soluble  in  alcohol ; 
6*25  essential  oil;  0*52  free  acid;  0*52  bitter 
extractive  matter;  6*42  woody  and  earthy 
impurities  (Bonastre,  Jour.  Pharm.  10,  129). 
Baup  has  isolated  four  crystalline  substances, 
Amyrin,  BreXdin,  Br^n,  and  BryMine  (Ann* 
Chim.  Phvs.  [3]  31, 108). 

ARBuTDl  V.  Glucosidbs. 

ARCHIL  or  ORCHIL  {Oreeille,  Fr. ;  OrseiUe, 
Ger. ;  OriceUo,  It.)  appears  in  commerce  in  three 
forms :  (1)  as  a  pasty  matter  called  archil ;  (2) 
as  a  mass  of  a  drier  character,  named  pereis ; 
and  (3)  as  a  reddish  powder  called  wdbear. 
It  is  obtained  from  various  lichens  of  the  genus 
RocceUa,  growing  on  the  rocky  coasts  of  the 
Azores,  the  Canaries  and  Cape  de  Verd  Isles, 
idso  of  the  Cape  of  Good  Hope,  Madeira,  Corsica, 
Sardinia,  &c.,  and  from  OchroUchia  tartareop 
growing  in  Sweden  and  Norway.  None  of 
tiiese  uchens  contains  the  colouring  matters 
ready  formed,  but  they  contain  certain  colour- 
less acids  of  the  typo  of  lecanoric  acid,  deriva* 
tives  of  orcin,  into  which  they  can  be  readily 
converted.  Thus,  lecanoric  acid  (1)  gives  first 
orsellenic  acid ;  (2)  and  subsequently  orcin  (3) 
according  to  the  following  scheme.  {See  under 
Lboanobic  acid.) 

CH,  CH 

rnoHy\      /W/\ 
(1)   ^^^^  ^yo^^xx      I 


OH 


OH 


OH 


(2) 


CH3 

coohxN 

OHv/  OH 


(3) 


OH 


OH, 

/\ 

I 


OH 


a 


Orcin  itself,  when  acted  upon  by  air  and 
ammonia,  changes  into  a  purple  substance  called 
orcein,  which  is  the  name  applied  to  the  colouring 
matters  of  archil  (Robiquet,  Ann.  Chim.  Phys. 
[2]  47,  238). 

Finely  powdered  orcin  is  placed  in  a  thin 
layer  under  a  bell  jar,  together  with  a  beaker 
containing  strong  ammonia  solution.    As  soon 
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as   the  Bubstanoe  has  become  brown-coloured,  i  of  the  air  or  oxygen  is  entrapped^  and  exerts 
it  is  removed  and  exposed  to  air  for  some  time,    therefore  a  more  poweiful  oxidising  effect. 
It   is  then   dissolved  in  very  dilute  ammonia  Orchil  liquor  is  prepared  by  extracting  the 

solution,  reprecipitated  with  acetic  acid,  and  lichens  with  boiling  water,  concentrating  the 
dried.  According  to  Grerhardt  and  Laurent,  |  extract  to  from  8  to  10*^ w.,  and  submitting  this 
orcin  has  the  composition  C14H7NOC  (Ann.  to  the  action  of  air  and  ammonia;  whereas 
Chim.  Ph^'s.  |^3]  24,  315),  but  more  recent  orchil  extract  is  produced  by  the  extraction  of 
researches    indicate    that  it  is  a  mixture   of    orchil  paste  itself. 

substances.      Liebermann,    for    instance   (Ber.  In  former  times  archil  and  cudbear  were 

7,  247  ;  8,  1649),  considers  that  by  this  re-  ■  frequently  adulterated  with  magenta,  certain  azo- 
action  three  colouring  matters  are  produced,  '  colours,  extracts  of  logwood,  brazilwood,  &c. ; 
having  respectively  the  formulae  (a)  Ci4Hi,N04 ;  '  but  as  the  importance  of  these  dyestuffs  has 
(b)  CifH|,N|Os;  and  (c)  Ci4Hi,N,0,.  now  very  sreatly  diminished,  such  a  contamina- 

Zulkowski  and  Peters  (Monatsh,   II,   227)  '  tion  is  at  tne  present  time  of  rare  occurrence, 
allowed  orcin  to  remain  in  contact  with  ammonia  ,        Archil  and  its  preparations  are  substantive 
for  two  months,  and  from  the  product  isolated    colouring  matters,  which  dye  well  in  a  neutral 
three  substances:  bath,  but  have  the  useful  propert^r  of  behaving 

(a)  Bed  orcein  CffitJ^fitt  the  main  pro-  nearly  as  well  under  slightly  acid  or  alightly 
duct,  which  appears  to  be  formed  according  to  alkabne  conditions.  Even  colours  of  con- 
the  following  equation : —  .  siderable  intensity  are  produced  from  it  without 

4C7H,0,+2NH,-1-60=C,,H,4N20,+7H,0.       difficulty,  but  unfortunately  these  are  not  fast 
It  is  a    brown  crystaJline  powder,  soluble  in  '  *^./>^^..^*^^^  P"^  ^  a  neutral  bath,  or 
alcohol  with  a  red  ^lour,  anU  in  alkaline  solu-    ^t*"**^!!?''-  ""^t  *"^  "^'j^?        r.  ^h,'. tS. 
tions  with  a  blue-violet  tint.  «^,.^  ^^^f  ^  *^^  P'^'^^*  ^j^^S^P  ^"^f ?' 

/h\  A»^r^»u:^^^^^n^,«^r.^.,^,^^A  n   -a   xrrv       acetic  acid  bemg  sometimes  added.    Archil  is 

whi  h't°S^a^fo°rfXrf:^"^"''''*'  -VPg?!'^  *"  r*"";.     „„,  «,  to .  We 

n/t  TT  ^      -i.TTx      «^     ^    TT    XT^^      ..TT  /^       I        Archu  was  at  one  time  employed  to  a  large 

3C\H80,+NH,+30=CjiH,,NO,+4H,0.        extent  for  *  bottoming '  indigo,  that  is  to  say, 

(c)  An  amorphous  product  similar  to  litmus,  i  the  fabric  was  first  dyed  with  archil  and  subse- 

These  substances  can  be  prepared  much  more    quently   with    indigo.    The    reverse    process, 

rapidly  by  the  addition  of  hydrogen  peroxide  j  Imown  as  *  topping,'  has  again  been  considerably 

to  an  ammoniacal  solution  of  orcin.  !  in  vogue.    Gudb^  and  archil  are  also  used 

There  can  be  no  doubt  that  this  reaction  '  to  a  limited  extent  in  conjunction  with  other 

proceeds  in  several  stages,  and  that  the  cha-    dyestufb    for    the    production    of    compound 

racter  of  the  product  varies  according  to  the  I  shades.    White  wines  are  sometimes  coloured 

duration  of  the  process.    This  is  well  known  1  with  archil,  but  its  presence  can  be  detected 

to  manufacturers,  who  can  prepare  at  will  a  |  by  precipitating  with  lead  acetate  and  extracting 

blue  or  a  red  orchil.    The  constitution  of  these  ]  with  amyl  alcohol,  when  a  red  colour  indicates 

colouring  matters  has  not  yet  been  determined,  '  the  presence  of  archil  or  macenta.    The  addition 

but  in  view  of  the  circumstances  bv  which  they  1  of  a  little  hydrochloric  acid  changes  the  colour 

are  produced,  it  is  most  probable  that  they  <  to  yellow  if  magenta  be  present,  but  does  not 


are  members  either  of  the  oxazine  or  oxazone 
groups. 

Chrchil  was  originally  prepared  from  the 
lichens  by  means  of  stale  urine,  which  supplied 
the  necessary  ammonia,  but  ammonia  solution 


alter  it  if  archil  is  the  adulterant  (Haas,  Zeitsch. 
anaL  Chem.  20,  869 ;  J.  Soc.  Chem.  Ind.  1, 119). 

A.  G.  P. 

ARCHIL  REDS  v.  Azo-  golouking  mattebs. 

ARCHIL  SUBSTITUTES  v.  Azo-  coLOUBma 


is  now  exclusively  employed.  The  older  matters. 
methods  have,  however,  been  greatly  improved,  -  ARECA.  A  genus  of  palms  containing  the 
and  in  the  place  of  barrels  the  operation  is  ;  important  species  Areca  Catechu  (Linn.)  (betel 
carried  out  in  large  horizontal  or  vertical  nut  or  areca  nut),  the  fruit  of  which  is  used  as  a 
cylinders  fitted  with  stirrers,  and  suitable  '  masticatory  in  the  East  Indies.  It  contains  an 
openings  for  the  admission  of  air.  1  inferior  catechu,  tannic  and  gaUio  acids,  am- 

In  such  an  apparatus  the  weed  is  digested  j  monium  acetate,  fate,  oils,  gum,  nitrogenous 
with  about  three  times  its  weight  of  ammonia  substances,  and  a  dye  (areca  rra).  The  charcoal 
solution  at  60^  for  from  three  davs  to  one  week,  of  the  nut  is  used  as  a  tooth  powder,  and  the 
the  admission  of  air  being  regulated  according  ;  ground  nut  is  employed  as  a  remedy  for  tape- 
to   the  judgment  of  the   manufacturer.    The  j  worm. 

first  product  of  the  reaction  has  a  blue  colotb*,  AREOMETER  v,  Hydbombtejel 

and  if  the  process  be  stopped  at  this  point,  {        ARGAL  v.  Abool. 

there  is  formed  the  dyeware  known  as  blue  .  ARGAN  OIL.  An  oil  obtained  from  the 
orchU.  On  the  other  hand,  if  the  action  of  the  kernels  of  Argania  Sideroxyhn  (Boem.  et  Schult) 
air  and  ammonia  is  allo\^ed  to  proceed  further,  1  (ord.  Sapotacece),  growing    in    Morocco.     The 


red  orchil  is  obtained.  These  orchil  pastes 
when  dried  and  finely  ground,  constitute  the 
product  known  as  cuM)ear, 

Bedford  (Qer.  Pat.  57612,  1889)  blows  air 
or  oxygen  through  the  ammoniacal  mixture, 
which,  especially  in  the  latter  case,  materially 
shortens  the  process.    The  apparatus  employed 


kernels  are  first  roasted,  ground  to  powder  and 
mixed  with  water,  when  the  oil  separates  (Pharm. 
J.  [3]  10,  127). 

ARGENTAN.  Aluminium  bronze  (v.  Alu- 
mikium). 

ARGENTINE.  A  name  given  by  R.  Kirwan 
in  1794  to  a  variety  of  calcite  (CaCO,)  occurring 


is    erected    vertically,    and    by    an    incenious  '  as  small  scales  with  a  pearly  white  or  silvery 

arrangement  of  projecting  shelves,  the  edges  of    lustre. 

which  are  turned  do^vii,  a  considerable  quantity  '        ARGENTINE.     Finely  divided  spongy  tin. 


ARGININE. 
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made  by  reduoinff  a  weak  solution  of  tin  salt 
(120  grams  in  60  litres  of  water)  by  zinc.  The 
tin  is  collected  in  a  sieve,  washed  with  water, 
and  dried  at  a  gentle  heat.  Used  for  tin-plating 
and  also  for  printing  upon  fabrics  and  paper 
(Deut.  Ind.  Zoit.  23,  255;  J.  Soc.  Chem.  Ind. 
7,504). 

ARGENTITE.  A  mineral  consisting  of  silver 
sulphide  Ag^S,  and  occurring  as  cubic  orvstals 
or  as  compact  masses.  It  is  blackish  lead-grey 
in  colour,  and  perfectly  sectUe ;  surfaces  cut 
with  a  knife  are  bright  and  shining.  Containing 
87*1  p.c.  of  silver,  it  is  a  valuable  ore  of  the 
metal  when  met  with  in  quantity,  as  in  the 
Gomstock  lode  in  Nevada  and  in  Mexico. 

L.  J»  S. 

AR6ENT0L.  A  synthetic  antiseptic,  con- 
sisting of  a  compound,  of  silver,  with  quinosol,' 
of  the  formula  C,HjN(0H)S03-Ag.  Forms  a 
yellowish  powder,  of  a  faint  smell,  sparingly 
soluble  in  water  and  alcohol  (Pharm.  Zcit.  1807, 
42,  243). 

AR6EMT0RAT.  Trade  name  for  a  flash- 
powder  consisting  of  a  mixture  of  potassium 
perchlorate  and  aluminium,  used  in  ^oto- 
graphy :   gives    very    little   smoke   (v.  Flash- 

FOWDSBS). 

AR6INASE.  An  enzyme  occurring  in  the 
liver,  lUso  present  in  the  kidney,  the  intestinal 
mucous  membrane,  thymus,  and  other  organs 
(Kossel  and  Dakin,  Zeitsch.  physiol.  Chem. 
1904,  41,  321),  and  found  by  Shiga  (Zeitsch. 
physiol.  Chem.  1904,  42,  602)  among  the 
enzymes  obtained  from  yeast ;  it  can  be 
extracted  from  the  liver  by  water  or  dilute 
acetic  acid,  and  is  precipitated  from  solution 
by  alcohol,  ether,  or  ammonium  sulphate. 
Arffinase  is  a  specific  enzyme  for  the  exclusive 
hydrolysis  of  o-arginine  or  of  substances  con- 
taining the  (2-arginine  grouping,  which  it  converts 
almost  quantitatively  into  carbamide  and  d- 
ornithine.  Creatine  and  other  guanidine  deri- 
vatives structurally  similar  to  arsinine,  or 
guanidine  itself,  are  incapable  of  nydrolysis 
By  this  enzyme  (Dakin,  J.  Biol.  Chem.  1007,  3, 
436).  M.  A.  W. 

ARGININE  CsHj.O.Nf,  a-amino'^-guanino- 
n-twfeficactaNH :  aNH,)-NH-(CH,)3CH(NH,)- 
CO.H,  first  isolatea  by  Schulze  and  Steiger 
(Ber.  1886,  19,  1177)  from  the  etiolated  germi- 
nated cotyledons  of  Lupinu8,  is  the  most  widely 
distributed  dissociation  product  of  proteid 
matter,  and  can  be  obtained  by  hydrolysis  of 
the  proteid  matter  of  seeds  of  Lupinua  ItUeus, 
Cucurhita  pepo,  Picea  exceUa,  to  the  extent  of 
10  p.c,  Abies  pectinata,  Pinus  sylvestris,  and  other 
conifers  (Schulze,  Ber.  1891,  24,  276 ;  Zeitsch. 
physiol.  Chem.  1896,  22,  411,  436;  1897,  24, 
276).  According  to  Suzuki  (Chem.  Zeit.  1899, 
23,  658)  the  arginine  obtained  from  the  seeds 
of  conifers  exists  already  formed,  but  in  loose 
combination  with  the  proteid  material,  and  is 
also  produced  synthetically  in  the  plant  from 
ammonium  salts  and  nitrates,  either  in  fulJ  or 
diffused  daylight  (Bull.  (}oll.  Agr.  Tokyo  Imp. 
Univ.  1900,  4,  26).  Arginine  is  also  one  of  the 
constituents  of  the  product  of  hydrolysis  of 
proteids  of  animal  origin,  thus,  horn  yields 
2*25  p.c. ;  glue,  2*60  p.c. ;  conglutin,  2*76  p.c.  ; 
albumen  from  yolk  of  esg,  2-3  p.c. ;  from  white 
of  egg,  0-8  p.c;  blooa  serum,  0*7  p.c;  and 
Vol.  I.— r. 


casein,  0*25  p.c.  (Hedin,  Zeitsch.  physiol. 
Chem.  1894,  20,  186),  whilst  the  protammes 
salmine,  sturine,  Clupeine,  Scombrine,  CydopU- 
fine,  and  Crenildbrine  yield  arginine  as  the 
chief  product  of  hydrolysis  (Kossel,  Zeitsch. 
physiol.  C:;hera.  1896,  22,  176 ;  1898,  25,  166 ; 
1899,  26,  688 ;  1904,  40,  565 ;  1910,  69,  138). 
In  cases  of  phosphorus-poisoning  arginine  is 
found  in  the  urine  (Wohlgemuth,  Zeitsch. 
physiol.  Chem.  1906,  44,  74),  whilst  the 
amount  obtained  from  the  liver  is  diminished 
(Wakcman,  Zeitsch.  phvsiol.  Chem.  1908,  44, 
336). 

When  arginine  is  heated  with  barium 
hydroxide,  it  is  decomposed  into  ammonia, 
carbamide, and  ornithine  (q.v.) (al-diamijiovcderic 
acidi)\  oyanamide  reacts  with  ornithine  at  the 
ordinary  temperature  to  form  arginine  (Schulze 
and  Winterstein,  Zeitsch.  physiol.  Chem.  1898, 
26,  1;  Ber.  1899,  32,  3191),  or  with  a-ben- 
zoylomithine  to  form  the  benzoyl  derivative 
of  ar^^inine,  and  this  is  readily  hydrolysed  to 
arginme,  which  is  thus  proved  to  be  a-amino- 
d-guanino-n-valeric  acid  (Sorensen,  Ber.  1910, 
43,  643). 

Arginine  crystallises  in  brilliant  monoclinic 
plates  (Haushofer,  Zeitsch.  physiol.  Chem. 
1887,  11,  63);  m.p.  207^-207 -e*  (Gulewitz, 
Zeitsch.  physiol.  Chem.  1899,  27,  178);  it  also 
crystallises  with  IH^O  in  rhombohedra  (Hedin, 
Zeitsch.  physiol.  Chem.  1895,  21,  160);  it  dis- 
solves readily  in  water,  and  is  sparingly  soluble 
in  alcohol.  Arginine  contains  an  asymmetric 
carbon  atom,  and  the  dextrorotatory  form  is 
the  natural  product,  the  hydrochloride  has 
[«]d+12"6®  in  aqueous  or  +25*5®  in  hydrochloric 

acid  solution.  Arsinine  is  stronsly  alkaline, 
and  its  solution  absorbs  carbon  dioxide  from 
the  air ;  it  forms  well  defined  crystalline  salts 
with  acids,  and  compounds  with  certain  metallic 
salts  (Gulewitz,  Z.c.).  The  nitraU  C.Hj^OjN^, 
HNOj.JHjO  has  m.p.  126**;  the  dinUrate 
C,H,4Pj4N4,2HN03  has  m.p.  161* ;  the  hydro- 
chlonde  CjinOJ^^,liC[,lifi  melto  and  decom- 
poses at  209^  when  anhydrous ;  the  silver 
nitrate  compounds  C,Hi40,N4,AFNO„iH,0 
decomposes  at  164^,  and  C,Hi40iN4,AgNOj, 
HNO3  melts  and  decomposes  at  180® ;  the 
cupric  nitrate  compound  2C,H,40,N4,Cu(NO,)j, 
3H,0  melts  at  112M14<>  or  decomposes  at 
232^-234®  when  anhydrous  ;  the  copper  sulphate 
compound  melts  at  110®  or  decomposes  when 
anhydrous  at  236®-238"  ;  the  picraie  C.Hi^O  jN*, 
C,HjO,N„2H,0,  m.p.  206®,  dissolves  in  204-1 
parts  of  water  at  16*;  thepicrotonateCfi^fi^^t 
CioH805N4.H,0,  m.p.  231®,  dissolves  in  1124 
parCs  of  water,  or  2885  parts  of  alcohol  at  the 
ordinary  temperature  (Schulze  and  Steiger, 
Ber.  1886,  19,  1177;  Hedin,  Zeitsch.  physiol. 
Chem.  1894,  20.  186 ;  Gulewitz,  ibid,  1899,  27, 
178  ;  Steudel,  ibid,  1903,  37,  219 ;  ReisBer,  ibid. 
1906,  49,  210). 

(jertain  acyl  derivatives  and  esters  of  arginine 
have  also  been  prepared,  the  dibemoyl  derivativf 
CeH,^03N4Bzg  crystallises  in  rhombic  needles 
or  prisms,  m.p.  217*6®-218®  (Gulewitz,  Z.c),  the 
$-7iaphthalenesulphonic  derivative  C^H^fi^'N,* 
SOj-CjoHy  is  a  colourless  powder,  m.p.  88®-89® 
(Reisser,  l,c.) ;  diarginytarginine  is  isolated 
as  the  d»7)k*rateCxgH3804N„(CeH,07N,)„2H,0, 
m.p.  207®,  from  the  product  obtained  by  hydro- 
lysing  pepsin  esitract  ^ith  hydrogen  fluoride; 
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arginylargimne  picraie   C,|H,jOaNg,C,H,0,N^ 
2H,0,   m.p.   213®,  is  similarly  obtained  from 

f^tin  (Hugouenq  and  Morel,  Compt.  rend. 
909,  148,  236);  arv/tnine  methyl  ester  hydro- 
chloride has  m.p.  195°  (corr.)  iKith  decomposition, 
the  picraie  forms  lemon-yeJlow  crystals,  which 
melt  and  decompose  at  218°  (corr.);  ftud  the 
nit/raU  melts  at  189°  (corr.)  (Fischer  and 
Suzuki,  Sitzungber.  K.  Akad.  Wiss.  Berlin , 
1904,  1333). 

The  presence  of  arginine  assists  the  tryptio 
digestion  of  proteid  matter  and  aids  the  emulsifi- 
cation  of  fats :  this  appears  to  be  connected  with 
its  alkalinity,  as  sodium  carbonate  acts  similarly 
(Lawro£F,  Zeitsch.  physiol.  Chem.  1899,  28, 
303).  When  arginine  (hydrochloride  or  car- 
bonate) is  administered  as  a  food,  it  suffers 
complete  decomposition,  and  37-77  p.c.  of  the 
nitrogen  so  given  reappears  as  urea  (Thompson, 
Zeitsch.  physiol.  Chem.  1906,  33,  106),  and  the 
amount  of  alanine  in  the  various  organs  shows 
no  increase  (Orglmeister,  Beitr.  Chem.  Physiol. 
Path.  1906,  7,  27). 

Arginine  is  readily  oxidised  by  hot  calcium 
or  barium  permanganate  yielding  guanidine, 
y-guaninobutyric  acid  and  succinic  acid  (B^ech, 
Kutscher,  Zeitsch.  physiol.  Chem.  1901,  32, 
278,  413),  and  the  estimation  of  the  number  of 
arginine  groups  in  proteids  is  based  on  this 
reaction  (Orglmeister,  l.c.  ;  Kutscher  and 
Zickgraf,  Sitzungsber.  K.  Akad.  Wiss.  Berlin, 
1903,  28,  624),  the  guanidine  thus  obtained 
being  isolated  in  the  form  of  its  sparingly  soluble 
picrato,  and  either  weighed  as  such,*  or  the 
nitrogen  estimated  in  the  usual  way.  Another 
method  of  isolating  and  estimating  arginine 
is  based  on  Siegfried's  carbamino-  reaction  of 
amino-  acids  (Zeitsch.  physiol.  Chem.  1906,  44, 
86 ;  46,  402  ;  1907,  60,  171 ;  Ber.  1906,  39,  397), 
whereby  the  barium,  strontium,  or  calcium  salt 
of  the  corresponding  carbamic  acid  is  formed 
when  carbon  dioxide  is  jiassed  into  a  solution 
of  the  amino-  acid  containing  excess  of  alkali 
earth  hydroxide  until  the  solution  is  neutral 
to  phenolphthalein — 

RCHNH, 
I  +Ca(OH),+CO, 

CX)»H 

R-CH•NH•CO,^ 


CO,. 


./ 


Ca+H,0. 


The  barium  and  strontium  salts  of  these  com- 
plex carbamic  acids  are  much  less  readily 
soluble  than  the  corresponding  amino-  acid,  and 
afford  a  means  of  isolating  the  compounds 
(D.  R.  P.  188006,  1906).  In  order  to  estimate 
the  amino-  acid,  the  filtrate  containing  the 
calcium  salt  of  the  carbamic  acid  is  decomposed 
by  heating  with  boiled-out  water  into  calcium 
carbonate,  and  the  amino  acid ;  the  ratio  CO^ :  N 
is  determined  by  weighing  the  calcium  carbonate 
thus  precipitated,  and  estimating  the  nitrogen 
in  the  filtrate  by  Kjeldahl's  method  (Zeitsch. 
physiol.  Chem.  1908,  54,  423). 

<U-Arginine  is  readily  produced  by  the 
tryptic  ^rmentation  of  fibrin,  or  by  heating 
(f-arginine  nitrate  at  210°>220°  for  15-20 
minutes  (Kutscher,  Zeitsch.  physiol.  Chem. 
1901,  32,  476)  or  by  heating  (i-arginine  in  60  p.c. 
sulphuric  acid  in  sealed  tubes  at  160°-180°  for 
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33  hours  (Reisser,  Zeitsch.  physiol.  Chem.  1906, 
49,  210) ;  it  decomposes  at  210°  (Cathcart,  Proc. 
Physiol.  Soc.  1906,  39) ;  the  niirate  C.Hj^O^N^, 
HNO,,  has  m.p.  216° ;  the  dinitrate  CcHj^OsN^, 
2HN0,,  m.p.  161° ;  the  cupric  nitrate  derivative 
2C,Hi40,N4,Cu(N0,)„3H,0,  m.p.  228°~229° ; 
the  silver  nitrate  derivative  (C«H|40|N^HN0.)„ 
AgNO,,  m.p.  170°-172° ;  the  picraU  C.H^OtN^, 
C«H,OtN„  m.p.  200°-201°,  is  sparingly  soluble 
100  parts  of  water  at  16°  dissolve  0-22  parts ; 
the  picroUmate  Cfiifi^^S^iJ^fi^^,  m.p. 
248°,  100  c.c.  of  water  at  16^  dissolve  0-03 
grams  of  salt;  the  fi-naphthakne  stUphonaie 
C.HijO.N^'  SOaCioH7,JH,0,  has  m.p.  85°-90° 
(Reisser,  l.c). 

Z- Arginine  is  formed  by  treating  c22-arginine 
carbonate  with  the  expressed  juice  of  calf's 
liver,  the  ferment  arginase  present  in  the  extract 
destroys  the  cf-arginine,  and  does  not  attack  the 
Isevo-  isomeride.  With  the  exception  of  the 
difference  in  optical  activity,  the  salts  of  l- 
arginine  are  identical  with  those  of  the  dextro- 

isomeride,  l-arginine    hydrochloride    has    [a] 

-  20^61°  (Reisser,  ^.c).  M.  A.  W. 

ARGININE.  This  name  has  also  been  given 
to  an  alkaloid  discovered  by  Quiroga  (J.  Pharm. 
Chim.  1896, 16, 293)  in  a  species  of  Uurel  (known 
bv  the  natives  as  viraro-mi),  srowing  in  the  east 
of  the  Argentine  and  west  of  BrazU.  It  forms 
prismatic  crvstals,  soluble  in  chloroform  or 
benzene,  slightly  soluble  in  ether,  petroleum 
spirit,  or  water.  Its  aqueous  solutions, 
acidified  with  hydrochloric  acid,  give  a  white 
pjpt.  with  bromine  water  and  a  white  ppt. 
with  alkali  soluble  in  excess.  The  bark  and 
cambium  contain  1*6-1*6  p.c,  the  wood  0O4- 
0*05  p.c.  of  the  alkaloid.  H.  I. 

ARGOL  or  ARGAL.  {Tartre  brut.  Ft.; 
Weinatein,  Gor.)  Crude  potassium  bitartrate, 
known  as  red  argol  (Cremore  di  Vinaccia)^  or 
white  argol  {Cremore  di  8t.  Artimo),  according 
to  whether  it  is  deposited  from  the  red  or  the 
white  grape  {v.  Tabtabig  aoid). 

ARGON.  Sym.  A  or  Ar.  At.  wt.  and 
molec.  wt.  39-88.  As  long  ago  as  1786, 
Cavendish  (Phil.  Trans.  76,  372)  made  experi- 
ments in  order  to  determine  whether  the  mert 
residue  left  after  withdrawing  oxygen,  water, 
and  carbon  dioxide  from  air  was  homogeneous. 
He  sparked  a  mixture  of  air  and  oxrgen 
in  presence  of  potash  for  the  absorption  of  the 
acid  produced,  and  removed  the  excess  of 
oxygen  by  a  solution  of  liver  of  sulphur.  Only 
a  small  bubble  of  gas  remained  unabeorbed, 
and  this  did  not  diminish  in  volume  on  further 
sparking  with  oxygen.  Cavendish  concluded 
*  that  if  there  is  any  part  of  the  '  nitrogen  *  of  our 
atmosphere  which  differs  from  the  rest,  and 
cannot  be  reduced  to  nitrous  acid,  we  may  safely 
conclude  that  it  is  not  more  than  y^  part  of 
the  whole.' 

dJavendish's  work  was  overlooked  for  more 
than  a  century,  and  attention  was  only  direoted 
to  it  after  the  discovery,  in  1894,  by  Lord 
Rayleigh  (Roy.  Soc.  Proc.  66,  340),  that  the 
density  of  '  atmospheric  nitrogen '  was  one- 
half  per  cent,  higher  than  tlu^t  of  nitrogen 
prepared  by  chemical  means.  This  result  gave 
fresh  indication  of  the  existence  of  some  hitherto 
undiscovered  gas  in  the  atmosphere,  and  further 
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investigations,  carried  out  jolntlv  by  Rayleigh 
and  Ramsay  (Phil.  Trans.  186,  187),  led  to  the 
isolation  of  a  new  gaseous  element.  The  gas, 
which  has  a  density  of  approximately  20,  and 
which  constitutes  nearly  1  p.o.  by  volume  of  the 
atmosphere,  was  called  argon,  owing  to  its 
remarkable  chemical  inertness,  in  virtue  of  which 
it  can  be  readily  separated  from  the  accom- 
panying nitrogen. 

Argon  occurs  in  the  atmosphere  to  the 
extent  of  1*3  p.c.  by  weight  (Leduc,  Compt. 
rend.  123,  805)  and  0*933  p.c.  by  volume 
(Schloesing,  Compt.  rend.  121,  604 ;  Moissan, 
Compt.  rend.  137,  600).  It  also  occurs  in  a 
large  number  of  mineral  waters  and  thermal 
sprmgs  (Bouchard,  Compt.  rend.  121,  392 ; 
Troost  and  Ouvrard,  ibid.  124,  798 ;  Moissan, 
ibid,  135,  1278 ;  Moureu,  ibid.  135,  1335 ;  142, 
1155),  and  ih  the  volcanic  gases  of  Mt.  Pelee 
(Moitean,  Compt.  rend.  135,  1085) :  it  is  found, 
moreover,  in  fure  damp  and  in  coal  (Schloesing, 
Compt.  rend.  123,  233).  Areon  has  also  been 
observed,  together  with  hdiuro,  in  the  gas 
evolved  on  heating  numerous  minerals. 

Preparation. — (i.)  By  sparking  air  with 
oxygen,  the  method  originally  employed  by 
Cavendish  (v.  supra).  "Die  gas  is  preferably 
confined  over  mercury,  and  a  small  quantity 
of  potash  introduced  through  a  curved  pipette. 
The  sparks  are  passed  between  the  ends  of 
stout  platinum  wires,  fused  through  the  ends 
of  U-shaped  glass  tubes.  These  tubes  are  filled 
with  mercury,  and  serve  to  establish  elec- 
trical connection  ynXh.  the  secondary  terminals 
of  a  Ruhmkorff  coil  capable  of  giving  a  6-inch 
spark  through  air  when  worked  by  four  lead 
accumulators.  The  sparking  is  usually  con- 
tinued for  several  hours  after  contraction  has 
ceased ;  the  excess  of  oxygen  is  then  absorbed 
by  phosphorus  (Rayleigh  and  Ramsay,  /.c. ; 
Rayleigh,  Cliem.  Soc.  ^c.  13,  181 ;  Becker, 
Z.  Mek.  9,  600).  To  save  time,  it  is  customary 
to  prepare  by  method  (ii.)  a  gas  consisting 
mainly  of  argon,  and  to  employ  the  method 
of  sparking  only  to  remove  the  last  traces  of 
active  gases. 

(ii.)  From '  atmospheric  nitrogen,^  the  nitrogen 
being  absorbed  by  a  metal.  In  their  original 
invest^ation,  Rayleigh  and  Ramsay  separated 
argon  from  nitrogen  by  continuously  curculating 
the  mixture  over  red-hot  magnesium  shavings, 
whereby  the  nitrogen  was  absorbed,  forming 
magnesium  nitride  (c/.  Ramsay  and  Travers, 
Roy.  Soc.  Proc.  64,  183).  This  method  is  no 
longer  used  ;  a  dry  mixture  of  pure  lime  (5  parts) 
ana  magnesium  dust  (3  parts),  introduced  by 
Maquenne,  is  employed  instead,  which,  when 
heated  to  redness,  produces  metallic  calcium 
and  absorbs  nitrogen  with  great  rapidity.  By 
passing  atmospheric  nitrogen  over  this  red-hot 
mixture,  and  leading  the  residual  gas  over 
metallic  calcium  heat^  to  dull  redness,  complete 
absorption  of  the  nitrogen  is  readily  effected 
(Moissan  and  Rigaut,  Compt.  rend.  137,  773). 
Metallic  lithium  has  also  been  employed  for 
the  same  purpose  (Guntz,  Compt.  rend.  120, 
777;   123,995). 

(iii.)  The  readiest  means  of  preparing  argon 
in  quantity  consists  in  leading  air  slowly  over 
a  mixture  of  calcium  carbide  (90  p.c.)  and 
calcium  chloride  (10  p.c.)  heated  to  800®,  the 


mixture  having  previously  been  heat-ed  under 
diminished  pressure  to  drive  off  any  volatile 
matter.  Both  oxygen  and  nitrogen  are  absorbed 
by  the  mixture.  The  issuing  gas  is  led  over  hot 
copper  oxide  to  burn  any  hydrogen,  hydro- 
carbons, and  carbon  monoxide  present,  and  the 
water  vapour  and  carbon  dioxide  removed. 
Usinff  7  kuos.  of  carbide,  1 1  litres  of  arson  may 
be  obtained  in  two  days  (Fischer  and  Ringe, 
Ber.  41,  2017). 

The  gas  prepared  by  the  above  methods 
contains  traces  of  the  other  inert  gases  neoUf 
krypton,  and  xenon,  from  which  it  is  separated 
by  fractional  condensation  and  evaporation 
(Ramsay  and  Travers,  Roy.  Soc.  Proc.  67,  329 ; 
Liveing  and  Dewar,  Roy.  Soc.  Proc.  68,  389). 
The  total  quantity  of  these  gases  present  is, 
however,  only  0*25  p.c.,  and  85  p.c.  of  this 
impurity  is  neon. 

Areon  is  a  colourless  gas,  condensing  to  a 
colourless  liquid,  boiling  at  86*9°  abs.  (  —  186-1*'), 
at  which  temperature  its  density  is  1*4046 
(Baly  and  Bon  nan,  Chem.  Soc.'  Trans.  81, 
914).  Its  m.p.  is  83-4®  abs.  (-1896**),  its 
critical  temperature  is  155*6®  abs.  (  —  117*4®), 
and  its  critical  pressure  is  52*9  atmos.  (Ramsay 
and  Travers,  Roj%  Soc.  Proc.  67,  329). 

Argon  is  more  soluble  in  water  than  nitrogen, 
the  absorption  coefficient  being  0*02561,  at  1®, 
and  falling  regularly  to  0*02567  at  50® 
(Estreicher,  Zeitsch.  phys.  Chem.  31, 176) ;  these 
figures  may,  however,  be  in  error  by  5  p.c.  {v. 
Fox,  Chem.  News,  99,  250).  The  refractive 
index  of  the  gas  for  sodium  light  at  N.T.P.  is 
1-0002837  (Burton,  Roy.  Soc.  Proc,  1908,  80, 
390);  its  thermal  conductivity  is  0*00003894 
(Schwaize,  Pogg.  Ann.  11,  (iv.)  303) ;  and  its 
molecular  specific  heat  at  constant  volume  is 
2-977  cals.  (Pier,  Z.  Elek.  15,  636).  Its 
coefficient  of  expansion  is  0*003668  (Kuenen 
and  Randall,  Roy.  Soc.  Proc.  59,  60).  Argon 
passes  through  rubber  more  quickly  than 
nitrogen  (Rayleigh,  Phil.  Ma^.  49,  (v.)  220)  or 
carbon  dioxide  (Kistiakowski,  J.  Russ.  Chem. 
Soc.  30,  576),  and  does  not  pass  through  heated 
platinum  or  palladium ;  it  is  diamagnetio 
(Tanzler,  Pogg.  Ann.  24,  (iv.)  931).  (For  its 
rate  of  effusion,  v.  Bonnan  (Phil.  Mag.  49,  (v.) 
423).) 

The  density  of  argon  has  been  determined 
by  several  observers,  with  the  following  results  : 
(0=16);  19*940  (Rayleigh,  Rov.  Soc.  Proc. 
59,  201),  19-941  (Ramsay,  PhU  Trans.  186,  238) ; 
19*945  (Fischer  and  Hahnel,  Ber.  43,  1435). 
Argon  is  a  member  of  the  group  of  inert  gases, 
ana  up  to  the  present  all  attempts  to  combine 
it  Avith  other  elements  have  failed  (Rayleigh  and 
Ramsay,  I.e.  ;  but  c/.  Cooke,  Zeitsch.  physik&l. 
Chem.  56,  637). 

Atomic  and  molecular  toeight.  The  molecular 
weight,  39-88,  follows  from  the  density  determina- 
tions just  cited  ;  but  the  atomic  weight  cannot 
be  determined  in  the  usual  manner,  since  argon 
forms  no  compounds  with  other  elements.  The 
ratio  of  the  specific  heat  at  constant  pressure 
to  the  specific  heat  at  constant  volume  is  1*644 
(Rayleigh  and  Ramsay,  I.e.),  and  this  result, 
from  analogy  with  the  case  of  mercury  vapour 
and  by  comparison  with  the  ratio  1  *666  theoreti- 
cally required  for  a  monatomic  gas  according 
to  the  kinetic  theory,  is  regarded  as  proof  that 


292 


ARGON. 


argon    is    monatomic.     Its    atomic    weight    is 
therefore  39*88. 

Spectrum.  This  is  extremely  characteristic, 
and  has  been  carefully  examined  by  Crookes 
(Phil.  Trans.  186,  243),  Kayser  (Chem.  News, 
72,  99),  Eder  and  Valenta  (Monatsh.  16,  893  ;  17, 
60),  and  by  Trowbridge  and  Richards  (Phil. 
Mag.  43,  (5)  77).  The  most  prominent  lines 
are  two  in  the  red,  having  wave  lengths  of 
6966-6  and  7066-4,  a  yellow  line  (6038-4),  two 
green  lines  (6610  and  4702),  and  a  violet  line 
(4200). 

AROYRODITE.  A  sulpho-germaniate  of 
silver,  being  the  mineral  in  which  the  element 
germanium  was  discovered  in  1886.  It  had, 
however,  been  mentioned  by  A.  Breithaupt  in 
1823,  under  the  name  Plusinglam.  These 
occurrences  in  the  Himmelsfiirst  silver-mine 
at  Freiberg,  Saxony,  show  only  botryoidal 
crusts  with  a  minutely  crystallised  surface. 
Later,  the  mineral  was  found  as  distinct,  though 
small,  cubic  crystals  in  Bolivia,  analysis  of 
which  proved  the  formula  to  be  AggGeS«  (S.  L. 
Penfield,  1893  and  1894).  More  recently,  cubic 
crystals  of  larger  size  (3-6  cm.  across)  from 
Colquechaca,  Bolivia,  have  been  described  and 
analysed  (V.  M.  Goldschmidt,  1908).  At  this 
locality  the  mineral  appears  to  be  not  uncommon, 
and  no  doubt  large  quantities  of  it  have  been 
smelted  for  silver.  In  external  appearance  it 
is  not  unlike  argent  ite,  but  is  less  sectile  than 
this. 

In  the  Bolivian  mineral  the  germanium  may 
be  replaced  isomorphously  by  tin,  giving  the 
species  canfieldite  AggSnS.  (Penfield,  1894). 
Intermediate  members  of  this  series,  or  stanni- 
ferous argvrodite,  also  occur  (Prior  and  Spencer, 
1898).       "  L.  J.  S. 

ARIBINE  V.  Veoeto-alkaloids. 

ARICINE  V.  Veoeto-alkaloids. 

ARISTOCHIN.  Trade  name  for  di-quinine 
carbonate  CO(OC„H„N,0),. 

ARISTOL.  Dithymol  di-iodide  used  as  an 
iodoform  substitute. 

ARJUN  WAX  V.  Waxes. 

ARMENIAN  BOLE  v.  Pigments. 

ARNATTO  V.  Annatto. 

ARNICA  V.  Resins. 

ARNICA    YELLOW    v.     Azo-    colouring 

MATTERS. 

ARNOTTO  V.  Annatto. 

AROMATIC  VINEGAR  v.  Acetic  acid. 

ARRACK.  {Arach and  Rack,¥T.;  Arrack:  Reis- 
braurUwein,  Ger. )  The  term  *  araq '  or  *  arak '  was 
applied  by  the  Arabs  to  distilled  spirits  generally, 
but  it  is  now  usually  restricted  to  the  spirituous 
liquor  obtained  by  distillation  of  the  fermented 
juice  of  the  coco-nut  palm  (toddy  or  palm  wine), 
or  from  rice,  or  from  a  mixture  of  both.  Arrack 
is  also  made  from  the  succulent  flowers  of  the 
Bassia  genus  of  trees  and  from  other  vegetable 
producto,  and  is  manufactured  not  only  in  the 
East,  but  also  in  the  West  Indies. 

Where  rice  is  used,  it  is  steeped  in  water 
in  large  vats  and  agitated  cautiously  (so  as  not  to 
damage  the  grains,  which  would  interfere  with 
the  subsequent  fermentation)  until  about  half 
the  rice  has  begun  to  germinate.  The  water 
is   then   run  off  from    oelow,   and   toddy  or 


molasses  or  a  mixture  of  these  is  added  to  the 
rice.  The  whole  is  allowed  to  ferment,  and  the 
mixture  is  then  distilled. 

This  method,  which  is  said  to  produce  the 
best  quality  of  arrack,  obtains  at  Batavia  and 
in  Jamaica,  but  in  India  arrack  is  frequently 
made  from  toddy  alone. 

The  best  qualities  of  arrack  are  agreeable 
to  the  taste  and  wholesome,  which  cannot  be 
s&id  of  the  commoner  kind  made  from  rice 
alone,  in  some  parts  of  India  and  China.    This 

'  has   a   somewhat  nauseous   odour  and   taste, 

'  due  to  a  volatile  oil  which  distils  horn  the  rice, 
and  is  narcotic  and  very  unwholesome.  Its 
intoxicating  effect  is  frequently  increased  by 

i  the   addition   of   hemp  leaves,   poppy   heads, 

I  stramonium  juice,  &c. 

A  large  amount  of  revenue  is  obtained  from 

the  manufacture  of  arrack  in  Siam  and  Ceylon, 

and  the  latter  exports  a  considerable  quantity  to 

the  United  Kingdom,  where  it  is  used  as  a 

I  valuable  ingredient  in  making  punch. 

'  An  imitation  arrack  is  sometimes  made  by 
flavouring  rum  with  flowers  of  benjamin  or  ben- 
zoic acid.  J.  C. 

!        ARROPE.     Sherry  boiled  to  a  syrup,  used  for 
'  colouring  other  wines. 

ARROWROOT.  The  starch  obtained  from  the 
rhizomes  of  Marania  arundinacea,  grown  in  the 
West  Indies.  The  starch  preparea  from  other 
roots  is  often  known  loioally  as  arrowroot; 
e.g.  in  Queensland,  where  the  tubers  of  Canna 
edulia  supply  such  a  product. 

The  composition  of  the  roots  of  true  arrow- 
root grown  in  Jamaica  is : 

Dextrin  Crude    Bther 
Water     Starch  and  sugar  fibre    extract  Froteid     Ash 
63-4        27-8        21       3-9       0-2       1-6       0-9 

(Leuscher,  Zeit.  offentl.  Chem.  1902,  8,  23.) 

Commercial  arrowroot  contains  from  83*5  to 
86*9  p.c.  starch,  11*0  to  15  p.c.  water,  proteins 
from  0*4  to  1*4  p.c,  with  small  quantities 
(circa  0*3  p.c.)  of  ash,  cellulose,  and  fat. 

(For  a  series  of  analyses  of  arrowroots 
from  various  sources,  see  Ballard,  Jour.  Pharm. 
1903,  17,  [10]  476.)  H.  L 

ARSACETDf.  The  sodium  salt  of  acetyl- 
p-aminophenyl  arsenic  acid — 

^  Am 

CH,*CO*NHC,H^*As^O 

\ONa 

(v.  Absbnic,  Organic  compounds  of). 

ARSENIC.  (Arsenic,  Fr. ;  Arsenic,  Arsen, 
Ger.)  SchwerbenkobaU,  Fliegengift,NdpfchenkobaU 
Arsenicum,  Regvlus  Arsenici.  Symbol,  As ;  at. 
wt.  74*9. 

Occurrence. — ^Arsenic,  in  small  quantities,  is 
one  of  the  most  widely  distributed  elements ; 
it  is  found  in  mineral  and  other  waters,  and  in 
coal  smoke,  in  most  pyretic  minerals,  and  in  a 
large  number  of  ores. 

In  England  it  occurs  principally  with  tin  ore, 
and  on  the  Continent  m  mispickel.  Arsenic 
occurs  native  (usually  associated  with  iron, 
I  cobalt,  nickel,  antimony,  and  silver)  in  crvstal- 
line  rocks  and  in  the  older  schists,  generally  in 
reniform  and  stalactitic  masses,  often  mammil- 
lated ;  it  also  occurs  occasionally  in  rhombo- 
hedral  crystals.     At  Zimeoff  in  Siberia,  lai*ge 
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masses  are  found ;  it  occurs  in  the  silver-mines 
of  Freiberg,  Annaberg,  Marienberg,  and  Schnee- 
bers  in  Saxony ;  at  Joaohimsth^  in  Bohemia, 
Andreasberg  in  the  Hartz,  Kapnik  in  Transyl- 
vania, Orawitza  in  the  Banat,  Kongsberg  in 
Norway,  St.  Marie-aux-Mines  in  iOsaoe,  in 
Borneo,  and  in  the  United  States. 

As  arsenide  it  occurs  combined  with  iron  in 
two  forms  FeAs,  and  Fe^ASf ;  with  nickel  as 
Kupfemickd  NiAs  and  NiAs, ;  with  cobalt  as 
tin  white  cobaU^  CoAs,.  With  antimony  it 
occurs  as  arsenical  antimony,  at  Przibram  in 
Bohemia ;  with  blende,  antimony  and  spathic 
iron,  at  Allemont,  at  Schladming  in  St^iia  and 
Andreasberg  in  the  Hartz. 

Arsenic  is  generally  present  in  native  sulphur. 
Combined  with  sulphur  it  occurs  as  realgar  or 
ruby  sulphur  Aa^S^  in  Hungary,  Saxony, 
Switzerland,  and  China ;  and  as  orpitnent  AsjS, 
in  Hungary  and  the  Hartz. 

With  sulphur  and  iron  it  occurs  as  mispickel, 
arsenical  pyrites,OT  white  mundic  FeS^FeAsj ;  with 
sulphur  and  cobalt  in  cobalt  glance  CoSjCoAs^  ; 
in  nickel  glance  NiS^NiAst,  and  in  a  number 
of  other  ores,  being  obtained  as  a  secondary 
product  in  the  roasting  of  tin  and  copper 
ores,  copper  nickel,  arsenical  jatX  ores,  smaUine, 
cobalt  and  nickel  glance,  &c. 

With  oxygen,  arsenic  occurs  as  arsenolite  or 
arseniie  Aafi^,  usually  as  a  crust  on  other 
arsenical  minerals,  being  formed  by  their  de- 
composition. With  oxygen  and  cobalt,  it  forms 
cobalt  bloom  or  arsenate  of  cobalt ;  it  also  occurs 
as  arsenates  of  iron,  copper,  and  lead. 

Preparation. — Metallic  arsenic  is  used  only 
to  a  small  extent  in  commerce.  It  is  usuaUy 
prepared  from  native  arsenic,  arsenical  iron,  or 
mispickel,  the  latter  being  the  only  mineral 
used  to  any  extent  in  England.  The  mineral 
used  is  heated  in  earthenware  retorts  or  tubes 
laid  horizontally  in  a  long  furnace.  Great  care 
is  required  in  manufacturing  the  retorts ;  a 
mixture  of  1  part  fresh  clay  and  2  parts  bricks 
or  old  retorts  powdered,  is  made  into  the  proper 
form,  coated  with  a  mixture  of  blood,  loam, 
forge-scales  and  alum  to  produce  the  glaze,  and 
burned.  They  are  very  strong  and  heat-resist- 
ing, and  quite  impervious  to  the  vapour  of 
arsenic.  A  piece  of  thin  iron  sheet  is  roUed  and 
inserted  into  the  mouth  of  the  retort,  and  an 
earthen  receiver  luted  on.  On  distilling,  most 
of  the  arsenic  condenses  in  the  iron  as  a  nearly 
white,  coherent,  internally  crystalline  mass,  and 
is  detached  on  cooling  by  unrolling  the  iron. 
If  required,  the  arsenic  is  purified  by  redistilla- 
tion. 

At  Altenberg  in  Silesia,  arsenious  oxide  is 
heated  with  charcoal  in  an  earthen  crucible 
covered  with  an  inverted  crucible  or  conical  iron 
cap.  This  method  is  more  economical  and  pro- 
ductive than  the  one  above  described,  but  the 
metal  is  grey  and  pulverulent,  and  always  con- 
tains arsenious  acid. 

It  may  also  be  prepared  by  heating  the 
sulphides  with  charcoal  and  sodium  carbonato 
or  potassium  cyanide. 

Properties. — Arsenic  is  a  very  brittle  steel - 

grey  metalline  mass  of  sp.gr.  5*62  to  5*96,  of 
riUiant  lustre,   crystallising   in  rhombohedra, 
isomorphous  mth  metallic  antimony.     It  is  a 


good  conductor  of  electricity,  and  is  odourless 
and  tasteless. 

It  is  volatile  at  temperatures  above  100**,  and 
is  rapidly  vaporised  at  a  dull-red  heat.  At  the 
ordinary  pressure  it  volatilises  without  previous 
fusion,  the  vapour  being  yellow  and  of  a  garlic 
smell,  but  when  heated  under  pressure  it  melts 
at  500®  (Landolt).  Joubert  states  that  above 
200®  its  vapour  is  phosphorescent  (Compt.  rend. 
78,  1853), 

When  the  vapour  is  condensed  at  a  tempera- 
ture but  little  below  the  volatilising  point,  i.e. 
when  condensed  in  an  atmosphere  of  arsenic,  a 
nearly  white  compact  mass  of  strongly  metallic 
lustre  is  produced  which  scarcely  oxidises  in  the 
air  even  when  heated  to  80®.  Wlien  it  is  de- 
posited on  a  colder  surface  or  in  an  atmosphere 
other  than  arsenic,  it  forms  less  dense,  dark-grey 
crystals  which  readily  oxidise  in  the  air  even  in 
the  cold,  and  especially  on  heating. 

Ludwig  (Arch.  Pharm.  [2]  97,  23)  has 
obtained  arsenic  (?)  with  a  perfectly  bright  sur- 
face resembling  freshly  granulated  zinc,  and  of 
the  low  density  5*395,  by  distilling  in  a  tube  with 
a  small  quantity  of  iodine. 

When  heated  in  air  it  absorbs  oxygen,  bum- 
ins  with  a  bluish  flame  and  forming  arsenious 
oxide.  In  pure  water  it  is  unaltered,  but  when 
exposed  to  air.it  forms  a  grey  powder  supposed 
by  some  to  be  a  suboxide,  but  probably  a  mixture 
of  metallic  arsenic  and  arsenious  oxide ;  this 
powder  is  sold  as  *  fly-powder.'  When  powdered 
and  thro^vn  into  chlorine,  it  ignites,  forming  the 
trichloride  ;  with  the  aid  of  heat  it  combines  with 
bromine,  iodine,  and  sulphur.  Hydrochloric 
acid  has  but  little  action  on  arsenic,  but  it  is 
'  rapidly  dissolved  by  nitric  acid,  aqua  regia,  or 
by  a  mixture  of  hydrochloric  acid  and  potassium 
chlorate. 

When  deflagrated  with  nitre  it  forms  potas- 
sium arsenate. 

Bettendorf  (Annalen,  144,  110)  has  obtained 
a  specular,  amorphous,  vitreous  arsenic  of  sp.gr. 
4*69-4*716  by  subliming  arsenic  in  a  stream  of 
hydrogen  and  condensing  it  at  210®-220®.  At 
360®  it  is  converted  into  the  crvstalline  form 
with  the  evolution  of  considerable  heat,  and 
when  heated  suddenly  it  hisses  and  gives  off 
vapour  whilst  transforming. 

Arsenic  is  a  constituent  of  many  alloys ;  it 
is  used  for  bronzing  brass  and  for  the  manufac- 
ture of  opal  glass. 

(For  the  distribution  of  arsenic  in  commercial 
products,  V,  Arsenious  oxide.) 

Detection.  —  Arsenical  compounds,  when 
heated  on  charcoal,  give  off  the  characteristic 
garlic  odour  and  white  fumes  of  the  oxide,  with 
a  white  incrustation  on  the  charcoal  some  dis- 
tance from  the  assay.  MeteJlic  arsenic,  and 
many  arsenical  minerals,  such  as  mispickel,  when 
heated  in  a  tube  closed  at  one  end,  form  a 
blackish,  shining  metallic  ring  on  the  cooler 
portion  of  the  tube ;  if  heated  in  a  tube  open 
at  both  ends,  the  arsenic  is  oxi<lised,  and  con- 
denses in  a  ring  of  white  octahedral  crystals, 
their  shape  being  plainly  visible  under  a  lens. 
On  cutting  off  the  closed  end  of  the  tube  con- 
taining the  metallic  mirror,  and  heating,  it  is 
also  converted  into  the  white  ring  higner  up 
the  tube.     The  white  crystals  dissolve  in  boiling 
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water,  aod  tho  solution  ahows  the  usual  tests 
for  arsenio.  Antimony  under  like  circumstances 
would  produce  a  white  ring,  which,  however,  is 
not  crystalline,  and  is  not  soluble  in  water. 
Oxides  of  arsenic  require  to  be  mixed  with 
charcoal  before  they  produce  the  black  mirror. 
Sulphides  require  the  addition  of  alkaline  car- 
bonate or  potassium  cyanide,  or  they  ma}'^  be 
heated  with  baryta  alone  (Brame). 

White  arsenic  when  heated  with  about  3 
parts  of  sodium  acetate,  gives  the  o£Fensive  smeU 
of  kakodyl. 

In  solution  the  reactions  of  the  two  series  of 
compounds,  the  arsenious  and  the  arsenio,  differ 
considerably  ;  generally  speaking,  arsenio  com- 
pounds may  be  convcrtea  into  the  arsenious 
form  by  heating  with  sulphurous  acid  or  with 
a  sulphite. 

Beinseh^a  test.  If  a  piece  of  clean  metallic 
copper  is  immersed  in  a  solution  of  arsenious 
acid  or  an  arsenious  compound  acidulated  ^nth 
pure  hydrochloric  acid,  it  is  coated  i^ith  a  grey 
film,  which  is  probably  an  arsenide  of  copper. 
The  action  proceeds  better  at  the  boiling  tem- 
perature. Iho  acid  must  first  be  tested  in  the 
same  manner  to  ensure  the  absence  of  arsenic, 
which  is  always  present  in  tho  commercial  acid. 
The  metal  is  washed,  dried  gently  and  heated 
in  a  tube,  when  the  arsenio  becomes  oxidised 
and  forms  a  crystalline  ring  on  the  colder  part 
of  the  tube.  A  film  due  to  antimony,  as  men- 
tioned before,  would  not  produce  a  crystalline 
ring. 

This  method  is  used  in  testing  for  and  re- 
moving arsenic  from  hydrochloric  acid,  and  in 
toxicoloffy;  by  it  1  part  of  arsenic  can  be 
detecteain  250,000  parts  of  solution. 

It  is  not  so  delicate  as  Marsh's  or  the  electro- 
lytic method. 

AVhen  hydrogen  is  generated  in  a  liquid  con- 
taining an  arsenious  compound,  the  arsenic 
combines  with  it  and  passes  off  as  the  gaseous 
hydride  ;  many  very  delicate  tests  are  based  on 
this  reaction. 

(1)  Fleitmann's  test.  The  solution  is  mixed 
with  excess  of  caustic  potash,  a  piece  of  pure 
zinc,  or  of  magnesium,  or  aluminium  foil  in- 
scrte<l,  and  the  solution  heated.  A  piece  of  filter, 
paper  moistened  with  silver  nitrate  is  held  over 
the  mouth  of  the  tube.  In  presence  of  arsenic, 
arseniuretted  hydrogen  is  produced  and  reduces 
tho  silver  on  the  paper  forming  a  grevish  or 
purplish  colour.  Antimony  is  not  evolved  in 
this  test.  Flcitmann's  test  is  therefore  a  ready 
means  of  finding  arsenic  in  presence  of  antimony ; 
it  is  not,  however,  so  delicate  as  Rcinsch's, 
Marsh's,  or  the  electrolytic  method. 

(2)  Marsh's  test.  This  or  Rcinsch's  test  is 
usually  used  in  toxicology.  The  solution  is 
acidulated  with  pure  hydrochloric  acid  and  in- 
troduced into  an  apparatus  in  which  hydrogen  is 
generated  by  means  of  pure  sulphuric  acid  and 
zinc.  Arsenic  hydride  is  formed  and  is  passed 
through  a  narrow  glass  tube,  which  is  heated  at 
one  spot  by  a  lamp  ;  the  arseniuretted  hydrogen 
as  it  iMisses  over  the  heated  portion  is  decom- 
JK)8C(1  with  the  precipitation  of  arscmic  as  a  black 
ring.  In  tcHting  for  very  small  quantities  of 
arsenic,  the  action  should  be  continued  for  about 
an  hour.     A  blank  experiment  should  always  be 


performed  in  the  same  manner  to  ensure  the 
purity  of  the  zinc  and  acid.  It  is  essential  not 
only  to  obtain  zinc  and  acid  which  are  free  from 
traces  of  arsenic,  but  also  to  see  that  the  zinc 
used  is '  sensitive,'  and  will  permit  all  the  arsenic 
in  the  solution  to  be  evolved  as  arseniuretted 
hydrogen.  The  presence  in  the  solution  of 
certain  metals — ^not^bly  iron — is  liable  to  retard, 
or  entirely  prevent,  the  evolution  of  arseniuretted 
hydrogen.  (On  the  presence  of  arsenic  in  glass 
as  a  source  of  error  m  the  detection  of  arsenic, 
V.  \V.  Fresenius,  Zeitsch.  anaL  Chem.  22,  397 ; 
Ber.  17,  2938.)  Instead  of  heating  the  tube,  the 
gas  may  be  ignited  at  the  mouth  of  the  tube,  and 
the  flame  caused  to  impinge  on  a  cold  surface  of 
porcelain,  or  preferably  <3  platinum  foil.  The 
arsenio  film  may  be  'distii^uished  from  that 
produced  by  antimony  as  foIbwB : — 

(1)  The  arsenic  film  is  quickly  evaporated, 
while  that  of  antimony  only  slowly  disappears. 
Helling  (Das  Microscop  in  der  Toxicologic)  re- 
commends that  small  spots  be  heated  and  the 
vapour  received  on  a  slip  of  gla«8,  when,  under 
the  microscope,  the  octahedrfu  crystals  due  to 
arsenic  are  visible. 

(2)  The  arsenic  film  quickly  dissolves  in  a 
solution  of  sodium  h^^pochlorite ;  the  antimony 
film  is  very  slowly  soluble. 

(3)  The  antimony  film  dissolves  quickly  in 
yellow  ammonium  sulphide,  leaving  an  orange- 
yellow  residue  on  evaporation  ;  the  arsenic  mm 
dissolves  very  slowly. 

Magnesium  may  also  be  emploved  in  place  of 
zinc,  and  £.  Davy  and  Al.  Jandousch  use  an 
amalgam  of  1  part  sodium  in  8  parts  mercury, 
with  or  without  acid. 

The  presence  of  nitrates  or  nitric  acid  inter- 
feres \^ith  this  test,  and  the  acids  used  should 
be  dilute. 

(For  the  detection  and  estimation  of  arsenio 
by  electrolytical  methods,  v.  Arsenic  in  art. 
Analysis,  Elsctro-chemicat^) 

Estimation. — Arsenic  is  usually  estimated 
as  (I)  magnesium  p^To-arsenate ;  (2)  as  arsenic 
sulphide  ;   (3)  as  metallic  arsenic. 

(1)  For  this  method  it  is  necessary  that 
the  substance  should  be  present  as  an  arsenic 
compound.  The  conversion  from  the  arse- 
nious to  the  arsenic  condition  may  be  effected 
by  heating  with  nitric  acid  (v.  Estimation  as 
sulphide)  or  hydrochloric  acid  and  potassium 
chlorate. 

The  acid  solution,  which  should  occupy  only 
a  small  bulk,  is  mixed  with  '  magnesia  mixture  ' 
and  rendered  sirongly  alkaline  with  ammonia. 
After  standing  for  24  hours,  the  solution  is 
filtered,  the  last  portions  of  the  precipitate, 
which  consLijtB  of  ammonium  magnesium  arsen- 
ate, being  washed  entirely  on  to  the  filter  paixjr 
M'ith  a  little  of  the  filtrate  (the  volume  of  tnis 
filtrate  should  be  noted  roughly).  The  preci- 
pitate is  then  washed  with  a  mixture  of  1  part 
strong  ammonia  and  3  parts  water,  until  only  a 
slight  opalescence  is  produced  on  the  addition 
of  nitric  acid  and  silver  nitrate  to  a  few  drops 
of  tho  washings.  It  is  then  dried,  detached  as 
much  as  possible  from  the  filter  paper,  and 
transferrer!  to  a  weighetl  porcelain  crucible, 
moistened  with  nitric  acid,  dried,  and  ignited,  at 
first  gently,  and  finally  to  bright  redness.     The 
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paper  is  moistened  with  nitric  acid,  dried,  and 
ignited  on  the  lid,  and  the  crucible  and  its 
contents  weighed.  The  ignited  residue  consiste 
of  magnesium  pyro-arsenate  Mg^AsjOf,  and 
oontains  48-27  p.c.  of  arsenic. 

On  account  of  the  solubility  ot  the  ammonium 
magnesium  arsenate,  an  aadition  should  be 
made  to  the  weight  obtained  of  0*001  gram  for 
each  16  c.c.  of  filtrate  obtained,  not  cotmting  the 
washings. 

(2)  The  arsenic  for  this  method  should  be 
in  the  arsenious  form.  If  arsenic  compounds 
are  present,  they  are  preferably  reduced  by 
passing  a  cuirent  of  sulphurous  acid  through  the 
liquid,  the  excess  of  that  gas  being  driven  off  by 
subsequent  heating.  Sulphurettra  hydrogen  is 
then  passed  through  the  liquid  until  thoroughly 
saturated,  the  liquid  left  to  stand  for  some  time, 
the  excess  of  sulphuretted  hydrogen  driven  off 
by  heating,  and  the  precipitated  arsenious  sul- 
phide containing  sulphur  filtered  off.  The  sul- 
phide is  dissolved  in  ammonia,  filtered  if  neces- 
sary, and  the  arsenic  estimated  in  the  solution 
by  one  of  the  three  following  methods : — 

(a)  The  solution  is  evaporated  to  dryness  in 
a  porcelain  dish,  then  covered  with  an  m  verted 
funnel,  and  fuming  nitric  acid  added.  After  the 
first  violent  action  has  ceased,  the  liquid  is 
heated  on  a  ^vater-bath  until  the  whole  of  the 
sulphur  has  disappeared,  and  only  a  small  bulk 
of  liquid  remains  ;  *  magnesia  mixture  '  is  then 
added,  followed  by  excess  of  ammonia,  and  the 
process  followed  as  already  described. 

(6)  The  ammoniacal  solution  is  evaporated 
to  drvness  in  a  porcelain  dish,  and  heated  on  a 
sand-l>ath  to  drive  off  the  whole  of  the  free 
sulphur  and  carbonise  any  organic  matter 
(which  is  frequently  present  in  toxicological 
analysis)  without  volatilising  any  of  the  arsenious 
sulphide.  The  residue  is  again  dissolved  in 
ammonia,  filtered  if  necessary,  evaporated  to 
dryness,  and  cently  heated  in  a  weighed  porce- 
lain dish,  and  weighed  as  arsenious  sulphide 
A^^Sg  (Mohr,  Chem.  Toxicologic,  56). 

(c)  The  arsenic  in  the  solution  may  be 
estimated  by  means  of  standard  iodine  solution 
(Champion  and  PeUet,  Bull.  Soc.  chim.  [2]  26, 
541). 

(3)  For  this  method  the  arsenical  mirror 
obtained  by  the  Marsh-Berzelius  method  or  the 
electrolytic  method  may  be  estimated  by  com- 
parison with  standard  mirrors  obtained  under 
similar  conditions  to  the  estimation.  Experience 
has  shown  that  when  in  the  preparation  of  stand- 
ard mirrors,  the  quantities  of  arsenic  used  differ 
by  amounts  such  as  0-002  milligram,  a  series  of 
mirrors  can  be  obtained  showing  differences  in 
intensity  which  are  sufficiently  distinct  and 
constant  to  be  utilised  for  comparison. 

Separation  from  other  metals. — Certain  heavy 
metals,  if  present,  would  -be  precipitated  with 
the  arsenious  sulphide  bv  means  of  sulphuretted 
hydrogen.  From  the  sulphides  of  lead,  bismuth, 
&c.,  the  arsenious  sulphide  can  be  dissolved  by 
digestion  in  ammonium  sulphide.  The  solution 
would  also  contain  antimony  and  tin,  if  present. 
The  separation  of  arsenic  from  these  two  metals 
may  bo  performed  as  follows  : — 

From  antimony.  The  mixed  sulphides  arc 
oxidised  with  aqua  regia^  as  already  described, 
and  tartaric  acid  solution  added,  followed  by 
excess  of  ammonium   chloride   and  ammonia. 


The  latter  should  produce  no  opalescence.  If  a 
precipitate  is  produced,  a  further  quantity  of 
tartaric  acid  or  ammonium  chloride  must  be 
added.  The  solution  is  then  precipitated  by 
*  magnesia  mixture,'  and  the  estimation  made 
as  before  described. 

From  tin,  A  solution  of  oxalic  acid  is 
added  to  the  solution  in  the  proportion  of  20 
grams  of  oxalic  acid  for  each  gram  of  tin  sup- 
posed to  be  present.  The  solution  should  be 
sufficiently  strong  for  the  acid  to  crystallise  out 
on  cooling.  The  liquid  is  heated  to  boiling  and 
sulphuretted  hydrogen  passed  through  fpr  20 
minutes.  The  liquid  is  allowed  to  stand  for 
about  30  minutes,  and  the  arsenious  sulphide 
filtered  off.     It  is  quite  free  from  tin. 

Arsenious  chloride  in  small  quantities  may  be 
separated  from  other  metals  by  distillation  of  the 
hydrochloric  solution  (Thorpe,  Chem.  Soc.  Trans. 
83,  071) ;  in  certain  metals  and  alloys  by 
distillation  of  the  finely  divided  material  with  a 
suitable  solution  of  ferric  and  calcium  chlorides, 
acidified  with  hydrochloric  acid  (the  materials 
used  should  be  tested  for  arsenic).  With  a 
solution  of  zinc  and  cupric  chlorides  in  hydro- 
chloric acid  boiling  at  108^  both  arsenic  and 
antimony  may  be  separated  from  other  metals  ; 
the  arsenic  is  in  the  distillate  from  108^  to  115^ 
the  antimony  in  the  distillate  from  115^  to  160® 
(Gibb,  J.  Soc.  Chem.  Ind.  xx.  3). 

For  the  estimation  of  arsenic  in  ores,  Pamell 
recommends  the  following  method : — A  weighed 
quantity  of  the  finely  poSvdered  ore  is  heated  to 
about  200®  in  a  slow  current  of  chlorine  eas, 
the  volatilised  arsenious  chloride  being  absoroed 
in  a  solution  of  chlorine  water.  After  evapora- 
tion of  the  excess  of  chlorine,  the  arsenic  may 
be  estimated  by  any  ordinary  method.  Anti- 
mony, if  present  in  tne  ore,  would  also  volatilise 
with  the  arsenic. 

For  technical  purposes  the  following  methods 
are  largely  used  : — 

A  weighed  portion  is  partially  decomposed 
with  a  minimum  quantity  of  strong  nitric  acid, 
dried  and  fused  with  sodium  peroxide  or  a  mix- 
ture of  sodium  carbonate  and  nitre.  The  fused 
mass  is  extracted  with  water  and  filterecL  The 
solution  of  alkaline  arsenate  is  acidified  with 
nitric  acid  and  boiled  to  effect  decomposition  of 
either  peroxide  or  nitrite ;  it  is  next  carefully 
neutralised  and  then  acidified  with  acetic  acid, 
and  the  arsenic  determined  by  titration  with  a 
standfurd  solution  of  uranium  acetate.  Pearce 
recommends  separation  as  silver  arsenate  from 
the  aqueous  extract  after  fusion ;  the  silver 
salt  is  dissolved  in  dilute  nitric  acid  and  estimated 
by  Volhard's  method.  With  very  poor  ores  to 
the  solution  in  nitric  acid  a  sufficient  quantity  of 
tartaric  acid  is  added,  and  the  arsenic  separated 
as  magnesium  ammonium  arsenate.  For  the 
estimation  of  arsenic  in  organic  salts  ignite  with 
sodium  peroxide,  reduce  with  hydriodio  acid 
and  titrate  with  iodine  and  starch  in  presence 
of  disodium  hydrogen  phosphate  (Morgan,  Chem. 
Soc.  Trans.  1909,  95,  1477). 

Alloys  of  arsenic. 

Arsenic  combines  with  most  metals,  in  many 
cases  in  atomic  proportions,  the  alloys  being 
then  kno^n  as  arsenides.  Many  natursu 
arsenides  occur  as  minerals. 

The  alloys  may  be  prepared  (1)  by  fusing 
the  metals  under  a  layer  of  borax,  or  in  an 


atmoephcreofsomemertgas;  |2)byreduciDgthe  With  poUssium  and  sodium  arsenic  forms 

uscnit«  ur  ueeiuto  of  the  metal  with  potaiuium  alloys  which  evolve  arscaiiirotted  hydrogen  whec 

c^ftniile  {   and  (3]  in  some  coses — as  n'ith  ^Id,  placed   in   wat«r.     With   platinum   it  forms  a 

Bilvei,   and   copper— by   placing    arsenic   m   a  fusible  alloy,  and  vrax  formerly  used  to  facilitate 

solution  of  a  metallic  salt.     W.  Spring  (Ber.  16,  the  working  of  that  metaL 

324)  has  obtained  crystalline  alloys  of   arsenic  AncillD    triliyilTlllt.      Araentlied    or   arntni- 

with  other  metals  by  repeatedly  compreaaing  a  uretled  hydrogen,    Artint.     AsH,.     This  ga«  is 

mixture    of    the   constituents   at   (iSOO   atmo-  formed   whenever  hydrogen  is   liberated   in   a 

Bpheres.  solution  containing  aisenious  acid  or  an  arscnit*. 

When  heated  out  of  contact  with  air,  Msenicol  as  when  lino  is  introduced  into  an  acidjK>lution 

alloys  usually  lose  a  portitm  of  their  arsenic  ;  of  the  substance.     It  is  a  colourless,  neutral, 

heat«d  in  air  the  arsenic  is  oxidiaed,  a  portion  disagreeably   smelling  gas,   slightly  soluble   in 

volatilising,    and    the    remainder    forming    an  water,  and  highly  poisonous,  even  when  much 
attenite  or  arsonale  of  the  metal.     >^'hen  heated  '  diluted.     At   a   red   heat   it   decomposes   into 

nith  nitre,  arsenates  are  produced.     (For  a  list  arsenic  and  hydrogen. 


of   allovB    of   arsenic    in    atomic    propcrtiona.  It  is  evdved  in  the  broEiing  of  braas  with 

TOobably  existing  as  arsenides,  i>.  A.  Deacamps,    arsenic,  in  tinning  sheet  iron  and  frequently  in 
Compt.  rend.  6S6, 1022and  lOflS.)    gomeancient    the  desilvorisation  uF  lead  with  line  and  subse- 


copper  spear-heads  from  C^'pnis  contained  quent  heating  of  the  orgentiferaus  zinc  with 
l'^8  p.c.  arsenic,  and  a  bronie  figure  of  acid.  It  ia  aLo  occasionEmy  present  in  the  air 
the  Ptolemaic  period  from  Egypt  contained  of  rooms  of  which  the  wall-paper  is  coloured 
i-479  p.c.  with  arsenical  pigments  (v.  SthireiBfurih  green). 

The  presence  of  anenio  generally  renders    It  is  a   very  powerful  reducing  agent,  precipi- 
an  alloy  more  brittle,  more  fusible,  onu  brighter,     tating  silver,  gold,  and  other  metals  from  their 
In  Pattinson's  process  it  tsnds  to  render  the  '  solutions.     Methods  for  the  quantitative  estima- 
crystAlg  smaller,  and  thus  lengthens  the  time    tion  of  arsenic  are  based  on  this  property, 
required  tor  draining.     Il«  alloys  with  iron,  sine,  A  solid  hydride  of  arsenic  appears  to  exist, 

and  tin  arc  brittle  ;  with  gold  and  silver,  brittle,  Ananleui     Oxld«.    Artenioiu     acid.     While 

and  grey ;  and  with  lead  and  antimony,  hard,  arienic  Fioioerr  of  arientc  ;  commoTtty  known 
brittle,  and  fusible.    The  addition  of  from  3  In  6    at  '  arstnic.'     As^O,. 

Kris  BTsenic   lo  1000  lead   (with  occasionally  a  PnparaiKm. — In  Cornwall,  Devon,   and  at 

tie  copper)  causes  the  small  ahot  in  falling  Swansea,  arsenioue  oxide  is  principally  prepared 
down  the  tower  to  form  spheres,  instead  of  by  roasting  mispickel,  whioh  occurs  mixed  with 
elongating,  as  they  have  otherwise  a  tendency  I  iron  and  oopper  pyrites,  tin  ore,  wolfram,  blende, 
to  do.  Ihe  arsenic  is  frequently  added  in  the  I  galena,  &,o.  These  ores,  if  present  in  sufficient 
proper  proport  ions  in  the  form  of  an  alloy  of  quantity,  arc  separated  as  far  as  possible  before 
lead  and  arseDic  known  as  '  temper  ' ;  this  is  roasting ;  tinstone  by  washing  tba  Snelv 
mcpared  by  fusing  together  arseoious  oxide  and  powdered  ore,  and  the  other  minerals  by  hand, 
lead.  By  heating  a  mixture  of  lead  and  arsenic  Anenioua  oxide  is  also  largely  prepared  by 
to  whitenees,  Derthier  obtained  an  alloy  of  roasting  arsenical  silver  at  Androoaberg,  and 
the  formula  Pb,As,  any  excess  of  arsenic  beyond  from  arsenical  ores  of  nickel  and  cobalt, 
that  corresponding  to  this  formula  being  vola-  In  ores  from  which  arsenic  is  produced  as  a 

tilised   at  that  temperature.     With  copper  it    principal  product,  the  arsenical  pyritee  generally 
forms  white,  malleable,  dense,  and  fusible  alloys,    occur  to  tlie  amount  of  about  12  p-c 
White  copper  contains  about   10  p.c.  arsonic.  The  ores  ore  usually  roasted  in  a  roverbera- 

Arscnic  is  also  used  in  speculum  metal,  and  tory  furnace.  In  a  common  form,  tho  furnace 
:  bed  is  flat,  12-IG  feet  long  and  T-9  feet  wide 
'  in  the  middle;  the  arch  is  about  2  feet  above 
the  bed,  and  sinks  gradually  towards  the  flur, 
at  which  end  there  is  an  iron  door,  through 
which  the  ore  is  raked  (Fig.  I). 

From  S-16  c»'t.  of  tho  stampeil  dried  ore  is 
introduced  through  a  hopper  over  the  centre  of 
'  tho  fire-bridge  and  spread  over  the  furnace  bed. 
The  heat  is  raised  to  dull  redness  and  tho  ore 
is  frequently  stirred  to  ensure  thorough  oxida- 
tion of  the  arsenic  and  sulphur.  In  about  lU 
..:::::. ■.vr.;;';"::"ZT.v.'...V.\.:.V..'.:..,.".V.'".'.^'rl  hours  these  have  been  expelled  as  oxides,  and 

the  arsenious  oiide  together  with  some  of  the 
sulphur  collects  in  tho  flues.  The  spent  ore 
Is  removed  through  an  aperture  in  the  bed, 
nhich  is  closed  with  an  iron  door  during  calci- 

Two  such  furnaces  are  sometimes  built  side 
by  side,  separated  by  a  wall,  and  with  tbeir  flues 
uniting.  The  furnace  beds  slope  gently  towards 
a  narrow  fireplace.  In  the  firvt  instance  the  ore 
is  introduceil  through  a  number  oC  doors  on 
F'O-  1.  each  side  of  the  furnace.     As  the  ore  is  worked 

doM-nwards  itji  place  is  constantly  supplied  by 
fresh  ore  through  an  opening  in  the  roof. 

Bmitlon'a  Calciner  is  much  used  in  Cumwall. 
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pawing  througti  a,   Berieii  i>[   ohamberB    before 
eaoaping   into  the   air.     At  the   Devon   Great 


It  ia  prftoticaUy  a  reveibetatory  furoaoe  with  a 
revolving  bed.  Ilie  bed  ia  of  firebrick  resting 
on  a  OMt-iron  table,  «nd  is  higher  at  the  centre 
than  at  the  periphery.  It  is  usually  8  or  10  feet 
in  diBnict«r ;  it  revolves  three  or  four  timea  in 
an  hour  by  steam  or  water  power,  about  half- 
horse  power  being  require*!.  There  are  two 
fiimaces  on  opposite  sides  of  the  bod. 

He  dried  and  finely  stamped  ore  is  intro- 
duced thxDUgh  a  hopper  over  the  centre  at  the 
bed.  Above  the  bed  are  fixed  radially  three  east- 
iron  frames  in  which  are  fastened  a  number  of 
equidistant  iron  scrapers  shaped  like  the  coulter 
of  a  plough  and  placed  obhquely,  so  that,  as  the 
bod  revolves,  they  turn  the  ore  over  and  outwards 
towards  the  periphery  of  the  bod.  It  is  thus 
thoroughly  roasted,  and,  on  reaching  the  edge, 
falls  into  the  chamber  beneath. 

Oxiatid  and  Hocking's  Paleiil  Cakiner  ■ 
(English  Pat.  Itj68,  2950)  is  largely  used,  espe.  I 
ciallyfor'rank'oreslFiss.  2and3).  It  consists  i 
of  a  wrought-iron  cylinder,  which,  if  32  feet  in  | 
length,  is  lined  with  sufficient  firebrick  to  leave  | 
4  feet  clear  internal  diaiDCt^^r.  Four  longi-  ! 
tudinal  ribs  of  firebrick  occur  within  the  furnace,  ' 
leaving  sufllcient  space  at  the  upper  end  tor  the 
continuous  supply- of  the  ore.  The  cylinder  is  , 
generally  mounted  in  an  inclined  poeition,  the  I 
slope  being  usually  |  to  I  inch  per  foot,  and  ia  > 
turned  by  means  of  a  turbine  or  water-wheel 
once  in  8  or  10  minulas  upon  friction- wheels.       i 

The  dried,  finely  powdered  ore  is  introduced  . 
through  an  archimc<lcan  screw,  or  from  a  hopjier  ' 
at  the  upper  end,  and  in  the  revolution  of  the 
tube  become?  lifted  to  a  certain  height  by  the  j 
ribs  of  firebrick,  and  falls  in  a  fine  stream 
through  the  hot  blast.  In  a  few  revolutions  the  I 
ore  is  completely  oxidised,  the  arsenic  burning  ' 
off  first,  and  finally  reaches  the  lower  end  of  the  ; 
tube,  where  it  falL<  through  a  chamber  beneath. 
A  calciner  of  the  above  site  will  roast  6  to  7  I 
tons  at  ore  in  24  hours.  In  this  furnace  the  | 
amount  of  air  required  is  minimised,  thus  render-  ■ 
ing  the  condensation  less  ilifficidt.  The  amount  \ 
of  fuel  used  is  also  small  (i>.  further,  Ucnderaon, 
Proc.  Roy.  Inst.  Mech.  Engineers,  1S73). 

A  modification  of  this  furnace  was  patented 
by  It.  ft  C.  Oxiand  (ling.  Pat.  7285,  1085).  It 
is  BO  arranged  that  the  products  pass  into  the 
condensing  chambers  unmixed  with  other  gases. 
At  the  lower  end  of  the  rotating  tube  is  a  cast- 
iror  prolongation,  heated  ertemally  by  a  grate 
and  a  syrtem  of  dues  surrounding  it.  At  the 
end  of  tho  prolongation  is  a  duor  for  removing 
the  calcinoil  products  and  a  regulator  for  ad- 
mitting the  required  amount  of  air. 

RoaiMitig  in  muflU  J-urnaces. — This  process 
is  used  at  Altenbcrg  (FigK.  4,  5,  and  6|  and  at 
Reichonstetn  in  Silesia  (Figs.  7  and  8),  where  | 
n'ood  is  cheap.  i 

The  ore,  reduced  to  a  moderate  size  and  | 
knonn  as  tchleich,  is  introduced  through  an 
opening  in  the  top  in  charges  of  about  10  owt. 
and  spread  2  or  3  inches  thick  on  the  floor  of 
the  muffle.  It  ia  first  heated  to  redness,  and 
then  more  gentlj',  with  tbu  muffle  door  open,  to 
oxidise  the  mans  thoroughly  hclure  aublimaliun. 
The  operation  is  cumplcte<l  in  II  or  12  hours. 

CoHilenMilion    of   Ike    oxide. — The    vapours 
passing  off  in  the  roasting  are  carried  throut;b    Consols  and  other  larae 
chaml^ia  so  arranged  that  the  gases  come  in  '  are  made  of   thin  brick\ 
contact  with  a  very  large  condensing  surface    plates  to  assist  the  cooling  of  the  gaseous  oxide. 


uorks,  the  chambon 
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The  ores,  before  calcination,  are  dried  over  iron  ■  compounds  ;  when  so  mixed  it  is  of  a  dark-giey 


plates  or  the  condensers. 
These   chambers   are 


cleared   at   intervals. 


Fig.  4. — Vertical  Section  op  *  Poison 

Tower.* 

some  everv  fortnight,  those  at  Silesia  once  in 
two  months.  Two  sets  of  chambers  are  fre- 
quently used,  so  that  one  set  may  be  working 
while  the  other  is  being  cleared. 


Fio.  6. — Ground  Plan  of  Furnace. 

The  oxide  produced  by  all  processes  except 
that  of  the  muffle  is  known  as  arsenical  soot,' 
and  is  impure,  containing  carbon  and  sulphur 


Transverse  Section. 


Longitudinal  Section. 
Fio.  6. — SuBUMiNo  Furnace. 


colour  and  requires  to  be  resublimed. 

The  condensing  chambers  connected  with 
the  muffles  in  Sifesia  are  in  a  lofty  building 
called  the  'poison  tower*  {OifUhUrme).  -The 
gases  traverse,  by  a  sinuous  course,  a  series  of 
chambers,  depositing  the  finest  product  in  the 
lower  ones,  that  in  the  upper  chambers  contain- 
ing sulphur.  The  chamc^  are  cleared  about 
every  2  months,  and  contain  about  25  tons 
of  white  arsenic  (*  poison  flour/  or  Oiftmehl). 
Being  comparatively  pure,  it  does  not  usually 
require  refining,  but  may  be  at  once  converted 
into  arsenical  elass.  The  workmen  enfi^^  in 
clearing  the  chambers  are  clothed  in  leathern 
garments  with  glazed  apertures  for  the  eyes, 
and  wear  wet  cloths  over  their  mouths  and 
noses  to  absorb  the  irritating  fumes.  It  is 
stated  at  Salzburg  that  only  *  arsenic-eaters  * 
can  perform  this  work  continuously. 

defining  or  resublimaiion, — For  this  purpose 
a  reverberatory  furnace  is  used,  which  is  usually 
much  shorter  than  that  in  which  the  calcination 
is  performed.  The  arsenical  soot  is  charged 
from  the  top  and  paddled  down  through  doors 
at  the  side,  more  oeing  added  as  it  sublimes. 
The  fuel  used  is  smokeless,  usually  a  mixture 
of  anthracite  and  coke. 

The  sublimate  is  collected  in  chambers 
similar  to  those  already  described.  It  is  white, 
glistening*  &nd  minutely  crystalline.  It  is 
eround  between  millstones,  and  is  thence  fed 
into  kees  from  a  hopper  through  a  leathern 
hose  which  fastens  to  the  top  of  the  cask  and 
prevents  any  escape  of  the  powder. 

Arsenic  glass,  or  vitreous  white  arsenic,  is 
prepared  by  volatilisation  of  the  powder  under 
shght  pessure.  For  this  purpose,  at  Swansea, 
a  cast-iron  pan  is  used  2  feet  in  diameter  and 
surmounted  by  a  bell  2  feet  6  inches  high.  The 
pan  is  heated  to  a  cherry  red,  and  about  ^  cwt. 
of  refined  white  arsenic  introduced  through  an 
opening  in  the  top  of  the  bell,  which  is  then 
closed  with  a  plug.  In  about  2  hours  the  whole 
has  evaporated  and  condensed  on  the  bell  as  a 
transparent  glass ;  more  white  arsenic  is  then 
introduced  and  condensed,  until  after  24  hours 
the  fflass  has  reached  a  thickness  of  about 
1  incm.  The  later  charges,  owixig  to  the  con- 
densing surface  being  hotter,  require  about  twice 
as  long  to  condense  as  the  first. 

At  Silesia  the  subliming  pots  are  deeper 
and  of  greater  capacity ;  they  are  surmounted 
by  iron  drums  and  conical  caps,  which  condense 
the  ^  glass  '  and  open  into  condensing  chambers. 
The  temperature  is  carefully  regulated.  The 
arsenic  glass  produced  amounts  to  about  92  p.c. 
of  the  *  flowers  *  used. 

Analyses  of  Arsenic  Powder  and  Arsenic  Olass, 

(1)  Powder  from  Altenberg,  from  the  con- 
denser of  a  tin 
roasting  furnace, 
near  the  furnace 
end  (Lampadius). 

(2)  Do.  from 
further  end  of  con- 
denser (Lampa- 
dius). 

(3)  Do.  from 
Oberschlema  (Lam- 
padius). 


18  from  Andreuberg  (Streng). 


AiBODKiiis  oxide 

AtBenions  sulphide  . 
Bismath . 


(1) 


(2) 


(3) 


■I    05* 

2-05    0-32  1-03 

—       —  0-25 

0-73    0-71  0-50 

5-51     £-06  3-05 


form,  and  in  two  CTyaMlJne  modiGcatioua ; 
(1)  the  octahedral  or  common  form,  and  (2)  in 
inmetrio  priemB,  occasionally  found  in  aub- 
limates ;  this  form  is  converted  ioUi  the  octahe- 
dral variety  when  heatod  or  boiled  in  water. 

The  amotpbous  form  is  transparent  wbon 
first  prepared,  but  becomes  opaque  when  exposed 
to  the  air,  espei.'ia]ly  when  damp,  diminishing 


Fio.  6. — REicaBNSTEiN  Furnaces. 

slightly  in  specific  eravity  and  forming  the 
crystalline  oxide,  llie  action  commences  at 
the  outside,  so  that  even  after  a  consi<lerable 
time  a  piece  ia  frequently  found  nith  a  trans- 
parent nucleus.  The  vitreous  form  may  be  kept 
tn  a  di-a]cd  jfiaus  tub*.*  unchanged  for  ^'ears- 

The  vilreous  form,  according  to  Bucbiier,  is 
soluble  in  108  parts  of  cold  water,  whilst  the 
opaque  form  requires  35C  parts ;   the  solubility 
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of  Ml  ordinary  piece  ia  thereforedoubtful,  depend- 
ing on  the  amount  of  change  it  has  undsioone. 
It  is  very  soluble  in  glycerol,  and  is  stated  by 
Jackson  U>  form  glyf.eryl  artenite  (Chem.  Ncvs, 
40,  268). 

On  making  a  strona  solution  of  the  viiTtoiu 
form  in  dilute  hydrochloric  acid  by  disHolvins 
3  parts  in  a  mixture  of  12  hydrochlorio  acid 
and  4  water,  and  slowly  cooling,  it  is  deposited 
in  the  octahedral  form,  each  crystal  as  it  falls 
produoins  a  flash  of  light  (U.  Bose).  If  these 
crystals  be  redissolved  or  if  the  opaque  form 
be  used,  no  light  is  produced  on  crystallising, 
that  phenomenon  appearing  to  depend  on  the 
change  of  the  amorphous  into  the  crystalline 
form  at  the  moment  of  crystallisation , 

At  about  103°  aisenious  oxide  softens  and 
sublimes  without  fusion  ;  it  fuses  nnder  pres- 
sure ;  its  vapour  is  colourless  and  odourless. 
It  is  acid  to  test  papers,  but  does  not  appear  to 
form  true  areenious  acid  on  solution  in  water. 

ArseiuouB  oxide  is  a  powerful  febrifuge,  being 
sometimes  eSicacious  when  quinine  has  failed. 
It  is  highly  poisonous,  2  or  3  grains  being  a 
very  dangerous  dose.  When  u^d  habitiudly. 
!  however,  comparatively  large  qnantities  may  be 
taken  with  impunity.  The  inhabitants  nt  Styria 
eat  it  under  the  name  of  '  hydraoh,'  to  mcrease 
their  endurance.  Many  authentic  cases  are 
recorded  of  6  grains  and  upwards  being  taken 
I  without  ill  effect.  Arsenic-eaters  are  stated  to 
be  fresh  compleiioned,  with  a  tendency  to 
stoutness,  to  be  long-lived,  but  to  die  suddenly. 
The  workmen  engaged  in  the  manufacture  of 
dyes  where  arsenic  acid  is  used  have  been  ob- 
served to  have  this  tendency  to  stoutness  (v. 
Roscoe,  Mem.  of  Lit.  Phil.  Soc.  Manchester, 
I860).  In  cases  of  death  from  poisonirg,  the 
greater  part  of  the  arsenic  appears  to  be  con- 
tained in  the  liver  and  intestines  ;  of  the  bones, 
those  of  the  pelvis  and  neighbourhood  vertebne 
appear  to  contain  most. 

In  loaniifacturee,  arsenious  oxide  is  used : 
in  glass-making,  to  remove  the  colour  produced 
by  the  lower  oxides  of  iron ;  in  enamelling  ; 
in  calico-printing  ;  as  a  constituent  of  white 
fire  in  pyrotechny  ;  for  the  prevention  of  boiler 
incrustations  (40  parts  white  arsenic  to  0  so- 
dium carbonate) ;  in  the  manufacture  of  arsenic 
acid  ;  and  of  fly  and  rat  poisons  ;  and  in  the 
manufacture  of  a  large  number  of  pigments, 
arsenio  being  found  in  gieen,  blue,  pink,  white, 
brown,  and  other  colours.  As  a  preservative 
it  is  thrown  into  the  holds  of  ships,  to  prevent 
vegetable  decomposition  ;  as  a  wash  for  walls 
in  India,  to  prevent  insect  ravages ;  to  prevent 
smut  in  wheat ;  and  with  sodium  carbonate  as 
a  wash  for  sheep ;  and  in  arsenical  soap,  for 
preserving  skins. 

Arseniuus  oxide  i&  employed  in  the  fixation  of 
aniline  colours,  especially  of  aniline  blue.  It  is 
used  principally  for  preparing  steam  colours, 
either  as  a  solution  in  glycerol  containing  4  lbs. 
of  the  oxide  to  1  gallon  of  glycerol,  uotler  the 
name  '  arsenic  and  glycerine  standard ' ;  or  aa 
sodium  BTsenite,  dissolved  in  sodium  carbonate 

In  medicine  it  is  used  as  Fowler's  solution, 
H'hich  contains  4  grains  of  the  oxide  {in  the 
Form  of  sodium  arsenite)  in  each  ounce  of  fluid. 
In  India  it  has  been  used  as  a  cure  for  hydro- 
phobia and   serpent  poisoning.     In    vcterin«r>- 
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surgery  it  is  largely  used  as  a  tonic,  to  eradicate  |  precipitate  is  thrown  upon  a  filter  cloth,  washed 
worms,  and  for  improving  the  coats  of  horses.       |  with  warm  water,  and  dried  gently  with  the 

It  occurs,  either  as  an  impurity  or  as  an  '  production  of  about  1^  lbs.  of  the  pigment, 
adulterant,  in  a  large  number  of  commercial         Scheele*8  green  is  a  pulverulent,  fine  light- 
2)roducts.    Besides    the    ordinary    commercial  '  green  colour,  formerly  largely  used  in  calico- 
compounds  in  which  arsenic  is  expected  to  be    printing  and  for  wall-papers.     It  is,  however, 
present,  it  has  been  found  in  caustic  soda,    much  less  used  at  the  present  time.    It  dissolves 
potassium  chlorate,  commercial  glucose  (Qouet    entirely  in  excess  of  alkali  or  in  acids, 
and  Ritter),  and  in  wine  free  from  artificial  ;       SehwelnfiirUi  green.    Imperial  green.    Erne- 
colouring  matter  (ti;aoed  to  sulphuric  acid  used  '  raid  green.    Mitts  green,    Aceto-arseniie  of  copper 
in  purifying  the  casks).    Dr.  Tidy  found  about  >  (when  mixed  with  gyspum  or  heavy  spar,  known 
38p.c.  of  arsenious  oxide  in  some  *  violet  powder  '    also  as  Mountain  or  Neuwieder  green), 
which  had  caused  the  death  of  at  least  two  j  3CuOAs,Oa*Cu-(C,H,0,),. 

children  (Lancet^ug.  21,  1878).  . ^      .      Five  parts  of  verdigris  (basic  copper  acetate) 

In  the  year  1900  owurred  a  serious  epidemic  ^^  ^^  ^^^^  ^  thinpaste  with  water  and  added 
of  Mjenic-powoning  due  to  contanunation  of  ^  ^^  j^jij  goiution  of  rather  more  than  4  parts 
beer  throiigh  the  use  of  brewing  sugars,  glucose,  .^^njous  oxide  in  60  parts  water  ;  the  solution 
or  mvert  sugar  containing  arsemc.  The  ^  j^^.  ^j^^qj^  ^l^ji^^he  mixture.  If  a  yellow- 
arsenic  was  introduced  by  the  use  of  highly  green  precipitote  fall^,  a  Uttle  acetic  acid  is  added, 
arsenical  sulphunc  acid  m  the  production  of  2nd  the  solution  boUed  a  few  minutes  longer  ;  the 
the  sugars.  The  total  number  of  persons  who  precipitate  becomes  crystaUine  and  soon  acquires 
!"?^  o^'^^'^^^^Ti.f  ^^^  epidemic  was  oer-  ^^^  cWacteristic  green  colour. 
^^^  ?^A  *?,?  probably  considerably  neater.  ,        ^  ^^  product  is  prepared  by  the  foUow- 

At  le*st  70  deaths.were  attributed  to  theepidemic,    •      ^^^j^^  :— boiling,  concei^rated  solutions  of 

Coal  or  coke  used  for  malt  drymg  always  ,  ^^^ious  oxide  andSipper  acetate  are  mixed  in 
contains  arsenic ;  with  an  ordinary  malt  kiln  ,  ^^^^  proportions  that  equal  weights  of  the  two 
part  of  the  arsenic  volatil^  and  may  deposit  |  gubstancis  are  present  when  a  bSlky  olive-green 
on  the  malt.  Various  methods  have  been  tned  ,  precipitate  falls;  an  equal  bulk  of  cold  water 
and  adopted  m  which  it  has  been  found  that    ^^  ^^^^  ^^^ed  and  the  mixture  placed  in  a 


access  of  arsenic  to  malt  may  be  obviated  or 
diminished  (Royal Commission :  Arsenical  Poison 
ing,  1903). 


flask  which  it  fills  to  the  neck,  thus  preventing 
any  pellicle  which  may  form  on  the  surface  from 
falling  through  the  liquid  and  causing  a  prema- 


(For  a  statement  of  the  amount  of  arsen^^^        ture  crystldDsation.    The  colour  under  these 


the  vaiieties  of  pyrites,  and  of  its  distribution 
in  the  preparation  of  sulphuric  acid  and  alkali, 
V.  H.  Smith,  Phil.  Mag.  [4]  44,  370 ;  Chem.  News, 
26,  176;  and  C.  Hjelt,  Dingl.  poly.  J.  226, 
174-181.) 

Fresenius  finds  that  the  arsenic  in  many 
chemical  glasses  is  removed  by  alkaline,  but  not 
by  acid  liquids ;  the  bearing  of  this  on  judicial 
investigations  is  important. 

The  commercial  article  is  frequently  adul- 
terated with  gypsum,  chalk,   Ac,  these  may 


circumstances  takes  two  or  three  days  to  perfect, 
the  beautv  of  the  product  being  much  increased 
by  slow  formation.  The  workmen  engaged  in 
the  preparation  of  this  pigment  do  not  appear  to 
be  injured  by  it.  In  contact  with  organic  matter 
it  is,  however,  liable  to  change.  Bischoff 
(Zeitsch.  anal.  C3iem.  23,  117)  states  that  micro- 
organisms and  fungi  act  on  compounds  of  arsenic, 
producing  arseniuretted  hydrogen;  and  Fleck, 
Sonnenscnein,    and    others    have    conclusively 


I  ,.  J  .  r-j  u°t  ..  '  ^rii  ^^  ™?y  shown  that  this  gas  is  frequentiy  present  in 
easily  be  detected  by  heatmg  a  bttle  on  a  knife,    ^^^  ^^  ^^  rooms  ^th  arsenical  Wl-paper.    By 

1  fi!«5^  remam  after  the   oxide   has    the  action  of  damp  and  mould  on  paper  coloured 

volatilisea.  .  .,       ,.  .,  i  with  this  pigment  a  peculiar  odour  is  frequently 

Sodium  anentte.    Actd  sodium  arsemU  i  produced,  which  appears  to  be  due  to  the  forma- 


Na,0-2AsjOa-2H,0 

is  prepared  by  dissolving  arsenious  oxide  in  a 

solution  of  caustic  soda  or  sodium  carbonate, 


tion  of  diethylarsme  (v.  Absbnio  mould). 

Arsenio  oxide.     Arsenic  acid.  Arsenic  pent- 
oxide,    Acide    ars^nique,    Arsensdure,    Acidum 


and  evaporating  the  solution.    The  neutral  salt,  i  arsenicum,    Aafiy 

NatO'AsjOsy  is  formed  by  boiling  this  compound  I        Produced  when  arsenious  oxide  is  acted  upon 

for   some   time   with   sodium   carbonate,   and  '  by  an  oxidising  agent. 

washing  the  residual  salt  with  alcohol  (Pasteur).  On  the  large  scale  4  parts  white  arsenic  are 

Potassium  arsenite  is  prepared  in  a  similar  gradually  add^  to  3  parts  nitric  acid  of  not  less 
manner.  than  1*35  sp.gr.  in  a  vat  capable  of  holding 

Sodium  arsenite  is  used  as  a  substitute  for  i  from  65  to  70  kilos,  of  white  arsenic.  Great 
dung  in  dyeing,  but  is  not  so  reliable  as  the  heat  is  produced  and  the  evolved  fumes  are 
arsenate.  It  enters  anto  the  composition  of  all  passed  over  coke  moistened  with  water,  whereby 
preparations  in  which  arsenious  oxide  is  dissolved  '  about  two-thirds  of  the  nitric  acid  is  recoverea. 
with  sodium  carbonate.  In  24  hours  a  syrupy  liquid  is  formed,  containing 

An  arsenite  of  chromium  and  iron  is  used  as  '  a  small  quantity  of  arsenious  oxide,  which  may 
a  green  pigment  in  wall-papers.  be  oxidised  with  a  little  more  nitric  acid. 

Scheele  S  green.     Arsenite  of  copper.    Hydro-  Kestner  performs  the  oxidation  in  large  glass 

cupric  arsenite,     CuHAsO,.  '  flasks,  the  nitrous  fumes  being  passed  through 

According  to  Schoele's  method,  11  oz.  ar-  ;  lead  pipes  and  condensed  in  leaden  chambers. 
Hcnious  oxide  are  gradually  addcnl  to  a  solution  Arsenic   oxide  has  also   been  prepared   by 

of  2  lbs.  potassium  carbonate  in  10  lbs.  boijing    suspending  arsenious  oxide  in  water,  passing  a 
water ;   this  is  filtered  and  poured  into  a  solu-    current   of   chlorine   through   the   liquid,  and 
tion  of  2  lbs.  copper  sulphate  in  30  lbs.  water,    evaporating  the  solution  thus  produced, 
so  long  as  a  grass-green  precipitate  falls.    The  <        It  is  a  deliquescent  solid  fusing  at  a  dull-red 
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hoaty  of  acid  metallic  taste  and  acid  reaction. 
It  dissolves  in  6  parts  oold  and  in  2  parts  hot 
water.  A  cold,  strong  solution  blisters  the  skin. 
Arsenic  oxide  and  its  salts  arc  less  poisonous 
than  the  corresponding  arsenious  compounds. 
Sodium  arsenate.    Hydric  disodic  arsenate ; 

*  Dung  salt,'    NajHAsO^. 

It  is  prepared  by  saturating  arsenious  oxide 
with  crude  soda  ash,  drying,  and  deflagrating 
with  sodium  nitrate  in  a  reverberatorv  furnace. 

Arsenate  of  soda  is  largely  used  in  calico- 
printing  as  a  substitute  for  dung,  its  feebly 
alkaline  properties  rendering  it  useful  for  that 
purpose. 

Arsenate  of  iron  is  an  amorphous  green 
powder  containing  33*6  p.o.  arsenic. 

Arsenie  sulphides.  Arsenic  forms  three 
well-defined  sulphides,  Ab^S^,  As^S,,  and  As^Ss, 
the  two  former  occurring  naturally.  A  large 
number  o^  other  sulphides  of  indefinite  com- 
position also  exist. 

RoUgar.  Bisulphide,  of  arsenic.  Rvby  sul- 
phur. Bathes  rauschgelb,  Rnihts  Schtoefel, 
Stklphur6  rouge.  Orpin  rouge,  RisigaUo, 
Sandaraca.    AbJS^ 

Prepared  by  fusing  together  arsenic  and 
sulphur  or  orpiment  in  the  proper  proportions. 
On  the  largo  scale  it  is  obtained  by  distilling  a 
mixture  of  arsenical  ores,  such  as  arsenical  and 
iron  pyrites,  with  sulphur  or  with  the  sulphide 
of  arsenic  precipitated  in  the  purification  of 
sulphuric  acid. 

The  mixture  should  contain  about  15  p.c. 
arsenic  and  26-28  p.c.  sulphur ;  it  is  placea  in 
flask-shaped  earthenware  retorts,  holding  about 
60  lbs.  when  two-thirds  full,  which  are  connected 
with  similar  receivers.    The  retorts  are  gradually 
heated  to  redness  and  kept  so  for  8-12  hours. 
The  crude  realgar  should  be  compact,  dark, 
and  rich  in  arsenic ;   if  sulphur  be  in  excess  it 
is  friable  and  light  red.    It  is  re-melted  rapidly 
in  cast-iron  pans  with  the  requisite  amount  of 
sulphur  or  arsenic,  or  with  realgar  of  poorer  I 
quality.    The  mass  is  cleared  of  slag  and  heated  I 
until  quite  fluid,  and  until  a  small  quantity  ' 
shows  the  proper  appearance  on  cooling.    It 
is  then  poured  into  conical  sheet-iron  moulds. 

Greater  care  is  necessary  in  the  preparation 
of  realgar  than  of  orpiment,  and  an  assay  is 
frequently  made  to  ascertain  the  exact  propor- 
tions required  before  the  final  melting. 

It  is  hard  and  brittle,  generally  opaque,  with 
vitreous  conchoidal  fracture,  orange  or  hyacinth 
red  in  mass  and  orange-red  in  powder.  Its 
sp.gr.  is  3*4-^*6,  and  its  usual  composition 
is  arsenic  75,  sulphur  25.  It  volatilises 
easily  before  the  blowpipe  with  a  smell  of  garlic 
and  '^buming  sulphur,  is  insoluble  in  ^vater  or 
hydrochloric  acid,  but  soluble  in  alkaline 
sulphides. 

Realgar  is  a  constituent  of  blue  fire  and  of 

*  white  Bengal  fire,'  which  is  used  as  a  signal 
light,  and  consists  of  realgar  2,  sulphur  7, 
potassium  nitrate  24. 

The  finest  variety,  esx)ecially  that  which 
occurs  native,  is  used  as  a  pigment  by  artists.   ^ 

Orpiment.  Operment,  Oelbes  Bauschgelb, 
Risigcdlum,  Auripigmentum  (of  which  its  usual 
name  is  a  corruption).  Yellow  Sulphide  of 
Arsenic,    Aafi^. 

This  sulphide  is  formed  as  a  yellow  pre- 
cipitate when  sulphuretted  hydrogen  is  passed 


through  a  solution  of  arsenious  acid  in  hydro- 
chloric acid. 

Schultze  (J.  pr.  Chem.  25,  431)  considers  that 
another  form  of  the  trisulphide  exists  which  is 
soluble  in  water  (v.  Colloids). 

On  the  large  scale  it  is  prepared  by  subliming 
sulphur  with  arsenious  oxide,  2  parts  of  arsenious 
oxide  and  1  part  sulphur  being  a  common  pro- 
portion ;  the  colour  of  the  product  is  lighter  when 
less  sulphur  is  used. 

According  to  K.  Wagner,  a  very  fine  colour 
may  be  produced  as  follows : — 2  parts  finely 
ground  barium  sulphate  are  calcined  with  1  part 
powdered  charcoal  or  other  carbonaceous  matter, 
and  the  product  is  pulverised,  mixed  with  1  part 
ground  orpiment,  boiled  in  water  and  filtered. 
The  solution,  containing  a  sulpharsenite  of 
barium,  is  precipitated  by  the  addition  of  sul- 
phuric acid.  By  the  addition  of  a  suitable 
amount  of  barium  chloride  before  precipitation, 
the  pigment  may  be  correspondingly  lightened  in 
colour. 

Orpiment  is  insoluble  in  water  but  very 
soluble  in  alkaline  sulphides.  It  was  formerly 
much  used  as  a  pigment  under  the  name  of 
King's  Yellow,  but  now  is  largely  replaced  by 
chrome  yellow.  The  lighter  varieties  contain 
as  much  as  80  to  90  p.c.  of  arsenious  oxide, 
and  are  consequently  very  poisonous.  The 
darker  varieties  contain  from  1  p.c.  to  15  p.c.  of 
the  oxide  and  from  0*2  to  3  p.c.  non-volatile 
matter.  It  is  used  in  pyrotechny,  and  the  finer 
kind,  especially^  the  mineral,  is  made  into 
pigment  tor  artists. 

It  was  formerly  used  as  a  deoxidising  agent 
in  the  reduction  of  indigo  blue,  and  in  ammonia- 
cal  solution  in  silk-dyeing.  A  mixture  of  9 
orpiment  and  1  quicklime  made  into  a  paste 
with  water  is  used  under  the  name  of  *  Rusma ' 
for  removing  hair  from  skins,  but  is  now  generally 
replaced  by  the  solution  of  sulphide  of  lime 
prepared  from  the  spent  lime  of  gasworks. 

Arsenic  pentasulphide  AaJS^  Berzelius  in 
1826  stated  that  this  compound  was  formed  when 
sulphuretted  hydrogen  is  passed  through  a 
moderately  concentrated  solution  of  arsenic  acid, 
but  the  precipitate  was  ^nerally  considered  to 
be  a  mixture  of  the  tnsulphide  and  sulphur. 
Bunsen  in  1878  showed  that  it  was  produced  on 
passing  a  rapid  current  of  sulphuretted  hydrogen 
through  a  hot  hydrochloric  acid  solution  of  an 
alkaline  arsenate,  and  his  results  were  confirmed 
by  McCay  in  1887  (c/.  Brauner  and  Tomicek, 
dbem.  Soc.  Trans.  1888,  147). 

Arsenic  pentasulphide  is  totally  insoluble  in 
water,  alcohol,  or  disulphide  of  carbon.  The 
dry  substance,  on  rubbing  in  a  mortar,  becomes 
strongly  electrical. 

Aismdc  chloride.  Butter  of  arsenic.  Caustic 
oil  of  arsenic  AsClj  is  produced  by  the  action 
of  chlorine  on  arsenic ;  by  distilling  arsenic 
with  mercuric  chloride  ;  and  by  distilling  arsen- 
ious oxide  with  strong  hydrochloric  aci(L  It  is 
a  colourless,  oily  liquid,  of  Bp.gr.  2*205  0^/4° 
boUing  at  130-2*  (Thorpe). 

The  chloride  and  iodide  are  used  to  a  slight 
extent  in  medicine.  H.  W.  H. 

Oboanic  Compoukds  of  Absekic. 

Cacodyl  oxide  {Dimethyl  arsine  oxide) 
[As(CH3)2l«0  is  formed  by  the  dry  distillation  of 
a  mixture  of  equal  parts  of  potassium  acetate 
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and  arsenic  trioxide.  As  thus  obtained,  it  is 
spontaneously  inflammable  owing  to  the  presence 
of  free  cacodyl.  When  pure,  it  is  an  oily 
liquid,  b.p.  150^  insoluble  in  water,  and  of  a 
powerful  and  nauseous  odour.  It  is  eztromely 
poisonous.  With  acids  it  forms  salts,  such  as 
cacodyl  chloride  As(CH,)«<l ;  this,  on  heating 
with  metallic  zinc,  in  abserce  of  air,  yields 
cacodyl  AssCCH,)^,  as  a  colourless,  liquid,  which 
takes  fire  on  exposure  to  air.  This  compound 
also  has  an  intensely  disagreeable  smell,  and  is 
very  poisonous. 

Caeodylie  aeid  (CH,).AsOOH  is  obtained 
by  the  oxidation  of  cacodyl  oxide  by  means  of 
mercuric  oxide.  It  is  a  crystalline,  odourless 
substance,  and  is  not  poisonous  (Bunsen ; 
Marshall  and  Greene,  Amer.  Chem.  J.  8,  128). 
The  salts.of  caoodylic  acid,  especially  the  sodium, 
ma^esium,  and  strychnine  salts,  have  been 
used  in  medicine,  but  have  fallen  into  disfavour 
on  account  of  their  lack  of  arsenical  effect,  and 
of  certain  unpleasant  efifects  attendant  upon 
their  use. 

Dbodlum  methyburseiuite,  'wrhenal*  ('New 
cacodyl*)  CH,'AsO(ONa)-  is  prepared  by  the 
interaction  of  methyl  iodide  ana  sodium  arsenate 
in  the  presence  of  excess  of  alkali.  It  is  a  white 
crystalline  compound,  easily  soluble  in  water, 
but  only  slightly  soluble  in  alcohol.  It  may  be 
distinguished  from  sodium  cacodylate  by  means 
of  mercuric  chloride,  which  gives  a  reddish- 
yellow  precipitate  with  arrhenal,  but  a  white 
Srecipitate  with  the  cacodylate  (Martindale, 
.  Chem.  Soc.  Ind.  1907,  907). 

The  compounds  of  arsenic  with  aromatic 
radicles,  especially  atoxyl  and  its  congeners,  have 
attained  importance  in  the  treatment  of  *  sleeping 
sickness,' Gambia  fever,  &c.,  which  are  due  to  the 
presence  of  specific  trypanosomata  in  the  blood 
(».  Plimmer  and  Thomson,  Proc.  Roy.  Soc.  B. 
1907,  606). 

Diphenylanlnie  aeid  (Phenyl  caeodylie  acid) 
(C,H,), :  AsO-OH  is  prepared  as  foUows : 
Diphenyl-arsenious  chloride,  one  of  the  products 
of  the  interaction  of  mercury  diphenyl  and 
arsenious  chloride  (Michaelis,  &er.  8,  1316;  9 
1566),  is  mixed  with  water  and  treated  with  a 
rapid  stream  of  chlorine  at  a  temperature  of 
60*^-70*. 

DlphenyUnlnie  ehloride  (CcH,)2AsCl3  is 
thus  formed :  the  solution  is  evaporated  to 
dryness  on  the  water-bath,  and  the  residue  taken 
up  with  water,  from  which  the  acid  can  be 
crystallised  in  long  needles ;  m.p.  174^  (Mi- 
chaelis, Annalen,  201,  231 ;  321,  151).  Martin- 
dale  recommends  the  use  of  ether  as  a  solvent. 
(For  an  alternative  method  of  preparation,  see 
Sachs  and  Kantorowies,  Ber.  41,  2767.) 

p-TolylAnlnie  acid  CH,;C,H4AsO(OH)t  is 
prepared  by  passing  chlorine  into  a  mixture 
of  1  part  p-tolyl-arsenious  chloride  and  6  parts 
water  at  60®-70**.  The  solution  is  evaporated 
to  dryness  and  the  residue  boiled  with  water, 
from  which  the  acid  crystallises  (Martindale). 
The  acid  has  been  found  efficacious  in  destroying 
trypanosomes  (Plimmer  and  Thomson,  ibid.). 

p-Aminophenylarsinic  aeid  (Arsanilic  acid) 
was  first  prepared  by  Bechamp  in  1863  (Ck)mpt. 
rend.  56,  1172),  by  heating  aniline  arsenate  at 
190**-200".  He  supposed  it  to  be  an  anilide  of 
arsenic  acid.  Ehrlich  and  Bertheim  have  shown 
(Ber.  40.  3292)  that  the  acid  has  the  composition 


expressed  by  the  formula  NH2'C,H4'AsO(OH).. 
It  is  weakly  basic,  and  forms  salts  with  acids 
which  are  at  once  hydrolysed  by  water. 

Sodium  ;>-aiiiinoph6iiylaninate,  known  as 
*  atoxyl '  (araamiUf  aoamin)  NHj-C^H^'AsO 
(OH)ONa,  is  obtained  by  neutralising  the  above 
acid  with  soda.  It  is  a  white  salt,  crystallising 
with  an  amount  of  water  variousl}'  stated  to  be 
between  2  and  6  molecules,  and  effloresces  on 
exposure  to  air  (Moore,  Nierenstein  and  Todd, 
Biochem.  Jour.  1907,  300 ;  v.  also  Ehrlich  and 
Bertheim).  The  anhydrous  salt  is  soluble  in 
methyl  alcohol,  but  almost  insoluble  in  ether, 
acetone,  benzol,  or  chloroform.  (For  its  thera- 
peutic action,  see  Pharm.  Chem.  Jour.  1907, 
528.)  It  is  at  present  the  compound  of  arsenic 
most  largely  used  in  combating  trypanosomes. 

Atoxyl  solutions  should  be  maae  with  cold, 
boile<l  .water  and  kept  in  the  dark.  They  must 
not  be  allowed  to  become  alkaline,  and  should 
be  boiled  for  two  minutes  (not  more)  before  use. 

(For  a  method  of  estimating  either  arrhenal 
or  atoxvl,  v,  Bougault,  J.  Pharm.  Chim.  1907, 
13.) 

Meroury  ;>-aiiilnoplieiiylarsiiiate  (AayphU) 
has  been  suggested  as  a  substitute  for  atox^'l. 
It  may,  in  common  with  many  other  insoluble 
organic  compounds  of  arsenic,  be  dissolved  in 
glycerol,  ana  this  solution,  strong  or  diluted, 
used  for  injection.  It  is  said  that  such  a  solution 
has  a  stronger  action  on  trypanosomes  than  has 
atoxyl  (P.  WolflP,  Ger.  Pat.  213394,  1908). 

Aoetyl-i>-aminophenylarsiiiie  aeid  (AcetyU 
arsanilic  acid)  CH,<X)NHC,H4As(0H),  is 
prepared  by  aoetylating  31  parts  of  atoxyl  with 
55  parts  of  acetic  anhydride,  and  then  adding 
300  parts  of  water  and  52  parts  hydrochloric 
acid  (Ber.  40,  3292).  By  neutralising  the  acid 
with  soda. 

Sodium  aoetyl-i^-aminophenylaninate  (' Ar- 
sacetin,*  acetyl-atoxyl)  CH.CO-NH-C.H^- 
AsO(OH)*ONa  is  obtained  as  a  white  crystalline 
powder,  soluble  in  water  (1 :  10).    Tms  com- 

g3und  is  stated  to  be  less  toxic  than  atoxyl  (t;. 
xtra  Pharmacopoeia,  xiii.  168),  and  its  solutions 
can  be  sterilised  by  heat  and  stored  without 
alteration.  It  has  been  successfully  exhibited 
in  cases  of  syphilis,  and  is  very  active  in  com- 
bating trypanosomes. 

Phenylglyelne-p-aninie  aeid 

C0,HCH,NHC,H4A80(0H)a 

is  prepared  either  by  mixing  sodium  p-amino- 
arainate  (*  atoxyl ')  and  chloroacetic  acid  in  hot 
water,  or  by  hydrolysing  with  alkalis  the  nitrile 
CN-CH,NH-C,H4A80(0H),  produced  by  warm- 
ing together  in  aqueous  solution,  ]}-aminophenyl- 
arsinic  acid,  potassium  cyanide  and  40  p.c. 
formaldehyde  (D.  R.  P.  204664). 
Anenoplienylglyeiiie  (*  418 ') 

Ab,(C,H4-NH-CH,C0,H)„ 

a  reddish-brown  powder,  soluble  in  aqueous 
sodium  carbonate,  but  insoluble  in  dilute  mineral 
acids,  and  the  ordinary  organic  media,  is  pre- 
pared by  reducing  the  preceding  compound  with 
alkaline  sodium  hyposulphite  (D.  R.  P.  206057  • 
U.S.  Pat.  888321).  This  substance  has  given 
promising  results  in  sleeping  sickness.  Ehrlich 
supposes  that  it  acts  on  tnat  part  of  the  trypano- 
some  concerned  with  multiplication.  The 
sodium  salt  is  a  readily  soluble  yellow  powder, 
which,  however,  can  l>e  preserved  only  in  sealed 
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tubes;    it  has  found  employment  in  a  5  p.c. 
ointment  in  eye  affections  and  eczema. 
P-Hydroxyphenylarslnie  Mid 

HO-C,H4A80(OH)2, 

yellow  prisms;  m.p.  173^-174°,  is  obtainable 
either  directly  by  heating,  phenol  and  crystallised 
arsenic  acid  at  160°  for  4  hours,  or  by  decompos- 
ing with  hot  water  the  diazonium  deriyative  of 
p-aminophenylarsinio  acid. 
2-Nttrophenol-p-aniDlo  add 

HOCHj(NO,)AsO(OH)„ 

is  prepared  by  dissolying  the  sodium  salt  of  the 
preceding  acid  in  cold  concentrated  sulphuric 
acid  and  adding  to  the  solution  at  0°  the  calcu- 
lated  amount  of  nitric  acid  (Bp.gr.  1-4)  mixed 
with  an  equal  yolume  of  sulphuric  acid. 

•4  :  4'-]jIhydroxy-3  :  3'-dlaiiilnoar8enobeiizene 
bydroehloride  As,[C«H,(0H).NH,]„2Ha  (Sal- 
varsan,  *  606  *)  is  produced  by  reducing  the 
preceding  compound  with  sodium  sulphide,  when 
the  free  base  separates  as  a  yellow  crystalline 
precipitate,  soluole  in  dilute  hydrochloric  acid 
or  aqueous  alkalis,  and  reprecipitated  from  the 
latter  by  acetic  acid.  This  compound  appears 
to  haye  a  specific  action  on  trypanosomes  and 
spirochetes  with  a  minimum  eyil  after-effect  on 
the  host  of  these  parasitic  organisms.  Very 
remarkable  curatiye  results  haye  been  obtained 
in  syphilis,  relapsing  feyer,  f rambcesia,  and  fowl 
spinllosis.  The  drug  has  also  been  exhibited 
with  some  success  in  malaria  and  leprosy ;  it  is 
applied  in  the  form  of  injections,  which  may  be 
either  subcutaneous,  intramuscular,  or  intra- 
yenous. 

When  a  sufficient  dose  is  administered  it  is 
frequently  found  that  complete  disappearance  of 
the  specific  oraanism  is  effected  after  a  single 
injection  {v,  Ehrlich  and  Hata,  Die  experimen- 
teUe  Chemotherapie  der  Spirillosen  (Syphilis, 
Riickfallfieber,  Huhner  Spirulose,  Frambo^sie) ; 
J.  Bresler,  Die  Syphilisoehandlung  mit  dem 
Ehrlich-Hata'schen  Mittel;  Martindale  and 
Westcott,  Salyarsan  or  '606/  1911).  (For  organic 
arsenic  compounds  containing  two  or  thre 
aromatic  or  hydroaromatic  groups,  v.  Chem.  Soc. 
Trans.  1908,  93,  1180,  1893,  2144;  1909,  95, 
1473;  Ber.  1908,  41,  931,  1672;  1910,  43, 
924.) 

Anenogene  is  an  indefinite  compound  of 
peptonised  casein  and  arsenic,  recommended  for 
medicinal  use  by  Salkowski  (Apoth.  Zeit.  1908, 
114). 

The  preparation  of  albuminoid  compounds  of 
arsenic  has  been  patented  by  Klopfer  (D.  R.  P. 
214717,  1908)  and  Qnezda  (D.  R.  P.  201370, 
1906). 

(For  the  det<ermination  of  arsenic  in  organic 
compounds,  see  Little,  Cahen  and  Morgan,  l^ans. 
(Iiem.  Soc.  1909,  1477.) 

ABSENICAL  PYRITES  or  Arsenical  mundic. 
Names  commonly  used  by  miners  for  the  mineral 
mispickel  {q,v,)  or  arsenopyriie  (FeAsS),  which  is 
the  principal  ore  of  arsenic. 

ARSENIC  MOULD.  Penicillium  hrtvicauU. 
This  organism,  first  obtained  by  Gosio,  in 
presence  of  an  arsenic  compound,  forms  diethyl' 
arsine  AsHiC^H^)^,  to  which  the  poisonous  gas 
developed  by  wall-papers  containing  arsenic  is 
probably  due.  The  formation  of  diethylarsine 
by  the  action  of  this  mould  has  been  used  as  a 
test  for  arsenic  by  Markmann  (Chem.  Zentr. 


I  1900,  ii.  1187);    Galli- Valeric  and  Strzyzowski 
j  {ibid,  1901,  i.  63). 

I        Penicillium  hrevicaule   also  gives  garlic   or 
■  mercaptan-like    odours    with    compounds    of 
selenium  and  tellurium  (Maassen,  C!hem.  Zentr. 
1902,  i.  1246). 
I       ARSENOGENE.    Trade  name  for  an  albu- 
1  minous  preparation  of  arsenic  and  iron  obtained 
i  by  heating  peptonised  casein  with  arsenic  acid 
and  ferric  ammonium  sulphate.     Used  in  medi- 
cine  (Salkowski,  Apoth.  Zeit.  1908,  23,  114). 
ARSENOPTRITE  t;.  Misfickel. 
ARSIME.    Arsenic  irihydride  {v,  Absekig). 
ARTEMISIN.    An  alkaloid  isolated  by  Merck 
from  the  mother  liquors  obtained  in  the  prepara- 
tion  of  santonin  from  the  seeds  of  Artemisia 
maritima.    Forms  colourless  crystals ;  m.p.  200® ; 
sparinffly  soluble   in   water,   more  soluble    in 
alcohol;  [a]  —84*3®.     With  hot  soda  solution 

gives  a  carmine  red  solution,  colourless  on 
cooling.  Gives  an  oxime  with  hydroxylamine, 
and  a  nydrazone  with  phenyUiydrazine  (Bertolo, 
Pharm.  J.  1902, 489  ;  Freund  and  Mai,  Ber,  1901, 
3717  ;  cf.  Wedekind  and  Koch,  Ber.  1905,  1846).' 

ARTICHOKE.  Three  vegetables  are  known 
by  this  name :  (1)  the  Globe  artichoke — ^the 
flower  head  of  Cynara  scclymus  ;  (2)  the  Jeru- 
salem artichoke — ^the  tuber  of  Helianihus 
tvberosus ;  (3)  the  Japanese  or  Chinese  artichoke 
— called  also  Chorogi — the  tuber  of  Stachys 
tvberifera. 

The  following  are  analyses  of  the  tubers  of 
the  two  latter : — 

Carbo- 
Water  Protein  Fat  hydrates  Ash 
Jerusalem  arti- 
choke      .         .  79-5     2-6     0-2     16-7    1-0 
Stachys  tuberifera  78-05  4-32  016   14*63  1-21 

(Strohmer  and  Stift,  Bied.  Zentr.  21, 820.) 

The  *  protein '  of  the  Jerusalem  artichoke 

includes  much  material  other  than  true  proteid  ; 

the  carbohydrates  consist  largely  of  inulin  and 

levulin. 

According  to  Tanret  (C^mpt.  rend.  1893,  117, 

50),  two  other  carbohydrates — hdianihenin  m.p. 

176®,  12C,Hjo05+3H20,  and  synanlhrin,  m.p. 

170",  8C,Hio05+H.O--are  also  present,  and  the 

levulin    or    synantnroee    described    by    other 

observers  as  occurring  in  artichokes,  is  a  mixture 

of  saccharose  and  synanthrin. 

The  tubers  of  Stachys  tuberifera  contain  many 

nitrogenous  substances  of  an  amide  nature — 

glutamine,  tyrosine,  arginine,  choline,  trigonelline, 

and  the  characteristic  body,  sttichydrine 

I  >o 

H,— N(CH,),/ 

The  amount  of  the  last-named  is  estimated  a1 
0*18  p.c.  of  the  dry  substance  (Schulze  and 
Trier,  Zcitsch.  physiol.  Chem.  1910,  67,  59). 
The  characteristic  carbohydrate  is  stachyose 
Ci8HmO,„3H,0  iq.v.),  H.  L 

ARTOCARPUS  BARK.  The  inner  bark 
(bast)  of  the  bread-fruit  tree  [A.  incisa  (Linn.)] 
I  is  used  by  the  South  Sea  Islanders  for  making 
;  ropes  and  clothing.  According  to  Moeller 
(Dingl.  poly.  J.  231,  463),  this  fibre  would  pro- 
bably be  a  very  useful  one.  It  can  be  obtained 
in  large  quantities. 

ARTOCARPUS  INTEGRIFOLIA  (Linn.  f.). 
(Jack  Tree)  v.  Jackwood  ;  Dyes,  Natural. 
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ARUM  MACULATUM  (Linn.).  The  commoD  ; 
arum,  '  wake  robin,'  or  '  lorda  »nd  ladies,' '  cowa 
ftntl  calves,'  formerly  known  as  '  sbion  '  jaous, 
'  ramp,'  '  ^tiuch  wort,'  contains  a  starch  which 
MOK  made  into  a  kind  of  aTTouToot  in  the  Isle  ' 
of  Portland,  and  won  tho  active  insrodicnt  of 
'  Portland  ponder,'  a  so-called  specift;  for  jjout.  ■ 
Occaaiomdh'  sold  in  Paris  as  a  cosmetic,  under 
the  name  of  poudre  de  Cyprt. 

Amorphophaliut  campantiiatfu  (Blume)  is 
used  in  India  as  a.  vegetable  and  also  in  medicine, 
as  are  other  of  the  Arums.  Many  of  the  Aroideai  ' 
act  as  poisons,  their  toiic  action  being  duo 
apparently  to  the  irritation  induced  by  the 
raphidtw  contained  in  tho  cells  (Fedler  and 
Warden,  Jour.  Asiatic  Soc.  of  Bengal.  G7,  2,  i 
lOe  ;  Stahl ;  PBanien  nnd  Schnecken,  Zeitsch.  ' 
Nat.  n.  Med.  Jeka,  «ii.  N.  F.  xv.  1888).  i 

ASAFCETIDA  v.  Gum  hisins.  , 

ASAPBOL  V.  Abrastol. 

ASARUH  CAMADEKSE  (Linn.).  A  pUnt  ' 
indigenous  to  North  America,  where  it  is  known  ' 
by  the  names  of  '  Wild  Qinoer,'  or  '  Canada 
Snake-root.'  The  rhiiome  yields  on  distillation 
an  essential  oil  used  in  perfumery,  containing  a  ! 
phenol  C,H],()„  d-  and  !■  pinenc,  d-linalool,  i 
tbomeol,  i-terpineol,  geraniol,  eugenol  methyl  ■ 
ether,  a  lactone  C.jH„0„  a  mixture  of  tatty  i 
acids,  including  palmitic  and  acetic,  and  a  blue  . 
oil  of  undetermined  composition,  consisting  of  . 
oxygenated  substances  of  alcoholic  nature  ' 
(Power  and  Seed,  Chem.  Soc.  Trans.  1902, 
81,  69). 

ASBARO.  Asbarg  consists  of  the  dried 
flowers  and  flowering  stems  of  the  Ddphinium 
zatil,  which  is  found  in  great  quantity  in  Afghani- 
stan. The  dyeatuff  is  collected  and  taken  to 
Hultan  and  other  Punjab  towns,  from  which  it 
is  conveyed  all  over  India.  It  is  much  used  in 
silk-dyeing  for  the  production  of  a  sulphur- 
yellow  colour  known  as  '  gandkaki,'  and,  together 
with  Datitca  caTtnabina,  to  obtain  a  similar 
shade  on  alum- mordanted  silk ;  it  is  also  used 
in  calico-printing.  The  flowers,  which  ore  bitter, 
are  likewise  employed  medicinally  as  a  febri- 

The  colouring  matters  of  asbarg  are  present 
entirely  as  glucosides,  sad  are  beet  isolated  in  the 
crude  oonditim  by  digesting  the  boiling  aqueous 
extract  with  a  little  sulphuric  acid  (Perkin  and 
Pilgrim.  Chem,  Soc.  Trans.  1898,  268).  A 
brownish-yellow  powder  thus  separates,  whioh 
contains  three  substances :  itorhamtuiin,  gver- 
cetin,  and  hampferol. 

Itorhamnetin  C„n,,0,,  the  sparingly  soluble 
constituent,  forms  yefiow  needles  resembling 
rhamnetin  in  appearance.  With  leod  acetate  in 
alcoholic  E<Jution,  on  oronRo-red  precipitate  is 
formed,  whilst  ferric  chloride  cives  a  greenish- 
black  colouration.  Fused  ivith  alkali,  phloro- 
fflunnol  and  protocolecAuic  acid  are  proiluced, 
and  wheD  air  is  aspirated  through  its  alkaline 
solution,  phloTogluciruyt  and  vanitlic  acid  are 
obtained. 

With  acetic  anhydride  ino'hamnetin  gives  a 
Ittra-ac^yl,  derivative  C,,H.O,(C,H,0)„  colour- 
less needles,  m.p.  1B5°-I9fl°  ;  and  with  methyl 
iodide  a  irimfthyl  ether,  which  is  identical  with 
qumrtia  Ulramethyl  eihar.  As,  moreover,  by 
the  action  of  bydriodic  acid  isorhamnetin  yields 
qupTcelin.  its  conulilution  can  only  be  repre- 
sented as  follons : — 


OH 
I'he  dyeing  iiropertiea  of  uorhamnctin  are 

similar  in  character  to  those  given  by  haampferol 
isoRbamnetin  is  also  present  in  yellow  wall- 
flowers [ClmTonthM  eheiri)  (Perkin  and  Hum- 
mel); in  red  clover  ftowws,  Trifolium  jtraiense 
(Power  and  Salway.  Chem.  Soc. Trans.  J910,  97, 
24S).  A  description  of  the  more  soluble  colouring 
matters  quercetin  [juCTKifron  bark)  and  hromp- 
ferol  (Ddphiuium  foiuojida)  are  given  elsewhere. 

la  dyeing  propertita  asbarg  closely  resembles 
quercitron  bark,  but  yields  with  aluminium 
mordant,  a  purer  or  leas  orange-yellow.  It  is. 
however,  a  much  weaker  dye^ufi,  having  but 
35  p.c  the  dyeing  power  of  quercitron  bark. 
The  colouring  matter  of  the  flowers,  minue  the 
flowering  st^ks,  is  present  to  the  extent  of 
3-47  p.c.  A.  G.  P. 

ASBESTOS,  from  Ka-^drrai,  'unquenchod.' 
Both  in  ancient  and  modem  times  various 
silicate  minerals,  closely  resembling  one  another 
in  their  Gnely  fibrous  texture  and  flexibility, 
have  been  and  are  still  confused  under  this 
name.  The  same  is  true  also  of  the  name 
'  amianthus  '  or  '  aminat«9  '  (i^ifavroi,  '  un- 
de&lcd,'  because  not  injured  by  fire).  They  are, 
therefore,  collective  names  01  no  more  definite 
sijlTufication  than  the  adjective  '  asbestiforra.' 
Mineralogista  are,  however,  agreed  in  limiting 
the  name  asbestos  to  the  Qbrous  forms  of  horn- 
blende, but  this  limitation  is  not  generally 
observed.  Any  ambiguity  may  be  avoided  by 
using  the  terms  amphibolo-asbestos  (or  horn- 
blende-asbestos),  serpentine -asbestos,  &c.,  for 
these  asbestiform  minerals.  The  finely  fibrous 
texture  is,  of  course,  an  accidental  character  of 
the  mineral  species,  depending  on  the  enormous 
elongation  in  one  direction  of  the  individual 
crystals  which  form  the  aggregate.  Such  a 
character  might,  indeed,  be  assumed  by  many 
kinds  of  minerals ;  but  it  is  only  the  following 
that  are  of  any  importance  in  this  connection  : — 


The  first  two  of  these  differ  only  in  the 
relative  proportions  of  the  mutually  replaceable 
magneaium  and  ferrous  iron  (and  cousequentJy 
also  in  their  eolourp.  whioh  are  white  and  ^recn 
respectively),  and  they  are  merely  vorietiea  of 
the  species  amphibole  or  hornblende.  Croci- 
dolite  is  another  species  of  the  amphibole 
group  of  minerals.  cryatalliBing  in  tlie  mono- 
clinic  system,  and  also  with  an  angle  ot  68° 
between  its  prismatic  cleavages.  It  is  known 
in  the  trade  as  'blue  asbestos,'  and  it  gives 
the  name  to  the  Asbestos  Mountains  in  South 
Africa,  where  it  is  found.  Whilst  hornblende 
is  more  fn^quently  found  as  stout  crystals 
and  compact  masses,  orocidolito,  on  the  other 
hand,  is  as  yet  known  only  in  the  finely  fibrous 
form.  Anthophyllite  ato  helongs  Ui  the 
amphibole    group,    but    is    orthorhombio    in 
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crystalliaation.  Some  of  the  asbestos  mined  in 
the  United  States  is  of  this  kind.  Serpentine 
occurs  in  nature  as  large  rock-masses,  and  the 
compact  rock  is  frequently  traversed  by  veins 
of  fibrous  material  of  the  same  composition ; 
the  latter  is  known  to  mineralogists  as  chrysotiUf 
and  in  the  trade  as  *  asbestos '  or  *  Canadian 
asbestos.*  In  the  minerals  of  the  palygorskite 
group  (A.  Fersmann,  Bull.  Acad.  SoL  St.  Peters- 
burg, 1908,  ii.  255,  637)  the  fibres  rarely 
show  a  parallel  arrangement,  but  are  more 
usually  matted  and  interwoven,  giving  felted 
masses  known  &a  *  mountain-leather,*  moun- 
tain-cork,* and  '  mountain- wood.'  It  is,  how- 
ever, to  be  remembered  that  these  trivial  names 
may  also  be  applied  to  similar  aggregates  of 
fibrous  amphibole. 

From  a  practical  point  of  view,  the  most 
important  of  these  are  trenwlite-asbesios  and 
serpentine-a^estoSf  which  in  the  trade  are  known 
as  *  Italian  asbestos  '  and  *  Canadian  asbestos  ' 
respectively.  The  former  is  met  with  as 
aggre^tes  or  bundles  of  white  or  greyish  fibres, 
sometimes  several  feet  in  length,  usually  arranged 
parallel  to  the  surfaces  of  crevices  in  the  meta- 
morphic  and  crystalline  rocks  of  mountainous 
districts.  It  is  mined  in  the  Alps,  Urals,  and 
Appalachians.  The  supply  is  limited  and  un- 
certain, and  the  hardness  of  the  enclosing  rocks 
makes  mining  difficult.  The  principal  mines 
are  those  in  the  north  of  Italy,  m  the  Susa  and 
Aosta  valleys  in  Piedmont,  and  the  Valtellina 
in  Lombardy. 

Serpentine-asbestos,  or  chrysotile,  occurs  in 
smaU  veins  forming  an  irregular  network  in 
serpentine-rock.  It  has  in  the  closely  com- 
pacted mass  an  oU-yellow  or  greenish  colour 
with  a  pronounced  silky  lustre  and  a  certain 
degree  of  translucency.  When  rubbed  or 
crushed,  it  readily  separates  into  white  cottony 
fibres  (pierie  Ik  coton  of  the  French-Canadians). 
The  fibres  are  arranged  perpendicularly  to  the 
walls  of  the  vein,  and  are  usually  only  an  inch 
or  two  in  length,  never  exceeding  6  inches. 
The  mineral  usiially  contains  2-3  p.c.  FeO 
isomorphously  replacmg  magnesia.  Although 
chrysolite  is  found  at  all  the  localities  where 
serpentine-rock  occurs  {e.g.  the  Lizard  district 
in  Cornwall),  it  is  only  in  Canada  that  it  is  mined 
to  any  large  extent,  and  there  only  since  1878. 
The  mininff  districts  are  near  the  villages  of 
Thetford,  Black  Lake,  East  Broughton,  and 
Danville  in  Quebec.  The  asbestos  quarried  by 
the  ancients  at  Karystos,  in  Enbosa  (Kary- 
stian  stone),  and  in  Cyprus,  was  also  a  ser- 
pentine-asbestos (J.  W.*  Evans,  Mineral.  Mag., 
1006,  xiv.  143).  It  was  used  for  wicks  in 
the  perpetually  burning  lamps  of  the  temples ; 
and  was  woven  into  napkins,  which  could  be 
cleansed  by  fire,  and  into  cremation  shrouds. 

These  two  khxds  of  asbestos — ^the  hornblende- 
asbestos  and  the  serpentine-asbestos — differ 
somewhat  in  their  resistance  to  acids  and  heat. 
Chrysotile  is  decomposed  by  hydrochloric  and 
sulphuric  acids ;  at  a  red  heat  (but  not  below) 
it  loses  water,  and  the  fibres  can  be  fused  in  the 
bunsen-flame.  Tremolite-asbestos  is  not  at- 
tacked by  acids,  and  it  is  more  difficultly 
fusible.  (Crocidolite  fuses  readily  to  a  black, 
maenetic  ^ass.)  On  the  other  hand,  the  fibres 
of  cnrysotue  are  more  flexible  and  more  suitable 
for  textile  purposes-  Notwithstanding  these 
Vol.  I.— 7*. 


differences,  the  two  varieties  are  put  to  the  same 
uses,  but  serpentine  asbestos  is  employed  in 
far  larger  quantities.  Spun  asbestos  is  largely 
used  for  steam  packings,  fireproof  curtains  ;  and 
as  cloth,  twine,  and  rope  it  finds  a  variety  of 
applications.  As  an  insulating  material,  as- 
bestos fibre  is  used  for  coating  steam  and  hot- 
water  pipes  and  cold-storaffc  plants;  and  as  a 
lining  m  safes,  stoves,  and  furnaces.  For  use 
as  a  constructional  fireproof  material,  it  is  made 
into  bricks,  boards,  millboards,  plasters,  and 
paints,  being  often  mixed  with  other  materials. 
The  so-call^  *asbestic,'  largely  tised  for  wall 
plaster,  is  prepared  by  grmding  the  poorer 
material  and  waste,  which  consists  of  narrow 
veins  of  asbestos  still  enclosed  in  the  serpentine- 
rock.  In  the  laboratory,  asbestos  is  used  for 
filtering  (a  pure  white  tremolite-asbestos  being 
best  for  this  purpose),  for  stoppings  in  com- 
bustion tubes,  and  in  the  form  of  card  for 
supports.  Asbestos  paper  or  twine,  soaked  in 
sodium  silicate  and  afterwards  treated  with 
calcium  chloride  solution,  can  be  used  for 
repairing  glass  apparatus. 

The  production  of  Canadian  asbestos  in  1908 
amounted  to  65,534  short  tons  (of  2000  lbs.), 
valued  at  about  510,0001. ;  and,  in  addition, 
25,239  tons  of  *  asbestio,'  valued  at  about  5000Z. 
The  prices  per  short  ton  vary  from  |[150  to  ^350 
(about  30{.~70{.)  for  the  better  qualities  ('  crude*), 
descending  to  ^10  for  the  smaller  material 
(*  fibro '  and  *  paper  stock  *). 

References. — F.  Cirkel,  Asbestos,  its  Occur- 
rence, Exploitation,  and  Uses  (Mines  Branch, 
Ottawa,  1905);  R.  H.  Jones,  Asbestos 
(London,  1890),  and  Asbestos  and  Asbestio 
(London,  1897) ;  G.  P.  Merrill,  Asbestos  and 
other  Asbestiform  Minerals  (Proc.  U.  S.  Nat. 
Museum,  1895,  xviii.  281),  and  *  Non-metallic 
Minerals  *  (New  York,  1910) ;  Production  and 
Uses  of  Asbestos  (Bull.  Imp.  Inst.  1905,  iii, 
277) ;  The  Technical  Preparation  of  Asbestos, 
{ibid.  1908,  vL  393);  J.  S.  DiUer,  Mineral 
Resources  of  the  United  States,  for  1908,  1909, 
ii,  697 ;  H.  F.  Olds,  Blue  Asbestos  [Crocido- 
lite in  South  Africa]  (Trans.  Inst.  Mining  and 
MetaU.  1899,  vii.  122).  L.  J.  S. 

ASDUANA  V.  Bbidklia  babk. 

ASEPTIN.  Trade  name  for  a  mixture  of 
hydrogen  peroxide,  boric  acid,  and  salicylic  acid, 
used  as  an  antiseptic. 

ASEPTOL.  l^rade  name  originally  given  to 
a  solution  of  o-phenolsulphonic  acid  C«H4(0H) 
SO,H.  It  is  a  thick  reddish  fluid,  of  1-45  sp.gr., 
having  a  faint  odour  like  phenol,  occasionally 
called  sozolic  acid.  It  is  an  antiseptic,  but  does 
not  possess  the  x>oiBonous  action  peculiar  to 
phenol,  and  is  therefore  recommended  for 
surgical  and  ophthalmic  operations  (Chem. 
Zentr.  1884,  720). 

The  aseptol  of  Merok  is  p-phenol  sulphonio 
acid  mixed  with  about  6  p.c.  of  the  o-acid 
(Obermiller,  C^em.  Zentr.  1907,  1615). 

The  name  is  also  given  to  a  preparation  con- 
taining from  0-25  to  10  parts  potassium  oxy- 
quinohne  sulphate,  0*5  to  10  parts  soap,  dissolved 
in  1000  parts  of  water,  mixed  with  terpineol  or 
other  aromatic  substances,  and  occasionally 
glycerol  (Pharm.  Zeit.  1897,  770). 

Aseptol  is  also  the  name  given  to  an  ill-defined 
mixture  of  phenyl  ethers  and  sulphonated 
phenols,  obtained  by  the  action  of  sulphuric 
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acid  on  phenol  in  presence  of  alcohol  (Trillat, 
J.  Soc.  Chem.  Ind.  1892,  1028). 

ASFRAX  or  Trayamana,  An  Indian  drug, 
consisting  of  the  flowers,  flower-stalks,  and  im- 
mature fruit  of  a  species  of  Delphinium.  Used 
in  Bombay  as  a  medicine,  and  as  a  yellow  dye 
for  silk  (Dymock,  Pharm.  J.  [3]  8,  161). 

ASH.  This  term  is  sometimes  used  to  denote 
the  inorganic  or  mineral  matter  contained  in  any 
substance,  but  more  generally  refers  to  the 
residue  left  on  completely  burning  or  incinerating 
it.  The  two  meanings  are  not  necessarily  the 
same,  since  in  any  animal  or  vegetable  substance 
the  inorganic  constituents  are  usually  present  in 
very  di&rent  states  of  combination  to  those  in 
which  they  occur  in  the  residue  left  when  the 
substance  is  completely  oxidised. 

To  ascertain  the  exact  amount  and  oom- 
X>osition  of  the  inoreanic  matter  present  in  any 
organic  substance  is  often  a  matter  of  oon- 
fliderable  difficulty,  and,  in  many  oases.  Is 
impracticable. 

The  term  *  ash '  should  be  used,  therefore, 
only  in  the  second  sense  given  above. 

Most  animal  and  vegetable  substances  leave, 
on  combustion,  a  residue  containing  the  follow- 
ing constituents  in  varying  proportions  : — 


Acidic 

Basic 

Chlorine 

Sodium 

Carbon  dioxide 

Potassium 

Sulphur  trioxide 

Calcium 

Sulphur 

Magnesium 

Phosphorus  pentoxide 

Iron 

SUica 

Manganese 

A  convenient  method  of  minimising  the  loes 
of  chlorides  by  volatilisation  is  to  char  the 
substance  thoroughly  at  a  moderate  temperature, 
then  cool  and  extract  the  black  residue  with 
water,  filter  off  the  soluble  matter,  and  complete 
the  incineration  of  the  residue  after  drying. 
When  all  black  particles  have  disappeared.,  the 
residue  is  allowed  to  cool,  the  aqueous  extract 
added,  evaporated  to  dryness,  and  then 
moderatelv  neated.  Addition  of  ammonium 
nitrate  to  the  black  char  hastens  the  combustion 
of  the  carbon. 

Ash  of  anlmab.  The  proportion  of  ash  con- 
stituents present  in  the  whole  body  of  an  animal 
depends  laigely  upon  its  condition,  being  greater 
in  lean  than  in  fat  animals.  According  to  the 
Rothamsted  experiments,  the  following  table 
gives  the  average  proportions  of  ash  and  of  its 
main  constituents  m  the  whole  bodies  of  various 
farm  animals  in  a  fatted  condition  : — 


Other  constituents,  generally  in  small  quantities, 
are  also  often  present. 

In  the  original  substance  the  greater  portions 
of  the  basic  constituents  in  the  above  list  are 
probably  present  in  combination  with  organic 
acids,  and,  consequently,  are  left  in  the  a^  as 
carbonates  (often  largely  the  case  with  potash 
and  soda)  or  as  oxides  (e.^.  portions  of  the  lime, 
magnesia,  oxides  of  iron,  ana  manganese) ;  while 
the  carbonates,  sulphates,  and  phosphates  are, 
in  many  cases,  derived  from  organic  combina- 
tions of  carbon,  sulphur,  and  phosphorus  exist- 
ing in  the  original  substance.  The  determina- 
tion of  the  amount  and  composition  of  the  ash 
of  animal  and  vegetable  substances,  though, 
perhaps,  inadequate  to  ascertain  the  exact 
nature  of  the  inorsanio  constituents  of  the 
organised  bodies,  affords  valuable  information 
as  to  their  fitness  as  foodstuffs,  and  as  to  the 
needs  of  animals  or  plants. 

In  the  process  of  incineration,  there  is  great 
danger  of  loss  of  chlorides  of  potassium  and 
sodium  by  volatilisation,  also  of  reduction  of 
phosphates  and  sulphates  by  the  reducing  action 
of  the  hot  carbon.  Berthelot  proposed  to  over- 
come Uiese  difficulties  by  heating  in  a  current 
of  oxygen,  the  substance  to  be  incinerated  being* 
previously  mixed  with  a  known  weight  of 
sodium  carbonate  (Compt.  rend.  128,  23). 

Shuttleworth  (Chem.  Zentr.  1899,  ii.  144)  has 
suggested  the  addition  of  calcium  acetate  in 
order  to  prevent  the  sintering  which  is  so  often 
an  obstacle  to  complete  incineration,  and  has 
devised  a  special  platinum  vessel  in  order  to 
prevent  loss  of  chlorides  by  volatilisation,  and  to 
hasten  incineration.  A  modified  form  of  this 
apparatus  is  described  by  Tucker  (Ber.  32,  2583). 


Fat  calf 
Half -fat  ox 
Fat  ox  . 
Fat  lamb 
Store  sheep 
Fat  sheep 
Store  pig 
Fat  pig 


Total 
ash 

3-9 

Phos- 
phoric 
acid 
PiOj 

1-64 

Lime 
GaO 

rata 
MgO 

1*66 

0-08 

61 

1*84 

211 

0-09 

4-2 

1-66 

1-79 

0-06 

3-2 

113 

1-28 

0-05 

3-3 

119 

1-32 

0-06 

3-0 

1-04 

M8 

ooe 

2-8 

lO? 

1-08 

0-06 

1-7 

0-60 

0-64 

0O3 

Potash 
K2O 


0-21 
0-21 
018 
017 
017 
016 
0-20 
014 


The  other  constituents  of  the  ash  consist 
chiefly  of  sodium,  chlorine,  fluorine,  iron,  man- 
ganese, iodine,  and  silica. 

The  bones  and  teeth  contain  the  greater  part 
of  the  phosphoric  acid,  lime,  magnesia,  and 
fluorine;  potash  is  present  largely  in  muscle, 
blood,  and  man^*^  of  the  secretions;  sodium, 
chlorine  and  iron  are  largely  present  in  the 
blood  and  the  secretions,  wliile  iodine  is  mainly 
accumulated  in  the  thyroid  gland. 

(For  the  amount  and  composition  of  the  ash 
of  various  portions  of  the  animal  body,  and  of 
certain  animal  products,  v.  BoNSS;  Blood; 
Milk;  Ao.) 

A  characteristic  of  the  ash  of  animal  sub- 
stances in  general,  is  the  usual  preponderance 
of  lime  over  phosphorus  pentoxide,  and  the 
relatively  high  ratio  of  sodium  to  potassium. 

Ash  of  plants.  The  nature  of  tne  ash  of  the 
leaves,  stems,  &o.,  of  plants  is  affected  to  a 
considerable  extent  by  the  composition  of  the 
soil  in  which  the  plants  grow,  but  the  amount 
and  composition  of  the  ash  of  the  seeds  are  much 
less  variable. 

In  nearly  all  seeds  the  largest  constituent«  of 
the  ash  are  phosphorus  pentoxide  and  potash. 
In  certain  seeds  generally  used  in  their  husk, 
e.g.  oats,  millet,  spelt,  and  barley,  silica  is  a  large 
constituent. 

But  in  the  leaves  and  stems  of  plants, 
phosphorus  pentoxide  usually  forms  out  a 
small  constituent  of  the  ash,  whilst  potash 
and  lime  become  relatively  more  abundant. 
In  cereals  and  grasses,  silica  often  forms  more 
than  half  of  the  total  ash  of  the  straw  and 
chaff. 
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The  following  table,  compiled  chiefly  from  Wolff's  analyses,  gives  the  average  proportions 
of  ash  and  of  its  chief  components  in  various  fresh  or  air-dried  agricultural  products. 
100  parts  of  the  substance  contain : — 


SabBtance 


XaaO  I  MgO 


P2O4 


CI 


8 


>» 


»♦ 


Meadow  grass 
Rye  grass 
Timothy  grass 
Oats,  in  Uossom 
Barley, 
Wheat, 
Rye  fodder 
Red  clover 
White  clover 
Lucerne 
Sainfoin 
Green  vetches 
Potato  tops    . 
Mangold  tops 
Sugar-beet  tops 
Turnip  tops   . 
Chicory  tops  . 
Carrot  tope    . 
Cabbage  heads 
Kohl-rabi  tops 


Meadow  hay  . 
Red  clover  hav 
White  clover  hay 
Lucerne  hay 
Sainfoin  hay 
Oat  hay 
Wheat  straw 
Rye  straw 
Barley  straw 
Oat  straw 
Maize  straw 
Pea  straw 
Field  bean  straw 
Buckwheat  straw 
Flax  straw 
Ilax,  whole  plant 
Hop,       „        „ 
Hops     . 
Tobacco 
Heather 
Broom 
Fern 
Reeds 
Sedge 
Rush 


L  Cfreen  Fodder, 


II.  Hay  and  Straw. 


14-4 

6-66 

1-71 

0-47 

0-33 

0-77 

0-41 

0-34 

1-97 

16-0 

6-66 

1-96 

0-09 

0-69 

1-92 

0-66 

017 

0-16 

16-0 

603 

1-06 

0-47 

0-60 

1-94 

0-86 

0-63 

0-27 

16-0 

6-00 

1-62 

0-07 

0-36 

2-88 

0-61 

0-37 

012 

16-0 

4-63 

1-79 

0-08 

0-26 

1-46 

0-47 

016 

0-18 

14*6 

618 

2-41 

0-20 

0-20 

0-41 

0-61 

0-17 

2-06 

141 

4-26 

0-49 

012 

Oil 

0-26 

0-23 

0-12 

2-82 

15-4 

407 

0-76 

013 

013 

0-31 

019 

0-08 

2-37 

U-O 

4-39 

0-93 

0-20 

Oil 

0-33 

019 

016 

2-36 

141 

4*40 

0-97 

0-23 

018 

0-36 

0-18 

0-16 

211 

14-0 

4-72 

1-66 

ooe 

0-26 

0-60 

0-38 

0-26 

1-79 

14*3 

4-92 

1'07 

0-26 

0-38 

1-86 

0-38 

0-28 

0-28 

18-0 

5*84 

2-69 

0-22 

0-46 

1-36 

0-41 

0-01 

0-31 

16-0 

617 

2-41 

Oil 

019 

0-95 

0-61 

0-27 

0-28 

U-O 

319 

118 

016 

0-23 

0-83 

0-43 

0-20 

0-22 

26-0 

3-23 

113 

016 

0-29 

0-60 

0-74 

0-16 

0-08 

26-0 

7-40 

1-94 

0-28 

0-43 

1-18 

0-90 

0-38 

1-69 

12-0 

6-98 

2-23 

013 

0-21 

101 

0-90 

016 

0-92 

18-0 

19-76 

6-41 

0-73 

2-07 

7-31 

0-71 

0-77 

1-92 

20-0 

3-61 

0-48 

019 

0-30 

0-68 

018 

0-16 

1-27 

16-0 

4-89 

0-69 

0-06 

0-28 

0-32 

0-16 

0-07 

0-19 

16-0 

6-89 

2-62 

0-27 

0-46 

0-83 

0-67 

0-30 

0-36 

18-0 

3-86 

0-33 

0-01 

0-06 

0-23 

0-08 

0-11 

2-76 

14-0 

6-96 

2-31 

0-61 

0-29 

0-37 

0-47 

0-23 

2-18 

14K> 

4*66 

1-67 

0-30 

0-29 

0-43 

0-29 

0-40 

060 

Potato  . 
Artichoke 
Mangold 
Sugar  beet 
Turnip  . 
White  turnip 
Kohl-rabi 
Carrot  . 
Chicory 


0-63 
0-21 
019 
Oil 
014 
0-26 


0-30 
0-81 
0-40 
0-16 
0-19 
0-34 
0-02 
0-88 
0-08 
0-06 
0-60 

0-39 
0-66 


70-0 

2-33 

0-60 

0-16 

0-11 

0-27 

0-16 

012 

0-69 

019 

70-0 

213 

0-63 

0-09 

0-06 

016 

017 

0-08 

0-84 

Oil 

70-0 

2-10 

0-61 

0-06 

0-08 

0-20 

0-23 

0-08 

0-76 

0-11 

77-0 

1-66 

0-66 

0-08 

0-06 

Oil 

014 

0-06 

0-66 

0-07 

68-0 

2-26 

0-69 

0-01 

007 

0-14 

0-22 

007 

1-08 

0-08 

69-0 

217 

0-66 

0-01 

006 

0-07 

0-16 

0-04 

1-23 

0-06 

70-0 

1-63 

0-63 

0-01 

0-06 

012 

0-24 

002 

0-62 

80-0 

1-34 

0-46 

0-02 

0-16 

0-46 

013 

004 

0-04 

006 

81-0 

1-36 

0-24 

Oil 

0-14 

0-44 

0-20 

012 

0-06 

0-04 

76-3 

1-76 

0-46 

002 

010 

0-86 

0-16 

Oil 

0-04 

003 

78-6 

116 

0-46 

0-02 

0-07 

0-37 

012 

0-04 

0-06 

0-03 

82-0 

1-67 

0-66 

0-06 

Oil 

0-41 

0-20 

0-06 

0-03 

0-06 

77-0 

1-18 

0-07 

0-01 

0-27 

0-65 

0-06 

0-06 

0-06 

0-04 

90-7 

1-48 

0-43 

0-31 

0-14 

017 

0-08 

0-11 

0-07 

0-17 

89-7 

1-80 

0-40 

0-30 

0*33 

0-36 

0-13 

014 

0-06 

0-10 

89-8 

1-40 

0-32 

Oil 

0-06 

0-46 

0-13 

0-14 

0-06 

0-12 

86-0 

1-87 

1-12 

001 

0-06 

0-27 

0-17 

0-17 

0-02 

0-03 

80-8 

2-61 

0-37 

0-60 

012 

0«86 

0-12 

0-21 

0-16 

019 

88-6 

1-24 

0-60 

0-06 

0-04 

0-19 

0-20 

Oil 

0-01 

0-03 

86-0 

2-63 

0-36 

0-10 

010 

0-84 

0-26 

0-30 

0-26 

0-10 

0-06 
0-07 
0-08 
0-04 
0-07 
0-05 

006 
0-06 
0-08 

0-03 
0-06 
0-06 

0-06 

0-14 
0-06 


0-17 
0-21 
0-27 
0-26 

0-16 
0-16 
0-09 
0-13 
017 
0-39 
0-07 
0-22 

014 

0-20 
0-48 


ni.  Boot  Crops 

■ 

•                  • 

76-0 

0-94 

0-66 

0-01 

0-04 

0-02 

0-18 

0-06 

0-02 

0-03 

80-0 

1-03 

0-67 

.— 

0-03 

0-04 

016 

0-03 

— 

0-02 

88-3 

0-80 

0-43 

012 

0-04 

0-04 

0-08 

003 

0-02 

0-06 

81-6 

0-80 

0-40 

0-08 

0-07 

0-06 

0-11 

0-04 

0-03 

0-02 

90-9 

0-76 

0-30 

0-08 

0-03 

0-08 

0-10 

0-11 

0-02 

0-03 

91-6 

0-61 

0-31 

0-02 

0-02 

0-08 

Oil 

0-04 

0-01 

0-04 

87-7 

0-96 

0-49 

0-06 

0-02 

0-09 

014 

0-08 

0-01 

0-06 

86-0 

0-88 

0-32 

0-19 

0-06 

0-09 

0-11 

0*06 

0-02 

0-03 

80-0 

1-04 

0-42 

0-08 

0-07 

0-09 

0-16 

010 

0O6 

0-04 

0-02 
0-02 
0-04 

O-Ol 
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Substance 


Wheat  . 
Rye 

Barley  . 
Oats 
Spelt     . 
Maize    . 
Sorghum 
MUlet    . 
Paddy  rice 
Rice 

Buckwheat 
Flax  seed 
Peas 
Field  beana 


Apple,  whole  fruit 

Pear, 

Cherry, 

Plum, 

Acorns,  fresh 

Beech  mast    . 

Horse  ohestnuts 


Water    A«h    i  K,0   |  Na,0  '  MgO  i  CaO 


I  P.O. 


80.    I  8iO. 


CI     I      8 


>» 


»» 


t» 


t* 


»» 


♦» 


Mulberry 
Horse  chestnut 
Wabiut 
Beech    . 
Oak 

Scotch  fir 
Spruce  . 


Fine  wheat  flour 
Wheat  bran 
Rye  flour 
Rye  bran 
Barley  flour 
Maize  meal 
Malt 

Malt  dust 
Beer 
Wine     . 
Linseed  cake 
Ck}tton-seed  cake 
Potato  skins  . 
Buckwheat  groats 


Apple  tree 

Beech,  trunk 

Beech,  brushwood 

Birch 

Grape   . 

Mulberry 

Larch    . 

Oak 

Scotch  fir 


14-3 
14-9 
14-5 
14-0 
14-8 
13-6 
14-0 
13-0 
12-0 
13-0 
141 
11-8 
13-8 
141 


84-0 
80-0 
78-0 
82-0 
56-0 
18-0 
49-2 


1-77 
1-73 
2*18 
2-64 
3-68 
1-23 
1-60 
3-90 
6-90 
0-34 
0-92 
3*22 
2-42 
2*96 


0-27 
0-41 
0-43 
0-40 
0-96 
2-71 
1-20 


IV.  < 

9rains  and  8eede. 

0-55 

0-06 

0-22  '  0-06 

0*82 

0-04 

0-03 

,  I, 

016 

0-64 

0-03 

019 

0-05 

0-82 

0-04 

0-03 

017 

0-48 

0-06 

018 

0-06 

0-72 

0O6 

0-69 

014 

0-42 

010 

0-18 

010 

0-55 

0-04 

1-23 

1 

017 

0-62 

0-06 

0-21 

0-09 

0-72 

006 

1-68 

0-33 

0-02 

018 

0-03 

0-55 

0-01 

0-03 

012 

0-42 

0-06 

0-24 

0*02 

0-81 

__ 

012 

0-47 

0-04 

0-33 

0-04 

0-91 

0-01 

2-05 

018 

1-27 

0-31 

0-59 

0-35 

3-26 

0-04 

0-04 

II 

0-08 

0-02 

0-06 

0-01 

017 

0-01 

^.^^ 

,    ^ 

0-21 

0O6 

012 

003 

0-44 

0-02 

0-02 

1-04 

0-06 

0-42 

0-27 

1-30 

0-04 

0-04 

017  ' 

0-98 

0O9 

0-19 

012 

0-88 

0-08 

0-02 

006 

0-24 

1-20 

0-04 

0-20 

016 

116 

015 

0-04 

0-08 

0-23 

V.  Fruite,  dhe. 


010 
0-22 
0-22 
0-24 
0-62 
0-62 
0-71 


0-07 
0-04 
0-01 

0-01 
0-27 


0O2 
0-02 
0-02 
0-02 
0-06 
0-31 
OOl 


0-01 
003 
0-03 
0-04 
0-07 
0-67 
014 


0-04 
0-06 
007 
0-06 
0-16 
0-66 
0-27 


0-02 
0'02 
0-02 
0-02 
0-06 
0O6 
0-02 


0-01 
OOl 
0-04 
0-01 
0-02 
0-06 


0-01 

0-01 
0-01 
0O8 


VI.  Leaves — Auiumn. 


m                        • 

67-0 

M7 

0-23 

— . 

0-06 

0*30 

012 

OOl 

0-41 

at 

60'0 

3-01 

0-59 

— 

0-24 

1-22 

0-25 

0O6 

0-42 

012 

60-0 

2-84 

0-76 

— 

0*28 

1-63 

0-11 

0O8 

0O6 

0-02 

66-0 

306 

016 

0-02 

018 

1-37 

013 

0-11 

103 

OOl 

60-0 

1-96 

0-07 

0-01 

OOS 

0-96 

0-16 

0O9 

0-61 

56-0 

0-63 

0-06 

0-06 

0-26 

0-13 

0O3 

0O8 

0O3 

65-0 

2-63 

0-04 

— 

0O6 

0-40 

0-21 

0O7 

1-84 

VII.  Manufactured  Products. 


13-6 
13-5 
14-2 
131 
140 
140 
4-2 
9-2 
90O 
86-6 
11-6 
11-6 
30O 
140 


160 
160 
160 
160 
150 
160 
160 
160 
150 


0-41 
5-66 
1-69 
714 
2O0 
0-96 
2-66 
606 
0-39 
0-28 
5-62 
615 
6-71 
0-62 


110 
0-65 
1-23 
0-26 
2-34 
1-37 
0-27 
0-61 
0-26 


0-16 
1-33 
0-66 
1-93 
0-68 
0-27 
0-46 
208 
016 
0-18 
1-29 
218 
4-83 
016 


OOl 
0O3 
0O3 
0O9 
006 
0O3 


0O3 

0O8 

0O6 
0O4 


003 
0-94 
014 
113 
0-27 
014 
0-22 
0O8 
0O2 
0O2 
0-88 
0-26 
0-46 
0O8 


OOl 
0-26 
0O2 
0-26 
0O6 
0O6 
010 
0O9 
OOl 
002 
0-47 
0-28 
0-64 
001 


0-21 
2-88 
0-85 
3-42 
0-96 
0-43 
107 
1-26 
013 
006 
1-94 
2-95 
0-23 
0-30 


0-06 


0-38 
OOl 
OOl 
019 
0O7 
0O3 
OOl 


0O6 


0-88 
1-77 
004 
OOl 
0-36 
0-26 
0-18 


OOl 

0O3 

014 
OOl 


Vin.  Wood  {air-dried). 


013 
0O9 
017 
0O3 
0-70 
0O9 
0O4 
006 
0O3 


0O2 
0O2 
0-03 
002 
016 
0-20 
0O2 
0O2 
OOl 


0O6 

0-78 

0O6 

0O3 

0O2 

0O6 

0-31 

0O3 

OOl  i  0O3 

, 

013 

0-69 

0-16 

OOl 

0-12 

WM^ 

0O2 

0-16 

0O2 

OOl 

- 

0-16 

0-87 

0-30 

0O6 

0O2 

0O2 

0O8 

0-78 

0O3 

0-14 

0O6 

0-06 

0O7 

0O7 

OOl 

OOl 

OOl 

0O2 

0-37 

0O3 

OOl 

OOl 

W^MM 

0O2 

013 

0O2 

OOl 

0O4 



In  addition  to  the  constituents  given  in  the 
above  table,  small  quantities  of  oxides  of  iron 
and  manganese  are  almost  invariably  present 
in  vegetable  ashes. 

Titanium  (Wait,  J.  Amer.  Chem.  Soc.  1896, 


18,  402),  aluminium,  fiuorine,  and  boron 
(Crampton,  Amer.  Chem.  J.  11,  227;  Jay, 
Compt.  rend.  121,  893;  Baumert,  Ber.  21, 
3290),  are  also  frequently  present  in  small 
quantities  in  the  ash  of  certain  plants. 
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Lithium,  rubidium,  zinc,  copper,  barium, 
and  arsenic  have  also  been  detect^  in  the  ash 
of  certain  plants  grown  in  soils  containing  these 
constituents  (Passerini,  Chem.  Soc.  Abstr.  1893, 
ii.  225;  Homberger,  ibid.  1899,  A,  ii.  606; 
Macdougal,  ibid,  1900,  A,  ii.  236). 

Even  chromium,  molybdenum,  and  vanadium 
have  been  detected  in  the  ash  of  fir,  oak,  vine, 
and  poplar  (Demarcay,  ibid,  1900,  235). 

Indeed,  the  composition  of  the  soil  has  a 
great  influence  upon  the  amount  and  composi- 
tion of  the  ash  of  the  crop  grown  upon  it,  thouffh 
this  influence  is  much  more  marked  upon  tne 
foliage,  stem,  Ac,  than  upon  the  seed. 

Certain  plants,  originating  from  plants  of 
the  seashore,  e.g.  asparagus,  beet,  and  carrot, 
generally  leave  an  ash  containing  unusually  high 
amounts  of  chlorine  and  sodium,  and  applica- 
tion  of  common  salt  as  manure  to  such  crops 
is  usuaUy  stated  to  be  beneficial,  although  on 
no  very  sufficient  evidence. 

Plants  like  salt- worts  (Salsola)  and  samphire 
{Salicomia)  growiag  on  the  coast,  contain 
relatively  enormous  quantities  of  soda — in  the 
former  6  times,  in  the  latter  14  times,  as  much 
soda  as  of  potash. 

The  ash  of  the  club-moss  {Lycopoiium) 
contains  from  20  to  60  p.o.  of  alumina. 

As  already  stated,  some  of  the  phosphates 
and  sulphates  found  in  the  ash  of  plants  result 
from  the  oxidation  of  phosphorus  and  sulphur 
organic  compounds  present  in  the  original 
plant. 

Postemak  (Gompt.  rend.  137,  1903)  detected 
the  existence  in  peas,  beans,  potatoes,  and  the 
seeds  of  the  red  fir,  pumpkin,  white  and  yellow 
lupines  of  anhydro-oxymethylene  diphoaphoric 
acid — 


^CH,— OPO(OH), 
""^CH,— OPO(OH), 


Patten  and  Hart  (Bull.  260  (1904),  N.  York  Agric. 
Expt.  Station)  have  shown  that  about  86  p.c. 
of  the  total  phosphorus  in  bran,  81  p.c.  in  malt 
sprouts,  and  60  p.c.  in  oats,  is  soluble  in  0*2  p.c. 
sol.  of  hydroohlorio  acid;  and  that  the  greater 
portion  of  this  is  present  in  the  bran  as  calcium, 
magnesium  and  potassium  salts  of  anhydro- 
oxymethylene  dipnosphorio  acid. 

Importance  of  the  Ash  Constituents  of  Foods. 

The  influence  of  the  mineral  matter  in  the 
food  of  animals  upon  their  health  and  well- 
being  is  probably  much  greater  than  is  generallv 
recognised.  Not  only  is  it  essential  that  all 
the  morganic  constituents  required  for  building 
up  the  tissues  and  producing  the  various  digestive 
and  other  secretions  be  supplied  in  sufficient 
quantities,  but  it  is  importuit,  at  least  with 
certain  pairs  of  constituents,  that  they  be 
supplied  in  appropriate  ratios  to  each  other. 

A  preponderance  of  phosphoric  acid  over 
lime  and  magnesia  in  the  diet  is  probably  the 
cause  or  a  predisposing  cause  of  certain  diseases 
of  the  bones  of  horses,  mules,  and  donkeys 
(Ingle,  Jour.  Comp.  Pathology  and  Therapeutics, 
1907  ;  Jour.  Agric.  Science,  1908,  iii.  22  ;  Jour. 
Roy.  Inst.  Public  Health,  1909);  while  the 
ratio  of  xx>tash  to  soda  in  the  food  has  an 
important  bearing  upon  health,  and  especially 
upon  the  susceptibility  to  certain  diseases, 
t.g.  scurvy. 


The  cereals  contain  a  large  excess  of  phos- 
phoric acid  over  lime,  and  the  use  of  an  exclusively 
cereal  diet  may  lead  to  imperfect  bone  nutrition 
(2.C. ;  also  Illustrated  Poultry  Record,  1910). 

The  necessity  of  an  adequate  supply  of 
chlorides  in  the  diet  is  well  recognised,  and  in 
many  countries  the  ordinary  loodi  supplies  of 
domestic  animals  have  to  be  supplemented  by 
common  salt  to  ensure  healthy  existence. 

Whenever  the  rations  are  restricted  to  one 
or  two  items,  there  is  considerable  probability 
that  certain  mineral  constituents  will  be  lacking 
or  supplied  in  improper  proportions. 

It  is  too  often  the  practice,  in  discussing 
4he  feeding  of  animals,  to  devote  much  con- 
sideration to  the  organic  portions  of  their  food, 
but  beyond  requiruig  that  sufficient  mineral 
matter  or  *  bone-forming  *  material  be  present, 
to  pay  little  or  no  attention  to  its  composition. 

Thus  bran  is  widely  regarded  as  a  food 
particularly  rich  in  mineral  matter,  and  therefore 
valuable  for  bone  nutrition;  but  the  ratio  of 
phosphorus  pentoxide  to  lime  in  this  food  is 
about  11  to  1,  and  the  practice  of  feeding 
animals  largely  upon  bran  is  known  to  produce 
a  disease  of  the  bones — '  bran  rachitis  *  in 
horses. 

Kellner  (Scientific  Feeding  of  Animals, 
1909)  estimates  that  for  oxen,  60  grams  of 
phosphorus  pentoxide  and  100  grams  of 
lime  per  1000  kilos,  body  weight  per  day,  are 
required  in  the  food,  while  for  rail-grown  sheep, 
1  grftm  of  the  former  and  11  grams  of  lime 
sumce. 

In  England,  fortunately,  hay — either  meadow 
or  clover — forms  a  large  part  of  the  jations  of 
farm  animals,  and  this  contains  a  large  excess 
of  lime  over  phosphoric  acid,  and  thus  neutralises 
the  opposite  preponderance  in  the  grain  or  cake 
used  with  it. 

But  in  South  Africa  and  perhaps  some  other 
countries,  meadow  or  clover  hay  is  but  little 
used,  and  many  horses  are  fed  entirely  upon 
oat  hay  or  oat  hay  and  maize.  In  either  case 
there  is  a  large  preponderance  of  phosphoric 
acid  over  lime,  and  to  this  fact  the  prevalence 
of  certain  bone  diseases  is  almost  certainly  due. 

Similar  considerations  apply  to  other  animals 
kept  in  confinement,  especially  to  poultry  when 
deprived  of  a  grass  run,  and  to  pigs.      H.  I. 

ASPARAGuTE.  Aminosucctnamie  acid 
C,H,NHj(CO,H)(CO-NH,)  occurs  in  two 
optically  active  forms,  differing  in  direction  of 
rotatory  power  and  in  taste.  Lcevo-asparaginet 
discovered  by  Vauquelin  and  Robiquet  (Ann. 
Chim.  anal.  1806, 67,  88)  in  the  young  shoots  of 
asparagus  {Asparagus  offijcinalis,  Linn.),  is  widely 
distributed  in  the  vegetable  kingdom,  occurring 
in  most  plants  at  the  time  of  budding  and  during 
the  flowering  period,  and,  with  glutamine,  forms 
the  chief  non-proteid  compounds  present  in 
the  juice  of  ripening  oranges  (Scurti  and  de 
Plato,  Chem.  Zentr.  1908,  ii.  16,  1370).  Miyacha 
(BuU.  CoU.  Agric.  Imp.  Univ.  Tokyo,  1897,  2, 
468)  has  shown  that  in  the  cases  of  Pceonia 
aWiflora  and  Thea  chinensis,  even  old  leaves, 
showing  incipient  decay,  can  produce  asparagine. 
It  occurs  to  a  larger  extent  in  leguminous  plants 
than  in  any  other  natural  order,  and  is  most 
abundant  at  the  time  of  germination,  the 
quantity  being  greater  in  etiolated  than  in 
normal  plants  (Borodin,  Bied.  Zentr.  1879,367), 
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Saohsse  (Landsw.  Versuchs.  Stat.  1874,  17,  88) 
found  that  the  amount  of  asparagine  in  eermi- 
nating  peas  increased  from  0*67  to  6*94  p.c.  during 
24  days'  growth;  and  Schulze  and  Umlauft 
(ibid,  1876,  18,  1)  found  17*9  p.c.  of  aspara^e 
in  the  dried  shoots  of  Lupinus  ItUeus  seedlmgs 
germinated  in  the  dark  in  distilled  water  (com- 
pare also  Mercadante,  Gazz.  ital.  chim.  1876,  6, 
187  ;  Schulze,  Landsw.  Versuchs.  Stat.  1896, 
46,  383;  Stoklasa,  Landw.  Jahrb.  1896,  24, 
827  ;  Bourquelot  and  Herissey,  J.  Pharm.  J  898, 
(vi.)  8,  386 ;  Breal,  Ann.  Agron.  1900,  26,  5 ; 
Schulze  and  Barbieri,  Landsw.  Versuchs.  Stat. 
21,  63 ;  Kinoshita,  Bull.  Coll.  Agric.  Imp.  Univ. 
Tokyo,  1896,  2,  203) ;  Schulze  and  Bosshard, 
Zeitsch.  physiol.  Chem.  1886,  9,  420;  Bungener, 
Bied.  Zentr.  1886,  861 ;  Behrens,  Bot.  Zentr. 
1894,  178).  Asparagine  is  one  of  the  decom- 
position products  of  proteid  matter  (Schulze, 
Bied.  Zentr.  1901,  30,  106 ;  Chem.  Zentr.  1901, 
i.  1108;  Ber.  Deut.  Bot.  Ges.  1907,  26,  213),  and 
its  accumulation  in  the  plant  during  the  periods 
of  germination  and  buddinff,  particularly  when 
the  development  occurs  in  the  dark  is  attributed 
by  Borodin  (Bied.  Zentr.  1879,  367)  and  Schulze 
and  Barbieri  (J.  pr.  Chem.  1882,  [2]  26, 146),  to 
the  absence  of  carbohydrates  which  under 
conditions  of  normal  assimilation  effect  the 
reincorporation  of  amides  into  proteid  mole- 
cules ;  and  this  view  is  confirmed  by  Monteverde 
(Ann.  Agron.  17,  376),  who  found  that  branches 
of  lilac  plunged  in  distilled  water  or  4  p.c. 
glycerol  solution  and  kept  in  the  dark,  contained 
abundance  of  asparagine  at  the  end  of  16  days, 
but  neither  starch  nor  mannitol.  When,  how- 
ever, branches  of  the  same  plant  were  kept  in 
solutions  of  glucose,  sucrose,  or  mannitol,  they 
formed  no  asparagine  in  a  month,  but  contained 
much  mannitol  and  starch.  ,  Another  source 
of  asparagine  in  the  plant  is  its  synthetic 
formation  from  ammonium  salts,  urea,  or 
nitrates  supplied  by  the  soil.  This  synthetic 
production  is  only  possible  in  the  presence  of 
sugar,  and  under  conditions  that  exclude  the 
formation  of  proteids  (Suzuki,  Bull.  Coll.  Agric. 
Imp.  Univ.  Tokyo,  1896,  2,  196).  The  function 
of  the  asparagine  in  the  plant  economy  is  the 
production  of  proteid  matter ;  hence  the 
addition  of  leguminous  seeds  aiter  steaming 
to  the  mash  in  brewing  is  recommended  by 
Bimer  (J.  Soc.  Cliem.  Ind.  1882,  333),  as  the 
asparagine  thoy  yield  forms  exceUent  nutriment 
for  the  yeast  cell ;  and  Kinoshita  (BuU.  Coll. 
Agric.  Imp.  Univ.  Tohyo,  1896,  2,  196)  found 
that  young  shoots  of  soja  bean  that  showed  an 
increase  in  asparagine,  from  21  '6  to  28*7  p.c.  after 
four  weeks'  natural  growth,  became  poorer  in 
asparagine  (18'9-13'7  p.c.)  if  grown  for  the 
same  period  in  methyl  alcohol  and  glycerol 
solution,  but  contained  reserve  proteid  matter. 

Asparagine  can  be  extracted  from  the  juice 
expressed  from  ^oung  vetch  seedlings  that 
have  germinated  m  the  dark,  10  kilos,  of  vetch 
yielding  160  grams  of  pure  asparagine  (Piria, 
Annalen,  1848,  68,  343). 

Asparagine  crystallises  from  aqueous  solution 
in  large  rhombic  Isevo-  hemihedral  {Prisms, 
a  :  6  :  c  : :  0-4752  :  1 :  0*8294  (Freundler,  Compt. 
rend.  1897.  125,  667),  conUining  1H,0,  which 
it  loses  at  lOO"",  and  then  melts  at  234''-236'' 
(Michael,  Ber.  1896,  28,  1629);  it  has  a  sp.gr. 
1-6434  at  14-874'  (Piutti,  Gazz.  ital.  chim.  1904, 


34,  36) ;  the  molecular  heat  of  combustion  is 
448-4  Cals.,  and  the  heat  of  formation  206*1 
Cals.  (Berthelot  and  Andre,  Compt.  rend.  1890, 
120,  884) ;  it  is  sparingly  soluble  in  cold,  readily 
so  in  hot  water— 1  part  dissolves  in  82  parts 
of  water  at  10**,  in  47  parts  at  20°  (Becker,  Ber. 
1881,  14,  1028),  in  68  parts  at  13°,  and  1-89 
parts  at  100°  (Guareschi,  Gazz.  chim.  ital.  1876, 6, 
370  ;  compare  Bresler,  Zeitsch.  physikal.  Chem. 
1904,  47,  611).  The  aqueous  solution  is  weakly 
acid,  has  an  insipid  and  disagreeable  taste,  and 
is  IfiBvo-roUtory  [a]    —6**  4'   (Piutti,  Compt. 

rend.  1886,  103,  134);  the  roUtory  power  of 
the  solution  is  increased  by  the  addition  of 
alkalis,  inverted  by  mineral  acids,  and  destroyed 
by  acetic  acid  (Qiampion  and  Pellet,  Ck>mpt. 
rend.  1876,  82,  819;  Becker,  Ber.  1881,  14, 
1028).  Advantage  is  taken  of  this  last  fact  to 
eliminate  the  error  due  to  the  presence  of 
asparagine  in  saccharimetric  determinations  of 
sugar  bquors  from  beets  and  canes.  Asparagine 
is  partially  hydrolysed  by  boiling  with  water, 
forming  a&partic  acid  {aminosuccinic  acid) 
CtH,-NH2(C02H),  and  ammonia;  the  chaoge 
is  rapid  and  complete  when  excess  of  barium 
hydroxide  or  dilute  hydrochloric  or  sulphuric 
acid  is  employed  (Schulze,  Landsw.  Versuchs. 
Stat.  29,  233);  by  the  action  of  potassium 
permanganate,  asparagine  is  oxidised  to  car- 
bamide and  ammonia  ;  and  when  used  in  6  p.c. 
aqueous  solution  for  the  culture  of  BactUus 
pyrocyanicus,  it  is  converted  into  aspartio 
acid  after  60  hours,  and  completely  decomposed 
after  72  hours  (Arnaud  and  Charrin,  Compt. 
rend.  1891,  112,  756;  Adeney,  Ploc.  Roy. 
Irish  Acad.  1906,  26,  6).  Under  the  action  of 
enzymes,  asparagine  yields  a  mixture  of  formic, 
propionic,  and  succinic  acids  (Neuberg  and 
Cappezzuoli,  Biochem.  Zeitsch.  1909,  18,  424), 
ana  a  similar  change  is  effected  by  brewer's 
veast  (Effront,  Mon.  Sci.  1909,  (iv.)  23,  i. 
145). 

The  estimation  of  aspara^e  is  based  upon 
its  quantitative  conversion  mto  aspartio  acid 
and  ammonia  by  the  action  of  hydrochloric 
acid,  the  aspartic  acid  may  be  removed  in 
the  form  of  its  sparingly  soluble  copper  salt 
(Engel,  Compt.  rend.  1888,  106,  1734)  and  the 
ammonia  determined  by  Sachsse's  method  (J. 
pr.  Chem.  1872,  [2]  6,  118)  or  by  one  of  the 
modifications  of  Schloessing's  method  described 
by  Meunier  (Ann.  Agron.  6,  276),  by  Schulze 
(J.  pr.  C:hem.  1885,  [2]  31,  233),  or  by  Brown 
and  Millar  (Jour.  Soc.  Chem.  Ind.  1904, 
136). 

Asparagine  has  feeble  basic  and  acidic 
properties,  and  forms  salts  with  acids  and  bases 
(Chautard  and  Dessaigne,  Annalen,  1848,  68, 
349;  Dessaigne,  Annalen,  1862,  82,  237; 
Smolka,  Monatsh.  1887,  6,  916) ;  it  also  forms 
double  compounds  with  certain  salts  of  the 
heavy  metals,  the  sparing  solubility  of  the 
compound  with  mercuric  nitrate  is  ma.de  use 
of  in  isolating  small  quantities  of  asparagine 
from  solutions  containing  carbohydrates 
(Schulze,  Ber.  1882,  16,  2865);  the  alum 
(C4H803N,),HjS04,Al4(S04)i,24H,0  forms 

octahedral  crystals.  Asparagine  is  converted 
into  Z-chlorosuccinic  acid  and  fumaric  acid  by 
the  cM^tion  of  nitrosyl  chloride  in  hydrochloric 
acid  solution  (Tilden  and  Forster,  Chem.  Soc. 
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Trans.   1895,  67,  489) ;  it  yields  the  amide  of 
uramidosuccinio  anhydride 

CONHj-CH.-CHNHCO-NH 


CO 


when  fused  with  carbamide  (Guareschi,  Gazz* 
ital.  chim.  1876,  6,  370),  and  is  converted  into 
amidosuccinuric  acid 

CONH..CH.<ai<^OH'^' 

m.p.  137^-138^,  by  the  action  of  potassium 
cyanate  (Guareschi,  Ber.  1877,  10,  1747). 
Certain  condensation  products  of  asparagine 
with  other  amino-  acids  are  described  by  Fischer 
(Ber.  1904,  37,  4585 ;  1907,  40,  2048),  chloro- 
acetylasparaginej  m.p.  148^-149°  (corr.) ;  glycyU 
asparagine,    m.p.     216^    [a]jj-6-4**    at     20''; 

anhydroglycyUuparagine,  decomposing  at  274^ ; 
d-UvcyUl-aspa/ragine, decomposing  at  230®  (corr.), 
[a]  —53*6®  at   20®;    l-leucyl-d-asparagine,  m.p. 

228®    (corr.),     [a]  +17-8®;       osparagyUupaHic 

acid,  decomposing  at  120®.  Sasaki  (Beitr.  Chem. 
Phvsiol.  Path.  1907,  10,  120)  describes  a  benzoyl- 
polypeptide  of  asparagine  C^yHj^OgN^,  decom- 
posing at  210®,  and  giving  the  biuret  reation. 

As  regards  the  alimentary  value  of  asparagine, 
it  has  been  found  that  in  the  case  of  herbivorous 
mammals  and  geese,  asparagine  has  a  proteid- 
sparing  action,  and  under  appropriate  con- 
ditions prevents  waste  and  causes  the  formation 
of  proteid  matter  (Weiske,  Bied.  2«entr.  1879, 
744 ;  1882,  312 ;  Zeit.  fur  Biol.  15,  261 ;  20, 
276;  LandwB.  Versuchs.  Stat.  1888,  34,  303; 
Rosenfeld,    Zeit.    Ver.    Deutsch.    Zucker.    Ind. 

1900,  [539]  1055,  from  Jour.  Soc.  Chem.  Ind. 

1901,  271).  According  to  Zuntz  and  Mllller 
(Pfliiger's  Archiv.  1906,  112,  245),  the  proteid- 
sparing  action  of  asparagine  is  the  result  of 
a  kina  of  symbiosis,  the  iMcteria  in  the  paimch 
of  the  ruminants  decomposing  the  asparagine 
in  preference  to  the  protein  m  the  food.  In 
the  case  of  omnivora  and  camivora,  asparaeine 
exerts  only  a  diuretic  action  (Murck  and  Voit, 
Bied.  Zentr.  1884,  749 ;  Politis,  Zeit.  Biol.  1893, 
27,  492;  Mauthner,  ibid.  607;  Gabriel  and 
Voit,  ibid,  29,  115,  125;  Levena  and  Kohn, 
Amer.  Jour.  Physiol.  1909,  23,  324). 

Dextro-asparagine  was  discovered  by  Piutti 
(Ber.  1886,  19,  1691)  in  the  youns  shoots  of  the 
vetch  {Vicia  aativa,  Linn.)  6500  kilos,  of  vetch 
buds  yielded  20  kilos,  of  crude  asparagine,  from 
which  100  grams  of  pure  deztro-asparaffine 
was  isolated ;  it  is  slightly  more  soluble  than 
the  Isevo-  compound ;  the  solution  has  an  intensely 
sweet  taste,  is  dextro-rotatory  in  neutral 
or  alkaline  solution  [a]  +6*41®  (Fiutti,  Compt. 

rend.  1886,  103,  134),  and  Isevo-rotatory  in 
acid  solution;  it  forms  large  rhombic  dextro- 
hemihedral  crystals,  a  :  6  :  c  : :  0*4741  :  1 :  0*8310 
(Freundler,  Compt.  rend.  1897,  125,  657).  A 
solution  of  equal  parts  of  the  two  optically 
active  asparagines  is  optically  inactive,  but 
the  two  varieties  separate  on  crvstallisation, 
twining  frequently  taking  place  bet'W'een  the 
left  and  right  crystals  (Piutti,  Compt.  rend. 
1886,  103,  134). 

According  to  Ptingsheim  (Zeitsch.  physiol. 
Chem.  1910,  65,  89),  tiie  c^-asparagine  found  by 
Piutti  is  the  mother  liquors  from  which  the 
I-asparagine  had  been  isolated,  was  formed  by 


the  racemisation  of  the  Z-asparagine  during  the 
process  of  evaporation  of  the  solutions.  The 
author  states  that    after   boiling  ^asparagine 

[[a]^+36-19®,  in  N/IO  hydrochloric  acid  solu- 
tion] for  12  hours,  with  water,  and  subsequent 
fractional  crystallisation,  he  obtained  a  fraction 

that  had  [o]|f^''-15*3®  in  N/10  hydrochloric  acid 

solution,  and  therefore  contained  (2-asparagine. 

In  addition  to  the  two  asparagines  already 
described,  there  is  a  third  form  known  as 
a-asparagine ;  it  does  not  occur  naturally ;  is 
optically  inactive,  crystallises  in  the  triclinic 
system,  aib:  c= 1*5957  :  1 :  0*6668  ;  a=91®19' ; 
iB=113®/12',  7=83®  48'  (BrugnateUi) ;  and  has 
a  sp.gr.  1*464  at  14*8®/4®  (Piutti,  Gazz.  chim. 
itaL  1904,  34,  ii.  36),  and  is  not  structurally 
identical  with  the  optically  active  or  /B-aspara- 
gines.  The  three  asparagines  have  been  S3rn- 
thesised  by  Piutti  (Gazz.  chim.  ital.  1887,  17, 
126 ;  1888,  18,  457)  by  the  following  methods, 
that  leave  no  doubt  as  to  the  constitution  of 
the  compounds.  By  the  reduction  of  the  oxime 
of  oxalacetic  ester  CO,Et*CH,*C(NOH)*CO,Et 
with  sodium  amalgam  and  partial  saponification 
of  the  product,  Piutti  obtained  two  different 
ethvl  hydrogen  aspartates,  meltine  at  165®  and 
200®  respectivelv.  The  ester  meltmg  at  165® 
is  identical  with  the  compound  obtained  by 
reducing  Ebert's  (Annalen,  1885,  229,  45)  mono- 
ethyl  ester  of  oziminosuccinic  acid,  which  has 
the  formula  COjH*CH,*C(NOH)-CO,Et,  smce 
on  heating  it  loses  CO^  and  forms  oximino- 
propionic  ester  CH,*C(NOH)*CO,Et.  It  follows, 
therefore,  that  the  ethyl  hydrogen  aspartate 
melting  at  165®  is  the  monoethyl  a-aspartate 
CO,H*CH,*CH(NH,)*COjEt,  and  the  ester  melt- 
ing  at  200®  must  be  the  monoethyl  /3-aspartate 
COjH*CH(NH,)CH,*CO,Et.  When  these  esters 
are  treated  with  alcoholic  ammonia,  they  are 
converted  into  the  corres^nding  asparagines ; 
the  ester  m.p.  165®  gives  mactive  a-aaparagine 
CO,HCH,*CH(NH,)*CONH„  and  the  ester 
m.p.  200®  yields  a  mixture  of  d-  and  ^  /3-a8para- 
gines  CO,H*CH(NH,)*CH,*CONH,.  From 
silver  ethyl  y-oximinosuccinate 


OH-N 


yCHCOjEt 

I 
XJHCOaAg 


Piutti  (Gazz.  chim.  ital.  1890,  20,  402)  obtained  a 
mixture  of  the  three  asparagines,  the  a-aspara- 
gine readily  gave  up  its  water  of  crystallisation  in 
a  vacuum,  and  fell  to  powder ;  and  the  d-  and  I-  0- 
asparagines  could  then  be  separated  by  hand 
sorting.  A  mixture  of  the  three  asparagines 
was  uso  obtained  by  the  action  of  alcoholic 
ammonia  on  the  ethyl  hydrogen  ester  of  inactive 
aspartio  acid  (Piutti,  Gazz.  itaL  chim.  1887, 
17,  126 ;  1888,  18,  457).  Komer  and  Menozzi 
(Gazz.  ital.  chim.  1887,  17,  171,  226)  effected 
the  B3mthesis  of  the  d-  and  /•  /B-asparagines 
from  ethyl  bromosuccinate,  from  ethyl  fumarate 
or  ethyl  maleate,  by  the  action  of  alcoholic 
ammonia ;  and  similar  results  were  obtained 
by  Piutti  (Ber.  1896,  29,  2069)  with  /-bromo- 
succiiiamic  acid  or  maleic  anhydride. 

fi-EthyUuparagine  CO,H*CH(NH,)*CH,* 

CO*NHEt,  m.p.  258®-260®,  with  decomposition, 
and  fi-aUylasparagine  C04HCH(NHj)*CH,- 
(X)*NH*C,H4,  melting  and  decomposing  at  258*- 
261®,  prepared  by  the  action  of  the  cor- 
responding alkylamine  on  /B-ethylaspartic  acid. 
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yield  optically  inactive  solutions  (Piutti,  Qazz. 
chinL  itaL  1888,  18,  478).  M.  A.  W. 

ASPARAGUS.  The  shoots  of  this  plant 
{Adparagus  officinalis)  are  used  as  a  table 
vegetable. 

Carbo- 
Water  Protein  Fat  hydrates  Ash 
Average  composition  94*0    1*8     0-2     3-3     0*7 

The  nitrogenous  matter  of  asparagus  consists 
largely  of  amino-succinamic  aetd  C0(NH2)'CH,* 
CU(NHs)*COOH,  a  substance  known  (from  its 
difoovery,  in  1805,  in  asparagus  shoots)  as 
ctsparagint  (^.v.). 

Coniferin  and  vanillin  have  also  been  found 
in  the  sap  and  cellular  tissue  (Lippmann,  Ber. 
1886,  18,  3365);  Tanret  (Gompt.  rend.  1909, 
149,  48)  describes  two  new  carbohydrates  as 
occurring  in  approximately  equal  quantities  in 
asparagus  roots — asparagaae  t^«^io^5)i«*^s^* 
where  n=15  or  16,  crystallising  in  microscopic 
needles,  soluble  in  water,  insoluble  in  absolute 
alcohol,  m.p.  198°--200^,  gives  no  colouration 
with  iodine,  and  does  not  reduce  Fehling's 
solution ;  and  ^-aaparagose,  a  white,  hygroscopic 
substance  more  soluble  than  asparagose.  Both 
substances  are  hydrolysed  by  invertase,  yielding 
dextrose  and  Issvulose. 

The  seeds  of  asparagus  were  examined  by 
Peters  (Arch.  Pharm.  1902,  240,  53),  and  were 
found  to  contain  water  11*5,  woody  fibre  8*2, 
nitrogen  3*0,  and  oil  15*3  p.c.  Starch  was  not 
present,  but  a  reserve  cellulose  (mannan), 
capable  of  yielding  c^-mannoee  on  boiling  with 
dilute  hydrochloric  acid,  occurred ;  37*5  p.c.  of 
the  weight  of  the  seeds,  of  mannose  was  obtained. 
The  oil  was  reddish  yellow,  had  a  sp.gr.  of  0*928 
at  15®,  and  an  iodine  number  of  137*1.    H.  I. 

ASPARTIC  ACID.  Aminoauccinic  acid 
COaH*CH,*CH(NH,)*COaH,  found  in  young 
sugar  cane  and  in  molasses  of  sugar  beet 
(Scheibler,  J.  1886,  399),  and  in  young  shoots  of 
the  gourd  (Schulze  and  Barbieri,  Ber.  1878, 
11,  710),  has  been  observed  in  diseased  liver 
(Taylor,  Zeitsch.  physiol.  Chem.  1901,  34,  580), 
and  occurs  in  certain  glands  of  Tritonium 
nodosum,  the  posterior  portion  of  the  gland 
when  stimulatea  secretes  an  acid  fluid  from  which 
aspartic  acid  immediately  crystallises.  As 
aspartic  acid  is  soluble  in  sea-water,  it  is  probably 
employed  by  the  animal  in  destroying  the 
calcareous  shells  of  the  other  shellfish  that 
form  its  food  (Henze,  Ber.  1901,  34,  348). 

Aspartic  acid  is  prepared  by  hydrolysing 
asparagine  by  means  of  hydrochloric  or  sul- 
phuric acid,  lime,  baryta,  lead  oxide  or  potash 
(Plisson,  Ann.  Chim.  Phys.  [2]  35,  175;  37, 
81 ;  40,  303  ;  Schulze,  Landsw.  Versuchs.  Stat. 
29,  233) ;  it  is  one  of  the  degradation  products 
of  proteid  matter,  and  is  obtained  when  casein 
or  proteid  is  heated  with  (1)  dilute  sulphuric 
acid  (Kreussler,  J.  pr.  Chem.  1869,  107,  239; 
Ritthausen,  ibid,  218 ;  Fischer,  Zeitsch. 
physiol.  Chem.  1901,  33,  151 ;  1902,  35,  70 ; 
36,  462) ;  (2)  bromine  or  with  stannous  chloride 
(BQasiwetz  and  Habermann,  Annalen,  1871, 
159,  325;  1873,  169,  162).  Aspartic  acid  is 
produced  by  the  oxidation  of  conglutin  with 
potassium  permanganate  (Pott,  J.  pr.  Chem. 
1873,  [2]  6,  91),  by  the  pancreatic  digestion 
of  fresh  blood  fibrin  at  '40-^50®  (Radziezewski 
and  SaUcowski,  Ber.  1874,  7,  1050),  or  of  gluten 
(Knicriem,  Zeitsch.  f.  Biol  1876,  1 1,  198) ;   and 


is  one  of  the  acid  constituents  of  Kthne's 
'  antipeptone '  (Kutscher,  Zeitsch.  physiol. 
Chem.  1898,  25,  195;  26,  110).   - 

The  naturally  occurring  aspartic  acid  is 
Iffivo-rotatory  and  the  same  l-aspariic  acid^  is 
obtained  by  hydrolysis  of  Z<Bfo-asparagine 
(Schiff,  Ber.  1884,  17,  2929);  it  crystallises  in 
rhombic  prisms,  m.p.  270**-271*  (irfiohael,  Ber. 
1895,  28,  1629),  is  sparingly  soluble  in  water, 
100  grams  of  water  dissolve  y  mg.  of  the  acid 
at  t^,  where 

y=372-|-141<-0*18124<"+0*0053<» 
(Engel,  Compt.  rend.  1888,  106,  1734).  A 
solution  containing  1*873  p.c.  of  acid  is  feebly 
dextro-rotatory  Iwlow  75  ,  but  l»vo-rotatory 
above  that  temperature;  in  alkaline  solutions 
the  substance  is  strongly  laevo-,  and  in  acids 
strongly  dextro-,  rotatory  (Becker,  Ber.  1881, 
14, 1028).  The  heat  of  combustion  is  387*2  Cab., 
the  heat  of  formation  231*9  Cals.  (Berthelot  and 
Andre,  Compt.  rend.  1890,  110,  884);  the  heat 
of  dissolution  at  16''  is  —7*25  Cals.,  heat  of 
neutralisation  by  sodium  hydroxide  +3*0  Cals. 
for  the  first,  and  +3*5  Cals.  for  the  second 
equivalent  (Berthelot,  Compt.  rend.  1891,  112, 
829).  Aspartic  acid  is  readily  soluble  in  aqueous 
solutions  of  certain  mineral  salts ;  for  this  reason 
Schiff  (Ber.  1886,  17,  2929)  recommends  that 
in  its  preparation  from  asparagine  by  boiling 
with  hydrochloric  acid,  the  minimum  quantity 
(2  mots.)  of  acid  be  employed,  and  the  excess 
afterwards  neutralised  by  ammonia  (1  mol.); 
by  adopting  this  precaution,  a  yield  of  90  p.c. 
of  the  tneoretical  is  obtained. 

Aspartic  acid  forms  salts  with  acid  and  bases, 
the  copper  salt  C4H504NCu,4}HsO,  forms  pale- 
blue  needles  almost  insoluble  in  cold  water  (Engel, 
l.c, ).  Aspartic  acid  is  oxidised  by  hydrogen  per- 
oxide to  the  semi-aldehyde  of  malonic  SMsia  which 
breaks  up  into  acetaldehyde  and  carbon  dioxide 
(Dakin,  Jour.  Biol  Chem.  1909,  5,  409) ;  it 
is  capable  di  furnishing  the  nitrogeen  required 
for  the  development  of  B-coli  communis  in 
presence  of  mannitol  and  glucose,  becoming 
reduced  to  ammonium  succinate  (Harden,  Chem. 
Soc.  Trans.  1901,  623),  and  by  enzyme  action 
it  is  decomposed  into  formic,  propionic,  and 
succinic  acids  (Neuberg  and  (>tppezzuoli, 
Biochem.  Zeitsch.  1909,  18,  424;  Borchardt, 
Zeitsch.  physiol.  Chem.  1909,  59,  96).  When 
aspartic  acid  is  heated  at  190''-200''  for  20  hours, 
and  the  product  boiled  with  water,  two  sparingly 
soluble  anhydrides,  octoaspartide 

NH  — 


H0(C0-C*CH,*C0)8H 

I 

and  teiraspartide 

NH 1 

H0(C0*C*CH,C0)4H 

I 

are  obtained,  the  more  soluble  octoaspariic 

NHj 

HO(CO-C-CH,CO,H)aH 

I 
and  tctraspartic  actd 


NH. 

mt 

HO(CO*C*CH,-C02H)4H 
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can  be  isolated  from  the  filtrate  (Schiff,  Ber. 
1897,  30,  2449).  The  following  allyl  esters 
of  aspartio  ftcid  are  described:  Monoethyl 
asparaie  hydrocUoridt,  m.p.  199* ;  didhyl  and 
dimethyl  aspartate  hydrochioridea,  deliquescent 
solids  (Curtius  and  Koch,  Ber.  1885,  18,  1293 ; 
Wetrscheiden  and  Frankl.Monatsh.  1906, 27, 487), 
ethyl  fi-aspartaU  CO,H<:!H(NH,)-CH,CO,Et, 
n. 2W^rtM  a-aspJtaU CO,H.CH,-CH(NH,) 
COjEt,  m.p.  166*  (Piutti,  Chem.  Zentr,  1888, 
1459).  The  methyl,  ethyl,  allyl,  propyl,  wo- 
propyl,  butyl,  Mobutyl,  and  Moamyl  hydrogen 
esters  are  dextro-rotatory  at  ordinary  and 
l»vo-rotatory  at  higher  temperatures,  and 
form  sparingly  soluble  copper  salts  (Piutti  and 
Maghi,^azz.  chim.  ital.  1906,  36.  il.  738). 
Z-Diethylaspartate    has     b.p.    126-6^11     mm. 

pressure;  sp.gr.  1-089  at  17**  and  [o]f  =-9-46** 
(Fischer,  Sitzungber,  Akad.  Wiss,  Berlin,  1900, 
48, 1062),orb.p.'126«-127710mm.,  150*^-152725 
mm.  pressure,  and  forms  a  yellow  picrolonate 
C8Hi,04N,CioH,05N4,  m.p.  290**  (Schmidt  and 
Widman,  Ber.  1909,  42,  497). 

Of  the  ticyl  derivatives  of  aspartic  acid,  the 
henzenestUphonyl  derivative  SOtPh*NH'C,H, 
((X),H)j  melts  at  170**  (Hedm,  Ber.  1891,  23, 
3196) :  the  hippuryl  derivative  NHBzCH,CO. 
NH-C,H,(COgH)„  m.p.  191**  (Curtius  and 
Curtius,  J.  pr.  Chem.  1904;  (ii.)  70,  158); 
benzoyl  Uaspartic  acid,  m.p.  184^-185**  (corr.); 

has  [a]^°-f  37-4**,  Uucyl  ospaHic  acid  CHjPr^. 

CH(NH,)CONH-C,H,(CO,H)„H,0  deoom- 
poses  at  180^-182**  (corr.)  (Fischer  and  Koenigs, 
Ber.  1904,  37,  4585) ;  and  the  picryl  derivative 
CioHgO,oN4  has  m.p.  137**;  aspartic  diamide 
C,H,(NH,)(CONH,)„  m.p.  131^  has  [a]jj-7**, 

and  gives  the  biuret  reaction  (Fischer  and 
Koenigs,  Ber.  1904,  37,  4585).  Aspartic  acid 
resembles  asparagine  in  its  physiological  action 
(Salkowski,  Zeitsch.  physiol.  Chem.  1904,  42, 
1207 ;  Andrlik  and  Velich,  Zeitsch.  Zuckerind. 
Bohn,  1008,  32,  313). 

d' Aspartic  acid,  obtained  by  hydrolysis  of 
cf-asparagine  (Piutti,  Ber.  1886,  19,  1694),  or 
from  Z-bromosuccinic  acid  and  aqueous  ammonia 
at  —40**,  a  Walden  rearrangement  taking  place 
(Fischer  and  Rasko,  Ber.  1907,  40,  1051) ;  is 
also  obtained  from  a  solution  of  the  racemic 
acid  Ud-\-l)  aspartic  acid]  which  has  been 
innociuated  with  a  mould  grown  on  {-aspartic 
acid  (Engel,  Compt.  rend.  1887,  106,  1734). 
Benzoyl  d-aspartic  acid,  obtained  by  Fischer 
(Ber.  1899,  32,  2451),  by  the  resolution  of  the 
racemic  compound,  through  the   brucine  salts, 

has    m.p.    181**-182°,   [a]^°-37-6**   in  alkaline 

solution. 

Inactive,  {d'\-l)-aspartic  acid,  prepared  by  the 
action  of  boiling  hydrochloric  or  nitric  acid  on 
the  product  obtained  by  heating  the  ammonium 
salts  of  malic,  maleic,  or  fumaric  acids  (Dessaigne, 
Compt.  rend.  1850,  30,  324);  by  heating  an 
aqueous  solution  of  the  hydrochloride  of 
{-aspartic  acid  at  170*^-180**  for  some  hours 
(Michael  and  Wing,  Ber.  1884,  [1]  2984) ;  by 
heating  d-  or  {-aspartic  acid  with  2  inols.  HCl 
(sp.gr.  1*107)  at  170°-180**,  or  from  an  aqueous 
solution  of  equal  parts  of  the  d-  and  {-  acids ; 
the  racemic  acid  crystallises  out  (Piutti,  Ber. 
1886,  19,  1694);    by  reducing  and  hydrolysing 


the  sodium  salt  of  ethyl  oximino-oxalacetate 

(Piutti,     Chem.     Zentr.      1888,     68).     {d-^l)- 

Aspartic  *acid  forms  small   monoclinio  prisms; 

100  grams  of  water  dissolve  y  mg.  of  the  acid  at 

^,  wnere 

y=517+21-693<-0-165<«+00079«» 

(Engel,  Compt.  rend.  1888,  106,  1734).  The 
copper  salt  CuC4H504N,4iHjO  is  dark-blue 
(Engel.  {.c).  The  benzoyl  derivative  has 
m.p.  164''-165**  (corr.),  and  can  be  resolved  into 
its  active  comi)onents  by  crjrstallising  the 
brucine  salt  (Fischer,  Ber.  1899,  32,  2451). 

M.  A.  W. 

ASPHALT.  Compact  bitumen.  Mineral  pitch, 
Jews*  pitch.  Bitumen  of  Judcea.  {Jvdenpech, 
Erdpecn,  Bergpech,  Ger. ;  Goudron  min4ral,  Fr.) 
A  name  given  to  the  solid  varieties  of  bitumen. 
In  its  purest  form  asphalt  presents  the  appear- 
ance of  a  black  or  brownish-black  solid  substance, 
possessing  a  bright  conchoidal  fracture.  It 
melts  at  100**,  burning  with  a  briUiant  flame  and 
emitting  a  bituminous  odour.  Sp.gr.  1-0-1 -68. 
Asphalt  is  insoluble  in  alcohol  and  water,  soluble 
in  about  five  times  its  weight  of  naphtha,  and 
in  benzol.  It  is  dissolved  by  alkalis  and  alkaline 
carbonates. 

By  dry  distillation  a  yellow  oil.  Asphalt 
oil,  is  obtained.  It  consists  of  hydrocarbons 
mixed  with  a  small  quantity  of  oxidised  matter. 
It  begins  to  boil  at  90**,  but  the  boiling-point 
gradually  rises  to  250**.  The  portion  boilmg 
below  200**  has  the  sp.gr.  0-817  at  15** ;  that 
above  200*  has  a  sp.gr.  of  0-868  at  15**.  Both 
portions  gave  by  analysis  about  87-5  p.c.  carbon, 
11*6  p.c.  hydrogen,  and  0-9  p.c.  oxygen,  which 
is  nearlvthe  composition  of  oil  of  amber  (Volckel, 
Annalen,  88,  139).  Nitric  acid  converts  it  into 
a  resin,  having  the  odour  of  musk  and  the  taste 
of  bitter  almonds. 

•  Boussingault  obtained  from  the  asphalt  of 
Bechelbrunn  a  pale-yellow  oil,  petrolene,  having 
a  fAint  taste  and  bituminous  odour,  of  sp.gr.  0-891 
at  21**,  and  boUing  at  280**. 

By  heating  asphalt  to  250®  for  48  hours,  the 
volatile  oik  are  dfciven  oflf ;  a  black  solid  sub- 
stance, asphaltene,  is  obtained.  It  becomes  soft 
and  elastic  about  300**. 

The  purest  asphalt  is  found  on  the  shores  of 
the  Dead  Sea  and  in  the  pitch  lakes  of  Trinidad 
and  Mexico.  Rocks  more  or  less  impregnated 
with  bitumen,  to  which  the  name  earthy  or 
crude  asphalt  is  given,  are  found  at  the  Poldice 
mines,  Cornwall;  near  Matlock,  Derbyshire; 
at  Haughmond  HiU,  Shropshire ;  at  the  llot- 
wells,  near  Bristol ;  in  the  limestone  near 
GUsgow  ;  the  freestone  near  Edinburgh  ;  and 
generally  throughout  the  Orkneys.  Large 
deposits  occur  also  at  Seyssel,  Dept.  de  TAin ; 
at  Bechelbrunn  and  Lobsann,  Lower  Rhine  ;  at 
Bastennea  and  Dax,  in  the  De'pt.  des  Landes ; 
in  the  Val  de  Travere,  Neuchatel  and  other 

places. 

Asphalt  is  separated  from  the  minerals  w  ith 
which  it  is  associated  cither  by  melting  the 
mass,  allowing  the  earthy  matters  to  subside 
and  removing  the  bitumen ;  or  by  boiling  with 
water,  which  causes  the  bitumen  to  run  out  in 
the  melted  state ;  or  by  the  action  of  hydro- 
chloric acid,  which  dissolves  the  calcium  car- 
bonate and  leaves  the  asphalt ;  or  with  oil  of 
turpentine,  which  dissolves  out  the  bitumen. 
Murrie  (J.  Soc.  Chem.  Ind.  3,  182)  describes  the 
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methods  used  in  Italy  for  the  extraction  of 
bitumen  from  crude  asphalt. 

The  Val  de  Travers  asphalt  contains  about 
20  p.c  of  bitumen,  and  it  onlv  requires  the 
addition  of  6  to  8  p.o.  of  mineral  or  coal  tar  to 
convert  it  into  a  plastic,  workable  mastic  of  good 
quality  for  pavements  and  hydraulic  works. 

The  modem  method  of  laying  down  asphalt 
pavement  is  to  first  prepare  a  foundation  of  con- 
crete the  surface  of  which  is  carefully  flattened. 
On  this  even  surface,  when  thoroughly  dr^,  the 
melted  asphalt  is  spread  with  a  wooden  trowel, 
and  the  surface  is  finally  smoothed  over.  The 
liquid  Val  de  Travers,  Limmer's,  and  Bamett's 
asphalts  used  for  this  purpose  are  all  mixed 
>vith  grit  or  sand,  and  so  present  rougher  surfaces 
than  those  pavings  which  consist  of  asphalt 
alone.  Brande  (D.  R.  P.  4993, 1878)  mixes  ground 
slag  with  the  asphalt  instead  of  sand. 

Another  method  of  paving  is  to  break  up  the 
bituminous  ore,  and  heat  the  fragments  till 
they  crumble  to  powder.  A  layer  of  this  hot 
powder,  from  16  to  20  inches  thick,  is  laid  on 
the  dry  concrete  and  compressed  by  stamping 
with  hot  irons. 

Artificial  asphaU,  or  gas-tar  asphaUf  is  a 
mixtui'e  of  chalk,  sand,  or  limestone  with  the 
thick,  pitchy  residue  obtained  by  evaporating 
the  more  volatile  portions  of  gas  tar.  The 
mineral  substance  must  be  heated  to  expel 
moisture  and  adhering  air,  and  then  added  to 
the  strongly  heated  pitch. 

In  addition  to  the  use  of  asphalt  for  pave- 
ments, water-tight  tanks,  and  coatings  for  iron 
tubes  used  for  conveying 'gas  or  water,  &c.,  it  is 
used  in  photography,  in  photo-Uthography,  and 
photo-engraving,  owing  to  the  asphalt  becom- 
ing insoluble  in  turpentine  after  exposure  to 
light.  In  the  latter  case  copper  plates  are 
covered  with  a  thin  coating  of  pure  asphaltum, 
or  bitumen  of  Judsea,  dissolved  in  benzene  or 
chloroform.  When  drv,  the  plato  is  exposed 
behind  a  film  to  briglit  sunlight  for  half  an 
hour,  and  then  developed  by  first  softening  the 
soluble  portion  of  the  asphaltum  with  olive  oil, 
to  whicn  subsequently  a  little  turpentine  is 
added.  As  soon  as  the  lines  are  bare  the  turpen- 
tine and  oil  must  be  washed  away  by  the  action 
of  water. 

Methods  for  preparing  asphalt  for  paving 
and  other  purposes  are  described  by  Dagusan 
(D.  R.  P.  4999, 1878  ;  Dingl.  poly.  J.  232,  647) ; 
Kalilbetzer  (D.  R.  P.  5646,  1878) ;  Zadig  and 
Neuberg  (D.  R.  P.  6678,  1878 ;  Dingl.  poly.  J. 
233, 490);  Clark  (Eng.  Pat.  8036,  1884  :  J.  Soc. 
Chem.  Ind.  6, 183) ;  Kettmann  (Eng.  Pat.  12425, 
1884;  J.  Soc.  Chem.  Ind.  4,  675);  Richter 
(Siefenseid  Zeit.  23,  272 ;  J.  Soo.  Chem.  Ind. 
2,  474). 

Native  asphalt  can  be  distinguished  from 
artificial  asphalt  by  extracting  with  carbon  di- 
sulphide,  filterlnfi;,  evaporating  to  dryness,  and 
heating  the  resinue  till  it  can  be  ground  to  a 
fine  powder ;  0-1  gram  is  treated  with  6  c.c.  of 
fuming  sulphuric  acid  for  24  hours,  and  is  then 
mixed,  with  continuous  stirring,  with  10  c.c.  of 
water.  If  pitch  or  coal  tar  be  present,  the  solu- 
tion \iill  be  of  a  dark-brown  or  blackish  tint ;  if 
not,  the  solution  will  be  of  a  light-yellow  colour 
{v.  Pitch). 

ASPHODEL.  The  tuberous  roots  of  Aspho- 
dik  de  Sardaigne,  of  Aspliodelus  ramoeus  (Linn.), 


and  other  species  of  the  same  genus,  contain  a 
fermentable  substance  from  which  alcohol  may 
be  prepared  (e/.  Riviere  and  Bailhache,  Compt. 
rend.  1895,  121,  659).  By  drying  and  eoarsely 
grinding  the  tubers,  Landerer  obtained  a  powder 
which,  mixed  with  water,  formed  a  strong  glue. 
Badoil  and  Lienders  obtain  tannin  from  the 
pulp  left  after  the  extraction  of  the  alcohol. 

ASPIDIN  V.  FiLix-MAS. 

ASPIDOSAMINE  and  ASPIDOSPERMINE 
V.  Veoieto-alkai^oids. 

ASPIRATORS.  Aspirators  arc  used  to  draw 
air  or  other  gases  through  any  apparatus  con- 
nected with  them,  and  were  probably  first 
employed  by  Brunner  in  his  analyses  of  air, 
1830-1840  (Pogg.  Ann.  20,  274;  24,  669; 
31,  1).  The  process  of  aspiration  or  inhaling 
of  air  is,  however,  most  common,  being  necessary 
to  the  life  of  animals  and  to  the  ventilation 
of  buildings,  mines,  &c.,  to  chance  the  air  so 
that  it  may  support  life.  In  other  analyses 
of  air  by  Dumas  and  Boussingault,  an  exhausted 
globe  or  jar  was  used  as  an  aspirator  (1841, 
Ann.  Chim.  Phys.  [3]  iii.  257).  When  a  vessel 
is  emptied  of  liquid,  air  must  enter  to  take  its 
place,  and  the  common  aspirator,  in  its  various 
forms,  is  a  vessel  with  two  openings,  the  lower 
to  serve  as  outlet  for  the  water  or  liquid,  and 
the  upper  as  inlet  for  the  air  or  gas  to  be  aspirated. 
With  suitable  fittings  a  siphon  may  be  used 
instead  of  the  lower  opening,  or  the  apparatus 
may  be  modified  into  a  bell^jar  standing  over  a 
basin  or  large  jar,  the  air  being  drawn  in  through 
the  neck  of  the  bell- jar.  This  is  Mohr's  aspirator, 
which  ia  sometimes  poised  like  a  gasholder  to 
facilitate  filling  and  empt3nng  of  the  bell-jar 
(Mohr,  Lehrbuch  der  Titrirmethode,  1855, 
Brunswick). 

From  their  introduction,  aspirators  were  used 
not  only  to  draw  in  gases  through-  apparatus  and 
reagent  employed,  at  a  regulated  rate,  but  also 
to  measure  the  gases  so  manipulated  by  simply 
measuring  or  weighing  the  liquid  run  out  of  the 
aspiiator.  For  approximate  readings  aspirators 
of  glass  ma3'  be  graduated,  and  those  of  metal 
may  be  provided  with  gauge  glasses. 

Numerous  forms  of  tne  simple  aspirator  have 
been  invented  bv  Brunnor,  Regnault,  Mohr,  and 
others.    Fig.  1  is  perhaps  the  form  in  most  fre- 


Fio.  1. 


Fio.  2. 


quent  use,  and  ia  generally  of  glass,  plain  or 
graduated.  Fig.  2  is  a  very  convenient  form, 
described  by  Clemens  Winkler  (Industrie-Gase, 
1877,  39-4*1)  constructed  of  zinc  plate  and 
supported  on  a  wooden  tripod.  The  second  t«x> 
below,  on  the  side  tube,  is  useful  in  filling  the 
aspirator  with  water.  Fig.  3  is  the  form  often 
used  in  testing  the  gases  from  chemical  works. 
It  is  simply  a  cubical  or  rectangular  box  made 


ot  sheet  leftd,  with  ft  gn<iu»ted  gange  gkaa,  and 
can  be  opened  nl  A  h)  fiU  it  with  water. 

Dovble  agpirators.  In  ehort  operstioTU  the 
simple  (upintnr  requires  no  reHlling  nor  special 
attention  after  the  taps  are  adjuiited.  To  obviate 
the  inconvPnience  of  stopping  to  change  or  refill 
that  would  be  necessaiy  in  lonscr  operations, 
Bninner,  Boiagiraud,  Dancer,  Muenoke,  and 
others  bare  contrived  double  aspiratoni  no  con- 
nected that  each  vessel  is  alternately  abovo  and 
hrlow,  and  one  or  other  always  ready  for  use. 
The  aspirating  bottles  may  he  mounted  on  a 
—1  as  in  Dancer's  swivel  aspirator. 


Fig.  4 (Cheni.Nem,  1861,  10,200).  TheseBwivel 
aspijat^rB  are  very  convenieDt,  but  the  difference 
of  water-level  in  the  two  bottles  is  not  under  the 
control  of  tho  operator  and  varies  between  the 

height  of  one  bottle  and  a  very  small  minimum. 
Figs,  ff  and  0  show  an  arrangement  devised 


Fio.  6. 


Fia.  6. 


by  the  author,  which  has  certain  advantages. 
The  bottles  A  and  B  are  connected  as  shown, 
being  raised  and  lowered  alternately.  The  four- 
way  tap  c  (shown  larger  in  Fig.  6)  has  its  index 
I  turned  towards  the  upper  bottle  in  aspirating 
and  towards  the  lower  bottle  in  blowing.  It  ia 
made  from  a  good  gas  tap  by  boring  np  the 
centre  of  the  plug  at  r,  leading  out  the  hole  at 
a.  A  small  piece  of  metal  b  is  then  fitted  snd 
soldered  diagonally  where  the  holes  cross,  a 
piece  of  tubing  k  soldered  on  to  the  socket  of 
the  tap,  and  an  index  I  above  tho  plus. 

Puafi!in  wax  is  used  to  adjust  the  bottles  for 
exact  meaauremont,  and  to  obtain  a  Gne  adjust- 
ment below  at  B,  as  well  as  above,  by  a  mark  on 


n  bottle  slightly  tilted.     A  passage  from  the 


D  at  the  aide  ot  tbe  bottle  is  secured 
~  icr  tube  through  the 
.  the  proper  position 
and  after  the  wax  ii 
quite  solid  this  tube  ia  drawn  out.  The  passaoe 
should  be  curved,  no  tbnt  on  emptying  the  botue 

water  the  water  runs  out  to  the  mark  at  D. 
The  bottles  are  then  adjusted  by  weighing  their 
content  of  water  between  tbe  marks  and  adding 

removing  paraffin  till  at  the  standard 
temperature  and  preesure  they  hold  the  exact 
quantity  of  water  corresponding  to  the  volume 
required.  In  successive  weighings  of  bottles  so 
adjusted  the  difFereacee  should  not  exceed 
0-1  gram.  To  avoid  loosening  of  the  wax  from 
direct  contact  with  the  glass,  the  bottles  should 
be  preserved  from  changes  of  temperature  and 
from  mechanical  vibration,  &c. 

CoTtilant  or  automatic  aspiralon.  Instru- 
ments of  this  class  have  been  invented  by 
Guthrie  (Phil.  Mag.  [4]  15,  64)  and  by  Bonny 
(Winkler's  Technical  Gas  Analysis,  trans,  by 
liunge,  17).  In  each  of  them  a  pipe  from  the 
water  supply  leads  a  constant  stream  of  water 
into  a  vesael,  which,  when  full,  is  emptied  by  a 
siphon,  whose  tube  is  of  larger  size  than  the 
supply  pipe.  The  arrangement  thus  acta  on 
the  principle  of  the  intermittent  siphon,  and 
the  vessel  is  lUled  and  emptied  at  regular 
intervals.  In  Benny's  instrument  these  are 
registered  by  a  simple  mechanism,  and  the  total 
volume  passed  is  known  on  measuring  the 
volume  passed  in  one  operation. 

The  Sprengel  and  injector  pumps  may  be 
used  as  constant  aspirators  (v.  Filter  pcmps). 
By  means  of  a  collecting  box  attached  below  the 

Sumps  to  allow  the  gas  and  water  to  eecape  at 
ifferent  levels,  the  gas  may  be  measurfn  by 
passing  it  through  a  small  gas  meter  (Davis, 
J.  Soc.  Chem.  Ind.  211). 

J.  Groesman  (Winkler's  Industrie-Cia«c, 
21B}  has  invented  a  small  mercurial  aspirator, 
on  the  principle  of  the  Geissler  pump,  with  two 
reservoirs,  which  are  alternately  raised  and 
lowered.  It  is  fitted  with  registering  apparatus. 
In  testing  air  and  gases  from  confined  places, 
works,  Ac,  Angus  Smith,  Davis,  and  others 
have  used  small  pear-shaped  aspiratoiB  of  india- 
rubber.  These  are  emptied  by  simply  squeezing 
in  the  band.  The  air  eacapes  by  a  valve,  of 
which  the  simplest  is  a  smaU  slit  in  tbe  rubber 
connecting  tube,  opening  outwards  like  a 
Bunsen's  valve.  The  rubber  recovering  its  form 
draws  a  certain  volume  of  gas  through  the  teet. 
ing  apparatus,  and  it  is  easy  to  ascertain  approxi- 
mat«Iy  the  tat«l  Volume  of  gas  corresponding 
to  any  given  number  of  times  the  aspirator 
has  been  fiUed.  Another  larger  aspirator  of  this 
class  is  of  bellows  form,  like  a  oonocrtina,  the 
folding  part  being  of  indiarubber.  This  aspi- 
rator IS  frequently  used  for  filling  by  displace- 
ment jars  or  bottles  with  gas  U>  be  tested.  The 
common  single-barrel  air  pump  or  apparatus, 
on  the  same  principle,  is  also  applied  in  this 

At  the  British  Association  Belfast  meeting, 
1874,  the  late  Prof.  Andrews  showed  how  an 
ordinary  wet  gas  meter  could  be  converted  into 
an  aspirator  by  applying  motive  power  to  the 
hollow  axis  of  the  drum,  thereby  causing  it  to 
suck  in  air  at  the  inlet  side  and  at  the  same  time 
to  measure  tho  air  on  tbe  meter  index.      Using 
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meroury  as  liquid  in  a  cast-iron  meter,  a  similar  |  may  be  set  aside  as  a  sample,  or  the  whole  heap 
arrangement  forms  the  basis  of  the  Barr  and  ,  may  be  made  into  a  perfect  cone,  which  is 
Stroud  air  pump  applied  in  the  evacuation  of  ;  flattened  and  divided  into  four  quarters  along 
bulbs  for  electric  lighting  lamps  (J.  Soc.  CSiem.  two  diameters.  Two  opposite  quarters  are 
Ind.  1896,  640 ;  Eng.  Pat.  13188,  July,  1895).     ;  removed  and  mixed,  and  the  process  of  *  coning 

T.  F.      I  and  quartering  *  repeated  as  often  as  necessary. 

ASPIRIN.  Trade  name  for  acetyl  salicylic  j  A  heap  or  vat  of  ore  or  tailings,  which  must 
acid  C,H4(C00H)0-C0'0H„  used  as  an  anti-  |  be  sampled  without  being  movra,  is  pierced  at 
rheumatic.  •  regularly  spaced  intervab  by  a  sampling  tube 

ASSAYING.  Assaying,  *  the  trial  of  metals,*  which  resembles  a  cheese-taster,  and  withdraws 
a  term  originally  applied  only  to  the  testing  of    a  cylindrical  sample  extending  to  the  bottom 


gold  and  silver,  is  now  usually  extended  to  the 
determination  of  the  quantity  of  the  valuable 
metal  in  an  ore  or  metallurgical  product.    It  is 


of  the  vat  or  heap. 

In    automatic    sampling    machines,    which 
are  much  used  in  Western  America,  the  crushed 


also  sometimes  taken  to  include  the  estimation  i  ore  is  made  to  slide  down  an  inclined  plane  or 
of  any  element  which  may  prejudicially  affect ;  rotating  cone,  and  a  portion  of  the  stream  of 
the  value  of  the  ore,  but  it  is  more  usual  to  '  ore  is  deflected  and  set  aside  as  a  sample.  Those 
discuss  this  together  with  such  work  as  the  '  machines  are  preferred  which  momentarily 
complete  analysis  of  ores,  slags,  furnace  materials,  I  take  the  whole  stream  of  ore  at  regular  intervals 
fuel,  &c.,  under  the  heading  of  *  metallurgical  ;  of  time.  Further  reduction  in  uxe  laboratory 
analysis.*  A  brief  account  of  some  of  these  i  is  effected  by  coning  and  quartering  or  by  a 
sections  is  given  below.  machine   sucn   as   the   riffle  or   sampling  tin. 

The  art  of  a8sa3ring  is  of  great  antiquity.  '  which  consists  of  a  series  of  metal  troughs 
The  use  of  the  touchstone  for  testins  gold  in  ,  arranged  side  by  side  and  fastened  at  equal 
India  was  referred  to  by  Mathuranatna  (Hist,  distances  from  each  other.  A  stream  of  ore 
of  Hindu  Chemistry,  by  Ray,  ii.  231),  ana  was  '  let  faU  on  it  is  in  part  retained  by  the  troughs 


probably  known  in  the  Greek  world  at  least 
as  early  as  b.c.  700,  when  the  first  eleotrum  or 
gold-silver  coins  were  manufactured.  At  any 
rate  the  touchstone  found  its  way  into  Greek 
mytholo£^.  The  testing  of  eold  alloys  by 
cementation  was  describe,  by  rimy,  by  Strabo, 


and  in  part  passes  through. 

The  final  grinding  of  the  ore  is  effected  by 
means  of  an  iron  pesSe  and  mortar,  or  of  a  large 
hammer  with  a  curved  face  sliding  on  an  iron 
plate  (or  buckboard),  or  by  some  form  of  rolling 
or  grinding  mill.    The  crushed  ore  is  passed 


and  in  the  eighth  century  ▲.D.  by  the  Arabian  '  through  a  sieve,  the  fineness  of  which  varies 
Geber,  who  was  also  familiar  with  the  method  .  according  to  the  ore  and  the  method  of  assay, 
of  cupellation,  and  is  reputed  to  have  discovered  ■  If  a  panning  test  is  required,  a  20-me8h  sieve 
nitric  acid.    The  parting  assay  of  gold  with  the  ;  (i.e.  one  with  20  holes  to  the  linear  inch)  suffices. 


aid  of  this  acid  is  referred  to  in  a  decree  of 
Philippe  de  Valois  in  the  year  1343,  confirming 
its  use  in  the  French  Mmt.    Alloys  of  silver 


For  most  fusions,  e,g,  dry  lead  assay,  a  60-mesh 
sieve  is  used.  Gold  ores  are  crushed  through 
an  80-  or  100-meeh  sieve,  and  in  the  case  of 


with  copper  were  tested  by  observing  the  degree  ,  telluride    ores   of   gold,    the    best   results   are 
of  blackening  caused  by  heat  in  the  Roman  '  obtained  by  using  120-mesh  sieves.     Before  it 


Mint  under  the  Republic  (Rochon,  Essais  sur 
les  Monnoies,  17,  1792). 


can  be  paJssed  through  a  fine  sieve,  the  ore 
must  be  dried,  so  that  the  moisture  la  determined 


It  is  probable  that  ores  were  not  valued  !  on  coarsely  crushed  ore  by  dryins  at  100  on 
except  by  inspection  until  the  Middle  Ages,  i  a  water-bath,  or,  if  the  dry  material  is  not  likely 
The  first  clear  references  to  ore-assa3mig  are  |  to  be  affected  in  any  way  by  a  somewhat  higher 


to  be  found  in  the  writings  of  Biringuccio, 
Agricola,  and  Ercker  in  the  sixteenth  century, 
but  the  art  ^'as  evidently  regarded  by  these 
authors  as  aheady  ancient  at  tne  time  at  which 
they  wrote.  ErckcQr,  writing  at  Frankfort  in 
1580,    describes   the   fire-assays   not   only    of 


temperature,  it  is  heated  on  a  sand-bath.  In 
crushing  rich  'gold  and  silver  ores,  mint  sweep- 
ings, £c.,  pieces  of  metal  are  found  which 
become  flattened  out  and  are  caught  on  the 
sieve.  These  '  metallics  '  are  treated  separately, 
and  the  value  calculated  on  the  weight  of  ore 


several  different  kinds  of  gold  and  silver  ores,  <  from  which  they  were  derived, 
but  also  of  the  ores  of  copper,  lead,  tin,  antimony,  '  The  dried  and  crushed  sample  is  thoroughly 
iron,  mercury,  and  oismuth.  Assaying  by  i  mixed  by  means  of  a  spatula  m  a  basin,  or  on 
means  of  *  wet  methods,*  volumetric,  gravi-  rubber-cloth,  before  the  portion  required  for 
metric,  and  electrolytic,  is  of  comparatively  recent  ;  assay  is  weighed  out.  If  stored  in  a  bottle  or 
introduction  (excepting  the  parting  assay  of  \  tin,  the  movement  of  the  vessel  causes  the  heavy 
gold),  but  has  now  in  great  part  superseded  the  >  particles  to  settle,  so  that  the  material  at  the 
ancient  processes  involving  the  use  of  furnaces,    bottom  becomes  richer  than  that  at  the  top. 

Sampling. — ^Whether  the  materia]  to  be  '  Ingots  of  metal  are  sampled  by  cuts  taken 
assayed  is  a  portion  of  a  vein  underground,  a  from  the  comers  or  edges,  as  in  the  case  of 
heap  of  broken  ore,  pigs  of  metal,  or  a  delicate  •  refined  gold  and  silver,  or  by  drilling  from  a 
piece  of  jewellery,  in  every  case  a  representative  '  number  of  different  spots,  as  is  sometimes  done 
sample  must  be  obtained.  In  the  case  of  ore  in  the  case  of  iron  and  steel.  Pigs  of  ai^enti- 
in  situ  underground,  pieces  are  taken  from  a  fcrous  lead  are  sometimes  sampled  by  drillings 
number  of  different  points  and  either  mixed  or  or  saw  cuts.  Base  gold  and  silver  ingots,  and 
examined  separately.  Ore  which  can  be  moved  i  in  many  cases  ingots  of  steel  and  pigs  of  lead, 
is  reduced  in  bulk  either  by  hand  or  by  machinery,  '.  are  melted  and  stirred,  and  a  portion  dipped 
and  is  generally  crushed  finer  between  each  I  out  and  granulated  by  pouring  into  water,  or 
successive  reduction  in  bulk.  Every  second,  <  cast  into  a  little  ingot.  Coins  are  sampled  in 
fifth,  tenth,  or  twentieth  shovelful  or  car-load  ^  various  ways,  silver  coins  being  seldom  uniform 


•! 

Urge  number  of  little  pieoea,  so  that  all  parts 
of  the  coin  tnaj'  be  repMseated  in  the  portion  I 
taken  for  assav.   Thia  method  is  adopted  in  the  ; 

Philadelphia  Mint,  but  ia  not  in  general  use, 
other  more  complicated  mothods  being  preferred,  j 
Gold  and  silver  waree  are  usually  pickled,  and  are  i 
licher  on  the  surface  than  in  the  interior.  In  j 
sampling  them,  it  is  accordingly  nooeasary  to 
remove  the  outnide  by  Bcraping  and  then  toacrape  | 
oCF  aportion  of  metal  for  aeaay.  | 

The  preliminary  examinalxon  of  ores  includee  j 
careful  inapcction,  which  is  all  the  more  useful  j 
if  Bome  comparatively  large  pieces  are  included 
in  the  aample.  The  proximate  constituents, 
such  aa  quartz,  pyrites,  magnetite,  galena,  &c., 
am  thus  observed,  and  the  proportions  in  which 
they  ate  present  roughly  estimated,  this  informa- 
tion being  required  in  making-up  furnace  charges. 
Frequency  a  concentration  test  ia  made  in  a 
miner's  pan  (a  flat-bottomed  sheet- iron  pan 
about  20  inobes  in  diameter,  and  3  ot  4  inches 
ileep,  with  sloping  slides)  or  a  vanning  shovel,  or 
in  any  basin,  pan,  or  even  olock-glaaa  available. 
For  this  purpoao  a  portion  of  26  grams  or  more 
is  weighed  out,  atined  Euid  shaken  with  water 
by  a  oircnlar  motion  on  the  ahovel,  and  the 
lighter  particles  rinsed  away  and  caught  in  a 
basin.  Finally  b^  a  combination  of  the  circular 
motion,  and  a  series  of  jerks,  the  denaer  partiolea 
are  tl^im  up  and  tne  lighter  ones  washed 
down  the  ahovel.  The  concentrates  are  ex- 
amined with  a  lens  or  separated,  dried,  and 
weighed,  or  treated  with  acid,  or  examined 
by  means  of  the  blowpipe,  or  in  other  ways,  in 
order  to  determine  the  presence  or  absence  of 
elements  likely  to  interfere  with  the  method 
of  assay  chosen.  The  vanning  shovel  ia  used 
p«rticufarly  with  tin  ores,  but  may  be  applied 
to  inj  others.  Fanning  teats  are  especially 
useful  in  the  examination  of  gold  ores,  but  are 
alao  required  to  determine  tne  nature  of  the 
'  mineral '  or  compounds  of  the  heavy  metals 
in  almost  all  ores.  The  test  may  be  applied 
to  hsJf  a  gram  of  ore  in  a  watcb-glass,  if  no  more 

The  hirnaces  used  by  sssayera  are  the  muffle 
furnace,    and    the    melting    or    wind-fumace. 


■ING.  317 

The  mvfflt  /umace  oonuata  of  a  small  oven  or 
muffle  <»  refractory  fireclay  open  at  the  front, 

and  having  an  arched  top.  It  is  heated  by 
coal,  coke,  oil,  gaa,  or  electricity.  Muffles 
vary  in  size  according  to  the  amount  of  ivork 
to  be  done,  but  those  used  at  the  Boyal  Mint  may 
be  considered  full  size.  Sectional  views  of  one 
of  these  furnaces  are  shown  in  Figs.  1  and  2. 
The  muffle  &  is  14J  inchea  long,  %i  mchee  wide, 
and  6  inches  high,  inside  measurements,  with 
walls  about  }  inch  thick,  llio  mouth  is  dosed 
by  the  firebrick  B  and  by  a  sliding  plate.  Air 
enters  through  holes  in  the  sliding  plate  and 
passes   out  at  the  back  through  the  tube  c. 


which  has  a  sliding  damper  and  leads  into 
the  main  Sue.  The  fuel  is  ordinary  gas.  supplied 
by  a  row  of  bunaen  burners  D,  and   complete 


oS  the  waste  gnaea.  The  furnace  walls  c 
of  firebrick  bound  with  iron  and  covered  with  a 
thick  layer  of  ma^eaia  and  asbeatos  to  check 
radiation.  No  chimney  stack  or  fotoed  draught 
is  required  for  thia  furnace. 

A  mdttTig  furnace  adapted  for  the  use  of 
eoko  as  fuel  and  auitable  to  make  fusions  in 
asaay  operations,  is  shown  in  section  in  Fig.  3, 
in  whien  a  is  the  fireplace,  a  the  flue,  o  the 
ashpit,  D  the  damper,  and  s  the  fiiedoor.  The 
moat  useful  size  of 


firepUoe    _ 

about  9  inches 
square,  and  about 
lOinchee  in  depth 
from  the  firebars 
to  the  flue.  The 
f  umaoe  is  built  ol 
brick  and  lined 
witii  firebrick.  It 
is     bound     with 

covered  with  iron 
plates  bolted 
together  and  fur- 
niahed    with     tie    ' 
rods.  GoB-meltiog  ' 


-f 


furr 


>vitK 


>  natural     draught 


or  using  a  bUst  of  aii  are  less  common.  Tbo 
fluiiiiK  crucibles  (o,  Fig.  4)  oonBirt  of  firooUy  or 
a  mixture  of  plumbago  and  fireclay,  or,  in  the 
aaioy  of  galena,  of  uTought  iron,  Thoy  are  of 
ilJfTerent  Bizen  and  shapes,  the  best-known 
bfing  the  Batterae*  (round,  Comish,  aDil 
triangle),  French,   Hegsian,   and  Colorado  cru- 


cibles, the  ]«Ht-named  being  used  tor  making 
fuaions  in  the  muffle,  a  common  practice  ia 
America.  Mo«t  oruoibles  require  careful  anneal- 
ing before  being  used.  Roasting  dishes  made 
of  fireclay  (a.  Fig.  6)  are  for  the  roasting  of  ores ; 
BooriJiers  (e)  are  used  in  the  prooesa  of  aoorifica- 


a*  aSi^B 


tion  :  cupels  of  \ 


Fio.  6. 


a  shapes  and  sizes  (d,  e) 
are  maae  oi  compreaned  booe-ash  or  magneeia, 
and  are  required  in  the  assay  of  the  precious 

metals.  The  bone-ash  cupela  may  be  made  by 
the  asaayer,  and  must  be  carefully  dried  before 
use.  Magnesia  cupels  are  usually  bought 
ready-made.     A    parting    fiask    is    shown    in 


b.  Fig.  5.  The  furnace  implements  (Fig.  6) 
consist  of  basket  or  oireular  longs  for  lifting 
crucibles   out   of   the   furnace,   pouring   tonga. 


cupel  tongs,  sooriSer  tongs,  and  button  tongs, 
with  various  scrapera,  pokers,  Ac.  Iron  slag- 
moulds  (i,  Fig.  4)  are  required  for  casting  the 
results  of  scoiilications  and  of  fusion  assays, 
and  hammera,  anvils,  alaa  hoops,  and  othat 
implements  are  also  required.  The  chatgins 
scoop  (c.  Fig.  4)  is  required  for  charging  metal, 
tc,  into  red-hot  crucibles. 

The  rtagents  used  in  fire  aasay  may  be 
classed  as  fluxes,  agents  for  reducing,  oxidising, 
sulphurising,  and  desulphurising,  and  covers  to 
protect  the  contents  of  the  crucible  from  the 
action  of  the  air,  furnace  gase?.  ko,  Qenerally 
speaking,  an  ore  consists  of  compounds  of  a 
heavy  metal  or  motsia  (tho  mineral),  leather 
with  a  quantity  of  earthy  materials,  such  as 
quartz,  silicates,  &c.  (the  gangue].  It  is  re- 
quired to  reduce  the  valuable  constituent  to 
metallic  form,  and  to  incorporate  tho  remainder 
of  tho  ore  in  a  fusible  alag.  through  which  the 
particles  of  metal  may  settle  to  the  bottom, 
where  they  collect  in  the  form  of  a  buttOD. 
Sometimes  a  regulus  or  matte  (sulphide  of  a 
heavy  metal]  or  a  speise  (arsenide  of  a  heavy 
metal)  forms  a  separat«  layer  between  the  metal 
and  the  slag,  and  a  cover,  Bay,  of  common  salt, 
may  be  provided  which  is  lighter  than  silicate 
slags  and  floats  on  the  top.  On  breaking  c^pen 
a  cold  crucible  in  which  a  fusion  has  been  made, 
there  are,  therefore,  frequently  four  layera. 

The  principal  fluxes  used  are  sodium  car- 
bonate, which  forma  fusible  mixtures  with  acid 
(ailioeoua)  ores,  and  also  acts  as  a  deaulphuriser, 
converting  pyrites  into  a  mixture  of  sulphides  of 
iron  and  sodium  which  does  not  form  a  regulus, 
but  is  dispersed  throiuh  the  alag.  Carbonate 
of  soda  is  generally  usea  in  the  form  of  powdered 
bicarbonate,  which  gives  up  half  its  carbonic 
acid  without  fuaion.  Soda  crystals  give  up  their 
water  of  crystalliaation  with  ebullition,  and  are 
not  suitable  unless  previously  dried.  Basic 
ores  require  borax,  which  forms  fusible  mixtures 
with  oxides  of  iron,  lime,  to,  ;  and  increases  the 
fluidity  of  most  charges.  Crystallised  borax 
powder  on  heating  awuls  up  enormously,  gives 
up  its  water  and  fuses  into  a  glass.  Hie  swelling 
may  occasion  loss  in  the  assay  if  the  crucible  ia 
too  full.  To  avoid  this,  borax  glass  may  be 
used,  which  is  equivalent  to  about  double  its 
weight  of  ordinary  borax.  Litharge  is  a  useful 
flux,  especially  for  oxides  of  iron,  copper,  fto., 
but  attacks  and  corrodes  the  crucibles.  Fluor- 
spar ia  sometimes  used,  especially  for  phosphates. 
Sand  is  often  required  to  protect  the  crucible 
from  attack  by  basic  ores. 

The  reducing  agents  are  carbon  (ohareoal 
powder  or  lampblack),  flour,  tartar  or  argol 
(crude  hvdrogeu  potassium  tartrate),  and 
occasionally  potassium  cyanide.  One  part  of 
ohsTCoal  is  about  equal  to  two  parts  of  flour 
or  five  of  tartar,  but  tartar  also  acta  as  a  flux, 
being  converted  by  heat  into  carbon  and 
potassium  carbonate.  Black  flux  is  a  reducing 
mixture  made  by  deflagrating  one  part  of  nitre 
with  two  and  a  half  parts  of  argol. 

The  chief  oiidismg  agents,  whioh  are  also 
desulphuriseiH,  are  hot  air,  litharge  or  red  lead, 
andnitre.  Iron  ia  often  used  as  a  desulphurising 
agent.  The  ordinary  materials  used  as  covers 
are  borax  and  common  salt. 

The  balanca  and  weightt  do  not  differ,  as  a 
rule,  from   those    used    in   ordiiwry   cbemioal 
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analysis,  the  most  notable  exception  being  in 
the  case  of  those  used  in  the  assay  of  gold  and 
silver.    The  proportion  of  these  metals  present 
in  ores  is  reported  in  troy  ounces,  pennyweights, 
and  grains  per  ton,  or  sometimes  m  ounces  and 
decimals    or    in    pennyweights    and    decimals. 
The  weight  of  ore  taken  for  assay  accordingly 
contains  as  many  milligrams  as  there  are  ounces 
troy  in  a  ton  (29,166  in  a  ton  of  2000  lbs.,  and 
32,666  in  a  ton  of  2240  lbs.).    This  weight  of 
29*166  grams  is  called  an  assay-ton  (or  A.T.), 
and  boxes  of  weights  made  up  of  assay- tons  and 
decimals  are  u^d   by   many  assayers..   Then 
the  gold  extracted  from  the  sample  of  ore  is 
weighed   in   milligrams,  and   can   be  reported 
wi^out    calculation.     In    the    assay   of    gold 
bullion    the    weights    commonly    range    from 
*  1000 '  downwards,  where  1000=0-5  gram  or 
some   other   unit  such    as   5   srains.      Much 
tedious  calculation  is  avoided   by  thus  mark- 
ing   the    weights    so    that     their    face-value 
fives  at  once  the  result  of  the  assay.      Again, 
m  assaying  silver  by  precipitation  as  chloride 
(India  Mint  method,  see  p.  327),  since  18 '8 1 6 
grains  of  pure  silver  are  contained  in  25  grains 
of  chloride,  it  follows  that  if  18*815  grains  of 
an  alloy  be  always  taken  for  assay,  and  the 
resulting  chloride  be  ^weighed  out  with  a  series 
of  weights  the  largest  of  which  is  marked  1000, 
and  is  equal  to  25  grains,  and  the  others  are 
marked  correspondingly,   then  the  subsidiary 
weights  of  this  series  will  indicate  the  result  of 
the  assay  without  calculation.     A  similar  series 
can,  of  course,  be  arranged  for  any  special  purpose. 
The  balances  used  for  weighing  gold  and  silver 
in  bullion  assays  are  li^ht  'and  delicate,  taking 
about  2  grams  as  then:  maximum  of  weight, 
and  turning  to  one  hundredth  of  a  milligram. 
Usually,  one  division  of  the  ivory  scale  is  made 
equal   to    0*06    mg.      Balances    for    weighing 
the  parted  gold  in  ore  assays  are  still  more 
delicate.    The    maximum    weight   which   they 
can  carry  is  only  1  gram  or  even  lees,  and  they 
turn  with  one-hundredth  or  in  some  cases  only 
one  five-hundredth  of  a  milligram.    Milligram 
and  half-milligram  riders    are    used,   but  the 
final  reading  is  always  based  on  the  deflection 
from  the  zero  position  of  the  pointer,  measured 
by  the  number  of  divisions  on  the  ivory  scale 
covered  by  the  swing.   At  the  present  day  short 
beams  of  0  inches,  4  inches,  and  even  8  cm.  in 
lenffth,  are  in  use,  so  that  the  balances  are  very 
rapid  in  action  in  spite  of  their  sensitiveness. 

In  quantitative  olowpipe  work  on  gold  and 
silver,  it  has  been  found  possible  to  dispense 
altogether  with  a  delicate  oalance,  and  to  use 
an  ivory  scale  (Plattner*s  scale),  by  which  the 
diameter  of  the  bead  of  metal  is  accurately 
measured.  The  principle  has  been  extended 
in  the  assay  of  poor  materials,  and  beads  of 
microscopic  dimensions  are  placed  on  the  stage 
of  a  microscope  and  measured  by  means  of  a 
micrometer  eyepiece.  In  this  way  L.  Wagoner 
(Trans.  Am.  Inst.  Mining  £n^.  xxxi.  1901, 
798)  obtained  a  close  approximation  to  the 
weight  of  beads  of  silver  of  0*02  mm.  in  diameter, 
which  weighed  about  0*00004  mg. 

The  aTOve  summary  has  special  reference  to 
the  requirements  of  a  laboratory  for  making 
dry  or  nre  assays.  For  wet  assays,  the  apparatus 
and  reagents  are  those  of  the  oidinary  analytical 
laboratory  (v.  Analysis). 


In  all  methods  of  assaying,  wet  or  dry, 
time  must  be  considered  as  w^  as  accuracy. 
It  is  sometimes  important  to  arrive  at  a  result 
in  the  course  of  an  hour  or  less,  and  some  of 
the  methods  described  are  intended  for  such 
emergencies,  when  extreme  accuracy  must  be 
sacrificed.  It  is  also  necessary  to  observe 
that  assay  methods  are  intended  to  be  com- 
parative, and  wherever  it  is  possible  check  assays 
on  similar  materials  of  Known  composition 
should  be  made  side  by  side  with  the  assays  of 
ores  or  other  bodies  requiring  examination,  and 
a  correction  applied  to  the  results.  In  the 
following  pages,  only  methods  in  common  use 
in  assay  offices  are  described.  The  methods 
of  ordinary  analysis  are  generally  omitted  or 
made  the  subject  of  brief  reference. 

Aluminium.  There  are  no  special  methods 
of  assaying  the  ores  of  this  metal.  The  silicates 
are  broken  up,  and  the  silica  removed  as  usual 
(see  p.  329),  and  the  acid  solution  of  the  bases 
is  treated  so  as  to  separate  the  metals  contained 
in  it.  Aluminium  is  precipitated  and  weighed 
as  phosphate  AIPO4,  ^^  oxide  Al^O,.  It  is 
sometimes  weighed  as  oxide  together  with  oxide 
of  iron  FcgOj,  and  also  P|0,,  if  these  con- 
stituents are  present  in  the  ore.  The  last 
mentioned  constituent  is  of  course  combined 
as  phosphate.  The  phosphorus  and  iron  are 
then  determined,  aluminium  being  estimated 
by  difference  (Low's  Technical  Methods  of  Ore 
Analysis,  1st  ed.  22). 

Antimony.  The  antimony  in  ores  may  be 
determined  by  fusion  with  cyanide  of  potassium 
or  with  iron  (avoiding  excess)  and  black  flux, 
but  the  results  are  imsatisf actory.  The  sulphide 
of  antimony  in  an  ore  may  also  be  approxi- 
mately determined  by  charging  500  grams  of 
ore  broken  to  nut-size  into  a  clay  crucible  with 
a  perforated  bottom.  This  crucible  is  fitted  into 
another  of  about  the  same  size,  and  the  joint 
carefully  luted.  A  cover  is  also  luted  on,  and 
the  whole  is  slowly  raised  to  a  red  heat.  The 
sulphide  of  antimony  fuses  and  liquates  into 
the  lower  crucible,  from  which  it  can  be  detached 
when  cold,  and  weighed.  The  fused  sulphide 
of  antimony,  if  pure,  contains  71*7  p.c.  of  the 
metal.  The  valuation  of  antimony  sulphide 
ores  is  usually  effected,  according  to  Bedford 
McNeill  (Berenger's  Assaying,  11th  ed.  226), 
by  having  recourse  to  the  ordinary  smelting 
operation,  which  is  to  be  used  in  treating  the 
ore  on  the  larse  scale.  Char;g|es  of  about  2()kiloB. 
of  ore  are  usea  for  the  valuation. 

The  wet  methods  of  estimation  of  antimony 
in  ore  are  far  more  accurate  than  those  r^erred 
to  above.  The  ore  is  fused  with  sulphur  and 
sodium  carbonate,  and  then  digested  with 
water.  A  solution  of  an  alkalme  sulpho- 
compound  of  antimony  is  thus  obtained,  uom 
whicn  a  mixture  of  antimony  and  arsenic  sul- 
phides and  free  sulphur  is  precipitated  by  the 
addition  of  dilute  hydrochloric  acid.  After 
the  arsenic  has  been  separated,  the  antimony 
sulphide  is  weighed  or  is  oxidised  by  fuming 
nitric  acid,  and  weighed  as  Sb,04.  Ores  may 
also  be  attacked  by  hydrochloric  acid.  The 
antimony  in  the  separated  sidphide  may  be 
estimated  volumetrically,  dissolving  the  sul- 
phides in  hydrochloric  acid  and  chlorate  of 
potash,  warming  to  expel  the  chlorine,  adding 
an  excess  of  potassium  iodide,   and  titrating 
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with  thiosalphate  of  socla  (J.  Soc.  Chem.  Ind. 
XV.  266). 

Anenie.  The  determination  of  arsenic  in 
ores  and  motaUurgical  products  is  usually  made 
bv  Pearce*8  method,  which  consists  in  fusing 
about  0*6  gram  of  the  ore  with  6  grams  of  a 
mixture  of  equal  parts  of  sodium  carbonate 
and  nitre,  dissolving  out  the  soluble  arsenates  of 
the  alkalis  and  precipitating  the  arsenic  in  a 
neutral  solution  by  means  of  silver  nitrate. 
The  precipitated  brick-red  silver  arsenate 
Ag.AsO^  is  filtered  ofiF,  dissolved  in  nitric  acid, 
and  the  silver  in  it  determined  by  Volhard's 
thiocyanate  method.  The  amount  of  arsenic 
present  can  then  be  calculated  (Low's  Ore  Ana- 
lysis,  41).  Small  quantities  of  arsenic  in  metals 
and  minerals  may  be  separated  by  distillation 
\iith  ferric  chloride  and  calcium  chloride  in  a 
hydrochloric  acid  solution,  the  distilled  arsenious 
chloride  being  condensed  in  a  vessel  of  cold  water 
(Berenger's  Assaying,  384).  (For  arsenic  in  steel, 
8ee  p.  326.) 

Bismuth,  if  present  in  an  ore  in  the  metallic 
state,  may  be  determined  by  liquation,  the 
method  of  procedure  being  similar  to  that  used 
in  liquating  sulphide  of  antimony  (g.t;.).  The 
bismuth  in  an  ore  may  also  be  determined  by 
fusing  it  with  fusion  mixture,  common  salt,  and 
cyanide  of  potassium.  These  methods  are 
inexact,  and  bismuth  is  usually  determined  by 
being  weighed  as  BijO,  after  precipitation  as 
cftrbonate,  or  as  BiOQ  on  a  wek^hed  filter  or  a 
Gooch  crucible  after  being  (uied  at  100^. 
Bismuth  in  metallic  lead  is  precipitated  and 
weighed  as  BiOQ,  and  in  metallic  copper  it 
is  detected  bv  the  colour  given  to  lead  iodide. 
(For  estimation  of  bismuth  in  oopper,  see 
p.  322.) 

Chromium  occurs  in  chrome-iron  ore  and 
sometimes  in  other  iron  ores,  in  pig-iron  and 
in  steel.  Small  quantities  of  chromium  in  iron 
ores,  after  separation  from  other  metals  and 
earths,  are  precipitated  by  lead  acetate  in  an 
acetic  acid  solution,  and  weighed  as  Pb0r04, 
or,  in  the  alternative,  reduc^  by  sulphurous 
acid  and  the  chromium  precipitated  from  the 
green  solution  by  means  of  ammonia  and 
weighed  as  OjO,.  Chrome-iron  ore  is  assayed 
by  a  volumetric  method  based  on  the  oxidation 
of  ferrous  iron  by  chromium  in  the  form  of 
chromate.  The  chromium  is  oxidised  by  per- 
oxide of  sodium  (J.  Iron  and  Steel  Inst,  xlviii. 
163).  The  ferrous  iron  is  added  in  the  form  of 
a  weighed  amount  of  ferrous  ammonium  sulphate 
or  of  a  weighed  amount  of  metallic  iron  dissolved 
in  sulphuric  acid.  The  excess  of  ferrous  iron 
present  in  the  solution  containing  the  chromium 
18  titrated  with  permanganate.  Chromium  in 
steel  is  precipitated  and  weighed  as  chromium 
phosphate  (Cnem.  News,  IviL  1888,  163),  or  as 
chromic  oxide  Cr|0,. 

Cobalt.    {Set  Nlokel,  p.  326.) 

Copper.  The  principal  ores  of  copper  are 
(a)  native  copper;  (6)  sulphide  ores,  copper 
pyrites  or  yellow  ore,  erubescite  or  purple  ore, 
grey  oopper  ore,  &c. ;  (c)  oxidised  ores,  malachite, 
silicate  of  copper,  &c.  The  treatment  of  copper 
ores  results  in  the  production  of  copper  matte 
or  regulus  containing  from  30  to  60  p.o.  of  copper, 
and  cement  copper  or  copper  precipitate,  con- 
taining 70  p.c.  or  more  of  metallic  copper. 
In  addition  to  these  materials,  ordinary  com-  j 
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mercial  standard  copper,  refined  copper,  and 
the  alloys  of  copper  require  to  be  assayed. 
The  chief  methods  in  use  are  as  follows  : — 
(1)  Dry  or  Cornish  assay,  long  used  in  con- 
nection  with    the   sale   of     copper   ores,   but 
applicable  chiefly  to  mattes  and  rich  sulphide 
ores.     It    is    especially    unsatisfactory    when 
dealing  with  poor  ores,  but  gives  low  results  in 
all  cases,  the  loss,  according  to  Beringer,  ranging 
from  2  p.c.  of  the  copper  present  in  the  richest 
materials  to  33  p.c.  of  the  copper  in  2  p.c.  ore. 
It  consists  in  fusing  the  calcmed  regulus  for 
metallic  copper  and  refining  the  copper.     Rich 
oxidised  ores  are  fused  for  metal  at  once.    The 
amount  of  ore  taken  for  assay  is  400  grains, 
but  with  rich  material  only  200  grains  or  even 
100  grains  are  taken.    The  fluxes  vary  with  the 
nature  of  the  ore,  in  which  there  may  be  too 
much  sulphur  and  iron,  as  in  copper  pyrites,  &c. , 
or  too  little,  as  in  grey  copper.    The  follo\iing 
are  examples  of  the  charges  : — 

A.  Copper  pyrites  B.  Grey  copper  ore 
Ore   • 

Nitre 

Lime 

Fluorspar 

Glass 

Borax 

Hflsmatite 

Sulphur 

Argol 

The  charge  is  fused  in  a  *  large  copper '  crucible 
at  a  low  r^  heat,  which  is  gradually  raised. 
After  about  16  minutes  the  charge  is  poured  into 
a  conical  mould,  and,  as  soon  as  the  slag  is 
solid,  it  is  taken  up  by  tongs,  dipped  into  water, 
and  allowed  to  dry.  When  treated  in  this  way, 
the  slag  breaks  up  readilv.  The  regulus  is 
detached  by  a  hammer  and  crushed  to  powder 
in  an  iron  mortar.  It  should  be  reddish-brown 
in  colour  and  contain  about  60  p.c.  of  copper 
and  20  p.c.  of  iron.  It  is  roasted  in  a  0[>mish 
crucible  in  the  melting  fumaoe  or  in  a  roasting 
dish  in  the  muffle,  at  a  low  but  increasing 
temperature,  with  continuous  stirring  at  first. 
When  '  sweet,'  i.e.  not  smelling  of  sulphur,  at 
a  full  red  heat,  it  is  mixed  with  a  little  charcoal 
powder,  and  re-roasted  to  decompose  sulphates. 
It  is  then  crushed  again,  if'  necessary,  and  fused 
in  the  same  crucible  with  argol,  borax,  and 
sodium  carbonate.  A  high  temperature  is 
required,  and  the  chars^e  is  poured  in  about 
16  minutes.  The  slag  is  detached  and  cleaned 
by  a  second  fusion  ^vith  more  argol  and  sodium 
carbonate.  The  '  coarse  copper  *  obtained  in  this 
way  is  refined  by  being  charged  into  a  very  hot 
crucible  and  melted.  The  impurities  are 
oxidised  by  the  air  and  form  a  rmg  of  oxides 
round  an  eye  of  oopper.  Then  rennine  flux, 
which  consists  of  a  dena^ted  mixture  of  nitre, 
argol,  and  common  salt,  is  added,  and  2  minutes 
later  the  copper  is  poured,  and  if  it  is  found 
to  be  at  '  tough  piteh,'  it  is  weighed.  The  slag 
contains  copper,  and  must  be  cleaned.  (For 
full  details  of  the  method,  see  Percy's  Metallurg}^ 
i.  1861,  454-478.) 

(2)  Electroiytic  assay  of  copper.  The  weight 
of  ore  taken  for  assay  depends  on  its  richness, 
a  convenient  amount  of  metallic  copper  for 
electro-deposition  being  from  0*1  to  0*6  gram. 
When  using  this  method  or  any  of  the  other 
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wet  metiiodB,  the  copper  must  first  be  brought 
into  solution  and  usually  separated  from  other 
metals.  Oxidised  ores  may  require  merely  to 
be  treated  Mrith  hydrochloric  acid.  Sulphide 
ores,  mattes,  copper  precipitate,  &c.,  are  at- 
tacked by  nitric  acid,  evaporated  to  dryness, 
and  taken  up  by  hydrochloric  acid.  Copper 
slaes  are  fused  with  sodium  and  potassium 
carbonate  (fusion  mixture),  and  a  little  nitre, 
and  are  then  digested  with  water  and  hydro- 
chloric acid.  The  copper  is  precipitated  from 
its  hydrochlorto  acid  solution  by  means  of 
sulnhuretted  hydrc^en  or  (after  evaporation 
>vith  sulphuric  acid)  by  sodium  thiosulphate, 
and  the  su^ides  are  filtered  off  and  redissolved 
in  nitric  acid.  For  the  electrolytic  assay,  the 
solution  obtained  in  this  wav  is  diluted,  warmed, 
and  filtered  into  a  200  c.c.  nask,  and  made  up  to 
about  100  C.C.,  of  which  from  2*6  to  6  p.c. 
should  be  nitric  acid.  Platinum  electrodes 
(spiral  and  weighed  cone  or  cylinder)  are  then 
placed  in  position,  and  a  current  from  two 
Baniell  cells  in  series  is  passed  through  for 
16  or  17  hours.  The  cylinder  is  removed  from 
the  colourless  solution,  washed  with  water  and 
afterwards  with  alcohol,  dried  in  a  water-oven, 
and  weighed.  The  copper  precipitate  should 
be  salmon-red  in  colour.  The  solution  still 
contains  a  little  copper,  which  is  estimated 
colorimetrically,  ammonia  being  added,  and  the 
colour,  after  filtration,  compared  with  those  of 
standard  solutions  containing  known  amounts 
of  copper.  Silver,  mercury,  bismuth,  arsenic, 
and  antimony  interfere  with  the  process,  being 
deposited  with  the  copper.  Mercury,  however, 
is  separated  on  dissolving  the  sulphides  in  nitric 
acid.  Bismuth  turns  the  copper  dark  grey,  but 
is  not  deposited  until  most  of  the  copper  has 
been  thrown  doiATi.  Arsenic  and  antimony 
darken  the  copper  deposit,  but  may  be  driven 
off  by  heating  to  dull  redneas.  Lead  makes  its 
appearance  at  the  anode.  The  electrolytic 
assay  is  suitable  for  all  materials  containing 
copper  (e/.  Elbotbolytic  analysis). 

By  rapidly  rotating  the  cathode  a  coherent 
deposit  can  be  obtained  even  when  a  strong 
current  of  10  to  12  amperes  per  100  sq.  cms.  cS 
cathodic  area  instead  of  the  usual  current  of 
0*5  to  1 0  ampere  is  used.  The  time  required  for 
the  deposition  of  the  copper  may  thus  be 
shortened  to  a  few  minutes  (Amer.  o,  Sci.  1903, 
xvii.  320,  zviii.  56;  J.  Amer.  Chem.  Soc.  xxv. 
896;  Chem.  Soc.  Trans,  xoi.  373). 

(3)  The  volumeiric  assay  of  ojpper.  There 
are  tiix>  main  processes — ^the  potassium  cyanide 
and  the  iodide  methods.  Both  are  in  wide 
use  in  the  assay  of  ores,  alloys,  &c.  In  pre- 
parinff  to  use  these  methods,  the  copper  is 
brought  into  solution,  and  may  be  separated 
from  other  metals,  &c.,  as  already  described, 
with  any  further  precautions  necessary  to 
remove  special  impurities.  With  ordinary 
pyritic  ores,  however,  containing  no  zinc,  silver, 
nickel,  or  cobalt,  it  is  sufficient,  in  preparing 
for  the  cyanide  process,  to  heat  the  ore  gently 
with  concentratcKl  nitric  acid  to  which  a  little 
sulphuric  acid  has  been  added.  It  is  then 
diluted,  an  excess  of  ammonia  or  of  Na^CO, 
added,  the  bulk  made  up  to  some  convenient 
amount  such  as  300  cc,  and  the  solution  titrated 
\nth  potassium  cyanide^  The  blue  solution  is 
decolourised  y  and  when  overdone  ohangee  to  a 
Vol.  I— r. 


straw-yellow  colour.  The  results  are  affected 
by  time,  temperature,  de^e  of  dilution,  and 
by  the  amounts  of  ammonia  and  of  ammonium 
salts.  The  conditions  of  the  check  assays  on 
pure  copper  and  those  on  ores,  &c.,  must 
therefore  be  identical,  and  ferric  hydrate,  for 
example,  must  be  present  either  in  both  or  in 
neither.  The  standard  cyanide  solution,  which 
decomposes  somewhat  rapidly,  contains  about 
42  grams  KCy  to  the  litre,  and  100  c.c.  of  this 
is  equivalent  to  1  gram  of  copper.  The  reaction, 
according  to  Beringer,  is  represented  by  the 
equation : 

CuS04+4KCy=2KCy.ChiCy,+K,S04. 

The  quantity  of  copper  usually  present  in  an 
assay  is  about  0*5  gram.  At  the  finish  the  effect 
of  an  addition  of  0*5  c.c.  of  cvanide  is  readily 
observable.  Zinc,  silver,  nickel,  and  cobalt 
interfere  with  the  assay,  and  must  be  removed 
before  titration. 

In  the  iodide  method,  the  alloy  or  the  sul- 
phide of  copper  separated  from  the  ore  is 
oissolved  in  nitric  acid,  evaporated  almost  to 
dryness  in  order  to  expel  nitrous  fumes,  and 
diluted.  The  solution  is  then  filtered  if  necessary, 
and  carefully  neutralised  with  sodium  carbonate, 
avoiding  excess.  One  cc.  of  acetic  acid  is  then 
added,  which  should  be  enough  to  redissolve  the 
precipitated  copper.  Next,  after  cooling  the 
flask,  an  amount  of  about  5  grams  of  potas- 
sium iodide  crystals  is  added  (or  not  less  than 
ten  times  the  weight  of  the  copper  present) ; 
the  solution  is  diluted  to  a  fixed  amount,  say 
50  c.c. ;  and  the  liberated  iodine  is  at  once 
titrated  with  a  solution  containing  30*18  grams 
sodium  thiosulphate  (equivalent  tu  10  grams  of 
copper)  to  the  litre.  The  reactions  are  repre- 
sented by  the  equations : 

2CuSO.+4KI-=CNiJj-f2I+2K,S04. 
2Naj,S,0,+2I=2NaI+Na2S40e. 

When  the  yellow  colour  is  almost  discharged, 
2  c.c.  of  fresh  starch  solution  is  added,  and  the 
addition  of  the  thiosulphate  continued  drop 
by  drop  until  the  blue  colour  disappears  and 
does  not  return  within  2  or  3  minutes.  The 
effect  of  one  drop  or  0*05  c.c.  of  standard  solu- 
tion, equivalent  to  0*5  me.  copper,  is  observable. 
The  solution  is  standarcfised  with  pure  electro- 
lytic copper.  Ferric  acetate,  arsenic,  lead,  and 
large  quantities  of  sodium  acetate  may  interfere 
with  the  titration.  According  to  J.  W.  West- 
moreland (Beringer's  Assaying,  441),  sodium 
acetate  counteracts  the  interference  of  arsenic 
and  bismuth,  and  the  bad  effect  of  large  quanti- 
ties of  sodium  acetate  is  removed  by  doubling 
the  amount  of  potassium  iodide  added.  Iron,  u 
present,  is  precipitated  by  ammonium  phosphate 
(J.  Soc.  Chem.  Ind.  v.  48).  Instead  of  neutraliuing 
with  sodium  carbonate  and  acidifying  with  acetic 
acid,  an  addition  of  20  c.c.  of  a  saturated  solution 
of  zinc  acetate  may  be  made  (A.  H.  Low). 

The  colorimetnc  method  of  assaying  copper 
is  sometimes  used  in  the  case  of  very  poor  ores, 
or  generally  whenever  the  quantity  of  copper 
present  is  small.  Reference  has  been  made  to 
it  above. 

Examination  of  commercial  copper.  Electro- 
lytic and  Lake  copper  are  generally  nearly  pure, 
but  some  of  the  metal  sold  contains  as  much  as 
2  or  3  p.c.  of  impurities.  The  most  im- 
portant of  these  are  arsenic,  nickel,  oxygen,  and 
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phosphoruB;  but  antimony*  bismuth,  oobalt, 
gold,  iron,  selenium,  silver,  sulphur,  and  tellurium 
may  also  be  present.  The  impurities  to  be 
looked  for  in  copper  which  has  passed  a  high 
conductivity  test  are  mainly  bismuth,  selenium, 
and  tellurium.  Arsenic  and  phosphorus  are 
separated  as  iron  arsenate  and  phosphate 
mixed  with  acetate.  Gold  and  antimony  are 
separated  by  dissolving  the  copper  in  nitric 
acid,  and  sUver  is  precipitated  as  chloride  or 
bromide  from  a  nitric  acid  solution.  It  may 
be  collected  in  a  precipitate  of  lead  sulphate. 
Nickel  is  left  in  solution  by  precipitating  copper 
electrolytically,  or  by  sulphuretted  hydrogen 
in  an  acid  solution.  Lead  is  detected  by  the 
blackening  af  the  anode  in  the  electrolytic 
assay,  and  is  estimated  as  sulphate  or  chromate. 
Oxygen  is  usually  taken  dv  difference,  but 
is  sometimes  estimated  by  colorimetric  deter- 
mination of  the  quantity  of  the  insoluble  basic 
salt  of  copper  formed  by  the  reaction  of  silver 
nitrate  with  cuprous  oxide  (Hampc's  method, 
Zeitach.  anaL  Ghem.  ziii.  188).  The  equation 
representing  the  reaction  is  as  follows : — 
3Cu,0 + 6AgNOs -f  3HaO 

«  2Cu,HjO,NO,+2Cu(NO,),+6Ag. 

The  metallic  copper  is  completely  dissolved  by 
the  silver  nitrate  with  separation  of  metallic 
silver.  Bismuth  is  separated,  according  to 
Beringer,  by  precipitation  by  sodium  bicar- 
bonate. After  redissolving  in  sulphuric  acid^ 
it  is  boiled  with  sulphurous  acid  and  potassium 
iodide,  and  the  bismuth  in  the  yellow  solution 
estimated  colorimetrically.  Tellurium  and  se- 
lenium (J.  Amer.  Ghem.  Soc.  xvii.  280)  are 
precipitated  as  iron  tellurite  and  selenite  by 
additions  of  iron  nitrate  and  ammonia.  The 
precipitate  is  rediasolved  in  HQ,  tartaric  acid 
and  potash  added,  and  a  current  of  sulphuretted 
hydrogen  passed.  The  selenium  and  tellurium 
are  subsequently  precipitated  by  a  current  of 
sulphurous  acid  in  a  hydrochloric  solution,  and 
parted  by  boiling  i^ith  potassium  cyanide. 

Gold.  Gold  is  generally  in  the  metallic 
state  in  its  ores,  either  in  the  form  of  grains, 
scales,  pellets,  &c.,  in  loose  alluvial  gravels,  or 
in  various  forms  embedded  in  quartz  or  other 
gangue  in  veins.  It  is  frequently  associated 
with  iron  pyrites,  blende,  &c.,  but  the  only 
native  compounds  are  the  tellurides.  Besides 
these,  the  auriferous  materials  to  be  assayed 
comprise  tailings  or  residues  of  ores  after  treat- 
ment, copper  bottoms,  pig  lead,  unrefined 
bullion,  which  contains  silver,  copper,  and  other 
metals,  fine  (t .e.  refined)  gold,  and  tne  commercial 
alloys  used  for  coinage,  plate,  &c.  The  assay 
of  gold  ores  and  alloys  is  made  with  greater 
exactness  than  other  assays,  owing  to  the  high 
value  of  the  metal. 

A  panning  assay,  or  concentration  test  is 
carried  out  as  described  on  p.  317.  The  con- 
centrates consist  of  *  black  sand  *  or  oxides  of 
iron,  titanium,  &c.,  sulphides  and  arsenides, 
and  sometimes  grains  of  platinum.  Free  eold 
is  sometimes  visible,  and  is  collected  by  grinding 
in  a  mortar  with  mercurv,  panning  out  the 
amalgam,  and  recovering  the  ^old  by  distilling 
off  the  mercury  or  dissi^vins  it  in  nitric  acid. 
In  either  case  the  gold  must  be  parted  from  the 
silver  as  described  on  p.  323.  The  panning 
assay  of  alluvial  gold  deposits  is  usually  reported 
in  grains  of  fine  gold  per  cubic  yard,  which 


weighs  about  3000  lbs.,  or  1^  short  tons.  In 
the  panning  assay,  from  60  to  90  p.c.  of  the 
gold  in  the  ore  is  usually  recovered. 

Ordinary  gold  ores  are  assayed  by  (1)  the 
fusion  or  crucible  method,  or  (2)  the  scorification 
method.  In  the  crucible  assay,  the  ore,  crushed 
through  an  80-mesh  or  finer  sieve,  is  mixed  with 
litharge  or  red  lead,  charcoal,  or  arvol,  and  the 
necessary  fluxes,  and,  fused  in  the  meKing  furnace 
or,  as  in  Western  America,  in  the  muffle.  The 
amount  of  ore  taken  is  usually  1  A.T.  (assay- 
ton,  see  p.  319),  but  is  sometimes  duly  i  A.T., 
and,  in  the  case  of  poor  tailings  in  which  thero 
are  only  a  few  grains  of  gold  per  ton,  as  much  as 
12  A.T.  is  taken  and  fused  in  several  charges, 
the  g<dd  being  finally  collected  into  one  lead 
button.  The  fluxes  vary  with  the  nature  of 
the  ore.  The  following  are  typical  charges 
subject  to  very  large  vanationa  to  meet  speoial 
cases: — 


Ore  . 
Lithaige  or 

red  lead 
Gharcoal   . 
Sodium 

carbonate 
Borax 


A.  SIUclouB  ore 

(grey  or  white 

withaUtUe 

pyritea,  Ac.) 


1  A.T. 


»» 


1*2-1*5  grams 

1 J  A.T. 
5-10  grams 


B.  Basic 

oxidised 

ore  (red  or 

brown) 


1  A.T. 


2*0  grams 


25 

10 


»• 


C.  PyilUc 
ore 


1  A.T. 


0-1  gram 

1  A.T. 
10  grams 


Sand  is  added  to  B  and  0  if  necessary  for  the 
potection  of  the  crucible  from  corrosion.  The 
borax  is  usually  not  mixed  with  the  charee, 
but  is  added  as  a  cover  or  charged  in  after  uie 
fusion  has  begun.  The  charge  is  well  mixed 
and  put  into  a  cold  crucible,  which  it  must  not 
make  more  than  two-thirds  full,  and  pieces  of 
hoop  iron  or  two  or  three  tenpenny  nails  are 
embedded  in  the  mixture.  The  crucible  is 
gradually  heated,  a  red  heat  beginning  to  appear 
after  about  10  minutes,  and  a  dull  red  heat  not 
being  attained  for  30  minutes  or  more.  Tranquil 
fusion  results  in  40  or  50  minutes  from  the  time 
of  charging  in.  The  pot  is  then  lifted  out  of 
the  furnace,  the  nails  removed,  and  the  charge 
poured  into  a  conical  mould  or  allowed  to  cool 
in  the  pot,  which  is  afterwards  broken.  When 
cool,  the  lead  button  is  detached  from  the  slag 
by  hammering.  The  button  should  weigh  at 
least  25  grams.  If  less  than  this  amount  of 
lead  is  reduced,  a  fresh  charge  is  made  up  con- 
taining more  charcoal,  and  any  change  is  made 
in  the  fluxes  which  may  seem  desirable  from  the 
appearance  of  the  slag.  If  the  lead  is  hard  or 
brittle,  owing  to  the  presence  of  impurities,  it  is 
usually  scorified,  sometimes  with  the  addition 
of  fresh  lead,  before  being  cupelled,  as  other- 
viise  the  loss  of  gold  is  increased. 

The  slag  \^'ul  contain  gold  and  a  fortiori 
gilver  if  the  conditions  during  fusion  are  favour- 
able to  oxidation  of  the  metals.  For  this  reason 
it  is  better  to  reduce  almost  all  the  litharge 
than  to  leave  some  of  it  in  the  slag,  and  the 
more  readily  oxidised  metals — iron,  manganese, 
&c. — must  be  reduged  to  their  lowest  oxides, 
ferrous  oxide,  &c.  Practically  all  the  copper, 
nickel,  and  other  readily  reducible  metals  will 
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then  be  in  the  lead  button.  In  the  case  of  ores 
oontaining  much  copper,  this  is  a  disadvantage, 
entailing  loss  of  gold  in  cupellation,  and  me 
copper  may  be  removed  from  the  ore  by  treat- 
ment with  acid  before  fusion  (with  some  loss  of 
silver)  or  large  quantities  of  litharge  (6  A.T.  of 
PbO  to  I  A.T.  of  ore)  may  be  adc^,  and  only 
a  small  part  of  it  reduced.  In  the  latter  case 
the  slag  contains  gold  and  silver,  and  is  cleaned 
by  a  second  fusion,  with  the  reduction  of  more 
lead.  A  similar  method  of  fluxing  is  used  for 
teUuride  ores,  an  excess  of  litharge  in  the  slae 
preventing  tellurium  from  entering  the  lead 
button.  Antimonial  and  arsenical  gold  ores 
are  sometimes  roasted  with  coal-dust  in  a  re- 
ducing atmosphere,  in  order  to  remove  the 
antimony  or  arsenic  as  a  sulphide  before  fusion. 
An  alternative  method  is  to  fuse  with  much 
litharge  and  enough  nitre  to  oxidise  the  antimony 
with  the  formation  of  antimoniates.  Sulphides 
may  be  roasted  in  air  before  fusion. 

The  lead  button,  rounded  by  hammering,  is 
placed  on  a  hot  cupel  in  the  muffle  {see  p.  317), 
which  is  kept  at  a  full  red  heat.  The  lead  melts 
and  oxidises,  and  the  litharge  and  other  oxides 
are  absorbed  by  the  cupel,  the  gold  and  silver 
being  left  as  a  bead  (or  *'  prill ')  on  the  surface. 
If  the  bead  is  large  and  contains  much  silver,  it 
must  be  cooled  gradually  to  prevent  it  from 
*'  spitting  '  on  solidification,  by  which  part  of  the 
metals  might  be  lost.  The  bead  is  cleaned, 
weighed,  flattened,  and  parted  by  dissolution  in 
boiSng  nitric  acid  in  a  porcelain  crucible  or  test- 
tube.  If  less  than  two  parts  of  silver  are  present 
to  one  of  gold,  the  metals  are  not  parted  com- 
pletely, silver  being  left  in  the  gold,  and  it  is 
convenient  to  have  a  greater  proportion  of  silver 
present.  It  is,  therefore,  often  necessary  to 
melt  the  bead  with  more  silver,  the  proportion 
varying  with  the  size  of  the  bead,  as  follows  : — 

W  eight  of  gold  Silver  required  for  partiag 

10  milligrams  40  milligrams 

1         „  6 

0*2        „         or  less  2 

A  little  extra  silver  is  permissible,  but  if  too 
much  silver  is  present,  there  is  a  tendency  for 
the  gold  to  break  up  into  very  fine  particles, 
which  are  difficult  to  wash  without  loss.  The 
separation  of  these  minute  particles  is  avoided 
by  dropping  the  bead  into  boiling  acid,  sp.gr.  1*2, 
when  the  parting  will  be  completed  in  a  few 
seconds.  The  parted  gold  is  M^tshed  free  from 
silver  nitrate,  &c.,  and  is  made  firm  and  co- 
herent for  weighing  by  being  anneaded  at  a  red 
heat.  •  (For  weights,  balances,  &c.,  see  p.  318.) 
The  silver  is  estimated  by  difference.  The 
litharge,  fluxes,  &c.,  must  be  tested  for  silver 
and  gold  by  runnins  blank  charges  without  ore. 

In  scorification  about  0*1  or  0*2  A.T.  of  ore  is 
mixed  with  30  or  40  grams  of  granulated  lead,  and 
transferred  to  a  dry  scorifier  (see  Fig.  5).  The 
charge  is  covered  by  a  similar  amount  of  granu- 
lated lead,  and  from  0*5  to  1  gram  of  borax  is 
sprinkled  on  last.  The  scorif3ing  dish  is  then 
charged  into  a  muffle,  which  has  been  raised  to 
a  temperature  of  1000^-1100^  or  considerably 
above  that  required  for  cupellation,  and  the 
muffle  is  closed.  As  soon  as  the  charge  is  melted 
down,  the  muffle  is  opened.  The  lead  now 
oxidises,  and  the  litharse,  forming  a  ring  of  slag 
round  the  scorifier,  oxidises  the  sulphic^,  &c., 
and  slags  off  the  earthy  materials  in  the  ore. 
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As  oxidation  proceeds,  the  litharge  encroaches 
on  the  *  eye '  of  metal,  and  at  length  covers  it 
over.  A  pinch  of  charcoal  powder  is  then  added 
in  tissue  paper,  and  when  the  fusion  is  again 
tranquil,  tne  charge  is  poured  into  a  mould,  and 
the  slag  detached.  The  lead  is  cupelled,  and 
the  assay  finished  as  before. 

In  cupellation  some  gold  and  silver  is  carried 
into  the  cupel  with  the  litharge,  especially  if 
tellurium,  selenium,  copper,  &c.,  are  present. 
The  gold  and  silver  are  usually  recovered  by 
fusing  the  crushed  cupel  with  litharge,  charcoal, 
sodium  carbonate,  borax,  and  fluorspar,  and 
cupelling  the  button  of  lead  (see  Lodge's  Notes 
on  Assaying,  1 1 2-1 69). 

Assay  o/  gold  btUlian  and  aUoys,  A  piece  of 
the  metal  to  be  examined  is  adjusted  by  cut  tins 
and  filing  to  correspond  in  weight  with  a  standard 
weight  marked  '  1000,'  which  varies  with  differ- 
ent assayers  between  5  and  10  grains,  but  is 
usually  0*5  gram.  To  the  assay  piece  is  add^d  a 
piece  of  silver  (free  from  gold)  equal  in  weight  to 
2jt  times  (at  the  Royal  Mint  2*1  times)  that  of 
the  sold  estimated  to  be  present  in  the  alloy, 
which,  if  not  already  known,  can  be  ascertained 
by  a  rough  preliminary  assay  or  by  the  touch- 
stone {see  p.  '324).  The  whole  is  ^vrapped  in 
sheet  lead,  the  weight  of  which  depends  mainly 
on  the  amount  of  copper  to  be  removed,  and 
varies  from  8  to  32  times  the  weight  of  metal 
taken  for  assay.  The  lead  packets  are  then 
transferred  by  means  of  tongs  to  cupels  already 
raised  to  a  bright  red  heat  in  the  muffle,  the 
current  of  air  through  the  muffle  is  carefully 
regulated  and  the  heat  maintained.  In  from 
10  to  20  minutes,  a  rapid  passage  of  brilliant 
uridescent  bands  of  colour  over  the  surface  of 
the  button  is  observed  to  take  place,  and  the 
buttons  then  appear  to  become  colder,  no  longer 
glowing  brightly  with  the  oxidation  of  the  lead. 
A  few  minutes  later  the  muffle  is  closed  to  allow 
the  buttons  to  set  without  loss  by  spitting.  If 
copper  is  present  in  the  assay  pieces,  however, 
this  is  not  to  be  feared,  and  the  charge  can  be 
drawn  while  the  buttons  are  still  mmten.  At 
the  Royal  Mint  a  charge  consists  of  72  assay 
pieces,  which  are  chaigMi  in  simultaneously  by 
means  of  a  divided  metal  tray  with  a  sliding 
bottom  and  withdraAvn  simultaneously  while 
still  molten  by  means  of  a  tray  made  of  a 
mixture  of  graphite  and  clay,  on  which  the 
cupels  are  placed.  The  buttons  are  cleaned  by 
brushing,  flattened  on  an  anvil,  annealed  in  the 
muffle  or  before  a  blowpipe,  and  reduced  to  a 
thickness  of  about  0*2  mm.  by  passage  through 
a  small  pair  of  flatting  roUs.  The  *"  fillets  *  are 
again  annealed  and  coiled  into  a  spiral  or  *  comet' 
by  the  finger  and  thimb. 

The  parting  in  nitric  acid  is  effected  either 
in  glass  parting  flasks  or  in  a  platinum  boiling 
apparatus.  If  parting  flasks  are  used,  an 
amount  of  about  2  oz.  of  nitric  acid  of  sp.gr.  1  '2 
is  heated  in  the  flask  almost  to  boiling,  and  the 
comet  is  then  dropped  in  and  boiled  until  2  or  3 
minutes  after  the  red  fumes  have  disappeared. 
The  acid  is  then  poured  off,  and  the  gola,  after 
being  washed  twice  \iith  boilins  water,  is  boiled 
for  a  further  15  minutes  with  nitric  acid  of 
sp.gr.  1*2  or  stronger.  The  acid  must  be  free 
from  silver,  chlorine,  &c. 

The  gold  is  again  washsd,  and  is  then  trans- 
ferred to  a  porous  crucible  or  *"  annealing  cup ' 
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by  filling  the  flask  with  water,  placing  the  oup 
over  its  mouth,  and  inverting  it.  The  gold  falls 
into  the  cup,  and  the  flask  is  removed  without 
agitating  the  water  in  the  cup.  The  gold  is 
then  dried,  annealed  by  heating  to  redness,  and 
weighed.  If  no  more  than  three  parts  of  silver 
are  present  to  one  of  gold,  the  comet  does  not 
break  up;  and  if  enough  is  known  previously 
of  the  composition  of  the  bullion  to  make  sure 
of  this  in  the  cupelled  button,  a  platinum  tray, 
containing  a  number  of  little  platinum  cups  may 
be  used.  A  comet  is  placed  in  each  cup,  and 
the  whole  tray  is  immersed  in  nitric  acia,  and 
subsequently  washed  by  dipping  in  and  out  of 
hot  water.  Less  acid  is  used  per  assay  piece 
by  this  method,  and  the  boiling  is  more  pro- 
longed, 30  minutes  in  each  of  two  acids  of  sp.gr. 
1*23  beinff  used  at  the  Royal  Mint. 

In  each  batch  of  assavs,  two  or  more  check 
assays  on  pure  gold  are  made  to  determine  the 
*"  surcharge  *  or  net  sum  of  the  losses  of  gold  and 
the  ffain  in  weight  due  to  the  retention  of  silver. 
With  alloys  boiled  separately  in  flasks,  check 
assays  are  of  comparatively  little  value  (see 
Rose's  Metallursy  of  Gk>ld,  5th  ed.  470r408). 

Alloys  of  gM  and  silver  If  the  alloy  con- 
tains enough  silver  to  be  parted  by  nitric  acid, 
no  difficulty  arises.  The  silver  is  dissolved, 
precipitated  by  hydrochloric  acid,  and  weighed 
cither  as  chloride  or  as  metal.  If  the  silver  is 
deficient  in  quantity,  the  alloy  is  melted  with 
two  and  a  half  times  its  weight  of  cadmium  under 
a  cover  of  potassium  cyanide  and  parted  with 
nitric  acid.  The  silver  is  precipitated  and 
weighed  as  chloride.  The  gold  residue  is  an- 
nealed and  weighed.  Sometimes  the  silver  is 
determined  by  difference,  the  alloys  being 
cupelled  and  weighed,  and  subsequently  cupellea 
again  with  the  addition  of  silver,  and  parted. 

(For  alloys  containing  gold  and  platinum,  see 
p.  327.) 

Assay  by  the  touchstone.  This  ancient 
method  consists  in  comparing  the  colour  of  the 
streak  produced  by  a  sample  of  gold  of  unknown 
composition  on  a  black  surface  with  those  from 
a  series  of  kno^^Ti  compositions,  after  all  have 
been  treated  alike  with  nitric  acid.  Any 
abrading  surface  on  which  the  acid  is  'vvithout 
action  can  be  employed  for  this  purpose. 

Iridium  occurs  alloyed  with  platinum,  and 
finds  its  way  into  gold  bullion.  In  the  latter 
case,  it  is  found  with  the  gold  comet  obtained 
in  the  bullion  assay,  adhering  in  the  form  of 
black  scales  or  powder  to  that  side  of  the  gold 
which  was  originally  nearest  to  the  cupel.  It 
can  be  estimated  by  dissolving  the  gold  in  aqua 
regia^  the  iridium  remaining  undissolved. 

Iron.  The  dry  assay  of  iron,  made  by 
fusing  ores  with  fluxes  in  carbon-lined  (brasqued) 
crucibles,  is  obsolete,  and  need  not  be  described. 
The  wet  methods  are  volumetric,  based  on  the 
oxidation  of  iron  from  the  ferrous  to  the  ferric 
state  or  on  the  converse  reduction.  £ithcr  the 
bichromate  or  the  permanganate  method  is 
generally  used  to  determine  the  total  amount 
of  iron  in  ores  or  the  amount  of  iron  present  in 
the  ferrous  condition.  The  stannous  chloride 
jncthod  is  used  for  measuring  the  amount  of 
iron  present  in  the  ferric  state  in  an  ore. 

For  the  determination  of  the  totAl  amount 
of  iron,  the  ore  is  passed  through  an  SO-mesh 
sieve,  and  attacked  by  acids  as  usual.     Most 


ores  are  oxides,  carbonates,  &c.,  and  the  iron  in 
them  is  easily  dissolved  by  hydrochloric  acid. 

Titaniferous  ores  are  fused  with  acid  potas- 
sium sulphate  and  dissolved  in  water  and 
hydrochloric  acid.  If  nitric  acid  is  present  in 
the  acid  solution,  it  is  destroyed  by  evaporating 
to  dryness  with  hydrochloric  acid  and  taking 
up  with  hydrochloric  acid  and  water,  and  the 
iron  is  then  reduced  by  zinc,  which  gives  a 
stream  of  hydrogen  or  (if  titanium  m  present)  by 
crystals  of  sodium  sulphite  in  a  neutral  or  slishtly 
acid  solution.  As  soon  as  the  solution  is  colour- 
less, the  excess  of  zinc  is  removed,  or  the  sodium 
sulphite  decomposed  by  boiling  with  hydro- 
chloric acid,  and  titration  is  carried  out  in  a 
porcelain  basin  by  means  of  a  solution  prepared 
by  weighing  out  4-39  grams  of  potassium  bichro- 
mate to  the  litre,  equivalent  to  6  grams  of  iron 
according  to  the  equation  : 
6Feaa+K,Cr,07+14Ha 

=3Fe,a,-fCr,a,+2Ka+7H,0. 

Potassium  ferricyanide  (O'l  p.c  solution, 
freshly  prepared)  is  used  as  an  indicator,  a  drop 
from  the  assay  solution  being  mixed  with  a  drop 
of  the  test  solution  on  a  white  glazed  tile,  from 
time  to  time.  The  end-point  is  reached  when  a 
colour  is  no  longer  produced.  The  solution  of 
bichromate  is  standardised  by  means  of  piano 
wire,  which  contains  about  0*4  p.c.  of  impurities. 

llie  permanganate  method  is  carried  out  in 
a  sulphuric  acid  solution,  the  equation  being  : 

10FeSO4+K,Mn,O8+8H,SO4 

=5Fe,(S04),+2MnS04+K^04+8HaO. 

The  standard  solution  is  prepared  by  weighing 
out  2-82  grams  of  potassium  permanganate  per 
litre,  which  is  equivalent  to  5  grams  of  iron. 
The  end  reaction,  the  appearance  of  a  pinkish 
tinge  in  the  solution  in  the  flask,  is  very  sharp. 

When  the  amount  of  ferrous  iron  only  in  the 
ore  is  required,  the  ore  is  dissolved  in  hydro- 
chloric or  sulphuric  acid  with  exclusion  of  air. 
The  ferric  iron  may  be  determined  by  difference, 
or,  as  a  check,  the  stannous  chloride  method 
may  be  used,  in  which  the  yellow  solution  of 
ferric  iron  in  hydrochloric  acid  is  decolourised. 
The  standard  solution  (20  grains  of  commercial 
stannous  chloride  per  litre,  acidulated  with 
hydrochloric  acid)  is  run  into  a  boiling-hot 
solution  of  iron,  and  is  standardised  by  means 
of  a  solution  of  ferric  chloride  free  from  nitric 
acid. 

Analysis  of  iron  and  sled.  The  elements 
requiring  estimation  are  carbon  (graphite,  com- 
bined carbon  and  total  carbon),  silicon,  man- 
ganese, sulphur,  phosphorus,  arsenic,  and,  in 
special  steels,  chromium,  nickel,  tungsten, 
molybdenum,  vanadium,  &c.  The  total  carbon 
is  estimated  by  combustion,  usually  after 
removal  of  the  iron  by  a  cupric  salt.  The 
graphite  is  estimated  by  combustion  of  the 
residue  after  dissolving  the  iron  in  hydrochloric 
acid,  by  which  the  combined  carbon  is  removed 
in  combination  with  the  hydrogen  evolved, 
or  more  advantageously  in  nitric  acid,  by  which 
the  combined  carbon  is  oxidised  and  retained  in 
solution.  The  combined  carbon  is  determined  by 
the  colour  of  a  nitric  acid  solution  compared  witn 
the  colour  of  certain  standard  solutions  con- 
taining known  amounts  of  carbon.  Silicon  is 
weighed  as  silica  after  dissolution  of  the  iron 
by   acids   or   iodine.    Sulphur   is   weighed   as 
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barium  sulphate,  after  the  iron  has  been  dis- 
solved in  (iqua  regia,  or  it  ia  evolved  as  sul- 
phuretted hydrogen,  which  is  absorbed  by 
caustic  soda,  ana  decomposed  by  a  standard 
solution  of  iodine.  The  excess  of  iodine  is 
estimated  by  sodium  thiosulphate. 

Manganese  is  separated  by  precipitation  with  i 
bromine  in  an  ammoniacal  solution  after  removal  , 
of  the  iron  as  basic  acetate.  The  precipitated  | 
hydrated  peroxide  is  heated  strongly  in  a  muffle  ' 
and  weighed  as  Mn^Of.  There  is  also  a  colori-  i 
metric  estimation,  the  steel  being  dissolved  in  ; 
nitric  acid  and  the  solution  boUed  with  lead  ' 
peroxide.  The  colour  of  the  permanganate  ! 
produced  is  compared  with  those  of  standard 
solutions.  Phospnorus  is  precipitated  by  ammo- 
nium molybdate  or  magnesia  mixture.  Arsenic 
is  separated  by  precipitation  as  sulphide  in  an 
acid  solution,  converted  into  arsenic  acid  and 
determined  by  precipitation  by  magnesia  mixture. 

(For  the  determination  of  the  metals  in 
special  steels,  8ee  under  the  headings  Chromium^ 
aickely  &o.  For  full  details  of  the  analysis  of 
iron  and  steel  and  also  of  the  complete  analysis 
of  iron  ores,  see  Blair's  Ghemical  Analysis  of 
Iron,  Campredon's  Guide  Pratique  du  Ohimiste 
M^tallurgiste  et  de  TEssayeur,  438-634,  and 
Brearley  and  Ibbotson*s  Analysis  of  Steel  Works 
Materials.) 

Lead.  Both  dry  and  wet  methods  of  assay 
are  used.  The  dry  assay  is  only  applicable  to 
rich  ores  and  to  concentrates,  and  even  with 
these  is  less  accurate  than  the  wet  methods. 
The  ore  is  crushed  through  a  60-mesh  sieve, 
mixed  ^*ith  sodium  carbonate  and  argol,  and 
fused  in  a  wrought -iron  crucible  or  in  a  clay  pot 
with  hoop-iron.  Galena  is  reduced  by  the  iron, 
and  any  oxides,  sulphates,  &c.,  of  lead  are 
reduced  by  the  Argol.  Borax  is  sometimes 
added  as  a  cover.  The  following  are  examples 
of  the  charges  recommended  by  I*ercy : — 

2.  Any 
1.  Bich  galena,  esp.  3.  Phoe-  4.  Cenu- 
galena  poor  ores  phate  ore  site 
Ore      .         .  SOOgrs.  500grs.  300grs.  500grs. 
Sodium    car- 
bonate     .  500  „     350  „     350  „  500  „ 
Ai^ol  (tartar)    50  „     100  „     100  „  100  „ 
Borax  .         .     —         160  „       30  „  30  „ 

I'lie  iron  crucible  is  made  red  hot,  cleaned,  and 
allowed  to  cool.  The  charge  is  then  transferred 
to  it,  care  being  taken  to  avoid  loss  by  dusting, 
and  the  borax,  or,  if  none  is  used,  part  of  the 
sodium  carbonate  is  added  as  a  cover.  A  clay 
lid  is  also  i)laced  on  the  crucible.  The  charge 
is  slowly  heated  for  about  20  minutes,  and  is 
then  ix>urod  into  a  mould,  provided  that  all 
signs  of  effervescence  have  disappeared,  and  the 
mixture  is  seen  to  be  in  a  state  of  tranquil 
fusion.  The  lead  is  found  at  the  bottom.  It 
is  detached  from  the  slag  with  a  hammer,  and  is 
cleaned  and  weighed.  The  slag  is  examined  for 
lead  beads  before  being  thrown  a\i'ay.  Clay 
crucibles  are  used  for  phosphate  and  carbonate 
ores. 

When  the  ore  contains  arsenic,  a  speise  is 
formed  which  is  found  adhering  to  the  upper 
surface  of  the  lead,  below  the  slag.  It  must 
be  removed  ii^ith  great  care  to  avoid  loss  of  lead. 
The  lead  should  be  soft  and  malleable.  The 
silver  and  gold  in  the  ore  are  determined  by 
cupellation    and    parting    (see    p.    323).     The 


method  gives  results  with  pure  ores  which  are 
about  I  or  2  p.c.  too  low.  When  the  ore 
contains  antimony,  bismuth,  copper,  &c.,  these 
metals  are  in  part  reduced  >vith  the  lead,  and 
are  weighed  with  it.  If  the  lead  button  is 
hard,  it  is  necessary  to  estimate  the  lead  in  it 
by  weighing  it  as  lead  sulphate  or  otherwise,  or 
to  adopt  wet  methods  of  assaying  the  ore. 

(For  details  of  the  dry  assay  of  lead,  see 
Percy's  Metallurgy  of  Lead,  103-119.) 

In  the  wet  methods,  oxidised  ores  are 
attacked  by  hydrochloric  acid,  followed  by 
nitric  acid,  if  necessary.  Sulphide  ores  are 
treated  direct  with  nitric  acid.  The  lead  is 
determined  either  as  sulphate  or  volumetrically, 
by  means  of  ammonium  molvbdate  (Alexander's 
method).  In  the  latter  method  (Eng.  and  Mn^. 
J.  April  1,  1893,  298),  the  mixture  of  nitric 
acid  and  ore  is  evaporated  with  sulphuric  acid, 
diluted,  boiled,  and  filtered.  The  lead  sulphate 
in  the  residue  is  dissolved  in  hot  ammonium 
acetate,  acidified  with  acetic  acid,  raised  to 
boiling,  and  titrated  with  a  standard  solution  of 
ammonium  molybdate,  containing,  according  to 
Low,  4*25  grams  per  litre.  Tne  solution  is 
standardised  with  pure  lead  foil.  Tannin  is 
used  as  an  indicator,  giving  a  yellow  colour  to 
a  drop  of  the  solution  ou  a  white  glazed  tile 
when  the  ammonium  molybdate  is  in  excess. 
If  iron  and  calcium  are  present,  it  is  better  to 
separate  the  lesul  as  sulphide  and  redissolve 
before  titration  (Low's  Ore  Analysis,  113). 

Lead  may  also  be  d^^rmined  in  a  feebly 
acid  solution  by  adding  an  excess  of  potassium 
chromate  and  estimating  the  amount  of  excess 
by  means  of  a  standard  solution  of  ferrous 
chloride.  The  reaction  is  the  same  as  in  the 
bichromate  assay  of  iron,  but  in  this  case  the 
end  is  marked  by  the  appearance  of  a  green 
colour  in  the  test  drops  on  the  plate  (Beringer's 
Assaying,  214). 

Manganese  occurs  as  MnO,  in  pyrolusite, 
when  the  value  of  the  ore  usually  depends  on 
its  property  of  liberating  chlorine  when  heated 
with  hydrochloric  acid,  and  not  on  the  pro- 
portion of  metal  contained  in  it.  Nevertheless, 
the  percentage  of  manganese  in  ore?  is  some- 
times required,  and  spiegeleisen,  ferroman- 
ganese,  and  steel  are  also  assayed  for  manganese. 
Either  the  ferrous  sulphate  assay  or  Voihard's 
volumetric  process  is  generally  used.  In  the 
latter  method,  the  manganese  is  precipitated  by 
potassium  permanganate  in  a  boUing  neutral 
solution.  The  precipitate,  as  far  as  numbers 
are  concerned,  is  represented  by  the  equation  : 

K,Mn.08-h3MnS04-h2H-0 

=K,804-f5MnO,+2H,SO.. 

About  one  gram  of  the  ore  or  spiegeleisen 
is  dissolved  in  hydrochloric  and  nitric  acids, 
heated  with  sulphuric  acid,  and  neutralised  by 
the  addition  of  an  emulsion  of  zinc  oxide  in 
slight  excess.  All  the  iron  is  precipitated,  and, 
after  violently  shaking  the  miicture,  it  is  made 
up  to  500  c.c,  allowed  to  settle,  and  100  q.c.  of 
the  clear  supernatant  liquid  is  drawn  off,  heated 
to  boiling,  and  titrated.  The  end  point  is 
marked  by  the  appearance  of  a  pinkisn  tinge. 
(For  the  estimation  of  manganese  in  steel,  set 
above.) 

Mercury.  The  wet  methods  of  assay  are  not 
satisfactory,  and  one  of  the  distillation  methods 
is  usually  employed.     When  a  large  percentage 
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of  mercury  is  present,  a  combustion  tube  of 
18-20  inches  long  is  used.  It  is  sealed  at  one 
end  and  magnesite  powder  placed  in  it  first,  to 
a  depth  of  3  or  4  inches.  Next  a  layer  of  2 
inches  of  unslaked  lime  is  added  and  then  5  or  10 
grams  of  ore  well  mixed  in  a  mortar  with  10  grams 
of  lime.  The  mortar  is  cleaned  with  more  lime 
and  the  rinsings  added  to  the  tube  and  covered 
with  clean  lime  to  a  depth  of  3  or  4  inches. 
Finally,  a  loosely  fitting  plug  of  asbestos  is 
inserted  and  the  unoccupied  portion  of  the  tube 
is  dra'H'n  out  almost  to  a  point  and  bent  over 
at  right  angles,  care  bein^  taken  that  no  hollow 
in  the  glass  is  formed  which  might  collect  some 
of  the  mercury.  The  tube  is  placed  in  position 
in  a  combustion  furnace  and  tapped  until  the 
mixture  settles  and  leaves  a  free  passage  for 
gases  throughout  its  length.  The  narrow  open- 
ing is  made  to  dip  into  a  beaker  of  water,  and 
the  tube  is  heated,  beginning  with  the  asbestos 
plug  and  finishing  with  the  magnesite,  which 
yields  enough  carbon  dioxide  to  sweep  out  the 
vapours  of  mercury.  The  time  required  for 
heating  is  about  30  minutes.  While  the  tube 
is  still  red  hot  throughout  its  length,  its  end  is 
cut  off  and  dropped  into  the  oeaker.  The 
mercury  collects  in  the  water,  and  is  dried  by 
blottine-paper  and  then  in  a  desiccator  and 
weighed  in  a  porcelain  crucible. 

When  only  small  quantities  of  mercury  are 
present,  £schka*s  method  is  used  (BingL  poly. 
J.  cciv.  74),  in  which  the  mercury  is  condensed 
on  a  weighed  piece  of  gold.  This  is  in  the 
form  of  a  'basm  made  of  thin  sheet  gold, 
used  as  the  cover  of  a  porcelain  crucible  and 
filled  with  water  to  keep  it.  cool.  The  basin 
projects  beyond  the  rim  of  the  crucible,  and 
usually  weighs  about  10  grams.  From  0*2  to  2-0 
grams  of  ore  is  mixed  \nth  1-4  grams  of  iron 
filings,  and  heated  in  the  crucible  for  10  or  20 
minutes,  the  flame  being  kept  from  heating  the 
upper  part.  This  may  be  done  by  fitting  the 
crucible  into  a  hole  in  a  piece  of  sheet  asbestos. 
The  gold  basin  is  then  dried  without  the  agency 
of  heat,  and  weighed,  the  increase  of  weight 
representing  the  mercury. 

Molybdenum  in  ores  is  estimated  by  pre- 
cipitation as  mercurous  molylKlate  in  a  very 
slightly  alkaline  or  neutral  solution  by  means  of 
mercurous  nitrate.  The  precipitate  is  ignited 
in  a  porcelain  crucible,  either  alone  or  with 
litharge,  until  the  mercury  is  expelled.  The 
increase  in  the  weight  of  the  crucible  is  taken 
as  MoOs,  bu^  ^  chromium,  vanadium,  tungsten, 
phosphorus,  or  arsenic  is  present  in  the  ore,  the 
ignited  MoO,  must  be  purified  by  further  treat- 
ment or  separated  before  precipitation.  Moly- 
bdenum in  steel  is  precipitated  as  ammonium 
phospho-molybdate. 

Ktokel  and  eobalt  occur  together  in  ores,  the 
former  more  commonly  and  in  greater  proportion 
than  the  latter.  They  are  usually  assayed 
together.  In  the  fire  assay,  the  ore  is  roasted 
sweet  and  then  fused  with  arsenic  to  form  a 
speise.  This  is  heated  in  air  on  a  little  clay  dish 
in  the  muffle,  and  the  metals  oxidised  succes- 
sively, iron  passing  into  the  slag  first,  cobalt 
next,  and  then  nickel,  copper  being  left  until 
last.  The  changes  in  colour  of  the  borax  slag 
show  the  progress  of  the  assay.  The  slag  is 
coloured  brox^n  while  iron  is  passing  into  it,  blue 
by  cobalt,  sherry- brown  by  nickel,  and  blue  by 


copper.  Gold  is  added  to  the  speise  after  tho 
!  elimination  of  cobalt  if  copper  is  present.  The 
speise  is  weighed  after  each  metal  has  been 
removed.  The  slag  must  be  frequently  ex- 
amined and  renewed,  and  great  care  and  ex- 
perience are  needed  to  attain  even  approximate 
results. 

The  method  is  easier  to  carry  out  if  copper 
is  absent,  and  this  metal  is  sometimes  removed 
by  precipitation  with  sulphuretted  hydrt^n  in 
an  acid  solution  before  the  speise  is  formed.  If 
cobalt  is  absent,  a  weighed  amount  may  be  added, 
as  otherwise  it  is  difficult  to  observe  tne  point  at 
■  which  nickel  begins  to  pass  into  the  slag  after  the 
i  removal  of  the  iron.  The  arsenides  in  the 
I  speise  have  the  formuln  Fe,As,  Co^As,  Ni^As, 
I  and  CugAs  (Rhead  ft  Sexton's  Assaying,  187). 

In  the  wet  methods  it  is  usual  to  roast  the 
ore  as  a  preliminary  in  order  to  remove  the 
arsenic,  sulphur,  &c.,  and  then  to  separate 
the  nickel  and  cobalt  from  the  iron,  manganese, 
7.inc,  &c.,  by  suitable  methods.  The  nickel  is 
precipitated  as  hydrate  and  weighed  as  NiO. 
Cobalt  is  often  included  in  the  nickel,  but  is 
separated  if  present  in  large  quantities.  A 
volumetric  method  depends  on  the  interference 
by  nickel  in  the  titration  of  cyanide  with  a 
standard  solution  of  silver  nitrate.  An  alkaline 
solution  containing  caustic  soda  is  used,  and  a 
little  potassium  imiide  added  as  an  indicator. 
An  excess  of  a  standard  solution  of  potassium 
cyanide  is  added  to  a  solution  of  nickel  sulphate 
made  alkaline  (and  precipitated)  by  caustic 
soda.  The  excess  of  cyanide  is  titrated  by  a 
standard  solution  of  silver  nitrate  (Beringer's 
Assaying,  255).  The  reactions  are  represented 
by  the  equations : 

4KCy+NiS04=KaNiCy4+K,SO,. 
2KCy+AgN0,«KAgCy,+KN0,. 

Nickel  and  cobalt  are  also  sometimes  esti- 
mated by  electrolysis,  and  for  this  purpose  must 
be  separated  from  zinc  and  other  metals,  dis- 
solved in  nitric  acid,  and  precipitated  in  an 
ammoniacal  solution. 

For  the  separation  of  nickel  from  cobalt, 
see  J.  Soc.  Chem.  Ind.  ix.  375. 

Nickel  in  steel  is  precipitated  by  bromino 
water  and  caustic  soda,  after  removal  of  tho 
iron  as  basic  acetate.     It  is  weighed  as  NiO. 

Platinum  in  alluvial  deposite  is  concentrated 
by  panning,  as  in  the  case  of  auriferous  sands. 
In  all  cases  platinum  can  be  collected  in  lead 
by  the  same  methods  as  those  described  under 
the  assay  of  gold  ores.  The  lead  buttons  are 
sometimes  cupelled  at  a  very  high  temperature, 
but  it  is  difficult  to  remove  the  whole  of  the  lead 
in  this  way,  as  the  *  prill '  freezes  on  the  cupel 
when  only  part  of  the  lead  has  been  oxidised. 

Cupellation  may  be  finished  in  tho  oxygen-gas 
blowpipe  flame,  but  the  loss  of  platinum  is  then 
large.  It  is  more  usual  to  dissolve  the  lead 
button  in  dilute  nitric  acid  and  to  filter  off  the 
platinum  and  gold  residue,  which  is  parted  by 
dissolving  in  (iqtM  regia,  and  precipitating  the 
gold  with  oxalic  acid.  The  platinum  is  estimated 
by  difference  or  by  precipitation  as  (NH|)2PtCle. 

Platinum  in  alloys  or  in  rich  alluvial  con- 
centrates may  be  estimated  by  melting  with 
six  parts  of  pure  lead,  and  grinding  in  a  mortar 
the  brittle  alloy  freed  from  slag.  Portions  of 
the  alloy  are  scorified  with  fresh  lead  and 
dissolved  in  nitric  acid. 
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Alloys  containing  gold,  silver,  and  platinum  tainin^  about  1*003  gram  of  silver  is  wciehed 
are  difficult  to  assay,  as  they  are  insoluble  in  ;  and  dissolved  in  nitric  acid,  and  100  c.c.  of  the 
aqua  regia.  The  method  adopted  is  first  to  salt  solution  added  to  it  from  a  pipette.  The 
cupel  the  alloy  to  remove  copper,  &c.,  these  ,  chloride  is  agelomeratod  by  a  shaking  in  a 
metals  bein^  estimated  by  difference^  The  !  stoppered  botue,  and  the  dear  supernatant 
alloy  is  then  mquarted  by  cupellation  with  twice  liquid  is  tested  by  *  decinormal '  solutions  of 
its  weight  of  silver  and  parted  by  boiling  in  common  salt  and,  if  necessary,  of  silver 
sulphuric  acid.  The  residue  contains  the  gold  nitrate.  The  appearance  of  the  cloud  of  silver 
and  platinum.  These  may  be  parted  by  a^ain  chloride  shows  the  amount  of  silver  left  in  so- 
inquarting  with  silver  and  dissolving  in  nitric  |  lution.  Further  shakings  are  resorted  to  if 
acid,  provided  that  the  amount  of  gold  present  '  required,  and  the  final  reading  is  taJcen  after 
is  at  least  ten  times  that  of  the  puitinum.  If  waiting  for  about  6  or  10  minutes.  Check 
the  proportion  of  gold  present  \b  less  than  this,  ;  assays  on  fine  silver  are  used  with  every  batch 
part  of  the  platinum  remains  undissolved,  and    to  test  the  strength  of  the  solution,  whicn  varies 


it  is  therefore  necessary  to  add  gold  in  many 
cases.     The  parted  gold  is   weighed  and  the 


with  the  temperature,   &c.    Mercury  interferes 
with  the  method,  and  is  detected  by  the  colour 


platinum  estimated  by  difference  (6^™«  Rapport  of  the  precipitated  silver  chloride,  which  does 
des  Monnaies,  I90I,  p.  xxix. ;  Rose's  Precious  not  darken  if  mercury  is  present.  Acetate  of 
Metals,  272).  soda  corrects  the  error  if  the  quantity  of  mercury 

SUver.  The  ores  of  silver  are  assayed  in  the  present  is  small.  The  Gay  Lussac  method  can 
same  way  as  those  of  gold  of  a  similar  kind,  be  used  only  in  cases  where  the  approximate 
the  scorification  method  being  used  far  more  .  assay  is  abready  known  (Percy's  Silver  and  Gold, 
frequently  than  in  the  case  of  p;old  ores.  The  282;  Riche  et  Forest,  L' Art  de  I'Essayeur,  183). 
slags  and  cupels  must  be  exammed  usually,  as  i  In  the  India  Mint  method,  the  silver  alloy 
silver  is  more  readily  lost  than  gold.    The  tern-  :  is  dissolved  in  nitric  acid  and  precipitated  by 


perature  of  cupellation  is  kept  as  low  as  possible, 
to  check  the  loss  of  silver  by  volatilisation  (see 
Lodge's  Notes  on  Assaying,  37*111). 


a  slight  excess  of  hydrochloric  acid.  The  silver 
chloride  is  then  collected  by  shaking  in  a  stop- 
pered bottle,  and,  after  being  washml,  is  trans- 


Silver  bullion  and  alk>y^  are  assayed  by  ,  ferred  to  a  porous  cup,  dried,  and  weighed  while 
cupellation,  by  the  Gray  Lussac  or  the  Volhard  i  warm.  The  chloride  is  washed  by  decantation, 
volumetric  processes,  or  by  weighing  the  chloride  !  but  the  drying  is  tedious,  and  ia  expedited  by 
(India  Mint  method).  In  cupellation,  the  ;  breaking  up  the  crust  with  a  glass  rod.  Any 
'  base '  or  oxidisable  metals  are  removed  in  the  gold  that  may  be  present  is  weighed  as  silver 
muffle,  and  the  silver  prill  is  cleaned  and  weighed,  chloride.  This  is  the  best  method  for  alloys  con- 
The  weight  of  silver  taken  is  usually  10  grains.  {  taining  less  than  70  p.c.  of  silver  (Trans.  Inst. 
The  amount  of  lead  required  varies  from  six    Mng.  &  Met.  xvii..334). 

times  the  weight  of  the  silver  for  alloys  of  high  The  Volhard  method  is  largely  used  in  this 
standard  to  twelve  times  for  silver  700  fine.  '  country.  The  nitiic  acid  solution  of  the  silver 
The  method  is  not  suitable  for  alloys  containing  is  freea  from  nitrous  acid  by  boiling,  and  is  then 
leas  than  70  p.c.  of  silver.  The  muffle  is  kept  I  diluted  and  titrated  with  a  solution  containing 
at  a  lower  temperature  than  that  required  for  '  7*04  grama  of  ammonium  thiocyanate  per  litre, 
gold  cupellation,  but  must  be  raised  to  above  the  As  tms  salt  is  deliquescent,  it  is  usual  to  weigh 
melting-point  of  pure  silver  (962^)  at  the  finish,  i  out  about  7*3  grams  per  litre.  Iron  alum  is 
to  prevent  the  metal  from  setting  in  the  furnace  used  as  an  indicator,  giving  a  red  colour  when 
before  all  the  lead  has  been  removed.  When  ,  all  the  silver  has  been  precipitated.  Time  is 
the  cupellation  is  complete,  the  mouth  of  the  saved  and  the  accuracy  of  the  method  increased 
furnace  is  closed  with  great  care  to  exclude  by  taking  for  assay  an  amount  of  alloy  contain- 
draughts,  and  the  furnace  is  allowed  to  cool '  ing  about  1*003  ^am  of  silver,  and  running  i^ 
slowfy  to  prevent  loss  of  silver  by  spitting.  The  |  IC^  c.c.  of  the  standard  solution  of  thiocyanate 
solidified  prills  are  cleaned  ana  \i'eighed.  The  |  from  a  pipette.  After  shaking  the  liquid  in  a 
loss  of  silver  in  cupellation  varies  from  5  to  15  flask,  the  titration  is  finished  by  adding  the 
parts  per  1000,  and  check  assays  on  pure  silver  thiocyanate  a  drop  or  two  at  a  time.  Check 
are  placed  in  all  parts  of  the  furnace  to  measure  :  assays  on  fine  silver  are  used  (Trans.  Inst.  Mng. 
this  loss.    Any  gold  that  may  bo  present  is  I  &  met,  xvl.  164). 

weighed  as  silver.  The  process  is  very  ancient,  '  Tin.  Tin  ore  is  concentrated  on  a  vanning 
and  clear  reference  is  made  to  it  in  connection  shovel  with  the  production  of  ^  black  tin '  in 
with  a  trial  of  the  Pyx  in  the  Black  Book  of  the  order  to  determine  what  yield  may  be  expected 
Exchequer,  written  in  the  reign  of  Henry  II.         when  the  ore  is  treated  on  the  dressing  floors. 

In  the  Gay  Lussac  process,  the  volume  is  The  ore  is  crushed  and  sampled,  ana  about 
measured  of  a  standard  solution  of  common  30  grams  are  thoroughly  mixed  with  30  or  40  c.c. 
salt  or  sodium  bromide  required  for  the  pre-  of  water  on  the  vanning  shovel  with  the  fingers, 
cipitation  of  a  little  more  than  a  gram  of  silver  to  prevent,  as  far  as  possible,  the  loss  of  *  float 
in  solution  as  nitrate.  No  indicator  is  used,  and  tin.'  The  ore  is  then  collected  by  a  vigorous 
the  end  of  the  operation  is  judged  from  the  circular  motion  of  the  water,  and  the  slimes 
appearance  of  a  faint  cloud  of  chloride  in  a  are  poured  off,  a  process  which  is  repeated  until 
solution  from  which  almost  all  the  silver  has  the  water  remains  clear  after  being  left  to  settle 
been  precipitated.  It  is  the  most  accurate  for  a  few  seconds.  By  means  of  a  circular 
methoa  of  assaying  silver  bullion.  The  standard  motion  of  the  shovel,  combined  with  a  series 
solution  of  common  salt  (usually  called  the  of  jerks,  the  tin  oxide  is  now  separated  from  the 
*  normal  solution ')  contains  about  5*416  grams  lighter  material,  which  is  carried  down  by  the 
of  NaCl  per  litre,  so  that  100  c.c.  will  precipitate  descending  wave.  The  tailings  are  saved  and 
1  gram  of  silver.    A  weight  of  silver  bullion  con-  j  washed  over  again  until  they  yield  no  more  tio. 
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and  are  then  crushed  by  rubbing  with  a  hammer 
and  again  washed.  The  concentrates  are  dried 
and  roasted  and  drcased  once  more.  Sometimes 
they  are  washed  quite  clean  from  worthless 
material,  and  sometimes  left  impure  with  oxide 
of  iron,  &c.,  according  to  the  nature  of  the  ore 
and  the  custom  of  the  operator.  Sometimes 
they  are  purified  by  boiling  in  hydrochloric  acid 
or  aqua  regia,  which,  according  to  J.  H.* Collins, 
causes  a  loss  of  tin.  The  residue  is  usually 
reported  in  pounds  of  black  tin  to  the  long  ton 
of  ore,  or  alternatively  in  parts  per  200,  so  that 
a  produce  of  *  9^  *  would  oe  equivalent  to  4*76 
p.c.  (Beringer's  Assaying,  276). 

The  black  tin  obtained  by  vanning  is  assayed 
for  metallic  tin  by  reduction  with  anthracite 
(Cbrnish  method),  or  potassium  cyanide.  In 
the  Cornish  method  100  grams  of  tinstone  are 
heated  with  20  grams  of  anthracite  in  a  plumbago 
crucible  at  a  white  heat  for  15  or  20  minute. 
The  charge  is  then  stirred  with  a  stick  and  again 
heated  for  a  few  minutes  before  pouring.  The 
excess  of  anthracite  contains  beads  of  tin,  which 
are  separated  by  vanning.  In  the  cyanide 
process,  10  grams  of  tinstone  are  fused  with  40 
grams  of  impure  cyanide  (containing  potassium 
carbonate),  and  poured  at  a  red  neat.  The 
German  process  consists  in  reducing  a  mixture 
of  5  grams  each  of  tinstone  and  cupric  oxide 
with  15  grams  of  black  flux  (a  mixture  of  carbon 
and  potassium  carbonate,  obtained  by  heating 
tartar)  and  1*25  grams  of  borax  with  a  coyer  of 
common  salt.  The  reduced  metal  is  compared 
in  weight  with  that  of  the  copper  reduced  from 
cupric  oxide  alone.  The  most  trustworthy  of 
these  methods  is  the  fusion  with  cyanide.  The 
reduced  tin,  however  obtained,  is  usually  impure 
(Berinser's  Assaying  and  KerPs  Metallurgische 
Probirkunst). 

A  good  wet  method  for  the  estimation  of 
tin  in  ores  without  previous  concentration  is 
described  by  G.  L.  Mackenzie  (Trans.  Inst. 
Mng.  and  Met.  xiii.  1904,  87).  It  consists 
in  cleaning  a  sample  of  from  1  to  5  grams 
of  the  ore  with  aqua  regia  (and  removing  the 
tungstic  acid,  if  it  is  present,  by  means  of  am- 
monia), reducing  the  stannic  oxide  to  tin  by 
ignition  in  a  current  of  coal  gas,  dissolving  the 
metallic  tin  with  hydrochloric  acid  and  potas- 
sium permanganate,  precipitating  with  sul- 
phuretted hy£ogen,  and  igniting  the  tin  sul- 
phide.    The  tin  lb  weighed  as  stannic  oxide. 

Tin  is  also  estimated  volumethcally.  A 
satisfactory  method  described  by  Beringer 
(Text-Book  of  Assaying,  11th  ed.  285)  is  to 
reduce  the  solution  of  stannic  chloride  to  stan- 
nous chloride  by  means  of  nickel  foil,  and  to 
titrate  with  a  standard  solution  of  iodine  in  an 
atmosphere  of  carbonic  acid  gas.  Starch  is  used 
as  an  indicator.  In  all  wet  methods,  tin  oxide 
must  be  reduced  to  metallic  tin  before  it  can  be 
dissolved. 

Titanium  in  ores  is  generally  in  the  form  of 
titanic  oxide,  which  is  insoluble  in  acids.  Tita- 
nates,  however,  are  somewhat  soluble,  so  that 
on  attacking  ores  with  acid,  titanium  will  be 
found  partly  in  the  residue  and  partly  in  the 
solution.  The  metals  of  the  iron  group  with 
titanium  are  precipitated  from  the  solution  as 
basic  acetates,  which  are  fused  with  potassium 
bisulphate  ard  extracted  with  water.  The 
titanic  acid  is  precipitated  from  the  solution 


by  meaas  of  prolonged  boiling  with  sulphurous 
acid.  The  residue  left  by  the  attack  on  the 
original  ore  with  acids  is  similarly  treated,  after 
the  silica  has  been  removed  by  heating  with 
sulphuric  and  hydrofluoric  acids  (Beringer*s 
Assaying,  293). 

Tungsten  in  wolfram,  steel,  &c.,  is  estimated 
by  weighing  as  tunsstic  acid  WOs.  The  ore  is 
boiled  with  nydrocmoric  acid  or  aqua  regia,  when 
the  tungsten  separates  as  insoluble  yellow 
tungstio  acid.  After  thorough  washing,  this 
is  dissolved  in  ammonia,  filtei^,  and  recovered 
by  evaporating  the  solution  to  dryness,  and 
gently  igniting  the  residue  to  decompose  the 
ammonium  tungstate.  Nearly  pure  tungstic 
acid  remains,  ^y  silica  that  may  be  present 
may  be  removed  by  hydrofluoric  acid. 

Uranium.  The  mineral  is  evaporated  with 
nitric  acid  and  taken  up  with  HCl.  After 
separation  of  the  other  metals  as  sulphides  and 
carbonates,  the  uranium  is  precipitated  by 
ammonia  and  weighed  as  U,Og,  or  it  is  pre* 
cipitated  by  microcosmic  salt  in  the  presence 
of  acetic  acid  and  ammonium  acetate.  The 
precipitate  consists  of  ammonium  uranyl 
phosphate  UO^NH^POj  which  is  washed. 
Ignited  gently  and  weired  or  converted  into 
uranyl  pyrophosphate  (U0j),P|07,  for  greater 
accuracy  (Low's  Technical  Ore  Analysis,  201). 
This  precipitation  is  abo  the  basis  of  a  volu- 
metric method,  a  boiling  solution  of  uranium 
being  titrated  with  a  standard  solution  of 
phosphate,  imtil  ferrocyanide  no  longer  gives  a 
brown  colour. 

Vanadium  in  steel  is  estimated  by  titrating 
with  potassium  permanganate.  The  steel  is 
dissolved  in  HCl  and  evaporated  to  dryness  \nth 
a  little  nitric  acid.  The  residue  is  fused  with 
nitre  and  fusion  mixture,  boiled  in  neater  and 
filtered,  and  the  filtrate  evaporated  with  H^SO^, 
reduced  by  sulphur  dioxide  and  titrated.  One 
atom  of  iron  is  equivalent  to  one  of  vanadium 
in  the  titration  (Rhead  and  Sexton's  Assaying, 
270). 

Zine.  The  old  dry  methods  of  assay  of  ores 
and  alloys  based  on  the  loss  of  weight  due  to 
the  volatilisation  of  zinc  at  a  white  heat  are 
obsolete.  Zinc  is  usually  weighed  as  oxide  after 
precipitation  as  carbonate,  or  it  is  titrated  with 
sodium  sulphide  or  potassium  ferrocyanide.  An 
amount  of  1  or  2  grams  of  ore  is  weighed  out 
and  dissolved  in  hydrochloric  acid  or  aqua  regia. 
The  silica  and  metals  other  than  zinc  are  re- 
moved as  usual.  All  the  precipitates  will 
contain  zinc  if  they  are  bulky,  and  must  be 
redissolved  and  reprecipitated.  The  alkaline 
filtrate  may  be  diluted  to  200  c.c.  and  used  for 
the  sodium  sulphide  titration,  which  is  carried 
out  at  60®-60**.  A  flake  or  two  of  freshly  pre- 
cipitated ferric  hydrate  is  used  as  an  indicator, 
turning  from  red  to  black  as  soon  as  sodium 
sulphide  is  in  excess.  One  c.c.  of  the  standard 
solution  of  sodium  sulphide  shoiUd  be  equal  to 
0*01  gram  zinc.  Instead  of  ferric  hydrat<e, 
sodium  nitropfuEside  may  be  used  as  an  indicator 
on  a  white  tile.  This  gives  a  purple  colour  with 
sodium  sulphide. 

For  titration  with  potassium  ferrocyanide, 
the  pure  ammoniacal  solution  of  zinc  obtained 
as  above  is  acidified  with  hydrochloric  acid, 
boiled  and  titrated  hot.  The  standard  solution 
of  ferrocyanide  is  made  up  by  dissolving  41*25 
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grams  of  the  pure  salt  in  a  litre  of  water.  The 
test  solution  consists  of  0*5  sram  of  uranium 
acetate  dissolved  in  20  c.c.  of  water.  A  drop 
of  this  solution  gives  a  bro^^n  colour  on  a  white 
tile  with  a  drop  of  the  zinc  solution  as  soon  as 
the  ferrooyanide  is  in  excess.  It  is  advisable 
to  confirm  the  end  reaction  by  addins  5  c.c.  of 
a  standard  solution  of  zinc  in  nydrocluoric  acid, 
containing  10  grams  of  zinc  per  litre,  and  again 
titrating  (Chem.  News,  Ixxvi.  6). 

The  assay  of  zinc-dust  for  metallic  zinc  is 
made  by  acting  on  the  sample  with  dilute  sul- 
phuric acid,  and  collecting  and  measuring  the 
hydrogen  which  is  evolved. 

Commercial  metallic  zinc  contains  lead, 
cadmium,  and  iron,  and  may  also  contain 
arsenic,  copper,  antimony,  tin,  &c.  By  dis- 
solving in  dilute  sulphuric  acid,  the  lead  and  the 
greater  part  of  the  copper,  tin,  cadmium,  &c., 
are  left  undissolved.  The  residue  is  attacked 
by  nitric  acid,  and  the  metals  separated  as 
usual.  Iron  in  zinc  is  titrated  in  the  sulphuric 
acid  solution  without  being  separated.  Arsenic 
and  antimony  are  passed  with  the  hydrogen 
evolved  by  sulphuric  acid  into  a  solution  of 
silver  nitrate  (Ckmpredon,  Guide  Pratique,  760 ; 
Eliot  and  Storer,  Amer.  Acad.  Art«  &  ^icnces, 
viii.  67). 

Coal.  The  assay  of  coal  usually  comprises 
the  determination  of  moisture,  total  ash,  sulphur, 
coking  properties,  and  calorific  power.  The 
coal  is  broken  down  and  sampled  as  in  the  case 
of  ores  (see  p.  316),  and  the  sample  is  passed 
through  an  SO-mesh  sieve. 

The  moisture  is  determined  by  drying  1 
2ram  in  a  water-oven  for  30  minutes  and  weigh- 
ing. The  coal  is  then  again  warmed  for  15 
minutes  and  reweighed,  and  the  process  is  con- 
tinued imtil  the  weight  is  constant  or  begins  to 
increase. 

For  sulphur,  2  grams  of  coal  are  mixed 
with  3  grams  of  a  mixture  of  two  parts  of 
calcined  magnesia  and  one  part  of  potassium  car- 
bonate, and  heated  to  dull  redness  for  an  hour 
in  a  porcelain  or  platinum  crucible,  with  occa- 
sional stirring.  After  cooling,  the  charge  is 
transferred  to  a  beaker  and  digested  with  water 
and  1  c.c.  of  bromine.  It  is  then  acidulated 
with  hydrochloric  acid,  the  bromine  boiled  off, 
and  the  sulphur,  now  in  the  form  of  sulphate, 
precipitated  by  barium  chloride.  The  sulphur 
may  also  be  oxidised  by  heating  the  coal  with 
a  mixture  of  nitre  and  common  salt.  Phos- 
phorus in  coal,  if  determined  at  all,  is  estimated 
in  the  ash,  which  may  require  complete  analysis. 

The  coking  qualities  of  coal  are  examinea  by 
heating  50  grams  of  coarsely  crushed  coal  in  a 
*  large  copper '  crucible  covered  with  a  closely 
fitting  lid.  The  evolution  of  gases  is  completed 
after  15  or  20  minutes  at  a  full  red  heat.  After 
.  cooling,  the  coke  is  turned  out  and  weighed,  the 
loss  of  weight  giving  the  amount  of  volatile 
matter. 

The  calorific  power  of  coal  is  determined  by 
igniting  2  grams  of  the  finely  powdered  sample 
with  20  srams  of  a  mixture  of  six  parts  of  po- 
tassium chlorate  and  one  part  of  nitre.  The  coal 
and  deflagrating  mixture  are  ground  together 
in  a  mortar  ana  ignited  in  a  Thompson  calori- 
meter. The  error  due  to  loss  of  heat  by  escaping 
gase^,  &c.,  is  always  taken  as  one-tenth  of  the 
total  evolved.    The  calorific  power  reported  is 


the  weight  of  water  that  could  be  evaporated  at 
100^  and  760  mm.  pressure  by  a  unit  weight  of 
the  fuel  {v.  Fuel). 

Cyanide  solutions.  In  gold  mills,  these 
solutions  are  in  wide  use,  and  require  frequent 
analysis.  Free  cyanide  is  estimated  by  means 
of  a  solution  of  silver  nitrate  prepared  by  dis- 
solving 13*04  grams  of  crystallised  AgNO,  in  a 
litre  of  water.  One  c.c.  of  this  solution  is 
equivalent  to  0*01  gram  of  KQy,  the  end  of  the 
titration  being  denoted  by  the  solution  becoming 
milky  from  the  precipitation  of  AgCy.  The 
\  reaction  is  represented  oy  the  equation  : 

AgN03-f2KCy=KAgCy,+KNO,. 

The  amount  of  cyanide  solution  taken  for 
assay  may  be  from  10  c.c.  to  100  cc,  according 
to  its  strength.  Alkalis  and  other  compounds 
which  may  be  present  dissolve  silver  cyanide, 
and  accordingly  it  is  usual  to  add  potassium 
iodide  as  an  indicator.  Turbid  cyanide  solution 
must  be  filtered  before  titration.  If  soluble 
sulphides  are  present,  they  prevent  the  assay 
from  being  carried  out.  They  are  removed  by 
agitating  the  solution  with  freshly  precipitated 
lead  carbonate.  If  zinc  is  present  in  the 
solution,  part  of  the  cyanide  contained  in  the 
double  c^'anide  KtZnOvf  is  estimated  as  free  KCy. 

The  *  total  alkali  *  in  a  cyanide  solution  is 
estimat'cd  (J.  £.  Clennell,  Chemistry  of  Cyanide 
Solutions,  62)  by  titration  >nth  a  standard 
solution  of  sulphuric  acid,  using  methyl  oran^ 
as  an  indicator.  '  Protective  alkali '  {op.  ctL 
63)  is  determined  by  adding  a  slight  excess 
of  silver  nitrate  together  with  a  little  phenol- 
phthalei'Q  solution,  and  titrating  with  sulphuric 
acid  until  the  pink  colour  disappears.  The 
*  reducing  poi^'er  of  cyanide  solutions  is  deter- 
mined by  acidification  and  subsequent  titration 
with  potassium  permanganate,  until  the  pink 
tint  becomes  permanent,  or  by  adding  an  excess 
of  permanganate  followed  by  an  excess  of 
potaissium  iodide  and  estimating  the  amount 
of  iodine  liberated  {op,  cit,  71). 

Gold  and  silver  in  cyanide  solutions  are 
determined  by  evaporation  on  lead  foil,  which 
Lb  afterwards  cupelled,  or  by  evaporation  ^ith 
litharge,  which  is  fused  for  lead.  A  more  rapid 
meth^  is  to  precipitate  the  gold  and  silver  with 
zinc-dust  and  sulphuric  acid,  filter,  and  scorify 
or  fuse  the  residue.  The  latter  method  is  espe- 
cially suitable  for  treating  large  samples  of 
poor  solutions  containing  very  little  gold  and 
silver.  In  all  these  methods,  a  button  of  lead  is 
obtained  which  is  cupelled  and  the  gold  and 
silver  parted  as  usual. 

Siliea.  The  silica  in  ores  is  partly  free  and 
partly  combined.  The  white  sandy  residue  left 
after  careful  extraction  ^ith  acids  is  sometimes 
nearly  pure  silica,  and  is  often  reported  as 
'  silica  and  silicates  insoluble  in  acids.  It  may 
be  tested  indth  sulphuric  and  hydrofluoric  acids. 
The  usual  method  with  ores,  slags,  &c.,  is  to 
fuse  1  gram  with  5  grams  of  fusion  mixture 
and  a  little  nitre  in  a  platinum  crucible  or  dish. 
It  is  extracted  with  ^varm  water  and  a  little 
hydrochloric  acid  and  evaporated  to  dryness  on  a 
water-bath.  The  bases  are  dissolved  out  with 
hydrochloric  acid,  and  the  silica  filtered  off. 
The  filtrate  is  again  taken  to  dryness  and  dis- 
solved in  hydrochloric  acid  to  separate  the 
remainder  of  the  silica.    If  the  ore  contains  a 
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lar^e  percentage  of  sulphides,  oxides,  &c., 
which  are  soluble  in  acidis,  these  are  removed 
before  the  fusion.  In  this  case  the  acid  solution 
may  contain  silica,  which  is  removed  by  evapo- 
rating to  dryness,  taking  up  with  hydrochloric 
acid  and  filtering.  The  purity  of  the  silica  is 
tested  by  evaporating  two  or  three  times  with 
wat^r,  sulphuric  acid  and  hydrofluoric  acid.  The 
silica  is  volatilised  (J.  Amer.  Chem.  Soo.  zxiv. 
1902,  362). 

Sulphnr.  A  rapid  method  of  determining 
the  sulphur  in  ores  given  by  Furm^n  (Manuu 
of  Practical  Assaying,  6th  ed.  91)  i^,  to  fuse 
5  grams  of  the  ore  with  15  grams  of  borax,  3 
grams  of  charcoal,  and  one  or  two  nails  in  a 
not  fire.  The  time  required  for  fusion  is  about 
15  minutes.  The  nails  are  then  withdrawn  and 
the  charge  poured.  As  soon  as  the  slag  is  cool, 
the  matte  is  detached  from  it  with  a  hammer 
and  weighed.  If  the  matte  were  pure  FeS,  it 
would  contain  36*3  p.c.  of  sulphur.  By  analy^s, 
Furman  finds  that  the  neareet  approximation  is 
to  take  the  sulphur  as  30  p.c.  of  the  matte.  The 
method,  thougn  inaccurate,  is  sometimes  useful, 
as  it  can  be  completed  in  less  than  half  an  hour. 

The  more  accurate  methods  consist  in 
oxidising  the  sulphur  by  aqua  regia  or  nitric 
acid  and  potassium  chlorate,  or  by  fusion  with 
a  mixture  of  nitre  and  sodium  carbonate,  and 
weighing  it  as  badum  sulphate.  A  good  method 
for  ores  and  slags  consists  in  fusion  with 
caustic  alkali,  extracting  with  water,  and  oxidis- 
ing 'With  bromine.  After  separation  of  the  silica, 
the  sulphur  is  precipitated  by  barium  chloride 
(Chem.  News,  1.  1884,  194).  If  lead  is  present, 
the  solution  is  boiled  with  ammonium  car- 
bonate. T.  K.  B. 

ASTATKI.  A  Russian  term,  signifying 
'  dregs,'  applied  to  the  residue  loft  in  the  dis- 
tillation of  Baku  petroleum  after  the  volatilisa- 
tion of  the  kerosene,  and  now  largely  used  as 
fuel  in  the  Caspian  region  (v.  Petbolbum). 

ASTERIA  (star  Sapphire)  v.  CoBX7in)nM. 

ASTRALINE.  Russian  petroleum  oil,  used 
for  burning  {v.  Petboleum). 

ASTRALITE.  A  glass  resembling  aven- 
turine,  but  containing  crystals  of  a  cupreous 
compound  which  by  reflected  light  exhibit  a 
dichroic  iridescence  of  dark  red  and  greenish 
blue.  Made  by  fusing  and  allowing  to  cool 
slowly  a  mixture  of  80  pts.  silica,  120  lead  oxide, 
72  sodium  carbonate,  18  borax,  with  either 
24  pts.  scale  oxide  of  copper,  and  1  pt.  scale 
oxide  of  iron,  or  with  5  pts.  lime,  26  copper 
oxide,  and  2  iron  oxide. 

ASTROLIN.  Trade  name  for  antipyrine- 
methyl-ethyl  glycollate  CjHioOj.CuHigONj, 
m.p.  64*'-6*5-6'*.  A  colourless  powder,  with  a 
slight  smell  and  pleasant  taste,  readily  soluble 
in  water  and  alcohol. 

ASUROL.  Sodium-mercuri-amido-oxyMO- 
butyrosalicylate. 

ASYPHIL.  Trade  name  for  a  mercury  salt 
of  p-aminophenylarainic  acid 

(NHaCeH«AsO(OH)0)2Hg. 

(v.  Absenic,  Organic  compounds  of  ;  cf.  p.  337). 
ATACAHITE.  Hydrated  oxychloride  of 
copper  CuCl2'3Cu(OH)„  occurring  in  the 
Atacama  region  of  Chile,  sometimes  m  sufficient 
amounts  for  use  as  a  copper  ore  (Cu  59*4  p.c). 
Large  quantities  have  also  been  mined  at 
Wafiaroo   in   South   Australia.    Orthorhombic 


crystals  of  a  bright-green  colour  and  with 
brilliant  faces  are  not  uncommon.  Sp.gr.  3*76. 
Before  the  days  of  blotting-paper,  it  was  used, 
under  the  name  of  arscnillo,  as  a  writing  sand 
for  absorbing  ink  {v.  Coppbb).  L.  J.  S. 

ATELESTITE.  A  bismuth  arsenate  con- 
taining iron  phosphate  found  at  Schneeberg  in 
Saxony:  Bi,0„  5715;  Fe,P,Oe,  12-60;  Asfi^, 
30-36  (Freuzel,  J.  M.  1873,  786). 

ATHAR  or  ATTAR.  Indian  name  for 
volatile  oil  of  roses  {v.  Oils,  EssBNTiAii). 

ATLAS  DYNAMITE  v.  Explosives. 

ATLAS  POWDER  v.  Kxplosives. 

ATLAS    SCARLET    v.    Azo-     goloubino 

MATTEBS. 

ATMOSPHERE.  The  gsMcous  envelope  sur- 
rounding any  liquid  or  solid  body  ;  more  parti- 
cularly the  gaseous  envelope  which  surrounds 
the  earth,  and  which  is  commonly  known  as  air. 
The  thickness  of  this  aerial  envelope  is  not 
known  even  approximately,  but  it  is  quite  certain 
that  it  exceeds  45  miles  measured  from  the 
earth's  surface,  which  was  the  limit  assigned  to 
it  by  WoUaston.  Secchi  calculated  that  air 
exists  even  at  a  height  of  300  kilometres  above 
the  earth's  surface.  From  the  ratio  of  decrease 
of  density  wiUi  elevation,  the  atmosphere  at 
a  height  of  50  miles  cannot  exert  any  measurable 
pressure.  The  mass  of  the  atmosphere  forms, 
uke  the  earth  itself,  an  oblate  spheroid,  the  polar 
axis  of  which  is  much  shorter  than  the  equatorial 
axis,  the  ratio  of  the  two  axes  being,  according 
to  Laplace,  as  2  to  3. 

The  pressure  of  the  atmosphere  at  any  par- 
ticular spot  may  be  measured  in  terms  of  the 
height  of  a  column  of  mercury  which  it  is  capable 
of  sustaining.  It  follows  from  the  law  of 
Bovle  that  the  density  of  the  air  rapidly  dimi- 
nishes with  the  height.  For  air  of  constant 
temperature,  its  density,  or,  what  comes  to  the 
same  thing,  the  height  of  the  mercurial  column, 
should  diminish  in  geometric  progression,  whilst 
the  distance  from  the  earth  increases  in  arith- 
metic progression.  The  pressure,  even  at  the 
same  place,  is  continually  varying  from  a 
variety  of  causes,  and  hence  the  height  of  the 
barometer,  as  the  mercurial  column  was  first 
termed  by  Boyle,  is  practically  never  absolutely 
constant.  The  average  height  at  any  one  spot 
at  the  sea-level  is  mainly  dependent  upon  the 
great  movements  of  air  whicn  result  from  the 
effect  of  the  earth's  motion  upon  the  gaseous 
envelope,  combined  with  variations  in  the 
density  of  the  a^ial  mass  due  to  solar  action. 

According  to  Regnault,  1  litre  of  dry  air,  free 
from  carbonic  acid  and  ammonia,  measured  at 
0"  and  0-76  mm.  pressure,  at  Paris  (lat.  48**  60') 
and  at  a  height  of  60  metres  above  the  sea-level, 
weighs  1  -293187  grams.  Lasch  found  that  1  litre 
of  pure  air  at  standard  temperature  and  pressure 
weighs  at  Berlin  (lat.  52''  36')  1-293635  grams. 

The  Bureau  Intemat.  des  Poids  et  Mesures 
adopts  for  the  weight  of  1  litre  of  dry  air,  con- 
taining 0-04  p.c.  carbonic  acid,  at  the  normal 
temperature,  and  under  the  normal  barometric 
pressure  at  lat.  45®  and  sea-level, 

p     _     l-293052_         1 
^**  ~~  1  +  0-00367  ^  '76b' 

on  the  assumption  that  0-00367  is  the'  expansion 
coefficient  of  air  at  constant  pressure  for  a 
normal  degree.  For  purposes  of  ordinary 
chemical  c«uculation  it  may  be  assumed  with 
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sufficient  accuracy  that  1  gram  of  air  measures 
at  standard  temperature  and  pressure  773  c.o. 
The  tot<al  weight  of  the  atmosphere  is  about 
11  trillions  of  pounds,  or  about  5  trillion  kilo- 
grams and  the  relative  amounts  of  the  chief 
constituents  may  be  assumed  to  be — 

Trillions  kgm. 
Nitrogen  (argon,  &c.)  .     4-041200 

Oxygen    ....     1-218040 
Carbonic  acid    .         .         .     0-003156 


6-262396 


Herschel  calculated  that,  allowing  for  the 
space  occupied  by  the  land  above  the  sea,  the 
mass  of  the  atmosphere  is  about  YfJsao  V^^  ^^ 
that  of  the  earth. 

The  unit  of  pressure  adoptod  by  engineers 
and  others,  ana  styled  an  cUmoBphere,  is  an 
amount  equal  to  the  average  pressure  of  the 
atmosphere  at  the  sea's  level.  In  British 
measure  an  atmosphere  is  the  pressure  equivalent 
to  29-905  inches  of  mercury  at  32*'F.  at  London, 
and  is  about  14*73  lbs.  on  the  sq.  inch.  In 
the  metric  system  it  is  the  pressure  of  760  mm. 
(29-922  inches)  at  O^'O.  at  Paris,  and  is  equal  to 
1-033  kilos,  on  a  sq.  centimetre.  Hence  the 
English  'atmosphere'  is  0-99968  that  of  the 
metric  system. 

The  specific  heat  of  air  at  constant  pressure 
is  0-2374  (Regnault).  Its  coefficient  of  thermal 
expansion  between  —30''  and  200^  is  0-003665 
for  V. 

By  the  application  of  sufficient  cold  and 
pvessure,  air  may  be  liquefied. 

Comparatively  little  of  the  sun's  heat  is 
absorbed  in  its  direct  passage  through  the  air. 
According  to  Tyndall,  a  column  of  air  1  metre 
long  absorbs  0-088  p.c.  of  the  heat  which  passes 
through  it.  Accoroing  to  Violle,  and  also  Lecher 
and  f  emter,  the  amount  is  not  greater  than 
0-0070  p.c.  This  absorption  is  mainly  due  to 
aqueous  vapour,  and,  in  a  lower  degree,  to  car- 
bonic acid  and  suspended  organic  matter.  Th^ 
air  mainly  gets  its  neat  by  conduction  from  the 
earth,  ana  hence,  as  a  rule,  it  is  hottest  near  the 
ground.  The  law  of  the  decrement  in  telnpera- 
ture  corresponding  to  height  is  not  accurately 
known ;  it  is  usually  stated  to  be  about  0*56*^ 
per  100  metres,  but  the  rate  is  liable  to  very 
great  variations. 

Air  is  not  perfectl}*^  transparent.  Its  particles 
reflect  and  scatter  light  in  sufficient  quantity  to 
obscure  the  light  from  the  stars.  The  olue  colour 
of  the  sky  is  due  to  the  fact  that  the  most  re- 
frangible t&ys  are  most  widely  scattered.  In  the 
higher  regions  of  the  atmosphere,  where  the 
amount  of  reflected  light  becomes  less  and  less, 
owing  to  the  decreased  density  of  the  air,  the  sky 
appears  to  grow  gradually  darker.  Brewster  first 
proved  that  the  blue  light  from  the  sky,  as  well 
as  the  white  liffht  from  the  clouds,  was  due  to 
reflected  light,  by  the  fact  that  it  was  polarised. 

Suspended  matter,  dust,  smoke,  aqueous 
vapour  in  a  state  of  partial  precipitation,  &;c., 
greatly  diminish  the  transparency  of  air.  Wild 
gives  the  following  numbers  as  representing  the 
transparency  coefficient  of  1  metre  of  air  : — 

Dry  air  (free  from  dust)  .  .  .  0*99718 
Air  of  a  room  (dry,  but  containing 

dust) 0-99520 

Air  free  from  dust,  but  saturated  with 

aqueous  vapour     ....     0*99328 


The  refractive  indices  of  dry  air  at  standard 
temperature  and  pressure  for  the  Eraunhofer 
lines  A,  B,  C,  D,  £,  F,  G,  H,  are,  according  to 
Kettler  (Pogg.  Ann.  124-401),  as  follows  : — 


nA=  1-00029286 
nB= 1-00029345 
wC= 1-00029383 
nD= 1-00029470 


nE= 1-00029684 
»F= 100029686 
nC =1-00029873 
»H= 1-00030026 


The  emission  spectrum  of  air  has  been  mapped 
by  Huggins  (Phil.  Trans.  154,  139)  and  Ang- 
strom (Jrogg.  Ann.  94,  141),  and  the  spectrum 
of  lightning  by  Kundt  (Poeg.  Ann.  135,  315), 
who  has  i^own  that  forkea  lightning  gives  a 
line  spectrum,  whereas  sheet  lightning  gives  a 
band  spectrum.  The  absorption  spectrum  of 
air  was  first  mapped  by  Brewster  and  Gladstone, 
and  has  been  further  examined  by  Janssen, 
Comu,  and  Chappuis  (Compt.  rend.  91,  988). 

Air,  owing  to  the  oxygen  it  contains,  is  a 
magnetic  suMtance.  The  diurnal  variation  in 
magnetic  declination  has  been  alleged  to  be 
due  to  the  varyins  magnetic  potential  of  the 
oxygen  owin^  to  alterations  in  temperature. 

Air  is  a  mixture  of  nitrogen,  oxygen,  aqueous 
vapour,  argon,  carbon  dioxide,  with  minute 
quantities  of  ozone,  hydrogen  peroxide,  am- 
monia, nitrous  and  nitric  acids,  hydrocarbons, 
helium,  neon,  krypton,  xenon,  hydrogen,  &c. 
That  the  air  is  not  a  chemical  compound 
of  it«  component  gases  is  proved  by  the  facts : 
(1)  that  these  gases  are  not  present  in  any 
constant  ratio ;  (2)  that  air  can  be  made  by 
simply  mixing  its  constituents' in  the  proportion 
Indicated  by  the  analysis  of  air,  without  con- 
traction or  any  thermal  disturbance  resulting; 
(3)  that  on  treating  air  with  water  and  expelling 
the  dissolved  air  by  boiling,  the  proportion  of 
the  oxygen  to  the  nitrogen  is  found  to  be  in- 
creased, and  in  amount  corresponding  with 
the  law  of  partial  pressures ;  (4)  that  the 
constituents  of  the  air  can  be  mechanically 
separated  by  processes  of  diffusion  ;  and  (5)  tiiat 
the  refractive  power  of  the  air  is  equal  to  the 
mean  of  the  refractive  powers  of  its  constituents, 
whereas  in  compound  gases  the  refractive  power 
is  either  greater  or  less  than  the  refractive  power 
of  the  elements  in  a  state  of  mixture. 

The  amount  of  oxygen  in  air  may  be  ascer- 
tained by  measuring  the  diminution  in  volume 
which  a  known  bulk  experiences  when  in  contact 
with  some  substance  capable  of  absorbing  or 
combining  with  oxygen  gas.  Among  the  sub- 
stances which  may  be  conveniently  used  for  this 
purpose  are : 

1.  Phosphorus.  A  fragment  of  phosphorus 
on  the  end  of  a  platinum  or  copper  wire  is 
exposed  to  a  measured  volume  of  air  standing 
over  water  or  mercury  until  no  further  decrease 
of  volume  is  observed  (BerthoUet).  Lindemann 
(Zeitsch.  anal.  Chem.  1879,  18,  158)  employs  thin 
sticks  of  phosphorus  for  the  same  purpose  in 
the  Orsat  apparatus  (r.  Gas  akaltsis).  At 
a  temperature  below  7^  the  oxidation  of  the 
phosphorus  ceases. 

2.  PyrogaUcl  in  Alkaline  solution.  Chevreul, 
in  1820,  first  suggested  the  use  of  this  reagent. 
The  absorption  is  apt  to  be  accompanied  by  the 
formation  of  notable  quantities  of  carbon 
monoxide  if  the  amount  of  oxygen  is  large  or 
the  alkaline  solution  very  concentrated.  Accord- 
ing to  Hempel  (Ber.  20,  1865),  the  best  pro- 
portions are  5  grams  pyrogallol  dissolved  in  15c.c. 
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water  mixed  nith  120  grama  cauntic  potash  <lia- 
boIvbI  in  80  cm.  of  water.  PricticiJly,  no 
carbon  monoxide  ia  formed  with  this  solution. 
The  absorption  is  very  rapid  (Hempel,  Ber.  18, 
267  and  1800). 

3.  MtiaUic  Copper,  A  spiral  of  copper  wire 
is  heated  to  redness  in  dry  air  free  from  carbonic 
acid  and  o£  known  presaure  until  the  whole 
of  the  oxygen  has  oomhined  with  the  metal 
to  form  cupric  oxide.  The  pressure  oE  the 
residual  gas  is  then  doterminod,  whenby  the 
amount  of  nitrogen  is  ascertained,  and  hence 
the  amount  of  oxygen.  An  apparatua  on  this 
principle  was  au|?gested  by  JoUy  (W.  N.  S,  (1638)  ; 
it  if,  seen  in  Fig.  1. 

The  glass  vessel  a,  of  about  100  c.o.  capacity, 
is  ozhaustoil  by  the  mercurial  punip,  and  is 
roplonisheil  with  the  air  under  investigation. 
This  is  then  cooled  to  0°    by 


Fio.  1. 

with  the  metallio  cylinder  b,  which  ia  filled 
with  melting,  ice.  llie  tension  of  the  confined 
air  is  measured  by  the  height  of  mercury  in  the 
glass  tubes  g  and  d,  which  are  connected  to- 
gether by  caoutchouc  tubing.  The  tube  g  is 
movable  in  the  ctamp  /,  the  position  of  d  being 
fixed  with  reference  to  a.  By  turning  the  three- 
way  atop-cock  b,  A  and  d  may  be  atone  brought 
into  connection,  or  both  may  be  made  to  connect 
with  the  outer  atmosphere.  The  cock  ia  now 
so  turned  that  a  and  d  are  alone  in  connection  ; 
the  tube  g  is  now  raised  until  the  level  of  the 
mercury  in  d  just  touches  the  point  m,  when 
the  tension  of  the  air  ia  read  off  on  the  graduated 
scale  behind  g.  The  copper  spiral  in  A  is  neit 
heated  to  redness  by  an  electric  current,  whereby 
the  heated  metal  rapidly  combines  with  the 
oxygen.  The  cylinder  b  is  once  more  placed 
round  a,  the  residual  nitrogen  cooled  douTi  to  0° 
by  means  of  melting  ice,  ana  its  tension  measured 
by  adjusting  the  level  of  the  mercury  to  m,  and 
reading  off  the  height  of  the  mercury  in  tj. 
II,  lot  example,  the  pressure  before  abstracting 


the  oxygen  was  702-56  mm.,  and  after  the  ab- 
straction waa  66S-70  mm.,  then  1  volume  of  the 
ah-  would  bo  reduced  lo=^%ll=Q-iam  vol.. 


100-000 
Kreusler  has  shown  that  unlesa  the  air  be  care- 
fully dried  before  being  heated  with  the  copper 
spiral,  the  proportion  of  oxygen  will  be  apparently 

Dumas  and  Bousaingault  (Ann.  Chim.  I%vb. 
[3]  32B7),  as  far  back  aa  1841,  made  use  of  the 
fact  that  heated  metaUic  copper  combines  with 
onygen,  in  order  to  determine  the  gravimetric 
"m  of  air.     Air  deprived  of  moisture 


,  whereby  all  the  oxygen  waa  absorbed,  the 
nitrogen  being  collected  in  a  vacuous  glass  globe 
also  iireviously  «-eighed.  At  the  conclusion 
of  the  experiment  the  tube  containing  the 
metallic  cupper  waa  again  weighed  ;  the  increase 
in  itfl  weight  gave  the  amouni  of  abaorbed 
oxygen,  together  with  the  weight  of  the  nitrogen 
which  it  also  contained.  The  nitrogen  was  then 
removed  by  the  air  pump  and  the  tube  again 
weighed  j  the  difference  between  the  first  and 
thirt  weighings  of  the  tube  containing  the  copper 
gave  the  weight  of  absorbed  oxygen,  and  the 
weight  of  nitrogen  u'as  obtained  by  adding  the 
dieference  between  the  second  and  third  weighings 
of  the  tube  to  the  increase  in  the  weight  of  the 
glass  globe.  As  the  mean  of  a  large  number 
of    experiments    made    by    this    method,    the 

Srecentage  composition  by  weight  of  air  free 
Dm  water  and  carbonic  acid  wan  found  to  bo 


100 -oo 
Leduc  has  shown  that  this  proportion  of 
oxygen  ia  too  low,  as  an  average ;  the  amount 
is  about  Z3'2  p.c.  by  weight  as  calculated  from 
the  known  density  of  air  and  of  its  constituent 
gases  (Compt.  rend.  1896,  12,  180S ;  1808,  126, 
413). 

4.  Explosion  irith  Hydrngen.  A  measured 
vohime  of  air  ia  mixed  with  a  known  volume  of 
hydrogen  in  excess,  and  the  mixture  is  exploded 
by  the  electric  spark,  when  the  oxygen  combines 
with  the  hydrogen  in  the  proportion  of  1  vol. 
of  the  former  to  2  of  the  latter  to  form  wat«r. 
One-third  of  tho  contraction  resulting  from  the 
explosion  ropreaenta,  therefore,  the  amount  of 
oxygen  in  the  air  under  examination.  Thia 
method,  first  auggested  by  Volta,  waa  perfected 
by  Bunsen.  ModiScationa  of  the  method  have 
been  made  by  Regnault  and  Reiaet,  Williamson 
and  Russell,  Frankland  and  Ward,  and  others. 
These  methods  are  extremely  accurate,  and 
have  afiforded  us  all  the  exact  knowledge  we 
have  respecting  the  vaiiationa  in  the  amount  of 
oxygen  in  atmospheric  air.  Thus  Bunsen.  in  a 
series  of  analyses  made  in  the  winter  of  1846, 
found  that  the  percentage  amount  varied  from 
20-97  to  20'84.  Regnault  made  a  large  number 
of  analyses  of  air  collected  from  all  ports  of  the 
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world.  In  100  analyses  of  air  collected  in  Paris 
the  minimum  amount  of  oxygen  was  20*913,  the 
maximum  20*999.  Air  collected  in  various  parts 
of  Europe,  from  above  the  Atlantic  Ocean,  from 
the  summits  of  the  Andes  and  from  the  South 
Polar  Sea,  contained  an  amount  of  oxygen  vary- 
ing from  20*86  co  21  p.c.  Many  hundreds  of 
analyses  were  made  by  Angus  Smith,  of  air 
collected  in  various  towns  in  England  and 
Scotland,  and  also  of  air  collected  in  the  country. 
The  oxvgen  in  London  air  varied  from  20*867  to 
20-95,  less  oxygon  as  a  rule  being  found  in  the 
air  of  streets  than  in  that  of  the  parks  and  open 
spaces.  A  series  of  30  analyses  of  Glasgow  air 
snowed  variations  from  20*887  in  the  closer 
parts  to  20*929  in  the  more  open  spaces.  Even 
wider  extremes  were  found  by  Leeds  in  the  air 
of  New  York,  viz.  from  20*821  to  21*029  t>.c. 
According  to   E.    W.   Morlev,  the   diminianed 

Sroportion  of  oxygen  may  be  caused  by  the 
own-rush  of  air  from  the  higher  regions  of  the 
atmosphere,  which  probably  oon£kin  a  less 
relative  amount  of  oxygen.  Regnault's  experi- 
ments afford  some  evidence  for  the  belief  that 
the  air  of  the  tropics  contains  slightly  less 
oxvgen  than  that  in  northern  latitudes  {v.  also 
Jolly,  W.  N.  F.  61,  520).  A  simUar  conclusioo 
has  been  drawn  by  Hempel  (Ber.  20,  1864)  from 
the  analysis  of  a  large  number  of  analyses  of 
air  collected  simultaneously  at  Tromso,  Dresden, 
and  Paris.     The  mean  results  were : 

Oxygen 
Tromso  ....     20*92 

Dresden  ....     20*90 

Paris  ....     20*89 

From  the  results  of  203  analyses  of  air  col- 
lected at  five  different  spots  and  analysed  by 
three  independent  methods,  it  follows  that  the 
most  probable  mean  percentage  amount  of 
oxygen  is  20*93.  Numerous  determinations 
by  Pettersson  and  Hogland  of  the  air  of  Stock- 
holm during  October,  November,  and  December, 
1889.  gave  O==20*94  (Ber.  22,  3324;  Hempel, 
Bcr.  20,  1864 ;   Kreusler,  Ber.  20,  991). 

Ozone  is  always  jxresent  in  minute  quantity 
in  normal  air.  Air  over  marshes  contains  little 
or  no  ozone.  No  ozone  can  be  detected  in  the 
air  of  lar^  towns  or  in  inhabited  houses. 
Atmosphenc  ozone  is  probably  formed  by  the 
action  of  electricity  on  air  and  on  the  water 
contained  in  it,  and  by  the  evaporation  of  water. 
No  accurate  quantitative  metnod  is  known  for 
the  estimation  of  ozone  ;  all  the  information  we 
at  present  possess  has  been  obtained  by  the  use 
of  BO-caUod  ozone  pax>er8.  Of  these  the  best 
known  is  Schonbein's,  which  is  based  on  the  fact 
that  ozone  liberates  iodine  from  potassium 
iodide,  and  thereby  ronders  starch  olue.  To 
prepare  them,  unsized  paper  is  immersed  in  a 
solution  of  15  parts  staroh  and  1  part  potassium 
iodide  in  200  parts  of  water  and  ^ied  in  the 
dark.  To  make  a  determination  of  ozone  the 
paper  is  freely  exposed  to  the  air  for  some  hours 
and  moistened  with  water,  and  the  depth  of 
tint  produced  compared  with  a  standard  scale 
of  colour.  The  method  has  no  pretensions  to 
scientific  accuracy.  Houzeau  (Ann.  Chim. 
Phys.  4,  27,  5)  determines  the  relative  amount 
of  ozone  by  exposing  red  litmus  paper  previously 
dipped  in  1  p.c.  sol.  of  potassium  iodide  and 
dried,  to  the  action  of  the  air.  The  ozone 
liberates  iodine  and  the  free  alkali  turns  the 


paper  blue.  Thallium  salts  aro  turned  brown 
by  the  action  of  ozone,  and  hence  papers  soaked 
in  solution  of  these  salts  have  been  used  for  the 
recognition  of  ozone.  Paper  soaked  in  a  very 
dilute  solution  of  neutral  gold  chloride  is  turned 
a  deep  violet  colour  by  ozone  (Bottger,  CiJhim. 
Zentr.  1880,  719). 

Attempts  have  been  made  to  estimate  ozone 
b^  aspirating  large  volumes  of  air  through 
dilute  solutions  of  hydriodic  acid  and  determin- 
ing the  amount  of  the  liberated  iodine  by  iodo- 
metric  analysis.  Also  by  leading  the  air  through 
a  mixed  solution  of  potassium  arsenite  and 
potassium  iodide,  wheroby  the  liberated  iodine 
converts  the  arsenite  to  arsenate.  The  liquid 
throuffh  which  the  air  had  passed  was  then 
mixea  with  a  few  drops  of  ammonium  carbonate 
solution  and  staroh  paste,  and  a  standard  solution 
of  iodine  (1 :  1000)  added  until  the  blue  colour 
was  permanent.  A  precisely  similar  experiment 
was  made  on  equal  amounts  of  distillea  water, 
iodine,  arsenite,  &c.,  used,  and  from  the 
differonce  in  the  amount  of  iodine  solution 
needed  the  amount  of  oxidised  arsenite  ^and 
hence  the  quantity  df  ozone  was  determined. 

It  appears  that  the  amount  of  ozone  varies 
with  the  seasons :  it  is  greatest  in  lAinter,  be- 
comes gradually  less  during  spring  and  autumn, 
and  is  least  in  summer.  Ozone  is  more  fre- 
quently observed  on  rainy  days  than  in  fine 
weather ;  thunderstorms,  gialea,  and  hurricanes 
aro  frequently  accompanied  by  relatively  stions 
manifestations  of  it  (c/.  Thierry,  Oompt.  rend. 
1897,  124,  460). 

It  is  highly  probable  that  many  so-called 
ozone  manifestations  are  due  to  hydrogen  per- 
oxide, the  existence  of  which  in  the  air  was 
first  demonstrated  by  Meissner  in  1863.  Unfor- 
tunately, there  is  no  ready  mode  of  discriminating 
between  ozone  and  hydrogen  peroxide.  It  is 
probable  that  the  amount  of  hydrosen  peroxide 
in  the  air  is  as  a  rule  greater  than  that  of  ozone. 
Schone  found  from  observations  made  at 
Moscow,  that  it  was  invariably  present  in  rain, 
dew,  and  snow,  and  was  less  in  winter  than  in 
summer ;  and  more  in  southerly  winds  than  in 
those  from  the  north.  The  amounts  in  all  cases 
were.,  however,  very  minute,  the  maximum 
being  1*4  cc,  and  the  mean  0*38  c.o.  hydrogen 
peroxide  vapour  in  1000  cc.  air. 

The  quantity  of  aqueous  vapour  in  the  air 
varies  with  the  temperature  :  thus  1  cm.  of  air 
when  saturated  with  water  contains : 

At  -10®    2*284  grams  At  +20*  17*167  grams 
0*    4*871       „  25*22*843 

+  5«    6*796       „  30*»  30*096 

10*»    9*362       „  35*  39-252 

15*  12*746       „ 

The  most  accurate  method  of  determining 
the  amount  of  aqueous  vapour  in  the  air  consists 
in  aspirating  a  given  volume  of  the  air  throush 
weighed  tubes  mled  with  some  hygroscopic  sub- 
stance, such  as  phosphoric  oxide  or  pumice 
soaked  in  oil  of  vitriol  and  reweighing  the  tubes, 
when  the  increase  of  weight  gives  the  quantity  of 
moisture  present. 

Usually,  however,  the  humidity  of  the  air  is 
estimated  by  means  of  hygrometers,  the  best- 
known  form  of  which  is  the  psychrometer  or 
wot-and-dry-bulb  thermometer  of  August.  The 
absolute  humidity  of  the  air  is  the  weight  of 
aqueous  vapour  contained  in  1  cm.   The  relative 
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humidity  denotes  the  relation  between  the 
weight  actually  present  and  that  which  could 
be  theoretically  present  if  the  air  were  saturated ; 
it  is  usually  expressed  in  per  cent,  of  the  maxi- 
mum humidity.  The  air  is  seldom  absolutely 
saturated  with  aqueous  vapour,  although  in  our 
moist  climate  saturation  is  occasionuly  very 
nearly  attained.  With  us  the  most  humid 
month  is  December,  and  the  driest  is  July. 

The  presence  of  carbonic  acid  in  the  atmo- 
sphere was  first  indicated  by  Black  in  1752. 
The  quantity  in  normal  air  is  about  0*03  p.c. ; 
in  that  of  large  towns  it  is  slightly  greater. 
Angus  Smith  gives  the  following  summary  of 
results  obtainMl  in  London  in  1864  and  1869 
(Air  and  Rain,  53<-d8)  :— 

Over  River  Thames   .     8  expts.     0-0343  p.o. 
In  the  Park  .     6      „        0-0301    „ 

In  the  streets    .         .  10      „        0-0380    „ 

Any  circumstance  which  interferes  with  the 
ready  diffusion  of  the  products  of  respiration 
and  of  the  combustion  of  fuel  will  tend 
to  increase  the  relative  amount  of  carbonic 
acid  in  the  air  of  a  town :  hence  during  fogs 
the  amount  may  be  as  groat  as  0-1  p.c. 

The  amount  of  carlK>nic  acid  in  the  air  of 
the  country  at  nisht  is  usually  greater  than  in 
the  day,  as  the  fmlowing  comparison  shows : — 

Air  in  the  day-time. 


Observer 

Year 

1 

'    1861-71 

Place 
Rostock 

Amount 

Fr.  Schulze 

i  0*0292  p.c. 

T.  Keiset    .         .  ,    1873-80 

EoorchebcBuf 

0-0290  „ 

a.  F.  Armstrong    >      1879 

Grasmere     . 

0-0296  „ 

Mdntz  &  Aubin  .         1881 

Vincennes    . 

i  0-0284   „ 

A.Levy      .               1877-88 

MonUouris  . 

,00299   „ 

Petermami         .        1892 

Oemplonx    . 

0-0299   „ 

Brown  <fe  Escombe  1898-1901 

JLcW     . 

00294   „ 

Air  in  the  ni 

ght-time. 

T.  Reiset    . 

1878-80 

Eoorehebouf 

0-0804  p.c. 

0.  F.  Armttrong 

1879 

Grasmere    . 

0-0330   ,, 

These  differences  are  mainly  due  to  the  ex- 
halation of  carbonic  acid  from  plants  at  night, 
and,  to  a  smaller  extent,  to  the  absence  of  wind 
and  of  any  decomposition  of  the  gas  by  the 
action  of  sunlight.  Over  the  sea  tnis  diurnal 
variation  is  not  perceived,  as  the  following 
results  indicate : — 

Carbonic  acid  in  sea  air. 


T.K.Thorpe  Irish  Channel 
and  Atlantic 
Ocean 


186&-6    Day  .  .  0-0301  p.c. 
Night,  0-0299  „ 
Mean  0-0300 


Comparatively  few  observations  of  the 
amount  of  carbonic  acid  in  other  parts  of  the 
earth  than  Europe  have  been  made.  The 
following  may  be  cited  : — 

Carbonic  acid  in  the  air  of  tropical  countries. 


T.  E.  Thorpe . 
MQntz  &  Aubin 


S.  America     .    1866 
S.  and  Central 
I    America       .    1882 


0*0328  p.c. 
0*0278    „ 


Mean  0*0303 


The  pressure  exerted  by  the  carlK>nic  acid  in 
air  is  so  small  that  its  amount  is  not  perceptibly 


diminished  by  rain.  The  amount  also  is  not 
sensibly  altered  in  the  higher  regions  of  the 
atmosphere. 

Of  the  several  methods  which  have  been  pro- 
posed for  the  estimation  of  atmospheric  oarbonio 
acid,  the  most  generally  convenient  is  that  of 
Pettenkofer.  It  consists  in  exposing  a  known 
volume  (say  60  c.c.)  of  dilute  baryta  water  of 
known  strength  to  a  measured  quantity  of  air 
(4-6  litres)  contained  in  a  well-closed  flask.  In 
about  6  or  6  hours  the  absorption  of  the  car- 
bonic acid  will  be  complete,  provided  that  the 
sides  of  the  flask  have  been  moistened  from  time 
to  time  by  the  baryta  solution.  The  baryta 
solution  is  then  decanted  and  allowed  to  stand 
in  a  small  stoppered  bottle  until  the  barium  car- 
bonate has  settled,  when  aliquot  portions  {a&y 
20  c.c.)  of  the  clear  solution  are  withdrawn  and 
the  amount  of  the  baryta  stiU  in  solution  deter- 
mined by  titration  with  a  standard  solution  of 
sulphuric  or  hydrochloric  acid,  of  which  1  c.c.  =  1 
mgm.  00 1,  phenolthalein  being  used  as  indicator 
(v.  Acidimetby).  The  difference  in  the  volume 
of  acid  needed  for  the  neutralisation  of  the  baryta 
before  and  after  exposure  to  the  confined 
volume  of  air  gives  the  number  of  milligrams  of 
carbonic  acid  contained  in  the  air.  Blochmann 
(Annalen,  237,  72)  has  described  a  modification 
of  the  apparatus  which  allows  of  the  titration 
being  ejected  without  exposure  to  the  air  of  the 
laboratory. 

(For  other  methods,  v.  Haldane  and  Pembrey, 
Roy.  Soc.  Proo.  1889;  CL  Winkler,  Chem. 
Unter.  der  Industriegase,  Freiberg,  1877  ;  Reiset, 
C)hem.  Soc.  Trans.  90,  1144 ;  MQntz  and  Aubin, 
Oompt.  rend.  92,  247.) 

(For  Angus  Smith's  minimetric  method,  v. 
Air  and  Rain ;  compare  Lunge,  Dingl.  poly.  J. 
231,331.) 

(On  the  influence  of  the  sea  upon  the  amount 
of  atmospheric  carbonic  acid,  v.  Levy,  Ann.  Ohim. 
Phys.  [3]  34,  6;  Thorpe,  Chem.  Soc.  Trans. 
1867;  Schloesing,  Oompt.  rend«  93,  1410; 
Lawes,  Phil  Mag.  [5]  11,  206.) 

Minute  quantities  of  ammonia  and  nitrous 
and  nitric  acids  are  also  present  in  the  air. 
Although  many  of  the  published  observations 
are  probably  inaccurate  owing  to  the  imper- 
fection of  the  methods  employed,  it  appears  to 
be  proved  that  the  amount  of  ammonia,  which 
exists  mainly  as  carbonate,  is  subject  to  very 
great  variations.  By  aspirating  from  10  to  20 
litres  of  air  through  Nessler's  solution  (an  alka- 
line solution  of  potassium-mercury  iodide)  and 
comparing  the  depth  of  colour  with  that  pro- 
duced by  a  standard  solution  of  an  ammonium 
salt,  H.  T.  Brown  (Rov.  Soc.  Proc.  18,  286) 
found  that  the  air  of  Burton-on-Trent  during 
September,  October,  and  November,  1869, 
taken  2  metres  from  the  ground,  contained  from 
0-4059  to  0-8732  part  (NH4),C0,  in  100,000  parte 
of  air,  whereas  that  of  the  country  taken  during 
December  and  February  contained  from  0-5102 
to  0-6085  part.  The  direction  of  the  wind  had 
apparently  no  influence  on  the  amount ;  heavy 
rain  seemed  to  diminish  it,  but  the  air  was 
restored  to  ite  normal  condition  in  a  few  hours. 
Truchot  found  from  0*93  to  2-79  msm.  per  cubic 
metre  in  the  air  of  Auvergne,  the  minimum 
being  found  in  clear  weather  and  the  maximum 
during  fogs  (Oompt.  rend.  77,  1069).  Miintz 
and   Aubin,  from  observations   on  rain  water. 
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found  that  the  upper  strata  of  air  contain  much 
lees  ammonia  than  air  near  the  ground.  Levy 
(Gompt.  rend.  91,  94)  foimd  that  the  rain  water 
and  snow  of  Paris  contain  in  mean  1*17  mgna. 
of  ammoniacal  nitrogen  per  litre  of  water.  The 
amount  of  ammonia  in  this  meteoric  water  is 
least  in  winter  and  greatest  during  the  warmer 
periods  of  the  year.  Gilbert  and  Jjawes  foimd 
that  1,000,000  pts.  of  rain  water  collected  in  the 
country  contamed  0*927  to  1*142  pts.  of  am- 
monia. Rain  water  collected  in  towns  always 
contains  large  quantities  of  ammonia.  Thus 
Angus  Smith  found  that  rain  water  collected  in 
the  sparsely  populated  districts  in  Scotland  con- 
tained 0*63  pt.  per  million,  whereas  the  rain 
water  of  London  contained  3*46,  that  of  Liver- 
pool 6 '38,  that  of  Manchester  6*47,  and  that  of 
Glasgow  9*1  per  million.  The  increased  amount 
in  the  towns  is  doubtless  due  to  the  influence  of 
animal  life  and  to  the  constant  presence  in 
greater  proportion  than  in  the  country  of  readily 
aecomposable  nitrogenous  organic  matter  in  the 
air  (cf.  Heinrich,  Chem.  Soc.  Abst.  1898,  ii.  114). 
The  quantities  of  nitrous  and  nitric  acids  in 
the  air  are  even  smaller  than  that  of  ammonia. 
Angus  Smith  (Air  and  Rain,  287)  has  given 
the  following  results  showing  the  amount  con- 
tained in  a  million  pts.  of  rain  water : — 

Scotland,  inland  country  places  .     0*306 

Ireland        „             „            „  .      0*370 

Scotland,  country  places  0*424 

„        towns  1*164 

England,  inland  country  places  .      0*749 

„        towns         .  0*863 

Occasionally,  and^more  especially  in  the  air  of 
towns,  minute  quantities  of  hydrocarbons, 
sulphuretted  hydrogen,  carbonic  oxide, 
sulphurous  acid,  common  salt,  alkaline 
sulphates,  are  met  with.  Boracic  acid  and 
sal  ammoniac  have  been  observed  in  air  in 
the  neighbourhood  of  active  volcanos. 

The  percentage  amount  by  volume  of  the 
inert  gases  in  the  air  may  be  stated  as  follows  : — 

Argon  ....    0*93000  p.c. 


Krypton 
Xenon  . 
Neon  . 
Helium 

(Moissan,   Gompt, 


»t 


f> 


.  0*00996 

.  0*00114 

.  0*00123 

.  0*00040 

.    rend.    137,   600 ;    Ramsay, 

Roy  Soc.  Proc.  1908,  80  A,  699.) 

Organic  matter  in  greater  or  less  quantity 
is  always  present  in  the  air.  Much  of  this  is 
nitrogenous,  and  apparently  readily  susceptible 
to  putrefaction,  giving  rise  to  products  which  are 
alternately  transformed  into  ammonia,  nitrous 
and  nitric  acids.  This  form  of  organic  matter 
reduces  silver  nitrate  and  potassium  perman- 
ganate solutions.  A  portion  of  the  organic 
matter  consists  of  micro-organiBms  which 
are  rapidly  deposited  in  the  araence  of  strong 
aerial  currents.  Hesse  quantitatively  estimates 
the  relative  proportions  of  micro-organisms  con- 
tained in  air  by  aspirating  a  given  volume  of 
the  air  through  glass  tubes  coated  internally 
with  gelatine  peptone,  which  is  then  kept  at  a 
temperature  of  about  26^  for  some  days,  when 
the  various  monad  bacilli  and  micrococci  which 
aare  arrested  and  which  are  capable  of  growing 
in  the  gelatine  peptone  are  recogmsed  by  the 
colonies  which  they  form.  By  means  of  this 
method    Percy    F.    IVanklaDO    has    made    a 


number  of  estimations  of  the  micro-organisms 
contained  in  the  air  of  towns  and  in  the  country 
and  in  inhabited  buildings.  By  simultaneously 
exposing  small  circular  glass  dishes  partially 
filled  with  the  nutrient  gelatine  to  the  action 
of  the  air,  a  rough  estimate  was  obtained  not 
only  of  the  number  of  micro-organisms  in  a 
given  volume  of  the  air,  but  also  of  the  number 
which  fell  during  a  given  time  on  a  definite 
horizontal  area.  As  the  mean  of  a  series  of 
observations  made  on  the  roof  of  the  South 
Kensington  Museum  between  January  and  June, 
1886,  it  was  found  that  there  were  36  organisms 
in  10  litres  of  air,  whilst  279  was  the  average 
number  which  fell  on  1  sq.  ft.  in  1  minute. 
Similar  experiments  made  near  Reigate  and  in 
the  vicinity  of  Norwich  showed  an  average  of 
14  organisms  in  10  litres  of  air,  while  79  feU 
per  sq.  ft.  per  minute.  Experiments  made  in 
Kensington  Gardens,  Hyde  Park,  and  on  Prim- 
rose Hul,  gave  an  average  of  24  organisms  in 
10  litres,  and  a  deposition  of  86  per  sq.  ft.  per 
minute.  At  St.  Paul's  Cathedral,  66  organisms 
were  found  at  the  base,  29  in  the  Stone  Gallery, 
and  11  in  the  Golden  Gallery,  in  10  litres  of  air. 
At  Norwich  Cathedral,  18  at  the  base,  9  at  a  height 
of  180  ft.  and  7  at  300  ft.  In  inhabited  buUd- 
ings  great  variations  were  observed ;  as  a  rule, 
the  number  of  micro-organisms  was  less  than 
was  found  in  the  open  air  when  the  air  of  the 
room  was  undisturbed,  but  rose  rapidly  when  the 
air  was  set  in  motion  by  draughts  or  by  the 
presence  of  many  people  (P.  F.  Frankland,  Roy. 
Soc.  Proc.  40,  609). 

Experiments  made  at  the  Montsouris  Obser- 
vatory have  shown  that  far  fewer  organisms  are 
present  in  the  air  during  winter  than  during 
spring  and  summer.  The  number  also  seems  to 
be  greatly  increased  after  rain.  Whilst  in  the 
warm  months  the  number  of  spores  in  1  litre  of 
air  was  28,  after  heavy  rain  it  rose  to  96  and 
120. 

Atmospheric  dust  is  made  up  of  both  in- 
organic and  orsanic  matter.  Ti^andier  found 
that  1  cm  of  tne  air  of  Paris  contained  on  the 
average  7*6  mgms.  of  dust;  after  a  period  of 
dry  weather  (8  days),  23*0  mgms.,  and  after 
heavy  rain,  only  6*0  mgms.  It  consisted  of 
from  27  to  34  p.c.  volatile  matter,  and  from 
66  to  76  p.c.  mineral  matter,  viz.  sulphates 
and  chlorides  of  the  alkalis  and  alkaline  earths, 
oxides  of  iron,  earthy  carbonates  and  phos- 
phates, &G.  {cf.  J.  Aitken,  Trans.  Roy.  Soc. 
Edin.  36,  37,  39). 

RADIOACnVE  CONSTITUBNTS  OJt  THE  AtHD- 

SPHERB. 

A  charged  electroscope  slowly  loses  its  charge 
in  air,  and  it  has  been  shown  that  this  is  not  due 
to  moisture,  but  that,  on  the  contrary,  the 
leakage  is  greater  in  dry  than  in  wet  weather. 
The  conductivity  of  air  is  lessened  by  passage 
through  a  metal  tube  or  by  the  presence  of  a 
weak  electric  field.  These  facts  indicate  that 
the  conductivity  of  air  is  due  to  the  presence 
of  charged  ions  (Townsend,  Proc.  Roy.  Soc. 
1899,  66,  192;  Geitel,  Naturw.  Rundsch.  21, 
221).  The  rate  of  leakage  of  electricity  from 
a  charged  conductor  in  dust-free  air  is  the  same 
for  positive  and  negative  charges,  but  varies 
with  the  pressure.  Tne  loss  of  charee  per  second 
corresponds  to  the  production  of  about  20  ions 
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ATOMIC 


Aluminium 

Antimony 

Ax^on     . 

Araenio  . 

Barium  . 

Bismuth 

Boron     . 

Bromine 

Cadmium 

CsBsium  . 

Calcium 

Carbon  . 

Cerium  . 

Clilorine 

Chromium 

Cobalt    . 

Columbium 

Copper   . 

Dysprosium 

Erbium  . 

Europium 

Fluorine 

Gadolinium 

Gallium 

Germanium 

Glucinum 

Gold       . 

Helium  . 

Hydrogen 

Indium  . 

Iodine 

Iridium  . 

Iron 

Krypton 

Lanthanum 

Lead 

Lithium 

Lutecium 

Magnesium 

Manganese 

Meroury 


AMI 

0  8YMB0 

la  OF  THE  ELBMENTS 

(0=16). 

Al 

27  1 

Molybdenum  . 

.    Mo 

96-0 

Sb 

120-2 

Neodymium 

.     Nd 

144-3 

A 

39-9 

Neon 

.     Ne 

20-2 

As 

74-96 

Nickel    . 

.     Ni 

58-68 

Ba 

137-37 

Niton    . 

.    Nt 

222-4 

Bi 

208-0 

Nitrogen 

.     N 

14-01 

B 

11-0 

Osmium 

.     Os 

190-9 

Br 

79-92 

Oxygen  . 

.     0 

16-00 

Cd 

112-40 

Palladium 

..    Pd 

106-7 

Cb 

132-81 

Phosphorus 

.    P 

31-04 

Ca 

40-07 

Platinum 

.     Pt 

195-2 

C 

12-00 

Potassium 

.     K 

39-10 

Ce 

140-25 

Praseodymium 

.     Pr 

140-6 

a 

35-46 

Radium 

.     Ra 

226-4 

Cr 

52-0 

Rhodium 

.     Rh 

102-9 

Co 

58-97 

Rubidium 

.     Rb 

85-45 

Cb 

93-5 

Ruthenium 

.     Ru 

101-7 

Cu 

63-57 

Samarium 

.     Sa 

150-4 

By 

162-5 

Scandium 

.     So 

44-1 

Er 

167-7 

Selenium 

.     Se 

79-2 

£u 

152-0 

Silicon    . 

.     Si 

28-3 

F 

19-0 

Silver     . 

.         .     Ag 

107-88 

Gd 

157-3 

Sodium 

.     Na 

23-00 

Ga 

69-9 

Strontium 

.     Sr 

87-63 

Ge 

72-5 

Sulphur 

.     S 

32-07 

Gl 

9-1 

Tantalum 

.     Ta 

181-5 

Au 

197-2 

Tellurium 

.     To 

127-5 

He 

3-99 

Terbium 

.     Tb 

159-2 

H 

1-008 

Thallium 

.     Tl 

204-0 

In 

114-8 

Thorium 

.     Th 

232-4 

I 

126-92 

Thulium 

.     Tm 

168-5 

Ir 

193-1 

Tin         .         .         . 

.     Sn 

119-0 

Fe 

55-84 

Titanium 

.     Ti 

48-1 

Kr 

82-9 

Tungsten 

.     W 

184-0 

La 

139-0 

Uninium 

.     U 

238-5 

Pb 

207  10 

Vanadium 

.     V 

510 

Li 

6-94 

Xenon    .         .         .         . 

Xe 

130-2 

Lu 

174-0 

Ytterbium  (Neoytterbium 

)        .     Yb 

172-0 

Mg 

24-32 

Yttrium 

.     Yt 

89-0 

Mn 

54-93 

Zinc       .         .         .         . 

.     Zn 

65-37 

Hg 

200-6 

Zirconium 

.    Zr 

90-6 

r 
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of  cither  sign  in  each  cubic  centimetre  of  air 
(Wilson,  Proo.  Roy.  Soc.  68,  161). 

Kkter  and  Geitel  have  shown  (Wied.  Ann. 
[2]  39,  321)  that  ions  are  produced  during 
the  formation  of  ozone  by  contact  of  air  with 
flames  or  by  the  slow  oxidation  of  phosphorus, 
&c.,  but  the  mere  presence  of  ozone  does  not 
impart  conductivity  to  air  ( Jorissen  and  Ringer, 
Ber.  1906,  39,  2090).  Langevin  (Compt.  rend. 
1906,  140,  232)  states  that  in  air,  in  addition  to 
orduiary  ions  carrying  chaises  equal  to  that  of  a 
hydrogen  ion  in  solution,  tnere  exist  other  ions 
having  a  much  smaller  mobility,  but  carrying 
charces  fifty  times  as  great. 

Nordmann  has  described  (Compt.  rend.  140, 
430)  an  apparatus  for  continuously  recording  the 
state  of  ionisatipn  of  the  air.  Air  is  caused  to 
circulate  between  the  plates  of  a  cylindrical 
condenser,  and  the  charge  given  up  by  the  ions 
is  removed  by  dropping  water.  Tne  condenser 
is  connected  with  an  electroscope,  the  deviations 
of  which  are  recorded  photographically,  and  are 
proportional  to  the  number  of  ions  present  in 
unit  volume  of  air.  Another  apparatus  for  the 
same  purpose  is  that  of  Langevin  and  Moulin 
(Ck)mpt.  rend.  140,  305). 

No  satisfactory  explanation  of  the  ionisation 
of  air  was  found  until  Elster  and  Geitel  showed 
(PhysikaL  Zeitsoh.  1901, 76, 690)  that  a  negatively 
charged  wire  suspended  in  the  open  air  l)ecame 
coated  with  radioactive  matter,  the  presence  of 
which  could  be  proved  by  its  action  upon  a 
charged  electroscope,  although  the  quantity 
present  was  altogether  too  small  to  respond  to 
any  chemical  test.  Rutherford  ana  Allan 
confirmed  this  observation,  and  measured  the 
rate  of  decay  of  the  deposit  (Phil.  Mag.  1902, 
vi.  4,  704).  Jjater,  Allan  showed  that  the 
radioactive  matter  could  be  removed  from  the 
wire  by  rubbing  it  with  a  piece  of  felt  or  by 
solution  in  ammonia,  and  that  the  ashes  of  the 
felt  or  the  residue  from  the  evaporation  of  the 
solution  showed  radioactivity  naving  a  period 
of  decay  equal  to  that  of  the  deposit  on  the 
wire  (Phil.  Mag.  1904,  vi.  7,  140). 

These  phenomena  are  due  to  the  presence 
in  the  atmosphere  of  the  gaseous  emanations 
of  radioactive  elements,  probably  those  of 
radium  and  thorium  (Bumstead,  Amer.  J.  Sci. 
1904,  18,  1).  The  amount  of  active  matter 
is  not  constant,  but  increases  with  increased 
circulation  of  the  air,  and  is  therefore  probably 
due  to  the  presence  of  radium  in  the  soil  (Simp- 
son, Phil.  Trans.  1905,  A,  205,  61).  BaUoon 
observations  made  by  Flemming  (Zeitsch. 
physikal.  Chem.  1908,  9,  801)  show  that  radium 
emanation  is  present  even  at  a  height  of  3000 
metres.  Thonum  emanation  exists  principally 
in  air  taken  from  the  soil  or  the  lower  layers 
of  the  atmosphere  (Giockel  and  Wulf,  Physikal. 
Zeitsch.  1908,  9,  907).  That  it  is  not  widely 
disseminated  in  the  air  is  probably  due  to  its 
rapid  rate  of  decay  (Blanc,  Physikal.  Zeitsch. 
1908,  9,  294).  The  experiments  of  Dadourian 
(PhysikaL  Zeitsch.  1908,  9,  333)  and  of  Wilson 
(Phi.  Mag.  1909,  17,  321)  indicate  that  air 
normally  contains  about  3700  times  as  much 
radium  emanation  as  thorium  emanation. 

By  passing  air  through  a  copper  spiral  cooled 

in  liquid  air,  the  emanations  are  condensed,  and 

may  then  be  volatilised  into  an  electroscope  and 

the  amount  estimated  by  their  effect  in  ionising 
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the  contained  air.  Ashman  (Amer.  J.  Sci. 
1908,  26,  119)  has  thus  found  in  Chicago  air 
an  amount  of  emanation  per  cubic  metre  equal 
to  that  which  would  be  in  equilibrium  with 
about  l-OxlO"^*  ^am  of  radium.     By  absorb- 

athe  emanations  in  charcoal  and  then 
tilisin^  them  into  an  electroscope,  £ve 
has  obtained  results  of  the  same  order — 
0'8xl0""  gram  for  the  radium  equivalent  of 
the  emanation  in  the  air  of  Montreal  (Phil.  Mag. 
1907,  14,  724),  and  has  shown  by  numerous 
observations  that  the  value  is  not  affected  by 
temperature,  but  that  a  deep  cyclone  with  rain 
causes  an  increase,  whilst  anti-cyclonic  conditions 
cause  a  decrease  in  the  amount  of  emanation 
(Phil.  Mag.  1908,  16,  622).  These  results  have 
been  confomed  by  Satterly  (Phil.  Mag.  16,  584). 
All  investigators  are  agreed  that  these 
emanations  are  the  chief  cause  of  the  ionisation 
*  of  air,  but  Wilson,  by  experiments  on  the  effect 
of  pressure  on '  natural '  ionisation  of  air  enclot?ed 
in  a  metal  cylinder,  has  shown  (Phil.  Mag.  1909, 

17,  216)  that  it  is  partly  due  to  some  pene- 
trating radiation  the  source  of  which  is  not 
in  the  soil  (Pacini,  Atti  R.  Acad.  Lincei,  1909, 

18,  123).  Both  Pacini  and  Wulf  (Physikal. 
Zeitsch.  1909,  10,  152)  have  detected  a  double 
diurnal  periodicity  in  the  state  of  ionisation  of 
the  air. 

{See  also  Harvey  (Physikal.  Zeitsch.  1909, 
10,  46)  and  Runge  (Chem.  Soc.  Abstr.  1908,  ii 
80).) 

ATOXYL.  Trade  name  for  the  mono-sodium 
salt  of  p-aminophenylarsinic  acid  (Ehrlich 
and  Bertheim).  l^rms  a  white  crystalline  taste- 
less, odourless  powder.  So  named  from  its 
relatively  low  toxic  action  (v.  Absenic,  Obganic 
COMPOUNDS  ov). 

ATRAMEMTUM  STONE.  {Atrameniumaiein, 
Ger.)  A  product  of  the  partial  oxidation 
of  iron  pyrites,  consisting  of  a  mixture  of  ferrous 
and  ferric  sulphates  with  free  ferric  oxide.  Used 
in  the  manufacture  of  ink. 

ATRANORIN  Ci^igO,  is  present  in  the 
lichens  Evemia  tm/ptna,  E,  prunastri,  E.  fur- 
furacea,  Lecanora  cUra,  L.  sordida,  Parmdia 
perlata,  P.  physodes,  Phyacia  sUUariSf  XarUhoria 
parieiinoj  Cladonia  rangiformie,  and  StereocatUan 
veeuvianum.  It  forms  colourless  prisms ;  m.p. 
196*-197'»  (Zopf),  187'»-188*  (Hesse);  easily 
soluble  in  hot  chloroform,  soluble  in  alkalis  with 
a  yellow  colour. 

According  to  Patemb,  by  heating  with  water 
to  150*,  atranorin  gives  phyeciol  (methyl-phloro- 
glacinol),  and  atraric  acid  (betorcinol  carboxylic 
acid  methyl  ester),  and  those  substances  are  also 
obtained  when  atranorin  is  heated  with  acetic 
acid  in  a  sealed  tube  (Hesse). 

Phyeeid  forms  colourless  needles,  m.p.  104^- 
106^,  gives  with  ferric  chloride  a  blue-sreen 
colouration,  and  possesses,  according  to  Hesse, 
the  constitution  of  a  methylphloroglucinol 

C!H, 
OHi        lOH 


OH 


Betorcinol  carboxylic  acid  methyl  ether 
CxoHj^O^,  crystallises  in  leaflets,  m.p.  140°-141'' ; 
and  gives  with  calcium  hypochlorite  solution  a 
blood-red  colouration.      Digested  with  boiling 
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hydriodic  acid,  it  is  oonvorted  into  fi-orcin 
(Stenhouse  and  Groves)  OgHigO,,  according  to 
the  equation  : 

CiaH„04-fHI=CH,I+CO,+C,H,oO,. 
fi'Orcin  (aee   also     Batbatic    acid)    is     1'4-di- 
methylresorcin. 

The    constitution    assigned    to    betorcinol 
oarbo^^lio  acid  methyl  ether  is : — 

CH, 
/\C00CH, 

ohIjoh 

CH, 

Heated  with  alcohol  in  a  sealed  tube,  atranorin 
gives,  according  to  Patem6,  HcemcUammic  acid 
and  HcBmatamtninic  acid ;  but  the  researches 
of  Hesse  indicate  that  these  compounds  in 
reality  consist  of  hcBmaiommic  acid  nuihyl 
ether  and  betorci^  earboxylic  add  methyl  ether, 
Hmmaiommic  acid  methyl  ether  CigH,oO, 
forms  colourless  needles,  m.p.  147^,  soluble  in 
alkaline  solutions  with  a  yeUow  colour.  With 
ferric  chloride  it  gives  a  purple-red  or  purple- 
brown  colouration.  The  ethyl  ether,  C,iH,,Oj, 
gives  colourless  needles,  melts  at  111*^-112® 
( Hesse) ;  1 1  S^^-l  l^""  (Zopf ).  It  is  represented  by 
the  formula : — 

O CH, 


CH, 
HO 


I 


\ 


—  0 


(iOOC,H, 


When  a  solution  of  atranorin  in  dilute  acetic 
acid  is  gently  evaporated,  atranorinic  Mid 
(Hesse)  is  produced.  This  compound  is  idso 
present  in  the  Cladonia  rangiformis  (Hesse)  when 
gathered  in  December,  but  is  absent  from  this 
uchen  in  summer. 

Atranorinic  acid  C,gHigO„H,0  forms 
colourless  crystals,  which  are  anhydrous  at 
100',  and  then  melt  at  167**.  With  ferric 
chloride  it  gives  a  dark  brownish-red  colouration. 
Heated  with  hydriodic  acid  it  gives  /S-orctn,  or 
with  alcohol  yields  carbon  dioxide,  phyeciol 
and  fi-orcin.  The  constitutions  assigned  to 
atranorinic  acid  (I.)  and  atranorin  itself  (II.)  are 
as  follows : — 


CH, 

/\_0OOH 
HO.    ^-0-^H, 

ck. 


CH, 


— COOCH, 
O— CH, 


OHl>-0— C 

eft,        i 


CH„/\ 
OHv     )—0 


H. 


CO  -. 


CH, 
OHs  yOH 

cdoH 

I. 

References, — Patem5  and  OgUalaro  (Gazz. 
chim.  ital.  7,  289),  Patem6  {ibid,  10, 157  and  12, 
257) ;  Zopf  ( Annalen,  288, 38) ;  Hcsso  (J.  pr.  Chem. 
57,  280) ;  Ludecke  (Annalen,  288,  42) ;  Hossc 
(Annalen,  119,  366);  Stenhouse  and  Groves 
(^\nnalen,  203,  302).  A.  G.  P. 

ATROLACTIMIC  ACID  v.  Lactic  acid. 

ATROPINE  V.  Veqbtq-alkaloids. 


ATtkR  OF  ROSES  v.  Oils,  Essential. 
AUCUBIN  V.  Glucosidbs. 
AURAMINE.  IminoletramethjddiparamiTio-di' 
phenylmethane  hydrochloride,  C.  7H,«N„HC1,H,0; 
NMe,C,H4C(NH)C,H,NMe„^d,^,0(Graebe), 
or  Me,N-C,H4C(NH,) :  C.H^ :  NMe,a,H,0 

(Stock;  Dimroth  and  Zoeppritz).  According 
to  Stock  (J.  pr.  Chem.  47,  401;  Ber.  1900, 
33,  318),  and  Dimroth  and  Zoeppritz  (Ber.  1902, 
36,  984),  the  base  has  the  constitution  assigned 
to  it  by  Graebe  (Ber.  1899,  32,  1678 ;  1902,  36, 
2616),  but  the  hydrochloride  and  the  other  salts 
have  the  quinonoid  structure  Me,N'C,H4-C(NH,): 
CfHf :  NMe,Cl,  and  are  to  be  regarded  as 
derivatives  of  triphenylmethane  in  which  an 
amino-  group  has  replaced  one  of  the  benzene 
residues. 

Auramine,  the  first  member  of  a  series  of 
yellow,  orange-yellow,  or  brown  dyes,  is  the 
hydrochloride  of  a  colourless  base  obtained  by 
the  action  of  ammonia  on  tetramethyldiamino- 
benzophenone,  and  comes  into  the  market  either 
in  the  nearly  pure  form  as  Auramine  O,  or  mixed 
with  dextrin  as  Auramine  I,  and  II,  (Graebe, 
Ber.  20,  3264).  Fehrmann  (Ber.  20,  2847)  pro- 
X>osed  to  restrict  the  name  auramine  to  the 
colourless  base,  but  such  a  change  would  inevit- 
ably lead  to  confusion ;  and  Graebe  {l,c,)  has 
consequently  adopted  the  name  auramine-baee 
for  the  base  itself,  using  the  term  auramine  in 
I  its  usual  signification. 

I  Preparation, — ( 1 )  Auramine  was  originally  pre- 
I  pared  from  tetrameth^^ldiaminobenzophenone 
^  oy  dissolving  it  in  some  indifferent  solvent  such 
j  as  chloroform,  carbon  disulphide,  hydrocarbons, 
I  &c.,  treatinc  it  with  half  its  weight  of  phos- 
'  phorus  trichloride  or  oxychloride,  and  adding 
I  excess  of  concentrated  ammonia  to  the  chlori- 
nated compound  thus  obtained  (B.  A.  S.  F., 
D.  R.  P.  27789). 

(2)  Auramine  can  be  prepared  more  econo- 
mically by  heating  tetrameth^ldiaminobenzo- 
phenone  with  suitable  ammonium  salts,  such 
as  the  chloride,  acetate,  tartrate,  thiocyanate, 
&c.,  iii  the  presence  of  zinc  chloride  at  200^ 
(B.  A.  S.  F.,  D.  R.  P.  29060).  Acetamide 
may  be  employed  instead  of  ammonium  salts 
(B.  A.  S.  F.,  D.  R.  P.  38433),  or  the  dye  may 
be  obtained  by  heating  aniline  hydrochloride 
with  zinc  chloride  and  carbamide,  phenylcar- 
lykmide,  diphenylcarbamide,  or  carbanll  (Ewer 
and  Pick,  D.  R.  P.  31936);  but  these  alterna- 
tive methods  have  no  practical  importance. 

(3)  At  the  present  day,' auramine  is  pre- 
pared by  a  method  due  to  SandmeyerjEng. 
Pat.  12549,  1889;  16666,  1890)  uid  Walker 
(J.  Soc.  Chem.  Ind.  1901,  34),  which  consists 
in  heating  a  mixture  of  tetramethyldiamino- 
diphenylmethane,  sulphur,  ammonium  chloride, 
and  sodium  chloride  in  a  current  of  dry  ammonia. 
A  modification  of  this  method  is  described  by 
J.  Y.  Johnson  (B.  A.  S.  F.,  D.  R.  P.  71320 ; 
Eng.  Pat.  6249,  March  23,  1893),  in  which  the 
tetramethyldiaminodiphenylmethane  is  replaced 
by  dimethyl  -  tetramethyldiaminodiphenylme- 
thane  obtained  by  condensing  acetone  and 
dimethylaniline  (Ber.  1878,  12,  813).  About  14 
kilos,  of  dimcthyl-tetramethyldiaminodiphenyl- 
mothane  are  mixed  with  120  kilos,  of  salt,  G 
kilos,  of  sulphur,  and  7  kilos,  of  ammonium 
chloride,  and  a  stream  of  ammonia  gas  is  passed 
through  the  mixture  for  eight  hours  at  176^. 
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The  mass  is  fint  washed  with  cold  water  to  dis- 
solve away  the  salt  and  ammonium  chloride, 
it  is  then  dissolved  in  water  at  70^  filtered, 
and  the  dye  salted  out,  pressed,  and  dried. 
Auramine  is  also  prepaied  by  heating  dimethprl- 
aminobenzamide  and  dimethylaniline  with  zinc 
chloride  at  160*»-200**  (D.  R.  P.  77329). 

(4)  Guyot  (Compt.  rend.  1907,  144,  1219; 
J.  Soc.  Chem.  Ind.  1908,  679)  has  synthesised 
auramines  by  means  of  the  ozauc  esters. 
Tetraalkyldiaminodiphenylglycollio  esters  (J.  Soc. 
Chem.  Ind.  1907,  603)  form  neutral  salts  with 
acids,  the  indigo-blue  aqueous  solutions  of  which 
react  with  ammonia  even  when  dilute  to  furnish 
tetraalkyldiaminodiphenylamino  acetic  esters, 
according  to  the  equation  : 

(R,N-C,H4),Ca-CO,R'4-2NH, 

=NH4Cl-f(R,N-C,H«),C(NH,)C0sR'. 

These  new  compounds  are  exo>carboxylic  deriva- 
tives of  the  leucauramines,  and  possess  all  the 
properties  of  the  latter.  They  dissolve  in 
glacial  acetic  acid  with  an  intense  blue  coloura- 
tion, and  condense  with  aromatic  tertiary  amines 
to  form  triphenylmethano  derivatives.  Thus 
ethylhezamethyltriaminotriphenyl  acetate  is 
produced  by  heating  an  equimoiecular  mixture 
of  dimethylaniline  and  ethyltetramothyl- 
diaminodiphenylaminoacetate  in  glacial  acetic 
acid  on  the  water-bath  for  some  mmutes : 

(MejNC,H4),C(C0,Et)NH,+C,H-NMea 

=(Me,N-C,H4),C(CX)tEfc)C,H4NMe,+NH,. 

When  a  dilute  alkaline  solution  of  the  amino- 
acetic  ester  is  oxidised  with  dilute  potassium 
ferricyanide  solution  in  the  cold,  a  quantitative 
yield  of  the  corresponding  auramine  is  produced. 

PropeHies. — Auramine  crystalliBes  from 
water  in  yellow  scales,  \duch  seem  to  consist  of 
six-sided  tables,  and  from  alcohol  in  golden- 
yellow  scales,  melts  at  267^  (Qraebe),  carbonises 
at  265^-280^  without  previous  fusion  (Fehrmann), 
and  ia  sparingly  soluble  in  cold  but  readily 
soluble  in  hot  water ;  the  temperature  of  the 
aqueous  solution,  however,  must  not  exceed  60**- 
70^,  otherwise  decomposition  ensues,  with  the 
formation  of  ammonia  and  tetramethyldiamino- 
benzophenone.  On  treatment  with  mineral  acids, 
the  aqueous  solution  undergoes  a  similar  decom- 
position either  slowly  in  the  cold  or  very  rapidly 
on  heating.  Spectroscopioally,  auramine  be- 
haves like  most  yellow  dyes ;  a  hot  concentrated 
aqueous  solution,  however,  shows  two  bands, 
one  in  the  red  and  one  in  the  green,  which 
become  broader  on  dilution  and  finally  coalesce, 
forming  a  bright  broad  band  extending  from  the 
middle  of  the  red  to  the  commencement  of  the 
green  (Graebe).  On  treatment  in  the  cold  with 
ammonia,  auramine  (crystallised  from  alcohol) 
is  converted  into  the  colourless  base  CifHsiNa, 
which  melts  at  136^,  and  is  characterised  by 
yielding  with  acids  intensely  yellow,  and  for  the 
most  part  crystalline  salts,  which  dissolve  in 
water  and  alcohol  without  fluorescence.  Alka- 
line reducing  agents,  such  as  sodium  amalgam, 
slowly  deccHOurise  the  alcoholic  solution  of 
auramine,  forming  leucauramine  Ci^H^Ns,  a 
colourless  crystallme  reduction  compound  melt- 
ing at  135*^,  which  dissolves  in  acetic  acid  with 
an  intense  blue  colour  owing  to  its  decompo- 
sition into  ammonia  and  tcSsramethyldiamino- 
benzhydrol. 

Auramine  dyes  wool  and  silk  direct,  pro- 


ducing colours  which  are  pure  yellow  and  fairly 
fast  to  light  and  soap.  Cotton,  for  which  the 
dye  is  chiefly  used,  requires  to  be  first  mordanted 
with  tannin  and  tartar  emetic,  and  on  this 
account  auramine  is  useful  for  producing  com- 
pound shades  with  other  basic  colouring  matters, 
such  as  safranine,  benzaldehyde-green,  &c., 
which  are  fixed  by  the  same  mordant.  (For 
further  information  v.  Kochlin,  Wagner's  Jahr. 
1884,  1139.) 

Salts.  Auramine  hydrockhride  C^.H^iN,, 
Hd,  is  sparingly  soluble  in  water^  and  nas  /ux 
90-4  at  26* ;  the  palmUate  Ci^,iN„C„H„04, 
has  m.p.  67**,  the  sUaraU  has  m.p.  68*^  (Gnehm, 
Rotoli  Zeit.  Angew.  Chem.  1898, 487);  the  methyl 
sulphate  obtained  by  the  action  of  dimethyl 
sulphate  on  auramine,  has  m.p.  225^  (Zohlen,  J. 
pr.  Chem.  1902,  66,  [20]  387). 

Substituted  Auramines.  In  addition  to 
auramine,  substituted  auramines  have  also  been 
prepared.  Auramine  G,  obtained  by  treating  a 
hot  mixture  of  Aym-dimethyldiamino-di-o-tolvl- 
methane  (from  methyl  o-toluidine  and  formal- 
dehyde) sulphur,  ammonium  chloride  and  salt 
with  dry  ammonia  gas  (Gnehm  and  WrigL^,  U.S. 
Pat.  488430),  has  m.p.  120^  the  ptcraUhns  m.p. 
234^,  the  sviphate  m.p.  182^  the  oxalaU  m.p. 
210®.     Leucauramine  O  has  m.p.  208®. 

Metazylylauramine  can  be  obtained  by  heat- 
ing an  intimate  mixture  of  10  kilos,  of  totra- 
methyldiaminobenzophenone  and  23  kilos,  of 
metaxylidine  hydrocnloride  for  about  4  hours 
at  200®  in  an  enamelled  vessel  provided  with  a 
mechanical  stirrer.  Fusion  takes  place  slowly, 
and  the  mass  becomes  reddish  yellow  in  colour, 
assuming  finally  a  greeni^  metalnc  lustre  towards 
the  close  of  the  reaction,  'v^ch  is  complete  when 
a  test  specimen  is  almost  entirely  soluble  in 
water.  The  cooled  mass  is  extracted  with  hot 
water,  and  the  dye  precipitated  in  orange-yellow 
fiocks  by  addition  of  sodium  nitrate  to  the 
filtered  solution. 

Metliylauramlne  MeN:C(CcH4-NMe,)„  m.p. 
133®  (Zohlen,  J.  pr.  Chem.  1902,  66,  387),  the 
hydrochloride  Ci.ll«4N,Cl,  has  m.p.  225®,  the  pla- 
tinichhride  (Ci,H^4N,a),PtCI„  m.p.  190®-200®, 
the  hydrobromtde  C|gU24N,Br,  m.p.  260®,  the 
hydriodide  CigH,4Nsi,  m.p.  259®,  forms  a  series 
of  unstable  polyiodides :  the  trichromate 
(C,.Hj.N,),Cr,Oio,  m.p.  70®,  the  ihiocyanate 
tJijHtiN.CNS,  m.p.  213®-214®,  and  the  picrate 
C,8H„N„C.H,0,N„  m.p.  225®. 
•  Effiylauramlne  EtN :  QCeH^NMcs).,  from 
auramine  ethyl  iodide  and  zinc  oxide  (D.  R.  P. 
136616),  m.p.  130®-131®,  dyes  mordanted  cotton 
a  pure  yellow. 

Phenylauramlne  PhN :  C(CeH4NMe J^,  pre 
I  pared  by  heating  tetramethyldiaminodiphenyl 
'  methane  with  aniline  and  sulphmr  at  200®  (Feer 
D.  R.  P.  53614) ;  or  by  heating  dimethylamino 
benzanilide  with  dimethylaniline  and  phosphorus 
oxychloride  (D.  R.  P.  44077);  has  m.p.  172®; 
;  the  hydriodide  Cs3H,.Na,HI,  has  m.p.  242® ;  the 
methiodide  Cs,H,5N„MeI,  has  m.p.  214®. 

Paraminophenylauramine  NH«  •  CeH«N 
C(CeH4*NMe2)t  (Finckh  and  Schwimmer,  J.  pr. 
Chem.  1894,  60,  401),  has  m.p.  221®-222® ;  the 
I  hydrochloride,  m.p.  224®  ;  the  jMcrate,  m.p.  185®- 
I  186®  (corr. ) ;  the  aiacetvl  derivative  has  m.p.  194®- 
j  195®;  the  triacetyl  derivative  has  m.p.  257®- 
!  258* ;  montibentoyl  derivative  has  m.p.  117® ;  and 
i  the  dibenMoyl  derivative  has  m.p.    180®-181® ; 
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paraphenylenediaiiuramine  CJiJp^ :  C(0.H4* 

NMes)|l«»  has  m.p.  311*-312*. 

OrtiuunlDopliaiylauramlne,  m.p.  199^-200^ 
forms  a  picraie,  m.p.  220^-221%  and  a  benzoyl 
derivative,  m.p.  236^-237^;  orthophenylene- 
diauramine  has  m.p.  305^. 

1>-T0lylaiirailllne,  obtained  by  heating  te- 
tramethyldiaminodiphenylmethane  with  p- 
toluidine  and  sulphur  (D.  R.  P.  63614),  or  from 
dimethylaminobenzo  -p-  toluidine,  dimethyl- 
aniline,  and  phosphorus  oxychloride  (D.  R.  P. 
14077),  has  m.p.  178^  o-Tolylauramine  similarlv 
prepared  to  the  p-  compound  has  m.p.  173^-174  , 
a  •  naphthylaurunlne  (Me2N*C,U«),0 :  NCioH, 
(D.  R.  P.  44077),  has  m.p.  225''.  iS-naphthyl- 
auramlne  (Me,N-C.H4),C :  N-CioH,  (I>.  R.  P. 
44077),  m.p.  170^  -  ISO"".  Beniylaurunine 
C.H.OHjN  I  ClC.H^NMe,),  (D.  R.  P.  130616) 
from  auramine  benzylohlonde  and  magnesia, 
has  m.p.  116^  BenioylAiiramlne  (Fincldi  and 
Schwimmer,  J.  pr.  Chem.  1894,  60,  401)  NBz : 
QC,H4-NMe,)a,  has  m.p.  179*'  (corr.). 

Methylphenylauramine  hydrochloride,  de- 
phenylauramine,  and  perUamethyleneauramine 
have  been  described  by  Stock  (Ber.  1900, 33, 318  ; 
J.  pr.  Ghem.  47,  401-413).  The  following  com- 
pounds, closely  related  to  the  naphthylauramines, 
form  the  subject  of  a  patent  (I>.  R  P.  44077) : 
MraeihyidiaminodiphenylmethyleTie  -  a  -  naphthyl- 
amine  (EtjNC-HJ-C :  NCioH,,  m.p.  157*- 
158^ ;  dimethyldieihyldiaininodiphenylmeihylene' 
anaphthylamine  (Me,N-GeH.)  (Et,N-0-HJC  :  N- 
CioH,,  m.p.  177M78*;  teiraethyldiatninodi' 
phenylmethylene-fi-itaphthylamine(Et^^'C^lif)fi: 
N-O10H7,  m.p.  156** ;  dimeihyldieihyldiaminodi- 
phenyltneihylene-fi-naphlhylamine  {M.e^'N'C^K^) 
(Et,NC,H4)C :  N-CioH,,  m.p.  163*'-164^ 

The  substituted  auramines  dye  silk  and 
wool,  and  also  cotton  after  mordanting  with 
tannin.  The  shades  produced  on  cotton  are, 
however,  distinctly  reddish  or  brownish-yellow 
compared  with  the  pure  yellow  produced  by 
auramine  itself ;  for  example,  the  auramines 
from  orthotoluidine,  metaxylidine  and  cumi- 
dine  hydrochlorides  dye  cotton  golden-yellow; 
those  from  aniline  and  paratoluidme  dye  orange- 
red,  that  from  metaphenylenediamine  dyes 
orange-brown,  and  those  from  a-  and  /3-naphthyl- 
amine  dye  brownish-yellow  shades  (B.  A.  8.  F., 
D.  R.  P.  29060 ;  Fehrmann,  Ber.  20,  2862). 

AURANTIA  {KaUergelb)  is  the  commercial 
name  of  the  ammonium  salt  of  hoxanitro- 
diphenylamine. 

HexanitrodipJienylamine  NH[C,H|(NOs)s]i  is 
obtained  by  treating  diphenylamine  or  methyldi- 
phenylamine  with  nitric  acid,  and,  after  the  first 
vigorous  action  has  subsided,  heating  to  com- 
plete the  reaction.  The  product  is  then  ex- 
tracted with  water  to  remove  any  resin  or  picric 
acid  associated  with  it,  and  finally  crystallised 
from  acetic  acid. 

It  forms  bright-yellow  prisms,  melts  at  238^ 
with  decomposition,  but  can  be  sublimed  in 
yellow  needles  by  careful  heating,  and  is  almost 
insoluble  in  water,  more  soluble  in  alcohol,  and 
easily  soluble  in  ether.  It  readily  yields  salts, 
and  the  ammonium  salt  (aurantia)  crystallises 
in  lustrous  brown-red  needles,  although  com- 
mercisUv  it  is  obtained  as  a  brick-red  powder 
which  dissolves  in  water  and  dyes  silk  and  wool 
a  beautiful  orange  colour  (Gnehm,  Ber.  7,  1399 ; 
9,  1245 ;  c/.  Townsend,  Ber.  7,  1249 ;  Mertens, 


Ber.  11,  845).  Aurantia  is  used  chiefly  as  a  dye 
for  leather  (W.  J.  1877,  1002).  Like  hexanitro- 
diphenylamine,  it  is  very  explosive,  but  any 
danger  may  be  avoided  by  moistening  it  with 
glycerol  (W.  J.  1876,  996).  According  to 
I  Gnehm  (Ber.  9,  1246,  1657)  and  Bayer  £  Co. 
(W.  J.  1877,  879),  aurantia  produces  skin 
eruptions ;  Martins,  however,  contends  that 
this  effect  is  due  to  idiosyncrasy,  and  quotes  the 
opinions  of  Salkowski  and  Ziureck  in  support 
of  his  statement  (Ber.  9,  11247),  and  the  question 
appears  to  have  received  a  solution  in  this  sense 
in  Germany,  since  the  ministerial  order  of 
November  8,  1877,  prohibiting  its  manufacture, 
was  cancelled  in  June,  1880. 

AURIM  and  ROSOUC  ACID. 

History. — Rosolic  acid  was  first  discovered 
and  its  tinctorial  properties  described  by  Runge 
(P.  31,  65),  who  obtained  it  from  coal-tar  oil  by 
dissolving  the  residue  from  the  distillation  of 
phenol  in  alcohol,  adding  milk  of  lime,  filtering 
off  the  brown  precipitate  of  calcium  brunolate 
and  procijpitating  the  red  solution  of  calcium 
rosolate  with  acetic  acid.  Later,  Tschelnitz  (J. 
pr.  Ghem.  71, 416)  and  MUller  (Ghem.  Soc.  Trans. 
11,  1)  found  that  the  yield  was  greater  if  the 
product  after  addition  of  the  lime  was  heated  in 
the  air  for  some  time,  whilst  Smith  (J.  1857, 448) 
and  Jourdin  (J.  1861,  943)  showed  that  crude 
phenol  was  converted  into  rosolic  acid  by  heating 
it  with  soda  and  manganese  dioxide  or  mercuric 
oxide.  Kolbe  and  Scnmitt  (Annalen,  119,  169) 
and,  simultaneously,  Persoz  (Fr.  Pat.  54910,  July 
21,  1861)  obtained  it  by  heating  phenol  and 
oxalic  acid  with  sulphuric  acid,  and  this  method 
was  adopted  for  preparing  the  acid  on  the  large 
scale  by  Wurtz  (Schmidt,  Dingl.  poly.  J.  166, 
318)  who  termed  it  (yellow)  corallin  (known 
commercially  as  aurin  in  England),  and  by 
Guinon,  Mamas  and  Bonnet  (Dingl.  poly.  «J. 
167,  390),  who  converted  it  into  paeonin  or  red 
corallin  by  digestion  with  aqueous  ammonia  at 
150^.  The  reaction  was  further  investigated  by 
Fresenius  (J.  pr.  Chem.  [2]  6, 184),  by  Prud*homme 
(Zeitsch.  angew.  Chem.  [2]  19,  359),  and  by 
Comaille  (Compt.  rend.  77,  678),  the  last  of 
whom  found  that  the  proportion  of  oxalic  acid 
used  was  too  large.  By  diazotising  rosaniline,Caro 
and  Wanklyn  (Chem.  News,  14,  37  ;  Ptoo.  Roy. 
Soc.  15,  210)  obtained  rosolic  acid  C^ffiifi^, 
which,  however,  was  not  identical  with  the  pro* 
duct  from  phenol.  Caro  (Phil.  Mag.  [4]  32, 126), 
moreover,  showed  that  the  formation  of  rosolic 
acid  from  phenol  is  dependent  on  the  presence 
of  cresol  or  of  some  simple  (methane)  derivative 
of  the  fatty  series  of  organic  compounds  (com- 
pare Guareschi,  Ber.  5, 1055  ;  Zulkowsky,  Anna- 
len, 194,  122).  The  nature  and  composition  of 
the  products  obtained  in  Kolbe  and  Schmitt's 
reaction  were  not,  however,  accurately  known 
until  1878,  when  the  researches  of  Dale  and 
Schorlemmer  (Annalen,  166,  279;  196,  75), 
Caro  and  Graebe  (Annalen,  179,  184 ;  Ber.  11, 
1116,  1348),  E.  and  O.  Fischer  (Ber.  11,  473) 
and  Zulkowsky  (Annalen,  194,  122 ;  202,  179) 
established  the  fact  that  the  action  of  oxidising 
agents  on  a  mixture  of  phenol  and  cresol,  or  of 
oxalic  acid  on  phenol,  results  in  the  formation  of 
a  mixture  of  red  colouring  matters  (corallin)  con- 
taining two  well-characterised  substances  termed 
aurin  C19H14O,,  and  methylaurin  GtoHxtO,. 
Aurin   is   the  lower  homologue  of   Caro  and 
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Wanklyn'B  rosolio  acid,  and  is  sometimes  known    Rudolph  (Zeitech.  angcw.  Chem.  19,  384)  heats 
aa  pararoflolio  acid,  since  it  can  be  obtained  by  I  paracresol  (108  grams)  and  phenol  (188  grams) 


diazotising  pararosaniline  (K   and  0.  Fischer, 
AnnalenTld^*  268). 

CrOnUln.  This  name  is  applied  to  the  red 
colouring  matter  obtained  by  heating  phenol 
and  ozauo  acid  with  sulphuric  acid.  Aocorduitf 
to  Zulkowsl^  (Annalen,  194,  122 ;  202,  M#; 
Monatsh.  16,  363),  a  mixture  of  pure  phenol 
(10  parts)  and  sulphuric  acid  of  66^B.  (5  parts) 
is  heated  with  anhydrous  oxalic  acid  (6  parts) 
added  in  three  equal  quantities,  at  120-130^ 
until  the  mass  becomes  viscid  and  the  evolution 
of  gas  (a  mixture  of  CO  and  00,  in  equal  volumes) 


dissolved  in  32  p.c  caustic  soda 'solution  (400 
grams)  with  sodium  dichromate  (300  grams) 
also  dissolved  in  32  p.c.  caustic  soda  sdution 
(260  grams)  for  some  hours  at  180^  under 
pressure.  The  aurin  is  purified  by  conversion 
into  the  compound  with  sodium  bisulphite. 

Another  process  is  that  described  oy  N.  Caro 
(Ber.  25,  948),  in  which  a  mixture  of  dihydroxy- 
diphenylmethane  and  phenol  in  mol.  prop,  is 
oxidised  by  a  cold  solution  of  sodium  nitrite  in 
concentrated  sulphuric  acid. 

To  obtain  aurin  from  the  commercial  product. 


slight.  This  stage  is  reached  in  about  24  hours.  Dale  and  Schorlemmer  (Annalen,  166,  280)  treat 
and  the  product  is  then  poured  into  so  much  a  concentrated  alcoholic  solution  of  corallin 
water  that  the  further  addition  of  water  does  not  with  gaseous  ammonia  until  crystals  of  the 
produce  a  precipitate.  The  corallin  is  thus  compound  of  aurin  with  ammonia  cease  to 
separated  from  phenolsulphonic  acid  and  un-  form  ;  the  precipitate  is  then  heated  with  hydro- 
attacked  phenol,  and  the  yield  by  this  process  chloric  acid  or  acetic  acid  to  remove  ammonia, 
amounts  to  60-70  p.c.    Corallin  has  been  shown  and  the  product  repeatedly  crjrstallised  from 


to  be  a  mixture  of  peeudo-rosolic  acid  or  corallin 
phthalin  (70  p.c),  to  which  it  owes  its  resinous 
consistency,    with    aurin,    mothylaurin,    and. 


alcohol.  A  second  method,  in  which  the  com- 
mercial product  is  washed  with  cold  alcohol  and 
the  residue  repeatedly  crystallised  from  alcohol. 


according  to  Zulkowsky,  with  several  other  has  also  been  described  (D.  and  S.  Annalen,  196, 
products,  of  which  very  little  is  known.  77).    A  third  method,  duo  to  Zulkowsky  (Anna- 

Properties. — It  is  a  brittle  resinous  substance  len,  202,  185),  in  which  a  solution  of  corallin  in 
with  a  green  metallic  lustre,  and  yields  a  red  dilute  soda  ley  is  saturated  with  sulphur  dioxide, 
powder.  It  has  been  employed  as  a  dye  for  silk  and  the  resinous  pseudo-iosolic  acid  or  corallin- 
and  wool  (Schroder,  Dingi.  poly.  J.  204,  397),  and  i  phthalin  precipitated  by  water,  has  been  de- 
used  for  printing  on  cotton,  silk,  and  wool.  In  .  scribed.  The  separation  of  the  aurin  from  the 
printing  with  corallin,  any  acids  with  which  it  methylauiin,  and  leucorosolic  acid  left  in  solu- 
may  come  in  contact  during  the  process  must  be  '  tion,  is  effected  bv  the  aid  of  sulphur  dioxide, 
neutralised,  otherwise  a  yellow  instead  of  a  with  which  aurin  forms  a  crystalline  compound, 
turkey-red  colour  is  the  result.  Kielmeyer  The  process  can  be  varied  by  dissolving  corallin 
recommends  magnesia  for  this  purpose  (Wagner's  in  a  1  '25  p.c.  solution  of  caustic  soda,  prei;ipi- 
Jahr.  1872,  709).  tating  the  clear  solution   by  carbon   dioxide, 

1^6  following  substances  have  been  isolated  '  suspending  the  precipitate  in  water  acidified 
from  conJlin  : —  witn  acetic  acid,  ana  washing  it  finally  with 

(1)  Aurin  {pararoaoiic  acid)  OigHi^Os  or  water.  The  precipitate  (1  part)  is  then  dissolved 
C(CeH4*0H)t :  Cfi^ :  O.  The  formation  of  the  in  boiling  alcohol  (20  parts),  and  the  aurin  sepa- 
aurin  present  in  coraUin  has  been  attributed  to  rated  by  adding  to  the  solution  one-fourth  its 
the  reaction :  volume  of  boiling  water  (Monatsh.  16, 363).    The 

3C,H.O+H.C,0,=Ci,H,40,+H,CO,+2H,0   '  ^11?  tha^^O^^  T^  ""^  *^^  methods  amounts 

(D.  and  S.  Annalen,   196,  79  ;    compare,  how-  Properties. — ^Aurin  crystallises  in  gamet-red 

ever,  ZulkoiA'sky,  Annalen,  202,  184 ;  E.  and  0.  i  rhombic  forms,  which  appear  rose-red  by  trans- 
Fischer,  Ber.  11,  201 ;  Gukassianz,  Ber.  11,  !  mitted,  and  show  a  sky-blue  lustre  by  reflected, 
1179 ;  Z.  Ber.  11,  1431 ;  Nencki  and  Schmid,  :  light ;  it  does  not  melt  at  220^  In  alcohol  and 
J.  pr.  Chem.  \2]  25,  273) ;  Z.  Monatsh.  5,  108 ;  acetic  acid  it  dissolves,  forming  yellow-red,  and 
Staub  and  Smith,  Bier.  17,  1740).  i  in  alkalis  and  ammonia  carmine,  solutions.   Aurin 

PrepcurtUion. — Aurin  can  be  obtained  by  combines  with  sulphur  dioxide,  forming  the 
diazotising  pararosanilme  (E.  and  O.  Fischer,  Ix. ;  compound  H^03+(Ci«Hi40,)|-f  4H2O,  which 
compare  KosoLio  acid),  but  the  process  has  no  crystallises  in  red  cuoes  and  cubic  octahedra, 
practical  value.  It  can  be  obtained  pure  and  3howinganeenmetalliclnstrB(D.  and S.  Annalen, 
in  good  yield  (95  p.c.  when  zinc  chloride  is  used)  166, 184 ;  Z.  Annalen,  202, 200) ;  it  also  combines 
by  neating  phenol  (14  parts)  with  carbon  tetra-  with  alkaline  bisulphites  (D.  and  S.).  Acetic 
chloride  (8  parts)  and  zinc  chloride  (30  parts),  anhydride  converts  it  into  two  triaceiyl-  com- 
or  aluminium  chloride  (10  parts),  or  stannic  or  :  pounds,  C|,Hi,04(C2H,0)„  m.p.  171^-172^  and 
ferric  chloride  (20-30  parts)  at  140°--160''  in  an  i  146<'-149^  from  each  of  which  aurin  can  be 
autodave  during  4  hours  with  occasional  stirring,  regenerated  by  hydrolysis  (Herzig  and  Smolu- 
The  product,  when  cold,  is  purified  by  driving  off  1  chowski,  Monatsh.  15, 73  ;  Herzig,  ibid,  17, 191). 
unattacked  phenol  with  steam,  and  removing  1  Bromine  reacts  with  it  in  acetic  acid  solution  to 
soluble  impurities  by  extraction  with  water  ^  form  teirabramaurin  C|9H^oO,Br4,  which  yields 
(Heumann,  D.  R.  P.  68976  of  April  3,  1892,  1  violet  solutions  with  alkalis,  and  in  acid  solution 
expired  Aug.  1893 ;  compare  Friedel,  Bull.  Soc.  |  is  a  dark- violet  dye  for  silk  and  wool  (D.  and  8. 
chim.  50,  2).  iUbs  substitutes  chloropicrin  Annalen,  196,  81 ;  compare  Z.  Monatsh.  3,  465 ; 
for  carbon  tetrachloride,  heating  the  mixture  Ackermann,Ber.  17, 1624).  With  iodine  in  alkaline 
for  one  to  two  days  in  a  steam- oath,  but  does  i  solution,  or  electrol3rtically  with  potassium  iodide 
not  state  the  yield,  (Ber.  16, 1275).  <  and  an  alkali,  aurin  yields  a  ifiiodo-  derivative 

Reference  has  been  made  to  Smith's  and  CiyHuO,!.,  for  which  some  pharmaceutical 
Joordin's  methods  of  oxidising  crude  phenol.  ,  value  is  claimed  (Classen,  D.  R.  P.  85929,  of 
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of  the  formula  G|^,H,404,  are  contained  in  the 
filtrate,  after  precipitation  with  carbon  dioxide, 
and  recovered  from  it  by  nentralisation  witii 


May  27, 1894).    Tetranitroaurin  Ci,H,,0,(N0t)4, 
m.p.  140^,  and  several  ethyl  ethers  have  bc«n  pre- 

pared  by  Ackermann  (Z.c. ;  for  aurindimeihyl  ether  ^   

C^Hi|0(OCH,).,  see  Herzig,  Monatsh.  29,  663).  hydrochloric  acid ;  they  are  termed  a-  and 
When  an  alcoholic  solution  of  aurin  is  saturated  fi-aurin  oxides.  The  nature  of  these  four 
with  ammonia,  aurin-ammonia  CifHi40,,(NH,)s  '  substances  is  unknown. 

is  obtained;  this  crystallises  in  dark-red  needles,  (6)  In    addition    to    the   foregoing,    phenyl 

and  rapidly  loses  ammonia  on  exposure  to  air.  Oltho-oxalate  CnHjiO.  sublimes  during  the  pre- 
If,  however,  aurin  is  heated  with  aqueous  or  .  paration  of  aurin,  ana  is  found  on  the  lids  of 
alcoholic  ammonia  at  180^-200^  for  20  hours,  it  ■  the  aurin  pots  in  the  form  of  colourless  needles, 
yields  paraleucaniline  (D.  and  S.  Annalen,  196,  melting  at  128^.  It  plays  no  part,  however,  in 
75);  and  similar  treatment  with  methylamine  and  the  formation  of  aurin,  but  is  produced  by  the 
aniline  results  in  the  formation  of  trimethyl-  action  of  phenol  vapour  on  anhydrous  oxalic 
and  triphenyl-  rosaniline  respectively.  Reduc-  acid  (daparMe  and  Smith,  C^em.  Soc.  Trans, 
ing  agents,  and  zinc-dust  with  acetic  acid  in  1883,  358 ;  Staub  and  Smith,  Ber.  17,  1740). 
particular,  convert  it  into  partileucaurin  PflBonln  {red  coraUin  or  aurin  B.)  ia  pre- 
CHCCfH^'OH),,  which  crystallises  from  alcohol  pared  by  heating  2  parts  of  (yellow)  corallin 
in  colourless  lustrous  needles,  does  not  melt  at  •  and  1  part  of  aqueous  ammonia  (sp.gr.  =0*91) 
130^,  yields  a  triacetyl-  derivative,  melting  at  in  an  autoclave  at  125^-140^,  until  a  test  shows 
138^-139**,  and  on  oxidation  with  permanganate  j  the  desired  shade ;  the  product  is  then  poured 
or  ferricyanide  of  potassium,  does  not  yield  |  into  water  acidified  with  sulphuric  acid, 
aurin,  but  an  undetermined  red  product  (Dale  and  '  Pieonin  is  a  dark-red  amorphous  mass, 
Schorlemmer;  Zulkowski;  Oaro  and  Graebe,  Z.C.).  ,  with  a  green  metallic  lustre,  and  is  a  mixed  pro- 
The  following  hydit>xyaurins  have  been  duct  containing  among  other  compounds  some 
prepared  by  Nencki  (J.  pr.  Chem.  [2]  25,  275) :    pararosaniline.     It  is  insoluble  in   ^I'ater,   but 


cresolaurin   C|,H,oO,;  resaurin  Ci^ifO^; 
andorcinolaurin,  GttH,sO,. 

Other  hydroxyaurins,  and  several  aurin- 
carbozylic  acids  have  been  made  by  N.  Garo*s 
process  (Le.,  Ber.  25,  2671 ;  J.  R.  Geigy 
and    Go.,    D.   R.   P.   49970;    E.    P.   3333    of 


soluble  in  alcohol  and  alkalis,  yielding  purple-red 
solutions ;  acids  do  not  afFect  the  colour  of  its 
solutions.  With  wool  and  silk  it  gives  shades 
intermediate  between  those  of  magenta  and 
cochineal. 

(loosely  related  to  aurin  is  benzsurln  {phen§l- 

1889).     For    example,    aurintricarboxylic    t.^,^^*  r«    w    n     ^,   C«H» "^^^    r«  w   .  n 

acid  C[C,H,(0HiC0,HL  :  C,H,(OH) :  O  can  i '^'*^**'  ^»  •**»«"»  ^'  OKC^'E,^  '  ^*^^  '  ^ 
be  obtained  (a)  by  dissolving  salicylic  acid  i  obtained  by  gently  heating  1  mol.  of  benzotri- 
(2  parts)  in  concentrated  sulphuric  acid  (15  ,  chloride  %nth  2  mols.  of  anhydrous  phenol,  re- 
parts)  and  methyl  alcohol  (4  parts),  warming  '  moving  excess  of  phenol  by  steam  distillation, 
the  solution  to  60**-70®  and  addmg  solid  sodium  extracting  the  residue  with  sodium  bisulphite, 
nitrite  (1*5  parts) ;  (6)  by  adding  salicylic  acid  |  and  precipitating  the  filtrate  with  hydrochloric 
(2  parts)  to  a  solution  of  sodium  nitrite  (1  part)  '  acid  (Doebner,  Ber.  12, 1462  ;  compare  Homolka, 
in  concentrated  sulphuric  acid  (10  parts),  and  Ber.  18,988).  It  crystallises  in  brick-red  crystals, 
adding,  with  constant  stirring,  either  formalin  melts  at  about  100^,  is  insoluble  in  water,  but 
(0*5  part)  or  methylal  (0*4  part)  The  product,  i  soluble  in  alcohol,  ether,  and  acetic  acid.  Alkalis 
a  red  powder,  forms  lakes  with  metallic  oxides,  |  dissolve  it,  3deldinE  violet  solutions.  The 
of  which  that  with  chromic  oxide  is  the  most  |  acetyl-  derivative  melts  at  119®.  On  redaction 
valuable,  beinff  fast  to  soap.  The  ammonium  '  with  zinc  and  hydrochloric  acid,  benzaurin  is 
salt  has  found  employment  in  calico-printing  [  converted  into  dihydroxytriphenylmethane 
under  the  name  chrome  violet.  Gj^H^gOg. 

(2)  Methylaarin  GzoUi.iOs  crybtallisee  in  ResorcinolbeDzeiii  C,gH,oO,  (Doebner,  Ber. 
small  brick-red  cryetaliB  with  a  sreen  metallic  |  13,  610;  Annalen,  217,  234;  AlLtieng.  f.  Ani- 
lustre.  Bromine  in  acetic  acia  converts  it  [  linfab.  in  Berlin,  D.  R.  P.  4322;  £.  P.  728 
into  the  compound  G2oHj2Br40a,HBr+2H20,  ,  of  1878)  is  obtained  by  heating  1  mol.  of  benzo- 
which  on  boiling  yrith  water  yields  tctnj^fromo-  \  trichloride  and  2  mols.  of  resorcmol  at  180*^-190®. 
methylaurin  ;  this  dissolves  in  alcohol  with  a  ;  It  crystallises  in  large  violet-red  prisms,  appear- 
violet-red,  and  in  alkalis  with  a  magenta,  colour,  ing  yellow  by  transmitted  llffht,  is  insoluble 
On  reduction  with  zinc-dust  and  acetic  acid,  '.  in  water,  ether,  and  benzene,  nas  a  yellowish- 
methylaurin  yields  the  leuco-  base  C^Jii  fi^,  ■  green  fluorescence  in  dilute  alcoholic  solution, 
crystallising  in  colourless  rhombic  needles  (Z.  i  and  yields  a  bromo-  derivative  which  is  sparingly 
l.e, ;  Monatsh.  3,  471).                                             i  soluble  in  all  ordinary  solvents,  and  dyes  wool 

(3)  PMUdorotolic  Mid  {coraUinphthalin  or  i  and  silk  in  shades  similar  to  those  produced  by 
phemkcoraUin)  GjoHnO^,  is,  together  with  other    eosin. 

amorphous  substances,  the  chief  constituent  ;  Rosolig  acid  (rosaurin)  GjoHi^O,  or 
of  corallin.     In  colour  it  is  red,  \*ith  a  green  I  0H-0gH4  '^^.n  w  , n ;« t^,^^  \^^ Ai^«^ 

metallic  lustre,  and  on  oxidation  with  potaSium  '  OHG.H,(CH,)P^  •  ^«"«  •  ^  ^  *°™^  ^y  ****^^" 
permanganate  yields  corallinphthaleln.  tising   rosaniline   (Garo   and   Wanklyn,   Ghem. 

(4)  Zulkowski  (Monatsh.  16,  363)  statet*  that  News,  14,  37 ;  compare  ZulkoTi-sky,  Monatsh. 
corallin,    when    prepared    from    pure    phenol,     16,  395). 

contains,  in  addition  to  aurin,  two  colouring  Preparation. — 500  grams    of    rosaniline  are 

matters  of  the  formulco  Cj^iH^Oi-f  H^O  and  dissolved  in  1 J  litres  of  concentrated  hydrochloric 
GgjHigOj-hHjO,  of  which  the  former  is  precipi-  j  acid  diluted  with  11  litres  of  water,  and  the 
tated  from  solution  in  alkali  by  carbon  dioxide,  filtered  brownish-yelJcR^  solution  diluted  with 
and  the  latter  is  not.  Further,  two  isomeric  '  150  litres  of  water  is  treated  with  a  dilute  solu- 
substances,   destitute  of   tinctorial  properties,  i  tion  of  sodium  nitrite  until  the  rosaniline  ha0 


nlmiMt  but  not  quito  disappeared.  The  uhole  ia 
then  boAted  graduoll;  to  boiling,  »nd  filtered 
aftei  the  eToIuiioa  of  nitrogen  has  ceaaed.  On 
ooolinc,  rosolio  acid  separates  in  lustrouB 
brownish-green  oryBtals,  and  is  purified  by  dis- 
solvinj;;  in  soda  ley,  saturating  the  solution  with 
eolphur  dioxide,  filtering  ana  precipitating  tho 
compound  by  addition  of  a  mineral  Kcid  to  the 
nearly  colourless  filtrate  (Caro  and  Oraebe, 
Annalen,  170,  192). 

Pn^xrtits. — Rosolio  acid  oryBtallisea  from 
dilute  alcohol  in  ruby-red  oryatals,  or  in  greenish  j 
scales  with  a  metallic  lustre,  does  not  melt  at  | 
270*,  and  is  insoluble  in  benzene  and  carbon  i 
bisulphide,  very  sparingly  soluble  in  water, 
soluble  in  ether  and  aoetic  acid,  and  readily 
soluble  in  alcohoL  In  alkalis  it  dinsolreij  with  a  i 
rod  colour,  which  in  very  thin  layers  is  bluish- 
red,  and  in  thick  layers  is  yellowish -red.  In 
dilute  solution  the  colour  change  from  pale 
yellow  to  led  on  the  addition  of  alkali  is  suffi- 
ciently sensitive  to  admit  at  the  use  of  the 
acid  as  an  indicator  (Thomson,  Chem.  News. 
47, 184).  It  is  a  feeble  acid,  and  yields  an  un- 
stable ammonium  salt,  crystaUising  in  steel-blue  . 
needles.  Bromine  in  acetic  acid  solution  con- 
verts it  into  tetriJ/romoTotolie  acid  C,gH,,Br,0,, 
which  crystallises  in  lustrous  oreon  scales,  dis-  ! 
solves  in  alkalis  with  a  violet  colour,  and  ' 
with  reducing  agents  yields  the  Uuco-  com-  i 
pound.  When  heated  with  aeetio  anhydride 
at  160°-200°,  it  forms,  among  other  coimiounds,  ' 
triaoetylleucoroBOlio  acid  (m.p.  IJa^-HQ")  ;  ' 
U^ieoTosolic  acid  CpH„0,  itself  beine  obtained  i 
by  reducing  rosobo  acid  either  with  sodium 
amalgam  or  with  zinc-dusc  and  soda  ley  (Caro  I 
and  Gruobe,  i.e.). 

A  colour  reaction  for  roMilic  acid  has  been  ; 
described  by  Alvarez  (Ann.  Chim.  anal.  12,  B).  1 
To  obtain  it,  OKMS-Ol  gram,  with  0-2-0-3 
gram  of  sodium  peroxide,  is  mixed  n-ith  6  c.c  of 
alcohol,  and  after  4-6  minutes,  16  c.c.  of  water 
are  added,  when  an  intense  purple  colouration  is 
obtaidld  which  is  not  destroyed  by  water. 

Aioni  or  Amrin.  Blue  colouring  matters 
to  which  these  names  have  been  given  aie  ob-  j 
tained  by  heating  (^oIIdw)  corallin  with  aniline  | 
(D.  and  S.  Annalen,  166,  294  ;  Giiinon,  Mamas  ' 
and  Bonnet,  I.e.)  or  roBoLc  acid  with  aniline  , 
or  various  diamines.  By  substituting  phenyl-  : 
hydraiino  or  other  hydraiines  for  aniline,  red  ■ 
dyes  known  as  ihodulDM  arc  obtained  (Ville, 
D.  R.  P.  9&436;  Eng.  Pat  16039,  27775  of 
1896  ;  D.  R.  P.  10065S  of  1896),  and  analogous 
bluish-red  dyes  are  formed  when  BDriatncar- 
bozylic  acid  (v.  aupra)  or  aurincarboiylic  acid 
(Vidal,  Eng.  Pat.  fi636,  6689,  of  1S97)  arc  substi- 
tuted for  corallin  or  aurin. 

"Iba  hexamethozy-  derivatives  of  aurin  and 
roaolie  acid  are  described  under  Evpittohic 
ACID  (O.V.).  W.  P.  W. 

ADRDH  HUSnrUH  or  HOSAICUM.  Mo-mic 
gold.  Made  by  triturating  an  amalgam  of  2 
parts  tin  and  1  of  mercury  with  1  part  sal 
'  1  of  sulphur,  and  subsequently 
iwdcr   tor 


subliming.     Used   i 


broniing    powde 


ailTE.  A  solid  soluti 
iron,  of  variable  composition ; 
constituent  of  steels  containing  I-l  p.c.  of  carbon 
or  more  when 'cooled  rapidly  from  a  temperature 
of    llOO'-ieOtf*.      Tt    may   be   obtaine.1    pure 


by  cjuonching  a  steel  containing  0-93  p.o.  cartion 
■nd  1-67  p.c.  manganese  from  lOSO"  in  ioe- 
wat«r  (Maurer,  Mtftallurgie,  1909,  6,  33).  Steels 
containing  13  p.c.  of  manganese  or  26  p.c.  of 
nickel  contain  only  austenite,  and  are  soft  and 
non- magnetic. 

Under  the  microscope  austenite  is  recognised 
by  its  softness  as  oompt^ed  with'marteiuif^,  with 
which  it  is  usually  associated;  by  its  structureless 
appearance  and  by  the  briahtness  of  an  etched, 
polished  section  (Le  Chateher,  Revue  de  Metal- 
luigie,  1904). 

AUTAK.  A  mixture  of  solid  (polymerised) 
formaldehyde  and  tho  dioxides  m  barium  or 
strontium,  used  in  the  disinfection  of  living- 
rooms.  On  mixing  the  powder  with  water,  a 
rapid  disengagement  of  formaldehyde  vapour, 
mixed  with  oxvgen,  occurs. 

ADSTRALfifE  v.  Tukpsntimb. 

AUSTRIAN  CINNABAR.  Baric  lead  chro- 
male  (v.  CHnouimf). 

AUTOCLAVE.     An  apparatus  constructed  on 
the   principle  of  Papin's  digester,  for  besting 
liquids    at    temperatures   BMive   their  boiling* 
points.     Autoclaves  are  usually  made  of  cast- 
u-on  or  steel,  occasionally  of  copper,  and  in  some 
oases   of   sheet-iron   or   steel.     Cast-iron   auto- 
claves   are    sometimes 
strapped  with  steel  rings 
for     greater     security. 
They  are  often  enamel- 
led or  lined  with  sheet- 
tin,  lead,  copper,  or  line. 
Metallic  linings  are  now  ' 
soldered  riuimy  to   the  | 
surface  of  the  autoclave. 
They  are  fitted  with  a 
pressure       gauge      and 
safety  valve,  and  tubes 
for  the  insertion  of  ther- 
mometeta,      and      are  Fio.  1. 

usually   closed     by     a 

screw  or  flanged  cover,  working  against  a 
leaden  washer,  and  are  heated'  either  by  the 
circulation  of  hot  oil  or  in  a  bath  ot  molten 
lead.  An  they  have  frequently  to  sustain 
pressures  of  from  20  to  30  atmos.,  they 
are  tested  before  use  by  hydranlio  pressure. 
Occasionally  they  are  provided   with  agitators 


Fro.  2. 


Fio.  3. 


working  through  stuffing  boxes,  in  order  to 
ensure  thorough  mixing  of  the  contents  when 
heated. 

Pig.    4    shows    a   method   ot    withdrawing 
portions  of  the  contents  ot  an  autoclave,  or 


AUTOCLAVE. 


ftdding  liquid  nitbout  Temovins  the  cover, 
when  the  apparatiw  ii  in  use.  Tite  titree-way  ■ 
Tijve  A  ia  adiuetod  bo  u  to  prevent  pusage  . 
throush  the  pipe  «.  In  order  to  withdraw  a  ; 
Bampb, the thr«e-irayooohBia made tccommuni-  i 
cato  with  b  and  d,  and  the  valve  A.  turned  with  , 
a  jerk  bo  as  to  connect  «  with  6 ;  the  sample  iB  . 
then  withdrawn  at  d.  To  completely  remove  ' 
the  oharf^  the  valve  a  is  left  open  for  some  time.  ', 
In  working  without  preware  the  air-cock  o  ia 
opened,  »nd  communioation  eetabliBhed  between  | 


mineral  conaiBting  o(  hydrat«d  phosphate  of 
uraniumand  calcium  Cb(UOi),P,0,-SH,0,  which 

within  recent  years  has  been  Bomowhat  ex- 
tensively mined  as  an  ore  of  ucBnium  and  radium. 
It  is  a  member  of  the  isomorphous  group  of 
mincraU  known  as  the  '  uranium  mioas,'  which 
crystalliBe  in  square,  tetragonal  (or  vcty  ooarly 
square,  orthorhombic)  plates  with  a  perfect 
micaceoUB  and  pearly  cleavage  parallel  to  their 
surface.     In    the    (^thorhoinbic    »utunite    the 


mineral  is  readily  distinguiahad  from  the 
emerald-green torboroiteorcupro-uranite.  Sp.gr. 
3-1 ;  H.  2-2f  It  ocoors  as  an  alteration 
product  of  pil^blande,  and  ia  often  found  as 
a  scaly  encrustation  on  the  ioiat-planes  of 
weathered  granite  or  gneiss.  The  more  im- 
portant localities  are  Bt.  8ymphorien,  near 
AuCun  in  France  (hence  the  name  autunite) ; 


Fio.  4. 

b  and  e  and  a'  and  b  ;  b  and  c  are  then  filled  ifith 
liquor  identical  in  constitution  with  that  con- 
tained in  the  apparatus  obtained  from  a  previous 
operation.  The  contents  of  the  veesti  are  then 
removed  by  restoring  the  communication  between 
e  and  band  iand  J.  To  introduce  liquor  into  the 
apparatus  without  removing  the  cover,  the  atr- 
cock  G  is  opened,  and  the  funnel  a'  made  to  com- 
municate with  the  pipe  t  by  regulating  the  valve  a. 

Fig.   2,  to  provide   a  loose  container  for  the 


BubHlani 


under  treatment. 


J.  W.  H. 


etructivo  changes  (apart  from  putrefaction  due 
to  micro-organisms)  which  occur  in  oella  after 
death  or  removal  from  the  living  body.  Theae 
cbangce  arc  due  to  the  action  of  intra-cellular 
enzymes,  and  are  analagous  to  those  which 
occur  in  digestion  ;  indeeatbe  term  anto-dtges- 
tion  ia  sometimes  employed.  The  study  of  such 
changes  ia  important  because  it  is  believed  that 
(he  change  after  death,  when  the  cells  are  still 
'surviving'  for  a  time,  arc  identical  nith  those 
which  occur  during  life  and  result  in  the  forms- 
lion  of  wast '  substances,  the  products  of  vital 
activity.  Durint;  life,  however,  the  destruot-ve 
changes  are  counterbalanced  by  changes  in  the 
opposite  direction  by  which  the  colls  build  them- 
selves up  from  food  materials  to  repair  their  , 
wear  and  tear.  Asdmilation  of  this  kind  is  ; 
obviously  impossible  after  death. 

AUTiJHlTE     or      CALCO  •  ORAHITB.       A 


I  stein  in  Saxony  ;  BUck  Hills  in  South  Dakota  ; 
I  and  Sabugal,  near  Guarda  in  Portugal.  At 
the  last-named  locality  several  mines  have 
i  recently  been  opened  up  ;  the  crude  ore  ia  here 
I  leached  with  aulphurio  aoid,  and  the  extracts 
I  sent  to  Paris  for  further  treatment.  L.  J.  8- 
I  AVA  or  Kaua-kava.  The  root  of  Piper 
rruthf/tliciim  (Forst,  f.),  growing  in  the  LBlouds 
I  of  the  Pacific.  It  is  taken  as  an  intoxicant  by 
I  the  natives,  and  ia  used  as  a  drug  on  the  Con- 
,  tinent.  It  is  often  adult<«vt«d  with  matico  . 
and  annatto  (Phonn.  J.  [3]  7,  149). 

AVEMTDHIMBorAVAtlTOHIME.  A  variety 
of  quaitx  found  at  Caps  de  Gata,  Spain,  spangled 
throughout  with  minute  yellow  scales  of  mica, 
is  known  as  aventurine  quortt  An  aventurino 
felspar  or  sunstone  is  found  at  Tvedeetrand, 
Norway.     It  is  used  for  ornaments. 

Arlifieiat  aucnlvrinc,  or  glas»,  or  gold  fifx, 
was  manufactured  for  a  Ions  period  at  the  glass- 
works of  Murano,  near  Venice.  It  may  be  pre- 
pared by  adding  to  100  parts  of  a  not  too  re- 
frootcry  glsss.  t<  to  10  parts  of  a  mixture  of  equal 
ports  of  ferrous  and  cuprous  oxides,  and  allowing 
the  mixture  to  cool  very  slowly  so  as  to  facilitate 
the  formation  of  orystus. 
,  ^tienluritie  glazt  for  porcelain,  invented  by 
I  Wobler  (Annaieu,  70,  57],  is  prepared  by  finely 
I  grinding  31  parts  HaJlc  kaolin,  43  quartz  sand, 
'  -[4  gypsum,  and  12  porcelain  fragments  ;  making 
the  whole  into  a  paste  with  300  parts  wator,  and 
adding  successively  19  ports  potassium  dichro- 
maU,  47  lead  acetate,  100  ferrous  sulphate,  and 
sufficient  ammonia  to  precipitate  the  whole  of 
the  iron-  After  the  soluble  potash  and  am- 
monium salts  have  been  washed  out,  tbegl&iing 
is  ready  for  use. 

AVIGKOH  QRAINS.  The  seeds  of  Bhamniu 
infectoriiu,  employed  in  dyeing  for  the  produc- 
tion of  yellow  colours  [v.  Shamnin,  art.  Xan- 

THOBHAMMIX). 

AVOCADO  PEAR   or   ALUQATOR   PEAR- 

The  fruit  of  Persta  gmtitiima,  a  tropical  product. 
ITie  fruit,  which  usually  weighs  from  4  to  6 
oz,,  consists  of  rind  (about  8  p.c),  flesh 
(67  p.c),  and  a  largo  'stone'  or  'pit'  (about 
26  P-C-).  According  to  Prinson-Geerlings  (Chem. 
Zoit.  1807,  21,  715],  the  flesh  contains  : 

OlDcote      Frnctote      Saccharose      Total  insar 

0-40       0'4a         om  172 


AZINES. 
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The  flesh,  which  haa  a  nut-like  flavour,  is 
usually  eaten  with  pepper  and  salt.  An  analysis, 
made  by  Jamieson  (Chem.  News,  1910,  102,61), 
gave : 

Water    Ether  extract   Protein   Sugar   Fibre    Ash 
e6-9  10-6  6-7        1-1       4-0      2-0 

The  ether  extract  was  green,  and  contained 
about  4  p.c.  of  resins.  After  their  removal,  an 
oil,  resembling  that  of  bergamot,  was  obtained, 
which  had  an  iodine  value  of  29-9,  and  saponi- 
fication value  of  207.  H.  I. 

AVOCADO  PEAR,  OIL  OF.  An  oil  obtained 
from  the  oleaginous  fruit  of  the  Persea  gratiasima. 
Hofmann  stated  that  for  the  purposes  of  the 
soapmaker  this  oil  would  be  as  valuable  as 
palm  oil. 

AWAL  or  Tarwar.  An  Indian  drug,  the 
bark  of  Cassia  auricvJata  (Linn.)  (Bymock, 
Pharm.  J.  [3]  7,  977). 

AWLA  V.  Ahlaki. 

AXIN.  A  waxy  secretion  of  a  Mexican 
rhynohotrous  insect  lAaveia  axinus  which  feeds 
on  Spcmdias  luUa,  Xanthoaeylum  Clava'hercvlis, 
and  X.petUanome:  has  the  consistence  of  butter, 
the  smell  of  rancid  fat,  and  a  yellow  colour. 
Melts  at  38^,  and  is  soluble  in  hot  alcohol  and 
ether.  Rapidly  absorbs  oxygen  from  the  air, 
becoming  brown,  hard  and  insoluble  in 
alcohol  and  ether.  Is  readily  saponified,  yield- 
ing axinic  acid  and  gl3rc6roL  It  resembles 
Japan  lao  and  forms  an  excellent  lacquer  for 
wood,  metals,  and  pottery  (Booquillon,  J.  Pharm. 
Chim.  1910,  2,  406;  J.  Soc.  Chem.  Ind.  29, 
1320). 

AZADIRACHTA,  Margoaa,  or  Nim,  The 
bark  of  the  nim  tree,  Mdia  indica  (Brandis) 
[M.  Aztzdiraehta],  is  commonly  used  in  India  as 
a  tonic  and  febrifuge.  It  contains  a  bitter  resin. 
An  oil,  used  in  medicine  and  for  bumiog  is 
expressed  from  the  seeds,  which  on  saponifica- 
tion yielded  35  p.c.  of  fatty  acid  melting  at  30**, 
and  65  p.c.  melting  at  44^ 

AZELAIC  ACID.  Lepargylic  acid.  COsH- 
{CH^)j*COJ[l.  It  is  obtained  by  oxidising 
Chinese  wax  (Buckton,  J.  1857,  303),  cocoanut 
oil  (Wirz,  Annalen,  104,  261 ),  or  castor  oil  ( Arppe, 
Annalen,  124,  86)  with  nitric  acid  ;  by  the 
oxidation  of  oleic  acid  with  potassium  perman- 
ganate and  caustic  potash  (£hmed,  Chem.  Soc. 
Trans.  1898, 627),  and  by  the  oxidation  of  keratin 
(horn  shavings)  with  permanganate  (Lissizin, 
Zcitsch.  physiol.  Chem.  1909,  226).  It  is  formed 
together  with  other  products  when  fats  or  oleic 
acid  become  rancid  (Scala,  Chem.  Zentr.  1898, 
i.  439).  It  has  been  synthesised  from  penta- 
methylene  bromide  and  sodium  acetoacetate 
(Haworth  and  Perkin,  Chem.  Soc.  Trans.  1894, 
86),  and  has  been  obtained  by  decomposing  the 
ozonide  of  oleic  acid  (Molinari  ana  Soncini, 
Ber.  1906,  2735;  Harries  and  Thicme,  ibid, 
1906,  2844 ;  Molinari  and  Fenaroli,  ibid.  1908, 
2789).  It  is  best  prepared  by  oxidising  with 
potassium  permanganate  an  alkaline  solution 
of  ricinoleio  acid  obtained  by  the  hydrolysis  of 
castor  oil  (Maquenne,  Bull.'  Soc.  chim.  1899, 
(iii.)  21,  106;  Hazura  and  Grfissner,  Monatsh. 
9,  475).  Azelaio  acid  crystallises  in  colourless 
plates,  m.p.  106*2^  (MassoJ,  Bull.  Soc.  chim. 
3]  19,  301),  and  is  readily  soluble  in  alcohol, 
ess  soluble  in  water  or  ether.  By  heating 
azelaio  acid  with  soda  lime,  azelaone  (cy*:lO' 
nonanone) CgHjfOyb.p.  205^ (ctrca), is  obtained 


[; 


(I^Iiller  and  Tschitschkin,  Chem.  Zentr.  1899, 
ii.  181);  Harris  and  Tank  (Ber.  1907,  4555) 
have  shown  that  a  complex  mixture  of  cycle- 
ketones  is  obtained  by  distilling  the  calcium 
salt  of  azelaio  acid.  Azdaic  anhydride  is 
obtained  by  heating  azelaic  acid  with  7-8  pts. 
of  acetyl  chloride.  It  melts  at  56^-51^  (fitaix, 
Ann.  Chim.  Phys.  [7]  9,  399). 

AZELAONE  v.  Azelaio  acid. 

AZIDINE  BLACK,  -BLUE,  -BORDEAUX, 
-BROWN,  -FAST  RED,  -FAST  SCARLET, 
-GREEN,  -ORANGE,  -PURPURINE,  -YELLOW, 
-VIOLET,   -WOOL  BLUE  v.  Azo-   coLonBmo 

HATTEBS. 

AZIMINOBENZENE  v.  Diazo  oomfounds. 
AZIMINONAPHTHALENES  v.  Diazo  com- 

POUNDS. 

AZINES  (Qninoxalines).  Azonium  bases, 
and  colouring  matters  derived  from  them* 

Definition, — ^The  term  'azines*  has  been 
^iven  to  a  group  of  organic  bases,  which  contain 
m  their  molecule  as  an  intrinsic  part  of  their 
constitution  a  heterocyclic  hexagonal  ring,  built 
up  of  four  carbon  and  two  nitrogen  atoms, 
arranged  in  such  a  manner  that  the  nitrogen 
atoms  stand  in  para-position  to  each  other, 
whilst  the  four  carbon  atoms  are  disposed  in 
two  pairs  between  them,  thus  : 

I  I 

The  term  '  azine,'  6rst  proposed  by  Merz,  is 
not  happily  chosen,  and  is  even  misleading,  as 
it  enters  into  the  names  of  other  nitrogen 
compounds  of  a  different  constitution,  such  as 
the  hydrazines. 

The  name  ^  quinoxaline '  was  given  by 
Hinsberg  to  compounds  which  also  correspond 
with  the  above  definition.  It  was,  therefore,  con- 
sidered for  some  time  as  synonymous  with  the 
word  *  azine,*  which  latter  was,  however,  more 
frequently  used.  In  later  years  it  has  become 
customary  to  distinguish  between  the  two  terms, 
and  to  use  them  for  the  two  tautomeric  forms 
in  which  these  bases  occur  (see  Theory). 

The  name  *  azonium  bases '  has  been  given 
by  Witt  to  a  class  of  organic  bases,  derived  from 
the  azines  by  the  linking  of  ar  organic  radicle  to 
one  of  the  nitrogen  atoms,  whereby  this  atom 
passes  from  the  trivalent  into  the  pentavalent 
state,  a  process  which  results  in  a  very  marked 
change  of  the  properties  of  the  substance. 

Both  the  azines  and  azonium  bases  possess 
the  nature  of  powerful  chromogens,  the  hetero- 
cyclic ring  above  mentioned  being  endowed  with 
strong  cmromophoric  properties.  Bein^  highly 
basic  and  capable  of  assuming  a  quinonoid  struc- 
ture {see  Theory),  they,  and  especially  the 
azonium  bases,  possess  to  some  extent  the 
nature  of  dyestuffs,  which  is,  however,  much 
more  strongly  developed  by  the  introduction  of 
separate  auxochromio  groups.  A  very  large 
number  of  powerful  colouring  matters  of  great 
intensity,  variation,  and  purity  of  shade  may 
thus  be  obtained,  some  of  which  have  acquired 
considerable  practical  importance.  According 
to  their  constitution,  which  is  in  almost  all  cases 
completely  cleared  up,  they  have  been  classified 
into  groups,  which  have  received  the  names 
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ourhodincB,  eurhodols,  Hafranincs,  aa- 
franols,  aposafraninos,  indulinea,  and 
fiuorindines. 

The  investiffatioQ  of  the  azines  and  their 
derivatives,  which  was  accompliBhed  by  a  num- 
ber of  chemists  during  the  last  20  years  of 
the  nineteenth  century,  nas  been  of  considerable 
importance  in  the  development  of  our  present 
views  on  the  constitution  of  colouring  matters, 
and  especially  in  the  adoption  of  the  modem 
quinonoid  s^otural  formuln  for  the  great 
majority  of  them. 

Hidory, — ^The  two  simplest  and  most 
typical  members  of  the  azine  group,  diphenaiine 
and  dinaphtazine,  have  been  known  for  many 
years  as  azophenylene '  (Glaus  and  Rasenack, 
1873;  Annalen,  168,  1)  and  'naphtase' 
(Laurent,  1835;  Ann.  Chim.  Phys.  59,  384), 
but  their  constitution  was  not  properly  under- 
stood and  their  importance  not  recognised. 
Merz  (1886,  Ber.  19,  725)  finally  proved  the 
constitution  of  thb  former,  which  had  been  in- 
sufficiently substantiated  by  Glaus,  and  pro- 
posed for  it  the  name  diphenazino  ;  Witt  (1886, 
Ber.  19,  2791)  determined  the  true  nature  of 
'naphtase.*  In  1884  Hinsberg  (Ber.  17,  319) 
described  a  general  method  for  preparing  his 
quinoxalines,  which  proved  most  fruitful  in  the 
further  development  of  the  subject.  Other 
ffeneral  methods  were  discovered  by  Witt,  Merz, 
Japp,  I^mann,  and  others. 

The  first  eurhodines  were  prepared  by  Witt 
in  1879  and  1885.  He  recognised  that  they 
formed  a  new  class  of  dyestuffs,  and  also 
that  they  were  related  to  the  safranines.  He 
determined  their  constitution  in  1886  (Ber.  19, 
441)  by  showing  that  they  are  the  amino-  deriva- 
tives of  the  azines  or  quinoxalines.  At  the 
same  time  he  discovered  the  first  eurhodol.  The 
natural  consequence  of  this  discovery  was  the 
clearing  up  of  the  nature  of  the  safranines, 
which  were  recognised  in  the  same  year  simul- 
taneously and  independently  by  Witt,  Niotzki, 
and  Bemthsen  as  diamino-  derivatives  of  the 
(then  hypothetical)  azonium  bases.  The  first 
representative  of  this  new  class  of  bases  was 
prepwred  in  1887  by  Witt  (Ber.  20,  1183). 

The  subject  was  now  taken  up  and  rapidly 
advanced  by  many  chemists,  amongst  whom 
Nietzki  and  his  collaborators,  fehrmann, 
Ullmann,  and  their  collaborators,  may  be  cited. 
Otto  i^her  and  Hepp  also  did  a  considerable 
amount  of  work  in  this  domain,  and  especially 
in  the  investigation  of  the  indulines  and  apo- 
safranines. 

The  typical  indulines  and  safranines  have 
been  discovered  by  purely  empirical  methods 
in  the  early  days  of  the  colour  industry.  The 
simplest  representative  of  the  group,  pheno- 
Mfranine,  was  prepared  by  Witt  in  1877.  Its 
phenylated  derivative  is  mauveXne,  the  first  arti- 
ficial dyestuff  prepared  by  W.  H.  Perkmm  1856. 
Theory.— It  has  been  already  stated  that 
the  essential  part  of  the  molecule  of  an  azine  is 
the  heterocyclic  ring  consisting  of  two  atoms 
of  nitrogen  and  four  of  carbon.  Each  of  these 
six  atoms  has  three  atomicities  engaged  in  the 
formation  of  the  ring ;  the  nitrogen  atoms  have, 
therefore,  no  free  atomicities  left  (so  long  as  thev 
remain  in  the  trivalent  condition),  whilst  each 
of  the  carbon  atoms  has  one  atomicity  free  to  be 
saturated  by  hydrogen  or  another  monovalent 


clement  or  radicle.  The  simplest  possible  com- 
pound of  the  kind  would  thus  have  the  formula 
G4N2H4.  It  seems  natural  to  suppose  that  it 
would  be  the  protot3rpe  of  all  the  azines. 

Such  a  compoundT  exists  and  is  well  kno^n. 
It  has  received  the  name  pyraziru,  Biany 
derivatives  of  it,  formed  by  the  substitution  of  its 
hydrogen  atoms  by  monovalent  organic  radicles 
are  also  known ;  they  form  the  laige  and  well- 
investi^ted  class  of  the  ketine  or  aldine  bases. 
But  neither  pyrazine  itself  (which  in  its  properties 
resembles  pyridine,  to  which  it  stands  m  tho 
same  relation  as  pyridine  stands  to  benzene)  nor 
the  ketines  show  any  resemblance  to  the  typical 
azines.  They  exhibit  no  colourations,  nor  do 
they  form  any  derivatives  which  have  the  nature 
of  dyestuffs.  For  this  reason  pyrazine  and  the 
ketines  are  no  longer  considered  as  belonging  to 
the  azine  group. 

The  characteristic  properties  of  the  azines 
only  appear  in  compounoiB  in  which  at  least 
one  other  ring  system  is  linked  to  the  pyrazine 
ring,  in  such  manner  that  one  of  the  G^-groups 
of  the  latter  becomes  part  of  an  aromatic 
radicle.  The  process  may  be  repeated.  Thus 
the  simplest  representatives  of  the  azine  group 
would  be  compounds  of  the  following  type  : — 

Phenaiine.  Diphenazine. 

The  nomenclature  of  the  true  azines  has  been 
chosen  accordhigly.  The  aromatic  radicle  or 
radicles  linked  to  the  central  (or  '  meso  -*)  ring 
are  prefixed  to  the  syllables  -azine. 

The  azines  are  members  of  the  aromatic 
series.  If  we  consider  them  as  such,  we  recognise 
at  once  a  strone  analogy  to  other  substances 
which  contain  noterocyclio  rings  linked  to 
aromatic  radicles,  such  as : 
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all  of  which  are  chromogens,  like  the  azines. 

If  we  consider  the  manner  in  which  the  six 
atomicities  of  the  two  nitrogen  atoms  contained 
in  the  meso-  ring  of  an  azine  may  be  disposed,  we 
recognise  two  possibilities  which  are  repre- 
sented in  the  following  structural  formulie  of 
diphenazine : — 

'       Ml      J. 
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Formula  I.  is  the  one  first  proposed  by  daus 
for  his  *  azophenylene/  and  by  Merz  for  his 
azines ;  II.,  the  one  suggested  by  Hinsberg  for  his 
quinozalines.  Practi^Qly,  there  is  no  dmerence 
between  azines  and  quinoxalinee ;  they  form 
one  group ;  but  it  has  been  for  a  long  time 
a  matter  of  opinion  which  of  the  above 
formuleB  was  more  adapted  to  the  properties  of 
these  substances.  Formula  I.  explains  bv  its 
perfect  symmetr}'  the  extreme  stability  of  the 
azines,  the  fact  that  they  may  all  be  distilled 
without  the  slightest  decomposition  at  extremely 
high  temperatures.  Formula  II.,  on  the  other 
hiuid,  is  distinctly  (ortho-)  quinonoid,  and  con- 
sequently suggestive  of  chromogenio  proper- 
ties. 

The  existing  difference  of  opinion  as  to  the 
constitution  of  the  azines  has  been  finally  dis- 
posed of  by  the  admission  that  the  azines  are 
undoubtedly  tautomeric,  capable  of  assuming 
either  of  the  constitutions  I.  and  II.,  accord- 
ing to  circumstances.  In  their  free  state,  in 
which  they  are  volatile  and  almost  colourless, 
they  possess  the  symmetrical  (azine-)  constitu- 
tion I.,  whereas  in  their  intensely  coloured  salts 
they  have  more  probably  the  asymmetrical, 
quinonoid  (quinoxaline-)  constitution  II.  In  the 
colouring  matters  derived  from  the  azines,  the 
case  is  frequently  complicated  by  the  fact  that 
the  auxochromic  ^oups  participate  in  the 
formation  of  the  qumonoid  constitution,  which, 
by  that  means,  may  become  paro'  as  well  as 
ortAo-quinoid.  Sometimes  it  is  difficult  to 
decide  between  the  existing  possibilities. 

Syntheiictd  methods  for  the  production  of 
azines,  and  their  derivaitves  and  description  of 
some  typical  represeniatives  of  the  group. 

I.  Azines.  (a)  Synthetical  methods.  (These 
will  be  referred  to  in  the  description  of  typical 
representatives  by  their  number.) 

1.  By  heating  a-nitronaphthalene  with 
powdered  quicklime,  Laurent  (Ann.  Chim.  Phys. 
59,  384)  obtained  dinaphthazine,  which  he 
called  naphthase.  Doer  (Ber.  3,  291)  and 
Klobukowski  (Ber.  10,  673)  modified  the  method 
by  replacing  the  quicklime  by  zinc-dust.  Schi- 
chuzky  (J.  K.  6, 2464)  used  lead  oxide. 

Wohl  and  Aue  (Ber.  34, 2443)  observed  (1901) 
that  nitrobenzene  gives  considerable  quantities 
of  diphenazine  on  being  heated  wim  strong 
caustic  soda,  a  reaction  which  is  practically 
identical  with  the  one  discovered  by  Ijaurent. 

2.  Glaus  and  Rasenack  (Annalen,  168,  1) 
obtained  *  azophenylene '  (diphenazine)  by  the 
dry  distillation  of  orthoazobenzoic  acid  in  the 
shape  of  its  calcium  or  potassium  salt.  Claus 
proposed  the  azine  formula  for  his  product,  but 
failed  to  afford  convincing  proofs  for  it. 

3.  A  general  method  of  great  applicability 
was  indicated  by  Hinsbere  (Ber.  17,  319 ;  18, 
1228),  who  showed  that  whenever  an  alpha-  or 
or^Ao-diketone  reacts  on  an  aromatic  ortho- 
diamine,  two  molecules  of  water  are  given  off 
and  an  azine  is  formed.  The  method  was  first 
applied  to  the  production  of  phenazine : 
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Glyoxal.       o-Phenylenedlamine. 


Phenadne 
(quinoxaline). 

It  works  in  most  cases  so  well,  that  it  has  been 
recommended  by  its  author  (Annalen,  273,  343, 
371)  as  the  best  method  of  identifying  either  an 
orthodiamine  or  an  orthodiketone.  Very  small 
quantities  of  the  in^^redients  are  necessary,  and 
the  azine  formed  is  easily  recognised  by  its 
melting-point  and  sulphuric  acid  reaction. 

Hinsberg's  reaction  may  be  extended  to 
nitroso-/3-naphthol,  which  is  in  reality  the 
oxime  of  ortho-naphthaquinone.  UUmann  and 
Heisler  obtained  (Ber.  42,  4263)  naphthaphen- 
azine  by  heating  ortho-phenvlenediamine  hydro- 
chloride with  nitroso-/3-naphthol : 
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Orthophenylene  diamine. 
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Naphthaphenazine. 

4.  The  method  of  Merz  (Ber.  19,  725)  is  of 
less  general  application.  It  consists  in  the 
action  of  orthcndihydroxyl-  derivatives  upon 
orthodiamines :  the  hydro-  derivatives  of  the 
azines  are  formed,  and  these  are  oxidised  by 
the  oxygen  of  the  air  into  the  azines : 

Pyrootechol.    Orthophenylene  diamine. 


3H,0  + 


Diphenazine. 


6.  Early  Investigators  had  studied  the  re- 
\  action  of  ammonia  under  pressure  upon  benzoin 
(Erdmann,  Annalen,  135,  181)  and  phenanthra- 
quinone  (Sommaruga,  Monatsh.  I,  146).  Japp 
and  Burton  showed  that  the  free  ammonia 
may  be  advantageously  replaced  by  ammonium 
acetate,  and  proved  that  the  *  ditolane  azotide ' 
and  * phenanthrene  azotide'  obtained  were 
tetraphenylketine  and  diphenanthrazine.  They 
generalised  the  method  and  applied  it  to  /3- 
naphthaquinone,  from  which  they  obtained 
'  dinaphthazine  (Ohcm.  Soc.  Trans.  1887,  98). 

6.  Another  mode  of  formation  of  the  azines 
.  consists  in  the  joint  oxidation  of  a  phenol,  in 
which  the  para-  position  is  no  longer  open  to 
substitution,  and  aromatic  orthodiamines.  This 
method  was  discovered  by  Witt  (Ber.  19,  917), 
who  used  it  for  the  production  of  a  new  isomeride 
of  tolunaphthazine  by  oxidising  a  mixture  of 
/3-naphthol  and  orthotolylene  diamine : 
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NH, 
VX   /-OH  +  H.N 

^-Naphthol. 


+  20 


,-CH, 
Orthotolylene  diamine. 


=  N^  +  3H,0. 

\/-CH, 

TolnnAphthazine. 

7.  An  eleffant  modification  of  the  above 
method  was  devised  in  1906  by  Ullmann  and 
Ankersmit  (Ber.  38,  1811),  who  heated  /3- 
naphthol  with  orthoaminoazotoluene.  The 
latter  takes  up  the  hydrogen  liberated  in  the 
reaction,  yielding  at  the  same  time  the  necessary 
orthodiamine. 
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8.  A  very  peculiar  mode  of  formation  of 
these  substances  was  discovered  by  Witt  (Ber. 
20,  571),  who  showed  that  the  orthoazo-  deriva- 
tives of  secondary  amines,  and  more  especially 
of  such  amines  containing  the  /3-naphthyl-  group, 
are  decomposed  by  being  heated  with  acicu  into 
the  corresponding  azine  and  amino-  compound, 
thus : 
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Denzene-aio-phenyl- 
^-naphthylamine. 

The  reaction  is  simple  and  easy,  and  ^ives, 
as  a  rule,  excellent  yields.  It  is  in  reahty  a 
condensation  of  the  secondary  amine  into  the 
corresponding  azine  by  the  dehydrosenating 
influence  of  the  azo-  group  temporarify  intro- 
duced for  the  purpose. 

{h)  Oeneric  characters  of  the  azine  group.  All 
azines  have  certain  peculiar  properties  in  com- 


mon. As  a  rule,  they  are  solid,  ^roll-crystallised 
compounds  of  white,  pale  yellow,  or  even  orange 
colour;  possessillg  a  high  melting-point,  and 
boiling  under  atmospheric  pressure  at  very  high 
temperatures  (in  some  cases  approaching  tid 
heat)  practically  without  decomposition.  They 
sublime  at  temperatures  below  their  boiling- 
point,  and  their  vapours  condense  into  volu- 
minous aggregates  of  crystals. 

All  tie  azines  are  bases  which  form  salts 
with  acids.  The  mono-acid  salts,  with  the 
stronger  mineral  acids,  may  generally  be  obtained 
in  a  crystallised  condition ;  but  they  are  stable 
only  in  the  presence  of  an  excess  of  acid  or  in 
the  absence  of  water,  which  easily  decomposes 
them  into  their  constituents.  These  salts  are 
intensely  coloured,  a  fact  which  justifies  the 
inference  that  they  contain  the  base  in  the 
quinonoid  (quinoxaJine)  form.  The  hydrolytio 
action  of  the  water  is  therefore  accompanied  by 
the  tautomeric  change  into  the  symmetrical 
(azine)  form.  These  salts,  some  of  which  have 
been  analysed,  invariably  contain  one  equivalent 
of  acid  for  one  molecule  of  the  base.  The  di-acid 
salts  cannot  be  isolated,  but  evidence  of  their 
existence  is  given  by  the  intense  red,  violet,  or 
blue  colourations  exhibited  by  the  solutions  of 
azines  in  a  groat  excess  of  strong  acid,  preferably 
sulphuric  acid.  If  water  be  added  to  these 
solutions,  a  ohaoffe  takes  place ;  the  di-acid 
salt  is  decomposed,  the  yellow  or  orange  mono- 
acid  salt  is  formed,  and,  on  further  addition  of 
a  large  excess  of  water,  the  free  azine  itself 
sepaxates  out  in  flakes.  These  striking  colour 
reactions  are  highly  characteristic,  and  form  the 
best  means  of  identifying  the  azines. 

Notwithstanding  these  intense  colourations, 
the  azines  are  not  applicable  as  dyestuffs.  Tliey 
are  only  to  be  considered  as  chromogens  and 
suitable  to  produce  colouring  matters  by  the 
introduction  of  auxochromio  groups  into  their 
molecules.  They  are  thus  strictfy'  analc^ous 
to  the  other  heterocyclic  chromogens  such  as 
anthraquinone,  aoridine,  oxazine,  and  thiazine. 

There  is,  however,  one  group  of  azines  to 
which  all  the  rules  and  general  characteristics 
given  above  cannot  very  well  be  applied.  These 
are  the  *  Indanthrenes,*  certain  azines  of  the 
anthracene  group,  which,  owing  to  th6ir  large 
molecule  and  very  complicated  constitution, 
possess  properties  quite  oifferent  from  all  the 
other  azines.  They  are  intensely  coloured  and 
extremely  valuable  as  dyestuffs  if  applied  to  the 
textile  fibre  by  the  *  vat  process '  Uke  indigo. 
This  peculiar  mode  of  application  brines  them 
into  close  relationship  with  indigo,  and  tney  will 
therefore  be  treated  in  this  work  under  Indtoo 

Ain>  INDIQOID   DYVSTUFFS  (^.t'.). 

(c)  Description  of  some  typical  representatives 
of  the 


az%ne  group, 
Dlphenazine 


Ci,H^ 


(Claus,  Annalen,  168,  1 ;  Bemthsen,  Ber.  19, 
I  3266 ;  Ris,  Ber.  19,  2206 ;  Wohl,  Ber.  34,  2443) 
.  has  been  obtained  by  the  methods  1,  2,  and  4. 

It  forms  pale-yellow  needles,  of  the  m.p.  170^- 
'  171^,  soluble  in  alcohol  and  most  other  solvents. 
.  It  distils  without  decomposition.     It  dissolyes 
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in  strong  aoids,  forming  unstable  salts  of  yellow 
and  red  colour. 
Toluphenaadne 

has  been  prepared  by  Merz  (Ber.  19,  726)  by  the 
action  of  pyrocatechol  on  orthotolylenedlamine 
(method  4).     It  is  very  similar  to  diphenazine. 
Its  m.p.  is  117^  its  b.p.  360*. 
Naphthaphenazine 

\/\/\n 

N'-      [ 
\ 

has  been  prepared  by  Witt  (Ber.  20,  671).  The 
best  mode  of  obtaining  it  is  by  the  decomposi- 
tion, by  acid,  of  the  azo-  compounds  derived  irom 
phenyl-/3-naphthylamine,  but  it  has  also  been 
prepared  bv  the  action  of  /3-naphthaquinone  on 
orthophenylenediamine  and  bv  simultaneous 
oxidation  of  the  latter  and  i3-naphthol.  It  forms 
vellow  needles,  meltine  at  142*6^,  distilling  at  a 
high  temperature  without  decomposition,  and 
dissolving  in  sulphuric  acid  with  a  reddish-brown 
colouration.  On  dilution,  two  sulphates  crystal- 
lise from  this  solution.  It  is  supposed  that  the 
formation  of  two  series  of  monacid  salts  of  this 
base  is  due  to  either  of  the  two  nitrogen  atoms 
becoming  pentavalent  and  saturated  with  the 
acid. 

Tolanaphtbazines  CifHi^N,.  Three  sub- 
stances  of  this  formula  are  known,  the  isomerism 
of  which  has  been  diBCussed  by  Witt  (Ber.  20, 
677).  One  of  these,  melting  at  179*8^  has  been 
prepared  by  the  simultaneous  oxidation  (Ber. 
19,  917)  of  orthotolylenedlamine  and  i3-naph- 
thol  (methods  6  and  7).  Its  constitution  is 
expressed  by  the  formula 


/\gh. 


N 


s. 


The  third  tolunaphthaziney  discovered  bv 
Hinsberg  (Annalen,  237,  343a,  371)  (method  3), 
has  been  proved  to  consist  of  a  molecular  com- 
bination of  the  two  preceding  ones ;  itp  melting- 
point  is  139^-142^ 

Several  other  tolunaphthazines  are  theoro- 
!  tically     possible.    They    have  not,    however, 
hitherto  been  prepared. 

Dlnaphthazines  OaoHisNg.  It  has  akeady 
been  stated  that  Laurent's  mysterious  *  naph- 
thase,'  prenared  by  method  1,  finally  proved  to 
be  dinaphtbazine.  It  is  probable  that  liaurent's 
product  was  a  molecular  combination  of  two  of 
the  four  isomeric  dlnaphthazines  foreseen  by 
theory.  A  similar  mixture  may  be  obtained 
by  reacting  with  oiS-naphthylenediamine  upon 
/3-naphthaquinone  (method  2).  This  method 
was  used  by  Witt  in  his  identification  of 
Laurent's  *naphthase'  (Ber.  19,  2791).  For 
preparing  the  constituents  of  this  mixture  in  a 
pure  state  the  synthetical  method  8  should  bo 
resorted  to ;  it  consists  in  the  decomposition  of 
the  azo-  derivatives  of  the  two  isomeric  (a,  /3,  and 
/3i3)-dinaphthylamines  (Matthes,  Ber.  23,  1329 
and  1333).  The  compounds  thus  obtained 
have  the  following  constitutions  and  melting- 
points  : — 


.''\/^\/\ 


/\/\k/\/\      /x/xw/x/ 


N' 


a,a,fi,p.    m.p.  28S°-284°.      0,^,^,0.    iii.p.  242°-243^ 
The  two  other  poaaihle  isomeridos : 

■Nn 


/^n/X/ 

III  < 

X/V-' 

It  dissolves  in  sulphuric  acid  with  a  violet  colour- 
ation. The  other  is  formed  by  the  decomposition 
by  acids  of  the  azo-  derivatives  of  paratolyl- 
/3-naphthylamine  (Ber.  20,  677)  (method  8). 
Its  constitution  is  represented  by  the  formula 


I       N 


/x/\,  / 


^^ 


Its  melting-point  is  169*;  its  sulphuric  acid 
reaction  is  similar  to  that  of  naphthaphenazine. 


,/x/?x/x/x 

1    I     ^ 

a,  p,  p,  p.    m.p.  240° 

may  be  obtained  from  i3/3-naphthylenediamine 
by  the  reaction  of  the  two  orthonaphthaquinones 
(method  2),  but,  so  far,  only  the  asymmetrical 
one  has  been  prepared  by  Otto  Iischer  and 
Albert  (Ber.  29,  2087). 

Azines  of  the  Phenanthrene  group.  Owins 
to  the  extreme  facility  and  precision  with  which 
phenanthraquinone  acts  upon  all  orthodiamines, 
these   azines   are    most   easily    prepared,    aud 

Shenanthraquinone  is  commonly  used  for 
ecidin^  the  question  whether  any  given 
aromatic  diamine  is  an  ortho-  compound  A 
large  number  of  azines  has  thus  become  known, 
of  which  only  a  few  may  be  described  as  typical 
representatives  of  the  group. 

Phenanthrapheoazine  OsoHiaNs  (isomeric 
with  dinaphtbazine)  may  be  obtained  by  acting 
on  orthophenylenediamine  with  either  ^en- 
anthraquinone  in  an  acetic  acid  solution  (Hins- 
berg, Annalen,  237,  340),  or  with  phenanthra- 
quinone sodium  bisulphite  in  an  aqueous  solu- 
tion (method  2).    It  crystallises  in  pale-yeUow 
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noodles,  melting  at  217%  and  diasolves  in  snl- 
phuric  acid  with  a  beautiful  rod  colouration, 
its  conatitution  is 


A   similar  substance   may   be   obtained  from 
orthotolylenediamine.     It  melts  at  212^-213^ 

Phenanthranaphthailoe  Ct«H|4N,  is  easily 
obtained  (Lawson,  Ber.  18,  2426)  from  ortho- 
naphthylenediamine  and  phenanthraquinone 
(method  2).  It  gives  a  violet  colouration  with 
sulphuric  acid.  M.p.  273^  The  sulphonic 
acid  derivatives  of  tnis  substance,  Ct4H|,N,* 
SO,H,  are  obtained  (Witt,  Ber.  19,  1719 ; 
21,  3485  8eq.)  by  acting  with  an  aqueous 
solution  of  phenanthraquinone  sodium  bisul- 
phite upon  the  solutions  of  the  various  naphth3'l- 
enediamine  sulphonic  acids  in  sodium  acetate 
solution,  acidulated  with  acetic  acid.  These 
sodium  salts  are  soluble  in  pure  water ;  very 
small  quantities  of  alkaline  salts  are  sufficient 
to  precipitate  them  from  these  solutions. 

ChrysotolUAzliie  C2.Hi,N,  and  Chrysonaphth- 
azine  GsgHi,N,  have  been  prepared  by  Lieber- 
mann  and  Witt  (Ber.  20,  2442)  from  chryso- 
quinone  and  the  corresponding  orthodiamines 
(method  2).  The  same  authors  obtained  azine 
derivatives  from  the  quinone  of  pioene. 

TolustUbadne  C,]Hi,N,  was  discovered  by 
Hinsberg,  who  descrlDed  it  imder  the  somewhat 
misleading  name  *  Diphenyltoluquinozaline  * 
(Annalen,  237,  339).  It  is  typical  of  the  many 
azincs  which  may  be  obtained  b^  the  action  of 
benzil  upon  aromatic  orthodiammes. 

It  separatee  in  silvery  leaflets  from  an' 
alcoholic  solution  of  benzil  mixed  with  a  solution 
of  orthotolylenediamine  (method  2).  It  melts 
at  111^,  and  dissolves  with,  a  crimson  shade  in 
sulphuric  acid.  Its  constitution  is  expressed  by 
the  formula 


A  large  number  of  other  lees  important  azines 
have  been  prepared  in  experiments  made  with  a 
view  to  showing  that  certain  compounds 
obtained  by  the  authors  were  either  orthodike- 
tones  or  orthodiamines. 

.  II.  Colouring  nutters  derived  from  azines 
(eurhodines  and  eurhodols). 

It  has  already  been  said  iha,t  by  the  intro- 
duction of  an  auxochromio  group,  NH^  or  OH, 
into  the  molecule  of  an  azine,  the  latter  is  trans- 
formed into  a  colouring  matter.  The  unino- 
derivatives  of  azines  containing  either  one  or 
several  amino-  groups,  are  embraced  by  the 
generic  name  of  ewrnodines,  whilst  the  name  of 
eurhodoU  has  been  given  to  the  phenolic  (OH) 
derivatives  of  the  azines.  The  following  is  an 
enumeration  of  the  various  methods  by  which 
eurhodines  and  eurhodols  have  been  obtained : — 

A.    EUKHODINES. 

1.  By  heating  together  any  orthamino-azo- 
compound  and  the  hydrochloride  of  certain 
aromatic  monoamines,  such  as,  for  instance, 
a-naphthylamine  or  a-aminoquinoline,  preferably 
in  a  phenol  solution,  monoamino-azinee  (the 
eurhodines  proper)  are  obtained.    It  was  by  this 

Erocess  that  the  first  curhodine  was  discovered 
y  Witt  in  1883  (Ber.  18,  1119;  19,  441)  bv 
heatinff  orthaminoazotoluene  with  naphthyl- 
amine  hydrochloride.  In  this  reaction  an  ortho- 
diamine  is  formed  by  the  reduction  of  the  amino- 
azo  compound,  which  combines  with  a-naph- 
thylamine, hydrogen  being  eliminated  and 
absorbed  by  the  amino-azo-  compound  still 
present. 

C,HioN,  -f  C,oH,N  ==  6H  +  C„H„N,. 
Orthotolylene-   a-Maphthyl-  T^V^cbX 

amine. 


diamine. 


eurhodine. 


^ 


/x/^\/\/ 


The  corresponding  derivative  of  orthonaph- 
thylenediamine  was  prepared  by  Lawson  (Ber. 
18,  2426).  ^  ^ 

Tolnindazine  Ci,HiiN„  the  azine  derivative 
of  isatine,  has  been  prepared  by  Hinsberg 
(Annalen,  237,  344)  from  orthotolylenediamine 
and  isatin,  by  melting  together  the  ingredients 
(method  2)  and  crystallising  the  product  obtained 
from  a  mixture  of  alcohol  and  acetic  acid.  It 
forms  yellow  needles,  melting  at  290^  and  dis- 
solving in  acids  with  a  brownish-red  colouration. 
Its  constitution  is  expressed  by  the  formula 


2.  Another  method  of  much  greater  applica- 
bility consists  in  reacting  with  a-diketones  upon 
aromatic  triamines,  which  contain  two  amino- 
groups  in  the  ortho-  position.  Two  molecules 
of  water  are  eliminated  for  every  molecule  of 
eurhodine  formed.  Thus,  for  instance,  a  eurho- 
dine was  obtained  from  triaminobenzone  and 
phenanthraquinone  (Witt,  Ber.  19,  446) : 


+ 


NH.-'^^^/^NH,      O 


.-^/^:\^'\/ 


H,N 


+  2H,0. 


.xN~ 


H 

'\/N\/\ 


3.  Another  method  of  considerable  applica- 
bility consists  in  heating  together  nitroso-amines 
(Witt,  Ber.  21,  719)  or  quinonedichlorimides 
(Nietzki  a.  Otto,  Ber.  21,  1598)  with  aromatic 
amines  in  which  the  para-  position  to  the  amino* 
group  is  occupied  by  some  radicle.  Thus,  for 
instance,  a  eurhodine  is  formed  by  heating 
together  nitrosodimethylaniline  hydrochloride 
and  iS-naphthylamine,  in  an  acetic  aoid  solution : 
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N(CH3), 


+ 


2  111 

^-NaphthyUulllne. 


/V'X 


NltnwodimetbylaniUne 
hydrochloride. 

Ha 

(CH.),N 


Ha 

(CH,).N 


y    - 
N\  1 


l/N 


I 

BlmethylamiiuHiAjphtbAplieii- 
aziae  hydrochloride. 


+  3HjO  + 


NH, 

Paraphenylenedime- 
thyldlamlne  mono- 
hydrochloride. 


and  an  analogous,  though  somewhat  different 
reaction  takes  place  if  the  nitrosodimethylaniline 
be  substituted  by  dichloroquinonimide. 

CI 


+C.H5NH,4-H,0 
Aniline. 


I 

Eurhodlne. 

6.  Biaminoazines  are  formed  by  the  de- 
composition of  certain  indamines  when  their 
solutions  are  boiled  for  a  certain  time.  Thus 
tol^lene  blue,  the  indamine  produced  by  the 
action  of  nitrosodimethylaniline  hydrochloride 
upon  metatolylenediamine,  is  decomposed  if 
its  solution  be  boiled  for  some  time,  dimethyldi- 
aminotoluphenazine  (tolylene  red)  being  the 
principal  product  of  this  reaction  (Witt,  Ber. 
12.  931) : 


N 


/\ 


k. 


N 

CI 
Dichloroquinonimide 

H,N 


\ 


+  2HCL 


N  " 


N^g'HCl 

C.H4 
NH 


+ 


!1 


I 


NH, 


c.hJ 


CH, 


NHj 
NH, 
CH, 


,  CH, 

/\ 

1       I 


NH 


Amin<HiAphthaphenazine. 

4.  Eurhodines  proper  may  also  be  obtained 
by  the  reduction  (with  ammonium  sulphide)  of 
nitro-azines.    Thus,   for   instance,   nitropheno- 

Shenanthrazine  may  be  reduced  into  the  eurho- 
ine  aminophenophenanthrazine  (Heim,  Ber.  21, 
2306). 

5.  If  certain  azo-  colours,  such  as  chrysoidine, 
be  heated  with  /3-naphthol,  an  eurhodine  is 
formed :  (UUmann  and  Ankersmit,  Ber.  38, 1812) : 

/\, 

1    1 

\/ 

I 

N 


* 


+ 


/^^  / 


NH, 


HO 


^-Naphtllol. 


NH, 
Ohryscrfdine. 


N- 

\X\ 

'^NH, 

CH, 

Tolylene  blue.      Leuootolylene  blue.     Tolylene  red 

(dimethyldiamlno- 
toluphenazine). 

7.  Di-  and  polyamino-  azines  may  also  be  pre- 
pared by  the  oxidation  of  orthodiamines  and  of 
polyamines  containing  two  amino-  groups  in  the 
ortho-  position.  Thus  0.  Fischer  and  £.  Hepp 
proved  (Ber.  22,  356)  that  the  red  substance 
which  is  formed  by  the  oxidation  of  orthophenvl- 
enediamine  and  which  has  been  observed  by 
many  investisators  (Griess,  Ber.  5,  202 ;  Sal- 
kowski,  AnniUen,  173,  68 ;  Rudolph,  Ber.  12, 
2211 ;  Wiesinger,  Annalen,  224,  363),  is  nothing 
•  else  than  diaminophenazine.  And  Nietzki  and 
Mailer  obtained  (Ber.  22,  447)  by  oxidising 
tetra-aminobenzene  with  a  current  of  air  tetra- 
aminophenazine.  Aminooxyphenazines  ^  may 
sometimes  be  found  as  by-products  in  this 
reaction  (Ullmann  and  Mauthner,  Ber.  36, 
4302  and  ibid.  36,  4026). 

B.    EUBHODOLS. 

These  may  likewise  bo  prepared  by  various 
methods. 

1.  The  sulphonic  acids  of  azines,  fused  with 
potash,  readily  yield  the  corresponding  oxyazines 
or  eurhodols  (Witt,  Ber.  19, 2791).   For  instance : 

C,4H„N,SO,Na-f2NaOH 

Sodium  naphtbaphenanthrazinesulphonate. 

«C,4H„N,0Na+Na,S0.. 

PhenaathranaphtbaeurhodcM. 

2.  Several  eurhodines  (amino-azines)  yield 
the  corresponding  eurhodol  on  being  heated 
under  pressure  with  strong  acids,  a  hydrolysis 
taking  place  in  the  circumstances  (Witt,  Ber. 
19,  444) : 

C,,HiiN,NH,+H,0=NH,+CijHuN,OH. 
Typical  eurhodine.  Eurhodol. 


362 


AZm£S. 


3.  Diazo-azines,  on  being  boiled  with  water, 
yield  the  correspondihg  eurhodols ;  on  being 
boiled  with  alconol  they  yield  the  alkyl  ethers 
of  these  eurhodols  (Witt,  Ber.  19, 444) : 

Dlaxoeurhodine  cUoride. 

=Ha+Na+Ci,H,iN,OH. 
Eurhodol. 

^Ha-i-Nx+C^HiiNjOCjHg. 
Bthjdeurhodol. 

The  following  is  an  enumeration  of  those  of 
the  eurhodines  and  eurhodols  which  have  been 
more  closely  investigated,  the  properties  of 
which  are  typical  for  the  whole  class  of  colouring 
matters : — 

Typical  eurhodlne  Oi^HigN,  (Witt,  Ber.  19, 
445).  The  mode  of  formation  of  this  substance 
has  already  been  ^ven  (Section  A,  1).  It  is  best 
prepared  by  heatmg  to  130^  equal  molecules  of 
orthoaminoazotolueno,  of  the  melting-point 
118*6%  and  a-naphthylamine  hydrochloride,  dis- 
solved in  phenol  until  the  colour  of  the  mix- 
ture, which  is  at  first  of  an  emerald  green,  has 
changed  into  a  brilliant  scarlet.  The  mixture  is 
now  treated  with  a  large  quantity  of  toluene, 
when  the  hydrochloride  of  the  new  dyestuff  is 
precipitated  in  a  crystalline  state.  By  recrystal- 
lisation  from  water  acidified  with  hydrochloric 
acid,  it  may  be  obtained  in  a  pure  state.  From 
the  pure  hydrochloride  the  free  eurhodine  base 
is  precipitated  by  alkalis  or  ammonia  in  the 
form  of  a  yellow  powder,  which  may  be  re- 
crystallised  from  aniline.  Thus  prepared,  it 
forms  glisteninA  yellow  prisms  and  needles  of  a 
dark-brown  cou>ur.  It  dissolves  in  ether  with 
a  yellow  colour  and  a  magnificent  green  fluores- 
cence, which  is  characteristic  of  all  the  members 
of  this  group  of  dyestufis.  Eurhodine  forms 
three  series  of  salts,  of  which,  however,  only 
those  with  one  molecule  of  acid  are  fairly  stable, 
whilst  those  containing  more  acid  are  decom- 
posed by  the  addition  of  water.  It  is  to  the 
formation  of  these  various  salts  that  the  peculiar 
change  of  colour  is  due  which  is  observed  on 
adding  water  to  a  solution  of  eurhodine  in  con- 
centrated sulphuric  acid.  This  solution  is  of  a 
cherry-red  colour.  On  adding  a  small  quantity 
of  water  the  colour  changes  to  a  fine  emerald 
green,  whilst  still  more  water  produces  the 
scarlet  shade  of  the  normal  sulphate.  This 
change  of  colour,  which  is  observed  with  all  the 
eurhodines,  links  them  to  their  parent-sub- 
stances, the  azines,  which  exhibit  simiJar 
curious  phenomena,  and  also  to  the  safranines. 

The  normal  salts  of  eurhodine  are  well 
crystallised  and  of  a  bronzed  copper  colour  when 
solid.  In  solution  they  exhibit  a  bright  scarlet 
tint  which  they  communicate  to  the  fibre. 
These  normal  salts  are,  however,  partially  de- 
composed by  an  excess  of  water,  the  free  eurho- 
dine base  being  regenerated.  The  same  takes 
place  if  fibres  dyed  red  with  eurhodine  be  washed. 
The  scarlet  shade  is  gradually  replaced  by  the 
yellow  shade  of  the  free  eurhodine  base.  For 
this  reason  eurhodine  has  not  found  an  applica- 
tion in  the  industry  of  artificial  dyestuffs. 

Aminonaphthaphenazlne  CieHuN,  has  been 
obtained  by  Nictzki  and  Otto  (Ber.  21,  1698) 
from  /3-naphthylamine  and  dichloroquinonimide 
(Ullmann  and  Ankersmit,  Ber.  38,  1811).  It 
crystallises  in  dark-yellow  needles.     Its  salts  are 


of  a  crimson  colour.  Its  solution  in  sulphuric 
acid  changes  by  the  addition  of  water  from  red- 
dish-brown through  ^;reen  into  red.  It  forms  a 
diazo-  compoimd  which,  when  boiled  with  alco- 
hol, yields  the  ordinary  naphthaphenazine,  of 
the  melting-point  142*5^  The  following  com- 
pound is  its  dimethyl  derivative  : — 

Dbnethylamlnonaphthaphenaziiie  OigHi^N, 
(Witt,  Ber.  21,  719).  This  eurhodine,  the  forma- 
tion of  which  has  been  described  under  Section  A, 
3,  may  easily  be  prepared  in  quantity  by  heating 
together  20  parts  nitrosodimethylanilino  hydro- 
chloride and  10  parts  /3-naphthylamino  with 
60  glacial  acetic  acid ;  the  reaction  sets  in 
below  100^,  and  is  apt  to  become  violent.  Tho 
product  changes  to  a  fine  violet  colour.  It  is 
dissolved  in  water  acidified  with  hydrochlorio 
acid,  and  the  filtered  solution  is  precipitated  by 
the  addition  of  sodium  acetate.  Tne  crude  eiirho- 
dine  which  is  thus  precipitated  may  be  purified 
by  dissolving  it  in  alcohol  acidified  with  hydro- 
chloric acid.  From  this  solution  the  normal 
eurhodine  hydrochloride  crystallises  in  bronze- 
coloured  needles.  From  these  ammonia  liberates 
the  free  eurhodine  base  in  the  form  of  a  scarlet 
crystalline  powder.  It  may  be  recrystallised 
from  boiling  xylene ;  it  is  thus  obtained  in 
magnificent  crystals  resembling  magnesium- 
platinocyanide,  melting  at  205^. 

The  change  of  colour  of  a  sulphuric  acid 
solution  of  tma  eurhodine  is  not  very  marked, 
going  from  violet  through  black  and  green  into 
violet.  The  ethereal  solution  of  the  free  base 
exhibits  the  brilliant  fluorescence  characteristic 
of  all  eurhodines. 

Aminophenapheiuuithrazine  C^oHisN,.  This 
eurhodine  was  prepared  by  Witt  (Ber.  19.  446) 
and  by  Heim  (Ber.  21,  2306)  by  the  methods 
ffiven  imder  Section  A,  2  and  4.  It  crystallises 
from  toluene  in  short,  thick,  yellow  prisms, 
melting  at  279% 

Dimethyldlamlnotolupheiiazine ;  Tolylene  red 
CigH^fNi.  The  formation  of  this  compoimd  by 
the  spontaneous  decomposition  of  tolyleoe  blue 
has  been  described  under  Section  A,  6.  This 
eurhodine  forms,  in  a  pure  state,  orange  crystals, 
which  contain  4  mols.  of  water  of  crysteUlisation  ; 
at  160®  this  is  given  off  and  the  anhydrous  base 
remains  as  a  dark-red  powder.  The  hydrated 
base  is  soluble  in  ether  with  a  pink  colour  and  a 
beautiful  orange  fluorescence.  The  solution  in 
concentrated  sulphuric  acid  is  green  ;  on  being 
diluted  with  water  it  changes  uirough  sky-blue 
into  red.  The  normal  (monacid)  salts  are 
perfectly  stable  and  soluble  in  water  with  a 
pink  colour.  This  solution  dyes  unmordanted 
or  mordanted  cotton  and  other  fibres  a  pink 
which  in  darker  shades  deepens  into  a  coppery 
red. 

The  production  of  this  dyestuff  has  been 
patented  (Otto  N.  Witt,  D.  R.  P.  15272). 
The  commercial  product,  which  contains  a 
certain  amount  of  impurities,  is  sold  under 
the  name  of  '  neutral  red.'  It  is  chiefly  used 
in  calico-printing,  and  gives  very  fast  and  useful 
shades. 

A  similar  product  is  prepared  from  the  in- 
damine  which  is  formed  by  reacting  with  nitroso- 
dimethylamine  hydrochloride  upon  metaphenyl- 
enediamine.  It  is  embraced  by  the  same  patent 
and  sold  under  the  name  of  *  neutral  violet.' 

Typical  eurhodol  CiyHnNjOH  (Witt,  Ber. 
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19,   444).    This   substance,   the   formation   of  I  divalent  organic  radicles,  and  X^  a  monovalent 
which  takes  place  according  to  the  equation        •'      '*  '       r™  .       , 

given  under  Section  B,  2,  forms  small  leaflets  of 
a  yellow  or  red  colour  which  dissolve  in  con- 
centrated sulphuric  acid  with  a  red  colouration, 
and  are  repreoipitated  from  this  solution  by  the 
addition  of  Avater.  Caustic  soda  solution  dis- 
solves it  with  an  orange  shade.  Thus  it  is  shown 
that  this  eurhodol  (uke  all  compounds  of  the 
same  class)  exhibits  both  acid  and  basic  pro- 
perties, the  latter  being  due  to  the  azine  group 
contained  in  their  molecule. 

Eurhodol  C,4Hi4N,OH.  o-Hvdroxynaphtha- 
phenanthrazine  has  been  obtained  (Witt» 
Ber.  19,  2791)  by  the  method  described  under 
Section  B,  1,  by  the  fusion  of  naphthaphen- 
anthrazine-a-sulphonic  acid  with  caustic  alkalis. 
Its  solution  in  sulphuric  acid  is  of  a  fine  and 
intense  indigo-blue ;  it  changes  very  suddenly 
into  red  on  the  addition  of  water,  the  sulphate 
being  precipitated.  This  substance  is  a  yellow 
oolourmg  matter  which  may  be  fixed  on  cotton 
with  alum-mordant,  like  alizarin.  Owing,  how- 
ever, to  its  costliness,  it  has  not  been  brought 
into  commerce.  A  large  number  of  isomerides 
may  be  prepared  by  starting  from  the  numerous 
salpho-  derivatives  of  orthonaphthylenediamine, 
transforming  them  into  azinesulphonates  by 
condensation  with  phenanthraquinone  and  into 
eurhodols  by  subsequent  fusion  with  caustic 
alkalis 

III.  Moniiim  bases  and  safranines.  The 
azonium  bases  are  a  class  of  compounds  of  which 
our  knowledge  is  very  restricted,  very  few 
representatives  of  the  class  being  at  present 
known,  and  that  rather  imx>erfectly.  They  are, 
however,  of  importance,  as  it  is  now  established 
beyond  doubt  that  they  are  the  parent  sub- 
stances of  the  very  important  class  of  dyestuffs 
known  as  safranines.  Although  the  first 
artificial  dyestuff,  mauveine,  was  a  true  safra- 
nine,  and  although  this  aroup  of  compounds 
has  been  frequently  under  investigation,  a 
correct  view  of  their  constitution  had  not  been 
obtained  until  quite  recently.  According  to 
the  theory  now  universally  adopted,  all  safra- 
nines are  amino-  derivatives  of  azonium  bases, 
to  which  they  stand  in  the  same  relation  as  the 
eurhodines  to  the  azines.  Hydroxy-  derivatives 
of  azonium  bases  have  also  been  prepared  and 
described  under  the  name  of  safranols.  They 
are,  however,  of  no  importance  as  colouring 

matters. 

The  azonium  bases  themselves,  none  of 
which  has  so  far  been  obtained  in  a  state 
fit  for  analysis,  stand  in  the  same  relation  to  the 
azines  as  the  ammonium  bases  to  the  amines. 
They  are  azines  in  which  one  of  the  nitrogen 
atoms  has  become  pentavalent  by  being  satu- 
rated with  three  organic  radicles  and  one  acid 
radicle,  the  connection  with  the  second  nitrogen 
atom  being  still  preserved  by  the  fifth  valency 
of  the  pentavalent  nitrogen  atom.  Thus  the 
charaoteristio  constitution  of  the  azonium  com- 
pounds may  be  expressed  by  the  general  formula 


acid  radicle.  The  azonium  bases  are  compoimds 
which  possess  stroD£[  basic  properties,  and  which, 
by  the  tenacity  with  which  they  retain  their 
acid  radicle,  strongly  resemble  the  ammonium 
bases.  It  is  prolMible  that  the  free  azonium 
bases  contain,  like  the  ammonium  bases,  the 
hydroxyl  group  in  the  position  Xi  of  the  above 

Seneral  formula.  The  azonium  bases  and  the 
yestufifs  derived  from  them  are  also  capable 
of  tautomeric  changes,  which  lead  to  their 
assuming  quioonoid  structures.  The  nature  of 
these  changes  is  in  many  cases  doubtful  and  too 
complicated  to  be  fully  discussed  in  this  article. 

The  azonium  bases  are  strongly  coloured 
substances,  but  their  dyeing  properties  are 
developed  and  brought  to  perfection  by  the  in- 
troduction of  amino-  groups  into  their  molecule. 
As  the  azonium  bases  theoretically  possible  are 
very  numerous,  and  each  of  them  is  capable  of 
producing  very  numerous  isomeric  mono-  and 
polyamino-  derivatives,  the  number  of  possible 
safranines  is  exceedingly  large,  and  the  number 
of  those  which  have  already  been  prepflired  is 
insignificant  in  comparison  with  that  fore- 
shadowed by  theory. 

Of  the  safranines  which  have  hitherto  been 
prepared,  only  a  few  are  monoamino-  derivatives 
of  azonium  bases.  A  few  more  are  of  doubtful 
or  unknown  constitution.  The  majority  are 
asymmetric  diamino-  derivatives  of  azonium 
bflkses,  containing  one  amino-  group  in  one  of 

the  diatomio  organic  radicles  (RU,  whilst  the 

other  is  attached  to  the  monoatomic  radicle  (R^). 

The  true  constitution  of  phenosafranine 
and  its  congeners  has  been  recognised  by  Witt, 
who,  after  pointing  out  the  analogy  between  the 
eurhodines  and  safranines  (Ber.  18,  1119)  and 
clearing  up  the  constitution  of  the  former  (Ber. 
19,  446),  proved  the  latter  to  be  asymmetric 
diaminoazonium  bases  (Ber.  19,  3121).  Bemth- 
sen  had  proposed  (Ber.  19,  2690)  somewhat 
earlier  a  symmetrical  formula  for  the  safranines 
based  upon  Witt's  eurhodine  researches.  His 
view  was  subsequently  adopted  by  some  chemists, 
but  the  author  of  this*  article  fails  to  see  the  force 
of  the  arguments  adduced  in  support  of  it. 

A.  Aioniam  bases.  I.  The  typical  compound 
was  obtained  by  Witt  (Ber.  20,  1183)  by  the 
reaction  of  phenanthraquinone  on  phenylortho- 
naphthylenediamine.  By  heating  these  ingre- 
dients in  an  acetic  acid  solution  an  inter- 
mediate product  is  obtained,  which  on  treat- 
ment witn  a  mineral  acid  is  transformed  into 
the  salt  of  the  azonium  base  : 


&i    Xi 


in   which  Ri  and  R"  represent  mono-  and 
Vol.  l—T. 


\/ 


If  nitric  acid  is  used,  the  nitrate  is  deposited 
in  very  fine  crystals.  It  is  sparingly  soluble  in 
water,  readily  soluble  in  spirit  with  a  fine 
orange-red  colouration.  The  nydrochloride  dis- 
solves in  sulphuric  acid  with  a  violet  tint,  which 
changes  into  red  on  dilution  with  water. 
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2.  If  in  thiB  reaction  the  phenylorthonaphthyl- 
enediamine  be  replaced  by  phenylortno- 
phenylenediamine,  the  resultixiff  compound  is 
a  yellow  dyestuff  of  considerable  strength.  It 
is  manufactured  and  sold  under  the  name 
'  Flavinduline  *  (1893). 

3.  A  very  similar  compound  was  obtained 
by  Otto  N.  Witt  and  Christoph  Schmidt  in 
1892  (Ber.  26,  1017),  by  the  reaction  of  benzil 
upon  ethozyphenylorthonaphthylendiamine.  It 
was  called  ethoxyphenylnaphthostilbazonium 
chloride  and  has  the  constitution  : 

C,H. 


-C.Hs 


It    is   a   beautiful    yellow   dyestuflf,    but    too 
expensive  to  be  prepared  on  a  manufacturing 

scale. 

B.  Safranines.  The  various  colouring  mat- 
ters belonging  to  this  group  have  mostly  been 
prepared  by  different  synthetical  methods,  which 
may  be  classed  in  the  following  manner  :— 

1.  Reduction  of  the  nitro-  derivatives  of 
aionium  bases.  By  reacting  with  mononitro- 
phenanthraquinone  or  dinitrophenanthra- 
quinone  on  phenylorthonaphthylenediamine, 
nitro-  and  dinitro-  derivatives  of  the  above 
azonium  base  are  obtained,  which  on  reduction 
with  ammonium  sulphide  jield  reddish-violet 
colouring  matters  belonging  to  the  safranine 
group  (Witt,  unpublished  observations). 

2.  If  the  stilbazonium  base  obtained  by 
Witt  and  Schmidt,  or  any  of  its  conveners 
prepared  from  ethylated  arylorthonaphthyl- 
onediaminee  be  heated  with  ammonia,  the 
ethozy  group  is  replaced  by  the  aminor  group 
and  the  corresponding  safranines  are  formed. 
This  is  quite  a  general  reaction  (Witt  and 
Schmidt,  Ber.  25,  2003 ;  Witt  and  v.  Helmolt, 
Ber.  27,  2356;    Witt  and  Buntrock,  Ber.  27, 

3.  By  the  action  of  dicbloroqumonimides 
upon  secondary  aromatic  amines,  in  which  the 
para-  position  to  the  amino-  group  is  occupied, 
monoamino-azonium  bases  are  formed  (Nietzki 
and  Otto,  Ber.  21,  1698).  The  reaction,  for  in- 
stance, between  dichloroouinonimide  and  phenyl- 
/3-naphthylamine  may  be  represented  by  the 
equation : 

CI 
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DichloroQuinoolmide . 


^^^^\/\/\ 


Phenyl-^-naphthylamlne. 
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New  dyestoff . 

4.  In  a  similar  manner  nitrosodimethyl- 
aniline  (or  any  other  nitroso-amine)  reacts  with 
phenyl-3-naphthyIamine  (Witt,  Ber.  21,  719): 
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NO 

NitrosodimethyUDiline 
hydrochloride. 
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Phenyl-Z^-nkphthyUinlne. 
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=  2        "  n/  I  +3H,0+ 

/^/  \/\  \/ 

^^ — ^    New  dyestuff.  Dlmethylparaphenyl- 

enediamine  mono- 
hydrochloride. 

6.  The  safranines  proper  (asymmetric  di- 
aminoazonium  bases)  are  formed  by  the  joint 
oxidation  of  one  molecule  of  diamine  and  two 
molecules  of  an  aromatic  monoamine.  In  this 
reaction  fugitive  indamines  are  formed  as  inter- 
mediate products;  the  process  thus  becomes 
strictly  analogous  to  the  formation  of  toluylene 
red  and  its  congeners. 

This  is  the  process  which  is  generally  used 
in  the  manufacture  of  safranines,  and  it  will 
therefore  be  fully  explained. 

Bv  the  joint  oxidation  of  an  aromatic  para- 
diamme  with  one  molecule  of  an  aromatic 
monoamine,  an  indamine  is  invariably  formed 
(v.  Indaminbs).  If  these  indamines  be  oxidised 
in  the  presence  of  another  molecule  of  an 
aromatic  monoamine,  a.  safranine  is  formed  : 

First  Stage. 


NH,  NH, 

+     I        I    +0,=    N    +2H,0. 

\/ 
Aniline. 

NH, 

Paraphenyl- 
enedfamiiie. 


A 


Indamine. 
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I        I  hydrochloride. 
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NH 

Indamine. 


Second  Stage. 


Phenosafranine. 


Of  course,  any  other  paradiamine  may  be 
substituted  for  parapheDyJenediamine,  and  any 
other  monoamine  for  aniline.  As,  however,  the 
formation  of  an  indamine  only  takes  place  if  the 
para-  position  to  the  amino-  group  be  still  free, 
it  results,  that  at  least  one  of  the  two  molecules 
of  monoamines  must  fulfil  this  condition.  Thus 
the  formation  of  a  safranine  from  paraphenyl- 
enediamine  takes  place  on  oxidation  of  one 
molecule  of  the  diamine  with 

(1)  Two  molecules  of  aniline. 

(2)  Two  molecules  of  orthotoluidine. 

(3)  One  of  aniline  and  one  of  orthotoluidine. 

(4)  One  of  aniline  and  one  of  parat^uidine. 
(6)  One  of  orthotoluidine  and  one  of  j>ara- 

toluidine ;  but  it  does  not  take  place  with  one 
molecule  of  paraphenylenediamine  and  two  of 
paratoluidine  (Witt,  J.  Soc.  Chem.  Ind.  1882, 
256). 

On  the  other  hand,  the  other  of  the  two 
molecules  of  monoamines  must  have  a  free  ortho- 
position  in  order  to  be  capable  of  entering  the 
reaction.  Thus  the  indamine  of  the  ab(fve 
formula  forms  safranines  with  all  the  primary 
aromatic  monoamines  of  the  benzene  series,  with 
the  exception  of  one  xylidine  and  of  mesidlne, 
of  the  respective  formulae 
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Safranine. 


NH, 
CH,/\cH, 


and 


NH, 

CH,/\CH, 


because  these  two  have  no  free  ortho-  position  to 
be  used  for  the  formation  of  the  azonium  group 
(NietEki,  Ber.  19,  3017  and  3136). 

It  is  also  necessary  that  this  second  molecule 
of  monoamine  be  a  primary  base,  whilst  the  one 
necessary  for  the  formation  of  the  indamine  may 
be  either  primary,  secondary,  or  tertiary,  pro- 
vided always  that  it  possesses  a  free  para- 
position. 

6.  It  is  evident  that  the  general  process  de- 
scribed under  4  may  be  modified;  thus,  for 
instance,  the  dipara-amino-  derivatives  of 
secondary  bases  (being  the  leuco-  compounds  of 
indamines)  may  be  oxidised  together  with  one 
molecule  of  a  primary  aromatic  monoamine, 
when  a  safranine  is  the  result  (see  top  d  page, 
second  column) : 

7.  Another  modification  (Witt,  Ber.  10,  873) 
consists  in  heating  aminoazo-  compounds  with 
the  hydrochlorides  of    aromatic   monoamines. 


This  is  the  oldest  process  for  the  manufacture 
of  safranines.  The  mechanism  of  this  reaction 
is  simple.  Part  of  the  aminoazo-  compound 
being  i^uced,  a  mixture  of  a  paradiamine  and  a 
primary  monoamine  in  molecular  proportions  is 
formed,  which  with  the  moncNimine  added  in  the 
shape  of  hydrochloride,  is  transformed  into 
safimnine  by  the  dehydrogenating  action  of  the 
remaining  part  of  the  aminoazo-  compound.  It 
is  evident  that  the  yield  must  be  small  in  this 
process  of  manufacture,  and  such  is  actually 
the  case. 

8.  An  asymmetrical  safranine  has  been 
obtained  by  the  reduction  of  picryl-ortho- 
phenylenediamine  (Kehrmann,  Ber.  33,  3074). 

9.  Certain  compounds  belonging  to  the 
safranine  group  (mauveine,  &c.)  are  formed  in 
a  very  complicated  reaction  by  the  oxidation  of 
heavy  aniline  alone;  on  continued  oxidation 
mauveine  is  converted  into  a  safranine  (Perldn, 
Roy.  Soc.  Proc.  36,  717). 

The  following  is  an  account  of  the  more 
important  and  more  thoroughly  investigated 
sananines : — 

A.     MONAMINO-   DEBIVATlVSa  Or  AZONIUM 

Bases. 

1.  Aposafranlne,  Monoaminophonylphenazo- 
nium  chloride,  has  been  obtained  by  Nietzki 
and  Otto  (Ber.  21,  1736;  see  also  Annalen, 
286,  188,  and  Ber.  30,  2624,  and  33,  3078)  from 
phenosafranine  {see  below)  bv  diazotising  one 
of  its  amino-  sroupe,  and  eliminating  it  by 
means  of  alcoh^.  It  is  a  red  dvestuff  of  no 
practical  importance,  but  very  mteresting  as 

frototjTpe  of    the  induline  group   (see  under 
KDULINBS). 

2.  Red  dyestuff  C„H,,N,a.  Obtained  bv 
the  action  of  dichloroquinonimide  on  phenyl- 
i3-naphthylamine,  was  prepared  by  Nietzki  and 
Otto  (Ber.  21, 1598)  by  heating  the  ingredients  in 
molecular  proportion  in  alcoholic  solution  on 
the  water-bath.  The  nitrate  forms  green  needles 
or  prisms  which  are  soluble  in  water  with  a 
magenta-red  colour.  Hie  hydrochloride  dis- 
solves in  sulphuric  acid  with  a  red  colouration, 
which  on  dilution  changes  through  green  into 
red. 

3.  Violet  eolouiing  nutter  C,«H,^,C!L  Pre- 
pared  by  Witt  (Ber.  21,  719)  by  acting  with  3 
molecules  of  nitroeodimethylanilme  hydro- 
chloride in  an  acetic  acid  solution  on  2  molecules 
of  nhenyl-^-naphthylaminc.  This  is  the  di- 
methyl- derivative  of  the  preceding  substance. 
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The  hydxoohloiide  forms  laxffi  black  needles 
soluble  in  water,  with  a  fine  violet  oolour.  The 
free  base,  Cs4HtoN3*OH,  is  liberated  from  the 
salts  by  caustic  alkalis  only.  It  is  insoluble  in 
water,  soluble  in  alcohol,  with  a  red  colour  and 
a  fine  orange  fluorescence.  It  is  sold  as  *  neutral 
blue.' 

4.  Violet  eolourins  nutter  CssHssNsCl.  Pre- 
pared by  Witt  (Ber.  21,  719)  from  paratolyl- 
/3-naphthylamine  in  exactly  the  same  manner  as 
the  preceding  substance,  of  which  this  is  the 
next  homologue.  Violet  soft  needles,  resem- 
bling in  their  colour  and  reactions  the  phenyl- 
derivative. 

The  above  substances  have  been  patented 
(Otto  N.  Witt,  D.  R.  P.  19224,  dated  Feb.  18, 
1882). 

5.  Basle  blae  C8,H,,N4C1  is  a  fine  blue 
dyestuff  prepared  (T.  Annaheim,  Ber.  20, 
1371 ;  Durand  and  Huguenin,  Qer.  Pat.  40886) 
by  the  reaction  of  nitrosodimethylaniline 
hydrochloride  on  the  paratolylnaphthylene- 
diamine  which  is  formed  by  heatmff  Ebert 
and  Merz's  dihydroxynaphthalene  with  para- 
toluidine  hydrochloride.  It  forms  a  brown 
crystalline  powder,  soluble  in  water  with  a 
bluish-violet  shade.  In  concentrated  sulphuric 
acid  it  dissolves  with  a  greenish-brown  shade, 
which  changes  through  green  into  violet  on 
dilution. 

6.  Azine  green  CsoHsbNaCI  is  formed  by 
the  reaction  of  nitrosodimethylaniline  hydro- 
chloride upon  2-6-diphenylnaphthylenediamine. 

7.  Indullne  .searlet  G|,IiiftN,Gl,  a  very 
beautiful  red  dyestuff  discov^«d  by  Sohraube 
(B.  R.  P.  77226),  and  manufactured  by  the 
Badisohe  ^iline  and  Soda-Fabrik,  is  really 
not  an  induline,  but  a  safranine.  It  is  prepared 
by  melting  together  the  hydrochloride  of 
anilinazoethylparatoluidine  and  a-naphthyl- 
amine.  The  reaction  is  strictly  analogous  to 
the  formation  of  the  typical  eurhodine. 

B.   DlAMINO-   BbBIVATIVES  07  AZONITJM  BaSSS. 

1.  Phenosafranlne  CigH^fN^Cl.  Discovered 
by  Witt  (exhibited  in  Paris  m  1878 ;  and  men- 
tioned in  the  catalogue  of  Messrs.  Williams, 
Thomas  &  Dower,  closely,  investigated  by 
Nietzki  (Ber.  16,  464)  and  by  Bindschedler 
(Ber.  13,  207  ;   16,  865). 

It  was  with  this  compound  that  the  mode  of 
formation  of  the  safranines  and  their  chemical 
properties  were  definitely  ascertained,  chiefly  b^ 
R.  J^ietzki,  whose  brilliant  researches  on  this 
subject  did  much  to  clear  up  the  chemistry  of 
this  ffroup. 

Pnenosafranine  is  prepared  by  the  joint 
oxidation  of  paraphenylenediamine  and  anilii^. 
The  mechanism  or  this  process  has  already  been 
discussed.  A  dilute  aqueous  solution  of  the 
normal  hydrochlorides  of  these  bases  is  used,  and 
their    oxidation    is    accompUshed    by    adding 

Sotassium  or  sodium  bichromate  or  manganese 
ioxide  in  the  necessary  proportion  to  the  hot 
solution.  The  blue  colour  of  the  indamine 
which  appears  at  first  is  immediately  replaced 
by  the  red  colour  of  the  safranine  formed.  A 
certain  quantity  of  insoluble  dark  by-products 
is  always  formed,  but  by  careful  work  the  yield 
of  pure  safranine  may  l>e  raised  to  70  p.o.  of  the 
theory.  When  the  oxidation  is  finished,  soda  solu- 
tion or  chalk  is  added  in  order  to  precipitate  the 


impurities,  and  the  liquid  is  filtered.  By  adding 
a  small  amount  of  nitric  acid  and  some  sodium 
nitrate  to  the  filtered  solution,  the  nitrate  of  the 
safranine  crystallises  out ;  or  the  chloride  may 
be  prepared  by  adding  common  salt  to  the  solu- 
tion alter  acidifying  it  with  hydrochloric  acid. 
By  repeated  recrystallisation  from  water  or 
alcohol,  the  phenosafranlne  is  obtained  in  a 
state  of  purity,  in  the  form  of  magnificent  green 
needles.  The  sulphate  forms  blue  needles.  The 
I  platinum  salt  (Ci8H„N4Cl),Pta4  forms  in- 
I  soluble  shining  leaflets.  Pnenosafranine  forms  a 
diacetyl-  derivative  on  boiling  with  acetic  an- 
hydride in  the  presence  of  dzy  sodium  acetate. 
It  forms  two  diazo-derivatives,  of  which  the 
first 

Ci,H„N,Cl 

is  rather  stable  and  soluble  in  water,  with  blue 
colouration.    The  other  diazo-  compound 

^^N :  NOl 

C,,H„N.C1 
"^N :  N-Cl 

is  very  unstable  and  of  a  green  colour. 

Phenosafranlne  dyes  wool,  silk,  and  cotton  a 
magnificent  pink.  Its  aqueous  solutions  are  red 
and  show  no  fluorescence,  whilst  alcoholic  solu- 
tions show  a  marked  greenish-yellow  fluor- 
escence. Phenosafranine  dissolves  in  con- 
centrated sulphuric  acid  with  a  green  colouration 
which  changes  through  blue  into  red  on  dilution, 
thus  indicating  the  actual  existence  of  the  three 
series  of  salts  foreshadowed  by  theory. 

If  phenosafranine  or  its  homologuee  be 
diazotised  and  then  combined  with  i3-naphthol, 
beautiful  basic  blue  dyestuffs  are  obtained, 
which  are  largely  prepared  and  used  for  cotton- 
dyeing  and  oalico-prmting  under  the  name  of 
*  Indoine  blue.' 

The  alkyl-  derivatives  of  phenosafranine  are 
interesting  colouring  matters,  some  of  which 
have  found  an  industrial  application.  They 
have  not  been  prepared  by  introducing  alkyl- 

f roups  into  ready-formed  safranine,  but  rather 
y  direct  synthesis  from  suitable  raw  materials. 
Each  of  them  exists  in  two  isomeric  modifica- 
tions, according  to  the  amino-  group  into  which 
the  alkyl-  group  has  been  introduced.  The  two 
amino-  groups  of  phenosafranine  being  asym- 
metric, and  thereiore  not  equivalent  to  one 
another,  must  of  necessity  produce  different  pro- 
ducts on  being  alkylated. 

a-Dlmethybafnuilne  C,oH|,N4Gl  is  produced 
by  the  simultaneous  oxidation  of  one  molecule 
of  paraphenylenedimethyldiamine  with  two 
molecules  of  aniline. 

It  is  a  dyestuff  of  a  magenta-red  shade.  Its 
nitrate  crystallisee  in  green  needles  (Bindschedler, 
Ber.  16,  869). 

/S-Dbnetliylsatnuilne  is  obtained  by  oxidising 
a  mixture  of  one  molecule  of  paraphenylene- 
diamine with  one  molecule  of  aniline  and  one 
molecule  of  dimethylaniline.  Its  shade  is 
similar  to  that  of  the  preceding  one ;  its  nitrate 
forms  brown  leaflets  (Nietzki,  Ber.  19,  3017  and 
3136). 

The  two  diethylsafranlnes  are  obtained  in 
a  similar  manner.  Their  chlorides  form  green 
needles  which  dissolve  in  water  with  a  violet 
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shade  (Nietzki,  Ber.  16,  464).  These  sub- 
stances,  and  especially  the  a-  derivatives,  are 
manufactured  under  the  name  of  Fucltsia, 

Tetramethylsafranlne  (Bindschedler,  {.c.)  and 
tetnethybatranliie  (Nietzki,  le.)  may  be  pre- 
pared by  the  joint  oxidation  of  one  molecule  of 
paraphenylenedimethyl-  (or  diethyl-)  diamine 
with  one  molecule  of  aniline  and  one  moleoide 
of  dimethyl-  or  diethylaniline.  lliese  substances 
have  been  sold  unaer  the  name  of  AmeihysL 
Their  shade  is  a  magnificent  violet,  with  a  fine 
crimson  fluorescence.  Unfortunately,  they  are 
very  fugitive. 

2.  mamtanlnes    (Hofmann   and    Geyser, 
Ber.  5,  526,  and  very  numerous  other  puoli- 
cations)  OsiH^tNAa.    A  mixture   of  the  iso- 
merides  of  this  formula  is    the  safranine  of 
commerce.    It  is  prepared  by  the  oxidation  of 
a  mixture  of  paratolylenediamine  with  the  two 
toluidines.    This  mixture  is  obtained  by  treat- 
ing three  molecules  of  the  orthotoluidine  of 
commerce  (which  contains  from  6  to  10  p.o.  of 
paratoluidine)  with  two  molecules  of  hydro- 
chloric acid  and  one  molecule  of  sodium  nitrite 
dissolved  in  as  little  water  as  possible.    A  thick 
heavy  oil  is  the  result,  which  is  merely  a  solution 
of  amino-azotoluene  in  the  excess  of  toluidlne 
present.    By  dissolving  this  oil  in  hydrochloric 
acid^  and  reducing  it  with  either  zinc-dust  or 
iron  borings,  the  amino-azo-  compound  is  split 
up     into     paratolylenediamine    and    orthoto- 
luidine ;  consequently,  the  aqueous  liquid  pro- 
duced  contains   the    bases    in   the   necessary 
proportions  for  the   production   of   safranine. 
The  rest  of  the  treatment  is  exactly  similar  to 
the   one   described  for   pheno-safranine.    The 
safranine  is  precipitated  from  the  liquid  by  the 
addition  of  salt.    By  redissolving  it  in  water, 
boiling   with   a  small   quantity  of  potassium 
bichromate,  treating  it  afresh  with  muk  of  Ume 
or  chalk,  and  repreoipitating  the  filtered  liquid 
with  clean  salt,  the  safranine  is  purified  so  as 
to  give  the  brightest  shades  on  dyeing.    Safra- 
nine prepared  with  a  toluidine  rich  in  para- 
toluidine is  very  insoluble  in  cold  water,  and 
therefore  generally  disliked  by  the  dyer.    The 
presence  of  aniline  has  not  the  same*  disagree- 
able effect :  some  manufacttirers  therefore  use 
the  first  runnings  of  the  magenta  process,  which 
consist  of  aniline  and  orthotoluidine,  and  con- 
tain no  paratoluidine,  as  a  suitable  raw  product 
for  the  manufacture  of  safranine.     The  safra- 
nine oi  commerce  forms  a  brown  powder  which 
dissolves  readily  in  hot  water.   It  dyes  a  bluish* 
pink  on  textile  fibres,  and  was  chiefly  used  f<» 
dyeing  cotton.    The  introduction   of  the   so- 
called  substantive  azo-  colours,  derived  from 
benzidine  and  its  congeners,  has  much  diminished 
the  use  of  safranine. 

3.  Girofle.  A  dimethylphenoxylosafranine 
has  been  produced  by  heating  nitrosodimethyl- 
aniline  hydrochloride  with  xylidine,  and  sold 
under  the  above  name  as  a  violet  colouring 
matter  of  a  pleasing  shade. 

4.  Safntnisol  CitHi,(0CH,),N4*Cl  is  a  sub- 
stance which  has  been  obtained  by  Nietzki  by 
the  joint  oxidation  of  one  molecule  of  j>ara- 
phenylenediamine  with  two  molecules  of  ortho- 
anisidine.  It  dves  a  very  beautiful  yellowish- 
pink  with  a  yellow  fluorescence.  This  product 
has  been  patented  (Kalle  &  Ck>.,  D.  R.  P.  24229), 
but  owing  to  the  high  price  of  its  production 


it  has  been  unable  to  compete  with  the  oosin 
colours,  which  are  perhaps  still  more  brilliant 
in  shade. 

6.  Magdala  red  G,oH8iN«a.  This  old  and 
very  beautiful  colouring  matter  is  the  safranine 
of  the  naphthalene  series.  It  was  discovered  by 
Schiendl  and  first  investigated  by  Hofmann 
(Ber.  2,  374),  who,  however,  owing  to  the  great 
difficulties  of  its  analysis,  assigned  to  it  the 
erroneous  formula  0,oH«iN,*UCL  After  a 
revision  of  the  analytical  data  by  Julius  (Ber. 
19,  1365),  its  true  composition  was  established. 
This  substance  cannot  be  prepared  by  the 
usual  oxidation  process  from  paranaphthylene- 
diamine  and  naphthylamine  because  para- 
naphthylenediamine  is  at  once  transformed  into 
a-naphthaquinone  even  by  the  feeblest  oxidising 
agents.  Magdala  red  has  therefore  to  be  pre- 
pared by  the  old  process  of  heating  a-amino- 
azonaphthalene  with  a-naphthylamine  acetate. 
The  chief  product  of  this  reaction  is  rhodindme, 
the  induline  of  the  naphthalene  series  (v.  Indu- 
Lnnss) ;  but  a  small  proportion  (6-8  p.c.)  of 
Magdala  red  is  formed  at  the  same  time.  This 
is  extracted  from  the  melt  by  repeated  treat- 
ment with  boiling  water,  in  which  it  is  sparingly 
soluble.  On  cooling,  this  solution  deposits 
the  dyestuff  in  the  uiape  of  gelatinous  flakes. 
It  is  purified  by  repeated  crystallisations  from 
water.  When  pure,  it  forms  a  dark  crjrstal- 
line  powder,  which  dissolves  in  alcohol  with  a 
pink  colour  and  a  magnificent  orange  fluores* 
cenoe.  It  is  used  for  dyeing  light  piiws  on  silk, 
but  is  now  rapidly  being  repla^d  by  rhodamine 

(v.  TSIFHXNYLMBTHANE  COLOUBINO  MATTBBS).  If 

ready-formed  paranaphthylenediamine  be  added 
to  the  magenta-melt,  the  proportion  of  Magdala 
red  formed  is  considerably  increased  (Otto  N. 
Witt,  B.  R.  P.  40868).  It  is  thus  shown  that 
Magdala  red  is,  after  all,  onlv  a  product  of  the 
joint  oxidation  of  paranaphthylenediamine  and 
a-naphthylamine. 

The  pure  salts  of  Magdala  red,  when  re- 
crystallised  from  spirit,  form  green  needles  with 
a  metallic  lustre.  The  chloride,  sulphate,  pi- 
crate,  and  platinum  double  chloride  have  been 
prepared  and  analysed.  These  salts  dissolve  in 
concentrated  sulphuric  acid  with  a  blue-black 
colour  which  changes  into  red  on  dilution. 

Mixed  Magdala  reds  have  been  prepared 
either  by  heating  amino-azonaphthalene  with 
aromatic  monoamines  of  the  benzene  series  (M. 
T.  Lecco,  Ber.  7,  1290),  or  by  heating  aminoazo- 
compoundfl  of  the  benzene  series  with  para- 
naphthylenediamine hydrochloride  and  aniline, 
toluidine,  or  even  phenol  (Otto  N.  Witt,  D.  R.  P. 
40868).  These  dyestuffs  resemble  Magdala  red 
in  their  properties. 

6.  Indaane  is  the  commercial  name  of  a 
safranine  dye,  which  is  obtained  by  heating 
the  symmetrical  diphenylmetaphenylenediamine 
(prepared  by  heating  resoroin  with  aniline 
hydrochloride  in  the  presence  of  zinc  chloride) 
with  nitrosodimethylaniline  hydrochloride.  Its 
constitution  may  bo  inferred  from  its  analosy 
to  the  violet  dyestufl  prepared  from  nitrosodi- 
methylaniline and  phenyl-^-naphthylamine.  It 
is  a  serviceable  blue,  of  considerable  intensity, 
but  little  brilliancy  of  shade. 

Mauveine  CstH^sNaCI.  This  subtance,  the 
oldest  of  aU  the  artificial  colouring  matters,  is 
still  manufactured  in  a  small  way,  and  sold  under 
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the  name  of  rosolane.  It  was  diaoovered  and 
examined  bv  W.  H.  Perkin  (Roy.  Soo.  Proo. 
36,  717),  wno  also  desoribed  the  mode  of  its 
production.  It  is  prepared  by  oxidising  heavy 
aniline  with  potassmm  diohromate,  and  extract- 
ing  the  mauvebxe  formed  with  water  or  spirit 
from  the  black  insoluble  mass  which  is  the  chief 
product  of  the  reaction.  A  dyestuff  resembling 
mauveme  in  all  its  projperties  may  be  prepared 
by  the  reaction  of  nitrosodiphenylamine  on 
aniline  (Otto  Fischer  and  Hepp,  Ber.  21,  2617) 
or  by  the  joint  oxidation  of  dipnenylmetaphenyl- 
enediamine  and  paraphenylenediamine  or  meta- 
aminodiphenylamine  and  para-aminodiphenyl- 
amine.  These  syntheses  are  a  clue  to  the 
constitution  of  mauvelne,  which  has  been  a 
mystery  for  nearlv  half  a  century — it  stands 
revealed  as  phenylphenosafranine.  The  above 
synthetical  methods  have  been  adopted  for  the 
industrial  preparation  of  mauve'ine,  as  they  give 
better  yidds  than  Perkin's  old  process  of 
oxidation.  Mauveme  is  generally  sold  in  the 
shape  of  a  violet  paste.  It  is  insoluble  in  cold, 
sparingly  soluble  in  hot  water,  easily  soluble 
with  a  fine  purple  shade  in  spirit.  Concentrated 
sulphuric  acid  dissolves  it  with  an  olive-green 
colouration,  which  on  dilution  with  water 
changes  through  men  and  blue  into  purple. 
Mauveine  still  holds  its  own  against  the  cheaper 
new  violets  on  account  of  its  great  fastness  to 
light  and  other  influences.  It  is  used  for  shading 
the  white  in  bleached  silks,  and  also  for  printing 
on  paper. 

Mauveihe  yields  on  oxidation  a  pink  dyestuff 
which  IS  supposed  to  be  identical  with  ordinary 
phenosafranme.  In  our  opinion  this  statement 
requires  confirmation.  O.  N.  W. 

AZOBENZENE  0,  iH,  ^,.    A  product  of  the 

Sirtial  reduction  of  nitrobenasene,  obtained  by 
itscherlich  (Annalen,  12,  311)  by  boiling  an 
alcoholic  solution  of  nitrobenzene  with  potash 
and  distillinjg;  the  product. 

Preparation. — Azobenzene  is  obtained  by 
acting  with  sodium  amalgam  (4-6  p.c.  of 
sodium)  on  nitrobenzene  dissolved  in  ether  con- 
taining water  (Weriso,  Annalen,  135, 176 ;  Alexe- 
jeff,  J.  1864,  626 ;  Raisenack,  Ber.  6,  367) ;  the 
product,  according  to  Alexejeff  (J.  1867,  603)  is 
azobenzene  or  azoxybenzene,  according  as  the 
sodium  amalgam  or  nitrobenzene  is  in  excess. 
On  the  large  scale  azobenzene  is  prepared  by  the 
reduction  of  nitrobenzene  in  alcoholic  solution 
with  zinc-dust  and  aqueous  soda.  In  this  re- 
action the  reduction  tends  to  go  further,  and 
some  hydrazobenzene  is  also  obtained ;  this, 
however,  is  readily  oxidised  to  azobenzene  if 
nitrous  fumes  are  passefl  into  the  alcoholic  solu- 
tion of  the  product  (Alexejeff,  J.  1867,  603). 
Azobenzene  can  also  be  prepared  by  distilling 
azoxybenzene  (1  part)  with  iron  filings  (3  jxarts) 
(Schmidt  and  Schultr,  Ber.  12, 484) ;  by  heating 
nitrobenzene  on  a  water-bath  with  the  calculated 
quantity  (2  mols.)  of  stannous  chloride  dissolved 
in  excess  of  aqueous  caustic  soda  (Witt,  Ber. 
18,  2912) ;  by  reducing  nitrobenzene  in  alcoholic 
solution  vnih  magnesium  amalgam  (3aeld  96  p.c.) 
(Evans  and  Fet«ch,  J.  Amer.  Chem.  Soc.  1904, 
1168);  by  reducing  nitrobenzene  with  alkali 
sulphide  in  the  presence  of  alkali  (Farb.  vorm. 
Meister,  Lucius,  and  Brttning,  D.  R.  P.  216246, 
J.  Soc.  Chem.  Ind.  1909,  1310);  by  heating 
nitrobenzene  with  charcoal  and  alkali  (Farb. 


vorm.  Fried.  Bayer  &  Co.,  D.  R.  P.  21080(5; 
Chem.  Zentr.  1909,  2,  163);  bv  treating  phenyl- 
hydrazine  with  bleaching  powder  solution  (Brun- 
ner  and  Pelet,  Ber.  1897,  284).  Azobenzene 
can  be  prepared  by  the  electrolytic  reduction 
of  nitrobenzene  in  the  presence  of  alkali  (EUbs 
and  Kopp,  J.  Soc.  Oiem.  Ind.  1898,  1137  ;  Lob, 
Ber.  1900,  2329 ;  Farb.  vorm.  Fried.  Bayer  & 
O).,  D.  R.  PP.  121899  and  121900;  Chem. 
Zentr.  1901,  2,  153;  Farb.  vorm.  Meister, 
Lucius  and  Bruning;  B.  R.  P.  141635;  Chem. 
Zentr.  1903,  (i.)  1283  ;  and  Farb.  vorm.  Weiler- 
ter-Meer,D.  R.  P.  138496;  Chem.  Zentr.  1903, 
(i.)  372). 

Properties. — Azobenzene  crystallises  in  large 
yellowish-red  crystals  belonging  to  the  mono- 
clinic  system  (Boeris,  R.  Accad.  Lincei,  [6]  8,  i. 
576),  and  to  the  rhombic  system  (Alexejeff,  C*hem. 
Soc.  Abstr.  42,  966) ;  melts  at  68*,  boils  at  293^ 
and  is  readily  soluble  in  alcohol  and  ether,  in- 
soluble in  water.  From  benzene  it  ciystalliBes 
with  benzene  of  crystallisation  in  rhombic  prismF, 
which  lose  benzene  on  exposure  to  the  air. 
Weak  reducing  agents,  such  as  ammonium  sul- 
phide or  zinc-dust  in  alkaline  solution  (Alexejeff, 
Annalen,  207, 327)  or  phenylhydrazine  (Walther, 
J.  pr.  Chem.  1896,  64,  433),  convert  azobenzene 
into  hydrazobenzene,  but  benzidine  is  obtained 
when  stronger  reducing  agents  such  as  sul- 
phurous acid  or  hydrogen  iodide  are  employed 
(Bordenstein,  D.  R.  P.  172669;  J.  Soc.  Chem. 
Ind.  1907,  272),  or  the  alcoholic  solution  is 
treated  in  the  cold  with  stannous  chloride  and 
a  little  sulphuric  acid  (Schultz,  Ber.  17,  464 : 
Mentha  and  Heumann,  Ber.  19,  2970).  Azo- 
benzene can  also  be  electrolytically  reduced  to 
benzidine  (Lob,  Ber.  1900,  2329 ;  when  heated 
with  ammonium  hydrogen  sulphite  and  alcohol 
under  pressure,  it  is  converted  into  benzidine- 
sulphamic  acid  (Spiegel,  Ber.  18,  1481).  When 
mdted  with  p-phenylenediamine  in  the 
presence  of  ammonium  chloride,  it  yields  a 
soluble  induline  dye  (Farb.  vorm.  Fried.  Bayer 
&  Co.,  1).  R.  P.  63198  ;  Ber.  1891,  Ref.  137).  Azo- 
benzene yields  a  mixture  of  mono-,  di-,  and  tri- 
nitroazobenzenes  when  treated  with  fuming 
nitric  acid  (Gerhardt  and  Laurent,  Annalen,  75, 
73;  Janovsky  and  Erb,  Ber.  18,  1133;  19, 
2167 ;  Janovsky,  Monatsh.  7,  124  ;  Werner  and 
Stiasny,  Ber.  1899,  3266):  ordinary  sulphuric 
acid  dissolves  it  without  alteration,  whilst 
the  fuming  acid  at  130*  converts  it  into 
azobenzenemonosulphonic  acid  (Griess,  Annalen, 
164,  208;  Janovsky,  Monatsh.  2,  219); 
chromic  acid  oxidises  it  to  carbon  dioxide 
and  nitrogen  (De  Coninck,  Compt.  rend.  1899, 
128,  682).  The  bromine  derivatives  of  azo- 
benzene have  been  examined  by  Wcrigo  (Anna- 
len, 166,  189),  Janovsky  (/.c),  and  Mills  (Chem. 
Soc.  Trans.  1894,  61). 

AZOBENZENE   RED    v.  Azo-    colourino 

MATTBB8. 

AZO-BLACK  or  NAPHTHOL  BLACK  v,  Azo- 

COLOURINa  HATTERS. 

AZO-BLUE  v.  Azo-  colotjrxko  matters. 
AZO-COOCINE  V.  Azo-  golouriko  matters. 
AZO-  COLOURING  MATTERS. 

History, — The  colouring  matters  of  this 
class  contain  one  or  more  azo-  groups — ^N  :  N — 
linking  together  aromatic  radicles.  The  typical 
parent  substance  from  which  these  compounds 
may  be  regarded  as  being  derived  is  azobenzene 
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C«U5*N:N'CgH.,  which  has  boen  known  since 
the  year  1834  (Mitsoherlich,  Annalen,  12,  311). 
The  basic  and  acid  derivatives  of  azobenzene 
are  all  colouring  matters,  the  amino-  derivative, 
aminoazobenzene,  having  been  the  first  of 
these  compounds  which  was  prepared  and  intro- 
duced into  comment  on  anything  approaching 
a  large  scale  by  the  firm  of  Simpson,  Maule,  and 
Nicholson  in  1803.  This  substance  was  pre- 
pared by  the  action  of  nitrous  gases  on  anuine 
dissolvea  in  alcohol,  and  was  known  in  the 
market  by  the  name  of  *  aniline  yellow,'  the 
true  constitution  of  the  colour  beine  at  the  time 
unknown.  The  introduction  of  the  firet  azo- 
colour  into  commerce  is  thus  due  to  the  firm 
above  mentioned,  although  the  production  of 
the  colour  itself  appears  to  have  been  previously 
observed  by  M^ne  (Ck>mpt.  rend.  1861,  62,  311), 
Luthringer*( Brevet  d'invention,  Aug.  30,  1861), 
and  Gness  (Annalen,  1862,  121,  262,  note). 
The  first  researches  on  the  diazo-  compounds 
(as  distinguished  from  azo-  compounds)  were 
published  in  1858  by  Grioss  (Annalen,  106,  123), 
who  in  1862  discovered  a  compound  produced 
by  the  action  of  nitrous  acid  on  aniline,  to  which 
he  gave  the  name  of  '  diazoamidobenzol ' 
(Annalen,  131,  257).  The  latter  was,  however, 
a  true  diazo-  compound,  and  on  comparing  it 
with  the  *  aniline  yellow'  of  commerce  it  was 
found  that  the  two  substances  were  isomeric, 
a  discovery  which  led  to  the  establishment  of  the 
true  formula  of  aminoazobenzene  by  Martins 
and  Griess  in  1866  (Zeitsch.  Chem.  N.  F.  2,  132). 
In  this  same  year  a  brown  dye  was  sent  into  the 
market  by  the  firm  of  Roberts,  Dale,  and  CJo., 
of  Manchester,  and  thu  colouring  matter  (known 
as  Manchester  Brown,  Vesuvine,  Phenyleno 
Bro^vn,  or,  more  generally,  Bismarck  Brown) 
was  investigated  oy  Garo  and  Griess,  and 
identified  as  an  azo-  compound  in  1867  (Zeitsch. 
Chem.  N.  F.  S,  278).  These  chemists  r^mrded 
it  as  triaminoazobenzene,  but  G.  Schultz 
(Chemie  des  Steinkohlentheers,  2nd  ed.  2,  193) 
showed  that  it  is  benzene-1 : 3-disazophenyl- 
enediamine.  This  compound  still  occupies  an 
important  place  in  the  tinctorial  industries, 
whilst  the  earlier  known  aminoazobenzene 
(aniline  yellow)  has  been  completely  abandoned 
on  account  of  its  fugitive  character.  It  is,  how- 
ever, used  in  the  preparation  of  other  azo- 
colourinff  matters  and  indulines.  In  1876  a 
beautifully  crystalline  orange  colouring  matter 
made  its  appearance  as  a  commercial  product 
under  the  name  of  *  chiysoldine,*  its  composi- 
tion and  constitution  having  been  established 
by  llofmann  (Ber.  1877,  10,  213),  who  showed 
that  it  was  diaminoazobenzene.  This  colouring 
matter  was  discovered  almost  simultaneously  by 
Caro  and  Witt,  independently,  in  1876,  but' was 
first  introduced  into  commerce  by  the  latter, 
the  manufacture  having  been  carried  out  by 
the  firm  of  Williams,  Thomas,  and  Dower,  of 
Brentford  and  Fulham. 

The  manufacture  of  chrysoidine  was  the 
first  industrial  application  of  Griess's  discovery 
of  the  diazo-  compounds,  the  colouring  matter  in 
question  beiog  prepared  by  the  action  of  a  diazo- 
salt  (diazobenzene  chloride)  on  m-phenylene- 
diamino,  and  this  manufacture  was  soon 
followed  by  the  appearance  of  acid  azo-  com- 
pounds prepared  by  the  action  of  diazosulphonic  I 
acids  on  phenols.    The  typical  parent  substance  ' 


of  these  acid  azo-  colours  may  be  regarded  as 
hydrozyazobenzene,  CgH^'N^'OgH^'OH,  which 
was  first  prepared  by  Griess  in  1864  (Phil.  Trans. 
153,  670).  The  general  method  by  which  the 
azo-  colours  are  now  prepared  is  an  application  of 
the  reaction  between  diazo-  salts  and  phenols 
in  alkaline  solution,  first  made  known  by  ICekule 
and  Hidesh  (Ber.  1870, 3, 233),  the  first  colouring 
matters  of  this  class  ha  vine  been  introduced  by 
Witt  under  the  name  of  '  Tropseoliues  '  (Chem. 
Soo.  Trans.  1879, 35, 179),  and  simultaneously  by 
Poirrier,  of  St.  Denis,  under  the  designation  of 
*  Orange '  of  various  brands.  Since  the  first 
appearance  of  the  acid  azo-  colours  immense 
numbers  of  these  compounds  have  been  sent 
into  commerce  under  various  designations,  the 
first  patent  having  been  taken  out  by  Griess  in 
1877  (£.  P.  3698),  and  being  quickly  followed 
by  others,  which  will  be  referml  to  in  due  order. 
Of  the  acid  azo-  colours  described  in  the  earlier 
specifications,  the  most  successful  from  an 
industrial  point  of  view  were  those  manufactured 
by  the  '  Badische  Anilin-  und  Soda-Fabrik ' 
(Ber.  1879,  12,  1364),  and  by  Meister,  Lucius, 
und  Brttning,  of  Hochst  {ibid.'^  144). 

The  next  step  of  importance  in  the  industrial 
history  of  the  azo-  colours  was  the  introduction 
of  diaazo-  compounds,  containing  two  azo-  groups. 
The  typical  compound  of  this  class  is  benzeneazo- 
benzeneazophenol  CjHj-Nj-CgH^'Nj'CgH^'OH, 
discovered  in  1877  by  Caro  and  Schraube  (Ber. 
10,  2230).  In  1879  appeared  the  '  Biebrich 
scarlet '  of  Nietzki  (Ber.  1880,  13,  800,  1838), 
which  was  introduced  by  the  firm  of  Kalle  k 
Co.  of  Biebrich.  This  dyestuff  is  prepared  by 
combining  diazotised  aminoazobenzenedisul- 
phonio  acid  with  3-iiaphthol,  and  was  the  first 
of  the  secondary  disazo-  compounds.  The  first 
primarv  disazo-  colouring  matter,  *  Resorcin 
brown,  was  discovered  in  1881  by  Wallach, 
who  combined  itvo  molecules  of  a  oiazo-  com- 
poimd  (m-zylidine  and  sulphanilic  acid)  with  one 
molecule  of  a  phenol  (resorcinol).  In  1884  a 
very  important  discovery  in  the  history  of  azo- 
colouring  matters  was  made  by  P.  Botti^r,  who 
found  that  the  disazo-  compound  obtained  by 
combining  the  tetrazo-  salt  prepared  from 
benzidine  with  naphthionic  acid  possessed  the 
valuable  property  of  dyeing  cotton  direct,  with- 
out the  use  of  a  mordant.  This  colouring 
matter  was  put  on  the  market  by  the  Aktienge- 
sellschaft  f iir  Anilinfabrikation,  under  the  name 
of  *  Congo  red.'  This  discovery  has  given  rise 
to  the  production  of  a  very  large  number  of 
similarly  constituted  colouring  matters,  which 
appear  on  the  market  under  the  names  of  bonzo-, 
Congo-,  diamine-,  and  other  dyestuffs.  In  the 
following  year  another  important  development 
wa^  announced  by  the  introduction  of  the  first 
satisfactory  black  azo-  colouring  matter  (naph- 
thol  black)  for  wool.  This  was  discovered  by 
Hoffmann  and  Weinbers,  and  placed  on  the 
market  by  L.  Cassella  &  Co.  in  1887  A.  G. 
Green  found  that  primuline,  which  he  had  dis- 
covered, dyed  cotton  direct,  and  that  the  yellow 
colouring  matter  when  thus  dyed  on  the  fibre, 
could  be  diazotised  and  combined  (developed) 
with  ^-naphthol,  m-phenylenediamine,  and 
similar  ^  developers,'  thus  giving  rise  to  a  series 
of  new  azo-  dyestufb  (Ingrain  colours).  This 
discovery  led  to  the  manufacture  of  many  azo- 
colouring  matters  which  were  capable  of  being 
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similarly  diazotised  and  developed  on  tho  fibre 
{e,g,  diamine  black),  as  also  to  tne  production  of 
azo-  colouring  matters  on  the  fibre  by  treating 
the  fibre  already  dyed  with  an  azo-  colour  with 
a  diazo-  compound  (e.^.  benzonitrol  colours). 
In  both  cases  darker  and  faster  dyeings  are 
obtained. 

The  first  direct  cotton  black  (diamine  black, 
RO)  was  discovered  in  1889  by  Gans  (Cassella 
&;  Co.),  and  in  1891  Hoffmann  and  Daimler 
prepared  the  first  green  colouring  matter  of  this 
Kina  (diamine  green). 

A  modified  method  of  the  process  introduced 
in  1880  by  Read  Holliday  and  Sons,  of  producing 
insoluble  azo-  colouring  matters  directly  on  the 
fibre,  has  been  largely  developed  of  late  years. 
The  first  example  of  this,  viz.  the  combination 
of  diazotised  p-nitroaniline  with  ^-naphthol 
(*  paranitraniline  red  *)  still  holds  the  place  of 
greatest  importance. 

Manufacture, — The  general  method  of  pre- 
paring the  azo-  colours  on  a  large  scale  depends 
upon  the  reaction  between  a  diazo-  salt,  usually 
the  chloride,  and  a  phenol  or  phenolsulphonfc 
acid  in  presence  of  an  alkali,  as  typified  by  the 
following  example : — 

C,H,-N,Cl+C,HjONa 
Diaxobenxene      Sodium 
chloride.      phenoxlde. 

=CeH4N,-C,H40HH-Naa. 
Benzeneazophenol. 

Aminosulphonic  acids  or  aminocarbox^'lio 
acids  when  diazotised  react  in  a  similar  manner : 

C.H.<so*.>  +  C.H.ONa 

Diazofulpbanilic  Sodium 

acid.  phoioxide. 

=S0,NaC.H4N,C.H40H. 
Sulphobenzeneazophenol  (lodium  salt). 

Preparation  of  the  diazo-  mUs, — The  amine 
to  be  diazotised  is  usually  dissolved  in  about 
10  parts  of  water  and  one  equivalent  of  hydro- 
chloric (more  rarely  sulphuric)  acid.  For 
diamines  twice  this  amount  of  acid  is  taken. 
The  solution  ^  is  now  cooled  by  adding  ice  until 
the  temperature  is,  in  the  case  of  aniUne,  the 
tolnidine^,  the  zvlidines,  &c.,  0^-2°,  or,  in  the 
case  of  the  naphthylamines,  the  nitroanilines 
and  diamines  such  as  benzidine,  tolidine, 
dianisidine,  &o.,  5^-10^  This  is  done  by  adding 
ice  to  the  solution.  More  acid  (li--2*  equiva- 
lents) is  now  added  (or  3-4  in  the  case  of 
diamines),  and  a  solution  of  the  calculated 
quantity  of  sodium  nitrite  is  run  in,  sufScient 
being  used  to  give  a  reaction  with  starch-iodide 
paper  after  the  whole  has  been  mixed  for  two 
or  three  minutes.  (For  velocity  of  diazotisation, 
see  Hantzsch  and  Schumann,  Ber.  1899,  32, 
1691;  Schumann,  ibid.  1900,  33,  627.)  In 
certain  cases  {e.g,  a-naphthylamine,  p-nitro- 
aniline,  &c.)  it  is  better  to  add  the  nitrite  all 
at  once  in  order  to  avoid  the  formation  of  the 
diazoamino-  compound.  In  diazotising  such  com- 
pounds as  give  an  insoluble  diazo-  derivative, 
as,  for  example,  p-sulphobenzeneazo- a-naphthyl- 
amine or  p-acetylaminobenzeneazo-a-naphthyl- 
amine,  and  which  themselves  are  insoluble  in 
acids  (under  the  above  conditions)  it  is  advisable 
to  use  an  excess  of  nitrite  and  to  stir  the  ice- 

1  Some  of  the  diasosnlphonic  acids,  such  as  diazo- 
naphthionio  acid,  are  insoluble  in  water,  and  are  there- 
fore employed  in  a  state  of  suspension. 


cold  mixture  for  several  hours.  Special  methods 
have  to  be  employed  to  diazotiae  amines  con- 
taining several  negative  groups ;  the  operation 
may  often  be  effected  by  carrying  it  out  in  the 
presence  of  excess  of  60  p.c.  ^phuric  acid, 
and  Witt  has  shown  (Ber.  1909,  42,  2963) 
that  diazotisation  is  easily  brought  about  in 
these  cases  by  employing  strons:  nitric  acid. 
Other  substances  which  are  difficmt  to  diazotiae 
satisfactorily  are  those  which  are  readily 
oxidised  by  the  nitrous  acid,  such  as  the  1 : 2- 
and  the  2  : 1-aminonaphthols  and  their  sulphonic 
acids.  In  this  case  the  diazotisation  may  be 
done  in  the  presence  of  zinc  or  copper  salts 
(compare  E.  P.  10236  of  1904 ;  D.  R.  P. 
171024,  172446;  K  P.  363786)  or  by  means  of 
zinc  nitrite.  Another  method  is  to  diazotise  in 
presence  of  an  excess  of  acetic  or  oxalic  acid 
(compare  D.  R.  P.  166083, 176693,  also  £.  P.  2946 
of  1896). 

Difficulties  are  often  encountered  in  en- 
deavouring to  diazotise  certain  diamines. 
o-Phenylene-  and  tolylene-diamines  cannot  be 
diazotised,  as  they  yield  the  azimino-  derivatives, 
and,  under  the  usual  conditions,  the  meta- 
diamines  furnish  Bismarck  brown ;  but  if  the 
diamine  is  run  into  a  mixture  of  nitrite  and  acid 
the  tetrazo-  compound  may  be  obtained  (Griess, 
Ber.  1886,  19,  317 ;  Tauber  and  Walder,  Ber. 
1897,  80,  2901;  E.  P.  1693  of  1888;  D.  R.  P. 
103686).  In  the  ease  of  |7-phenylenediamine 
and  certain  diamines  of  the  naphthalene  series 
diazotisation  is  brought  about  indirectly,  as  the 
direct  action  of  nitrous  acid  often  leads  to  a 
mixture  of  the  mono-  with  the  bis-diazo-  (or 
tetrazo-)  compound.  Either  the  corresponding 
nitroamine  or  the  monoacetylated  diamine 
is  employed.  This  is  diazotised  and  combined 
with  a  component  in  the  usual  way  {see  below), 
and  then  the  nitro-  group  is  reduced  or  the  acetyl 
gproup  hydrolvsed  when  the  free  amino-  group 
can  then  reacTily  be  diazotised.  Some  diamines, 
indeed,  can  only  be  diazotised  as  regards  one 
amino-  group,  the  other  being  quite  unatt«cked. 
In  such  cases  {e.g.  o-nitro^p-pnenylenediamine, 
1 :  4-naphthylenediamine-2-sidphonio  acid — ^the 
latter  being  diazotisable  only  in  acetic  or  oxalic 
acid  solution)  the  monodiazo-salt  is  combined 
with  a  component  and  then  the  remaining 
amino-  group,  which  before  resisted  all  attempts 
at  diazotisation,  is  easily  diazotised  (compare 
Bulow,  Ber.  1896  29,  2286;  E.  P.  2946  of  1896). 
(For  further  information  on  this  subject,  see 
Cain,  The  Chemistry  of  the  Diazo-  Compounds, 
Arnold,  1908.) 

Comhination  {coupling)  of  the  diazo-  compound 
with  a  component  {phewall  or  aminje)  to  form  an 
azo-  dyestuff. — Before  the  diazo-  solution  is  pro- 
pped a  solution  of  a  phenol  or  amine  is  made 
ready  so  that  no  delay  may  occur  before  coupling 
takes  place.  As  a  general  rule,  phenols  are 
combined  hx  alkaline  and  amines  in  acid  (acetic) 
solution.  In  the  case  of  phenols  or  naphthola 
the  substance  is  first  dissolved  in  the  calculated 
amount  of  sodium  hydroxide,  the  solution  diluted 
with  water,  and  sodium  carbonate  added  in 
sufficient  quantity  to  ensure  an  alkaline  reaction 
being  obtained  at  the  end  of  the  combination 
(t.e.  a  little  more  than  one  molecule  of  sodium 
carbonate  to  each  molecule  of  hydrochloric 
acid,  so  that  sodium  hydrogen  carbonate  mav 
bo   formed).    When   phenofic   sulphonic   aciclfi 
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are  the  components,  they  may  be  dissolved  in 
sodium  carbonate  instead  of  hydroxide.  The 
pheoolio  solution,  having  been  cooled  to  about 
10^,  is  now  ready,  and  the  diazo-  solution  is 
run  in  gradually  with  constant  stirring.  Com- 
bination takes  place  at  once,^  and  when 
all  the  diazo-  solution  has  been  added,  the 
mixture  must  be  tested  to  ensure  an  alkaline 
reaction,  and  the  presence  of  a  slight  excess 
of  the  phenol  (about  2-6  p.c.  excess  of  the 
theoretical  amount  is  usually  taken).  The 
next  day  the  colouring  matter  is  filtered  through 
filter  presses.  If  it  has  separated  out^  no  further 
treatment  is  necessary,  but  if  it  is  still  partly 
or  wholly  in  solution,  it  is  '  saJted  out '  (hot  or 
cold)  by"  adding  common  salt  until  a  spot  on 
filter  paper  shows  only  a  faintly  coloured  rim. 
In  rare  cases  the  precipitation  is  effected  by 
acidifying.  The  filtration  is  best  effected  by 
the  aid  of  compressed  air  and  the  press  cake 
is  spread  on  trays  and  dried.  The  dry  lumps 
are  then  ground  in  a  mill,  adjusted  to  *  type ' 
or  '  standard  '  by  means  of  common  salt,  sodium 
sulphate,  &c.,  and  the  product  Ls  then  ready  for 
the  market.  In  cases  where  the  possibility  of 
the  formation  of  a  disazo-  dyestuff  is  present 
(dihydroxy-  compounds,  a-naphthol,  &c.),  the 
coupling  may  advantageously  oe  carried  out  in 
acetic  acid  solution. 

The  procedure  adopted  in  the  case  of  amines 
is  very  similar  to  the  above.  The  amine  is 
first  dissolved  in  the  appropriate  amount  of 
hydrochloric  acid,  the  solution  diluted  and 
sufficient  sodium  acetate  added  to  ensure  that 
no  free  mineral  acid  remains  at  the  end  of  the 
combination  (in  rare  cases  coupling  is  effected 
in  mineral  acid  or  alkaline  solution).  When 
the  combination  is  complete,  the  dyestuff  is 
filtered  off  either  as  it  is  or  after  having  been 
rendered  alkaline. 

Many  disazo-  dyestuffs  are  prepared  by  com- 
bining two  molecules  of  the  same  or  different 
diazo-  compounds  with  an  arainonaphthol- 
sulphonio  acid.  In  this  case  combination  is 
effected  first  in  acid  solution  and  then  the 
monoazo-  dyestuff  thus  formed  is  rendered 
alkailine,  ana  the  second  molecule  of  diazo- 
compound  added. 

Position  oMumed  hy  the  azo-  group  in  t?ie 
formation  of  azo-  cdUmrxng  matters. — (a)  Benzent 
series :  When  the  para-  position  with  respect  to 
the  amino-  or  hydroxy-  group  is  occupied  by  a 
hydrogen  atom,  and  no  group,  such  as  NO^, 
SO,H,  or  NR3CI,  is  in  the  meta-  position,  the 
azo-  ffroup  enters  the  para-  position  in  place  of 
the  hydrogen  atom.  (&)  Naphthalene  series : 
In  corresponding  compounds  of  the  naphthalene 
series  (a-naphthvlamine,  a-naphthol)  the  enter- 
ing azo-  group  also  takes  up  the  para-  position, 
but  when,  in  a-naphthol,  a  sulphonic  group  is 
in  the  3-  or  5-position  with  respect  to  the 
hydroxy-  group,  or  a  nitro-  or  NRjCl-  group  is 
in  the  3-  position,  the  azo-  group  enters  the  2- 
position. 

When  the  para-  position  is  substituted,  the 
azo-  group  enters  the  ortho-(2)-  position,  but  if 
the  para-  substituent  is  a  carboxy-  group,  this 
is  usually  displaced  by  the  azo-  group. 

When  diazo-  compounds  act  on  ^-naphthyl- 
amine    or    /3-naphthol,  the   azo-  group  enters 

1  For  the  formation  cf  diazo-oxy-  compoondB,  see  a 
paper  by  Bimroth  and  Hartnuum,  Ber.  1008,  41,  4012. 


position  1  (in  the  ortho-  position  with  respect 
to  tlie  amino-  or  hydroxy-  group).  If  the 
1-  position  in  ^-naphthol  is  occupied  by  a  carb- 
oxy- group,  this  is  dispktced  (compare  also 
Scharwin  and  Kaljanoff,  Ber.  1908,  41,  2056 
and  article  on  Disazo-  and  Tetrazo-  colotju- 

INO  MATTERS). 

Differing  capacity  for  combination. — As  will 
have  been  gathered  from  the  x^receding  para- 
graph, the  azo-  group  never  enters  the  meta- 
position  'K'ith  respect  to  an  amino-  or  hydroxy- 
group.  Further,  a  component  in  which  the  para- 
position  is  occupied  by  a  substituent  group  is 
not  so  readily  attacked  (in  the  ortho-  position) 
as  one  that  is  not  substituted  (when  the  azo- 
group  enters  the  para-  position).  Moreover,  the 
capacity  for  combination  depends  also  on  the 
kind  of  diazo-  compound  employed,  thus  2- 
naphthol-8-sulphonic  acid  an^  2-naphthol- 
6 : 8-disulphonic  acid  in  dilute  solutioii  do  not 
combine  at  all  with  diazotised  xylidine  or 
naphthylamine,  whilst  diazotised  aniline,  amino- 
azobenzene,  aminoazobenzenesulphonic  acid  and 
naphthylaminesulphonio  acids  couple  easily 
with  them.  The  combination  with  diazotised 
xylidine  and  naphthylamine  can,  however,^  be 
made  to  take  place  in  concentrated  solution. 
The  diazo-  compound  of  j9-nitroaniline,  in  most 
cases,  combines  with  extreme  ease.  Finally, 
2-naphthylamine-6 :  S-disulphonio  acid  does 
not  combine  with  any  diazo-  compound.  (Foe 
measurement  of  the  rate  of  formation  of  dye- 
stuffs,  see  Goldschmidt,  Ber.  1897,  30,  070, 
2076;  1899,  32,  355;  1900,  33,  893;  1902,  35, 
3634;  Veley,  Trans.  Chem.  Soc.  1909,  96, 
1186.) 

CJonsidering  now  the  formation  of  azo- 
dyestuffs  from  tetrazotised  diamines,  it  should 
be  noted  that  diamines  of  the  type  of  benzidine 
furnish  tetrazo-  compounds  which  can  either  be 
combined  with  two  molecules  of  one  component 
(phenol  or  amine)  or  with  one  molecule  each  of 
two  components,  and  the  reaction  can  thus  be 
divided  into  two  stages.  This  holds  good  even 
when  one  component  only  is  used ;  thus  tetrazo* 
tised  benzidine  combines  almost  at  once  with 
one  molecule  of  naphthionio  acid,  forming  a 
so-called  intermediate  product ;  but  the  second 
molecule  of  naphthionic  acid  combines  with  this 
only  slowly.  Here  also  a  difference  in  combining 
power  is  to  be  noted,  thus  tetrazotised  benzidine 
combines  more  readily  than  does  the  correspond- 
ing compound  from  tolidino. 

General  properties. — (1)  Action  of  alkalis. 
Hydroxyazo-  dyes  containing  a  sulphonic  or 
carboxylic  group  usually  form  differently 
coloured  salto,  and  consequently  the  addition 
of  sodium  hydroxide  to  their  solutions  produces 
a  modification  in  the  shade  (compare  Hewitt 
and  MitcheU,  Trans.  1907,  91,  1261).  The 
isomeric  colouring  matters  prepared  from 
a-  and  3-naphthol  show  a  characteristic  differ- 
ence in  that  only  those  derived  from  the  former 
are  changed  by  sodium  hydroxide  (e.g.  benzo- 
azurine,  &c.). 

(2)  Action  of  cold  dilute  acids.  Dyestuffs 
containing  amino-  or  substituted  amino-  croups 

SeneraUy  undergo  a  change  when  treated  with 
ilute  acid  (compare  Fox  and  Hewitt,  Trans. 

1908,  93,    333  ;    Hewitt    and    Thomas,   ibid. 

1909,  95,  1292 ;  Hewitt  and  Thole,  ibid.   1909, 
96,  1393  ;   1910,  97,  611).     In  the  case  of  Congo 
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red  and  methyl  orange  this  change  is  so  pro- 
found that  these  colouring  matters  can  be  used 
as  indicators. 

(3)  Action  of  cM  coneerUnUed  sulphuric 
acid.  Nearly  all  azo-  colouring  matters  give 
characteristic  colour  changes  with  this  reagent, 
and  it  is  often  used  as  an  aid  in  the  detection 
of  dyes.  Mixtures  of  dyes,  when  covered  with 
sulphuric  acid,  often  reveal  themselves  by  the 
various  colours  produced  by  the  particles  as 
they  become  dissolved.  There  are  certain  re> 
lationshipe  between  the  colour  of  the  solution 
of  azo-  dyes  in  sulphuric  acid,  and  therefore  of 
their  absorption  spectra  and  their  chemical 
constitution.  Thus  the  dyestuff  from  amino- 
azobenzenesulphonic  acid  and  3-n*phthol  ^ivee 
a  green  colour,  those  from  the  same  (diazotised) 
amine  and  /3-naphtholsulphonio  acids,  a  blue, 
and  those  from  aminoazobenzene  and  its 
homologues  combined  with  i9-naphtholsulphonic 
acids  a  red  violet  (compare  Ber.  1880,  13,  1840  ; 
Vogol,  Sitzungsber.  K.  Akad.  Berlin,  1887,  34, 
715;  Ber.  1889,  22,  634,  2062;  Schutze, 
Zeitsch.  physikal.  Chem.  1892,  9,  2;  Grebe, 
Diss.  Leipzig,  1892). 

(4)  Action  of  hot  hydrochloric  acid.  Certain 
azo-  colouring  matters,  such  as,  for  example, 
aminoazobenzene,  are  decomposed  when  boiled 
Mith  concentrated  hydrochloric  acid ;  reduction 
and  oxidation  take  place  accompanied  bv 
ohlorination.  In  the  instance  quoted  phenyf- 
enediamine,  aniline,  and  benzoquinone  or  its 
chloro-  derivatives  are  produced  (Wallach  and 
Kolliker,  Ber.  1884,  17,  395). 

(5)  Action  of  hot  sulphuric  acid  (Witt,  Ber. 
1887,  20,  571).  Azo-  colouring  matters  which 
are  derived  from  phenyl-  or  tolyl-i9-naphthyl- 
amine  by  the  action  of  diazo-  compounds  on 
these  bases,  when  boiled  ^ith  moderately 
dilute  sulphuric  acid,  vield  the  bases,  or  their 
sulphonic  acids,  from  which  the  diazo-  compound 
was  prepared,  tosether  with  naphthazines. 
Thus  the  dyestutt  obtained  by  combining 
diazotised  sulphanilic  acid  with  phenyl-^- 
naphthylamine,  is  decomposed  into  sulphanilic 
acid  and  phenonaphthazino : 
SO,HC.H4N,CioH,NH-C,H5 

=SO,H-C,H,-NH.-f  CioH.<^  I  ^C,H,. 

(6)  Action  of  nitric  acid,  Azo-  colouring 
matters  are  readily  attacked  by  nitric  acid, 
and  the  course  of  the  reaction  depends  largel}* 
on  the  conditions  of  temperature  and  concentra- 
tion. By  the  moderate  action  of  nitric  acid, 
the  dyestuff  may  simply  be  nitrated,  thus 
diphenylamine  orange  yields  curcumei'ne  and, 
by  further  action,  azo-  acid  yellow,  the  dyestuffs 
in  both  cases,  however,  being  accompanied  by 
some  nitrodiphenylamino  produced  by  the 
fission  of  the  azo-  group.  Also  when  fiavazol 
(diazotised  toluidine  combined  with  salicylic 
acid)  is  nitrated,  it  yields  Persian  yeUow  (o-nitro- 
tolueneazosalicylic  acid)  (compare  Ber.  1906,  40, 
4207). 

Methyl  orange  is  decomposed  even  by  cold 
dilute  nitric  acid  ;  a  methyl  group  is  eliminated 
in  the  process,  and  dinitromonurocthylaniline 
is  produced.  The  presence  of  a  diazo-  compound 
can  also  be  detected  (Fox,  Ber.  1908,  41,  1989). 

Cold  fuming  nitric  acid  decomposes  many 
azo-  colouring  matters  (particularly  those  con- 


taining an  amino-  or  hydroxy-  group  in  the 
para-  position  with  respect  to  the  azo-  group), 
with  the  production  of  the  diazo-  compound 
from  which  the  dye  is  prepared  and  the  nitro- 
derivative  of  the  other  component  ;  thus, 
orange  II  yiolds  diazotised  sulphanilic  acid,  and 
a  nitro-  derivative  of  i9-naphthol  and  methyl 
orange  gives  op-dinitrodimethylaniline,  tetiu- 
nitrc^imethylaniline  and  diazotised  sidphanilic 
acid  (O.  Schmidt,  Ber.  1905,  38,  3201). 

Finally,  warm  nitric  acid  usually  decomposes 
azo-  dyestuffs,  with  the  production  of  nitro- 
phenols  or  bases. 

(7)  Action  of  chlorine  and  bromine.  All  azo- 
colouring  matters  are  readily  attacked  by 
chlorine  or  bromine.  Fission  generally  takes 
place  at  the  azo-  group  with  the  production  of 
halogenated  phenols,  out  some  ayestuffs  are 
converted  into  substitution  products  (compare 
Ber.  1884.  17,  272). 

(8)  Action  of  reducing  agents.  Reducing 
agents,  such  as  zinc-dust  and  water,  zinc-dust 
and  ammonia,  or  sodium  hydroxide,  zinc-dust 
and  dilute  acids,  tin  and  hydrocUoric  acid, 
stannous  chloride  and  sodium  hyposulphite 
(technically  known  as  *  hydrosulphite  )  (Grand- 
mougin,  Ber.  1906,  39,  2494,  3561,  3929; 
compcure  also  J.  pr.  Chem.  1907,  (ii.)  76,  124 ; 
Franzen  and  Sticldorf,  J.  pr.  Chem.  1907,  (ii.) 
76,  467 ;  O.  Fischer,  Fritzen  and  Eilles,  J.  pr. 
Chem.  1909,  (ii.)  79,  562)  attack  the  azo- 
group  and  convert  it  into  two  amino-  groups ; 
thus  : 

NH.C.H^N :  NC.H,-f  2H, 

=NH.C.H4NH,-fC,HjNH,. 

The  base  which  was  used  to  provide  the  diazo- 
compound  is  thus  regenerated,  whilst  the  other 
component  is  converted  into  its  amino-  derivative. 

By  careful  reduction  with  zinc-dust,  dyestuffs 
obtained  by  the  combination  of  diazotised 
aminoazobenzenesulphonic  acid  vnth  phenols 
yield  the  aminoazosulphonic  acid  without  the 
latter  undergoing  reduction.  Further,  nitro- 
azo-  dyestuffs  can  be  reduced  to  the  correspond- 
ing aminoazo-  dyestuffs  with  sodium  sulphide. 
The  reduction  of  azo-  dyestuffs  is  a  useful 
means  of  attacking  the  problem  of  their  con- 
stitution, although  the  operation  requires 
considerable  care  (compare  Witt,  Ber.  1886, 
19,  1719;  1888,  21,  3468,  and  esnecially  the 
references  Quoted  in  connection  \iitn  reduction 
by  hydrosififkhite). 

Azo-  dyestuffs  are  also  readily  reduced  by 
titanous  chloride,  and  a  process  for  their  estima- 
tion by  titration  with  this  reagent  has  been 
worked  out  by  Knecht  (J.  Soc.  Dyers,  1903, 
19,  169 ;  Ber.  1903,  36,  166,  1549 ;  1907,  40, 
3819).  A  detailed  account  of  the  method  of 
carrying  out  this  and  other  methods  of  rtxiuction 
will  be  found  in  Hans  Meyer*s  Analyse  und 
Konstitutionsermittelung  organische  Verbin- 
dungen,  2te  aufl.  1909,  p.  870. 

(9)  Ideniificaiion  of  azo-  colouring  matters 
on  the  fibre.  This  is  carried  out  by  observing 
the  action  on  the  dyed  fabric  of  various  reagents, 
for  which  various  tables  have  been  constructed 
^compare  Cain  and  Thorpe,  The  Synthetic 
Dyestuffs,  1905 ;  Lunec,  Chemisch-technische 
Untersuchungensmethoaen,  Eng.  trans.,  edited 
by  Keane,  1911). 

Direct  formation  of  azo-  colours  in  the  fibre, — 
The  production  of  an  insoluble  azo-  dyestuff  in 
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the  fibre  was  first  achieved  by  T.  and  R.  HoUiday 
(£.  P.  2757  of  1880),  who  impregnated  the  fibre 
with  a-  or  3-naphthol,  passed  it  then  through 
a  diazo-  solution,  and  finally  developed  the 
colour  by  treatment  with  alkali.  An  improve- 
ment on  this  process  was  introduced  by  the 
Farbwerke  vormals  Meister,  Lucius  und 
Bruning,  in  1889,  which  consisted  in  *  padding  ' 
the  fibre  (generally  cotton)  with  the  sodium  salt 
of  a  phenol  (usually  ^-naphthol),  and  passing 
the  cloth  through  a  diazo-  solution,  the  free 
mineral  acid  of  which  has  been  neutraUBed  by 
adding  sodium  acetate.  This  process  is  very 
largely  used  at  the  present  day,  and  is  applied 
to  the  sreatest  extent  to  the  production  of  the 
so-called  *  para-red '  (the  azo-  colour  obtained 
by  combining  diazotised  p-nitroaniline  with 
)3-naphthol).  The  colouring  matters  produced 
in  this  way  will  now  be  described. 

PannitnuiiUne  Red.  The  colounng  matter 
was  first  prepared  in  substance  by  Meldoia  (Ckem. 
Soc.  Trans.  1885,  47,  657)  by  combining  diazo- 
tised ;>-nitroaniline  with  3-naphthol  in  alkaline 
solution.  As  stated  above,  it  is  now  almost 
entirely  produced  on  the  fibre.  The  goods  are 
soaked  in  a  bath  containing  sodium  js-naphth- 
oxide  and  Turkey -red  oil,  or  thickening  materials, 
squeezed  out  and  dried  at  65*^-80®.  They  are 
then  passed  through  the  diazo-  solution,  washed 
and  soaped.  Li  order  to  avoid  preparing  the 
diazo-  solution  in  the  dye-house,  various  pre- 
parations may  be  used.  Thus,  PiTftnltranillne 
extra  N  x>aste  is  a  mixture  of  p-nitroaniline 
with  the  calculated  amount  of  sodium  nitrite, 
and  needs  only  to  bo  stirred  slowly  into  the 
necessary  quantity  of  hydrochloric  or  sulphuric 
acid«  ice,  and  water,  to  produce  the  diazo- 
solution.  A  similar  jproducV  is  Bensonltrol 
pa8t«.  Other  preparations  contain  the  diazo- 
oompound  in  a  suitable  form  for  keeping. 
Thus,  mtrosmnine  Red  is  the  sodium  salt  of 
2>-nitroan<»diazobenzene  (which  is  very  stable) 
and  furnishes  the  true  diazo-  solution  when 
mixed  with  dilute  acid.  Azophor  Red,  Azogen 
Red  and  Nitrazol  C,  are  mixtures  of  the  diazo- 
sulphate  with  sodium  sulphate  (whereby  sodium 
hydrogen  sulphate  is  produced) ;  they  are  dis- 
solved in  water,  the  solution  filtered,  if  necessary, 
and  neutralised  before  use  mth  sodium  acetate 
or  hydroxide.  ParanitraniUne  red  is  used  as  a 
substitute  for  the  red  Conso  dyestufb  and  for 
Turkey  red.  It  is  extracted  from  the  fibre  when 
treated  with  organic  solvents,  and  when  the 
fibre  is  heated  to  180^-200''  the  dyestuff  partly 
sublimes.  (For  the  formation  of  paranitraniline 
red,  see  Pomeranz,  Zeitsch.  Farben.  Ind.  1906, 
5,  184;  £rban  and  Mebus,  Chem.  Zeit.  1907, 
31,  663,  678,  687;  Lichtenstein,  Zeitsch. 
Elektrochem.  1908,  14,  586 ;  Prud'homme  and 
Colin,  Rev.  Gen.  Mat.  Ck>l.  1909,  13,  1,  66; 
Bull.  Soc.  chim.  1909,  (iv.)  5,  779;  Bucherer, 
and  Wolff,  Zeitsch.  angew.  Chem.  1909, 22,  731 ; 
Justin-Mueller,  Bull.  Soc.  chim.  1910,  (iv.)7,  60.) 

HeUmltnuiiUne  Orange  and  Nltro-o-toliddlne 
Orange.  Prepared  as  above  from  diazotised 
m-nitroaniline  or  nitro-o-toluidine  and  fi- 
naphthol.  The  former  sives  yellowish  and  the 
latter  reddish  shades  of  orange.  Their  use  is 
not  very  extensive,  as  they  are  not  fast  to  rubbing, 
and  the  colours  sublime  on  keeping.  An  orange 
free  from  those  disadvantages  can,  however, 
be  obtained  by  using  m-nitro-^-phenetidine. 


NItrophenetidlne  Rose  or  Blue-red.  Here 
o-nitxo-p-phenetidine  is  used  as  the  diazotised 
base.  A  substitute  for  this  is  Azophor  Rose  A, 
which  is  a  mixture  of  a '  stable '  diazo-  compound 
with  3-naphthol.  Other  rose  shades  are 
product  by  the  use  of  jp-nitro-o-anisidine. 

Naphthylamlne  Bordeaux.  Prepared  on  the 
fibre  from  diazotised  a-naphthylamine  and 
^•naphthol.     The  dyestufT  is  used  also  as  a 

Sigment  colour  under  the  names  Carmlnaph 
amet  (D.  H.^)  and  Cerotine  Scarlet  2  R  (C.  J.)- 

Azo  Turkey  Red  is  produced  by  treating  cloth 
padded  with  3*naphthol  with  diazotised  3- 
naphthylamine.  It  is  a  bright  scarlet^  which, 
however,  is  not  very  fast. 

Fast  Azo  Garnet  Prepared  from  diazotised 
o-aminoazotoluene  and  /3-naphthol.  It  is  also 
manufactured  in  substance  and  is  used  for 
colouring  oils  and  varmshes  under  the  names 
OU  Seariet  (M)  (K)  (W),  Red  B,  OU  soluble, 
extra  oone.  (Remy),  Cerotine  Ponceau  8  B 
(C.  J.),  and  Fat  Poneeau  R  (K). 

Benzidine  and  Tolidlne  Puce.  Obtained  from 
tetrazotised  benzidine  or  tolidine  and  ^-naphthol. 
Dark  garnet  to  brown  shades  are  produced  which, 
however,  are  not  fast  to  light.  Rather  yellower 
shades  result  by  using  tetrazotised  diaminocar- 
bazole  instead  of  these  diamines ;  when  treated 
with  copper  salts  the  tints  are  very  fast  to  light. 

DUnisidlne  J^ue.  Tetrazotised  dianisidine 
is  combined  on  the  fibre  with  /3-naphthol  in 
presence  of  copper  salts.  The  tetrazo-compound 
is  also  put  on  the  market  as  Azophor  Blue  D, 
a  mixture  of  the  tetrazo-  compound  and  alu- 
minium sulphate  which  has  been  dried  in  a 
vacuum  at  45^  The  colour  is  very  fast  to 
light,  soap,  and  rubbing. 

The  production  of  black  insoluble  colours 
in  the  fibre  was  first  effected  by  the  Farbwerke 
vorm.  Meister,  Lucius  und  Brfining.  The 
cloth  is  padded  with  3-naphthol  and  tragacanth, 
and  treated  with  a  mixture  of  the  tetrazo- 
compounds  of  dianisidine  and  certain  other 
bases.  The  mixture  of  bases  sold  for  this 
purpose  is  known  as  Azo  Blaek  Base  0,  and  the 
diazo-  compounds  are  put  on  the  market  under 
the  name  of  Azophor  Black  8.  Cassella  &  Co. 
have  introduced  a  black  obtained  by  padding 
the  cloth  with  1 :  6-  or  1 :  7-aminonaphthol, 
and  then  passing  it  through  diazotised  p-nitro- 
aniline  so  as  to  form  the  disazo-  colouring  matter. 
The  aminonaphthol  is  put  on  the  market  as 
Amidonaphtiiol  BD  and  8  B,  and  both  brands 
are  mixtures  of  the  two  aminonaphthols  men- 
tioned. Full  black  colours  are  obtained  which 
are  fast  to  soap  and  chlorine,  but  they  are  not 
very  easilv  applied  in  printing.  A  black,  also 
introduced  by  the  same  firm,  is  produced  from 
Azotol  C,  wluch  is  an  asymmetric  dialkylated 
di-p-diaminoazobenzene  (it  is  identical  with 
Kinzlberser's  Ice  Blaek).  The  base  is  diazo- 
tised and  combined  with  3-nftphthol  on  the 
fibre  in  the  usual  way.  The  latter  firm  also 
has  introduced  the  use  of  the  diazo-  compound 
of  aminochryso'idine,  and  of  the  tetrazo-  com- 
f pound  of  j>p-diaminodiphenylamine  for  the 
production  of  black  colours.  Other  tetrazo- 
compounds  recommended  are  these  of  amino- 
benzene-azo-a-naphthylamine  (By.)  and  diamino- 
dimethylcarbazole  (M.). 

*  See  p.  364  for  the  full  names  of  flrnDi  of  which  these 
letters  are  a  contracticm. 
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Another  process  of  producing  azo-  colour- 
ing matters  on  the  fibre  is  by  the  use  of 
Snmuline  (g.v.)-  When  cotton  dyed  with  this 
yestuff  is  treated  with  a  solution  contaming 
hydrochloric  acid  and  sodium  nitrite,  the  dye- 
stuff  is  diazotised.  The  cloth  is  now  passed 
through  a  bath  containing  the  'developer,' 
consisting  of  a  solution  of  an  amine  or  a  phenol, 
^-naphthol  is  mostly  used  in  giving  Ingnln-  or 
Primullne  Bed.  An  orange  colour  ia  obtained 
with  resorcinol  (Ingnln  (tange),  and  a  brown 
with  m-phenylenediamine  (Ingnln  Brown). 
Many  direct-dyeing  cotton  colours  which  contain 
a^  diazotisable  amino-  group  (for  example, 
diamine  black  BH)  acquire  a  faster,  deeper, 
and  modified  shade  when  similarly  diiazotised 
on  the  fibre  and  developed  with  /3-naphthol 
or  m-phenylenediamine. 

In  the  succeeding  portion  of  this  article  it  is 
proposed  to  give  an  account  of  the  most  impor- 
tant azo-  colours  which  are  at  present  in  com- 
merce.^ Each  colour  wiU  be  treated  of  under 
its  commercial  name;  its  chemical  formula 
given,  and  the  mode  of  preparation  and  general 
properties  briefly  described. 

Unless  otherwise  stated,  it  may  be  assumed 
that  colouring  matters  containing  a  sulphonic 
or  carbozylic  group  are  placed  on  the  market 
in  the  form  of  their  sodium  salts. 

The  following  abbreviations  are  used  for  the 
names  of  firms  :— 

(A.)         =AktiengeseUBchaft    fiir  Anilinfa- 

brikation,  Berlin. 
(B.)         =  Badische     Anilin-     und     Soda- 
Fabrik,  Ludwi^shafen  a/Rhein. 
(Bl.)        =3  The  Basle  Chemical  Company. 
(By.)       =  Farbenfabriken  vorm.  Fr.  Bayer 

&  Co.,  Elberfeld. 
(C.)  »  Leopold  Cassella   &  Co.,  Frank- 

furt a/Main. 
(C.  J.)      ==  Carl  J^er,  G.  m.  b.  H.,  Dussel- 

dorf-Derendorf. 
(CI.  Co.)  =  The  Qayton  Aniline  Co.,  Ltd., 

Clayton,  Manchester.- 
(Claus  &  Co.)  =  Claus  &  Co.,  Clayton,  Man- 
chester. 
(D.)         =3  Dahl  &  Co.,  Barmen. 
(D.  H.)    =  Dye  Works,  formerly  L.  Burand, 

Huguenin,  &  Co.,  Basle. 
(F.)         =  A.  FiM^hesser  &;  Co.,  Lutterbach. 
(G.)         =  Aniline    Colour-    and    Extract- 
Works,     formerly     John     R. 
Geigy,  Basle. 
(H.)         =  Read  HoUiday  and  Sons,  Ltd., 

Huddersfield. 

(I. )  =  Society  pour  Tlndustrie  Chimique, 

(formerly    Bindschedler     imd 

Busch),  Basle. 

(K.)         =  Kalle   &  Co.,  Biebrich  a/Rhein. 

(K.  S.)     =  Sandoz    &  Co.   (formerly  Kem 

and  Sandoz),  Basic. 
(L.)  =  Farbwerk'  Miilheim  (formerly  A. 

Leonhardt    &  Co.),  Miilheim, 
near  Frankfurt. 
(Lev.)      s=  Levinstein,  Ltd.,  Blackley,  Man- 
chester. 

I  Wool  Scaritt  R  (Sch.),  CrocoliM  3  B  (Sch.),  and 
Diamine  Rod  NO  (C.)  are  no  longer  manufiMtured, 
according  to  information  received  by  the  writer  from 
the  manufacturers  indicated.  Since  the  firm  Brooke, 
Simpson,  and  Spiller,  Ltd.,  ceased  to  exist,  some  of  the 
colouring  matters  made  by  them  are  now  manufactured 
by  Messrs.  Claus  and  Co.,  of  Manchester. 


(M.)  =»  Farbworko  vorm.  Meister,  Lucius, 
und  Brfining,  Hochst  a/Main. 

(N.  I.)  =3  Farbwerk  Qriesheim,  Notzel, 
Istel  &  Co.,  Qriesheim  a/Main. 

(O.)  =  Chemische  Fabrik  Qriesheim- 
Elektron,  Werk  Oehler  (for- 
merly K.  Oehler),  Qriesheim. 

(P.)  ^  Soci^t^  Anonyme  des  Mati^res 
Colorantes  &;  Produits  Chi- 
»  miques  de  St.  Denis,  Paris. 

(P.  L.)     =  Pick,  Lange  A  Co.,  Amsterdam. 

(Sch.)  t=  The  SchoUkopf  Aniline  and 
Chemical  Company,  Buffalo, 
U.S.A. 

(T.  M.)  =  Chemische  Fabriken  vorm.  Wei- 
ler  ter  Meer,  Uerdingen  a/ 
Rhein. 

(W.)  =  Williams  Bros.  &  Co.»  Hounslow, 
Middlesex. 

Also  E.  P.  =  English  Patent ;  D.  R.  P.  = 
Qerman  Patent ;  F.  P.  ==  French  Patent ;  A.  P. 
=  American  Patent. 

I.  Basic  Azo-  CoMPonKDS. 
Aniline  Yellow ;  Aminoazobonzene 
CaHj-N.-C.H^NH,. 
[1]  W 

This  compound,  discovered  by  M^ne  in  1861 
(Jahresber.  p.  496),  and  introduced  into  com- 
merce by  Simpson,  Maule,  and  Nicholson  in 
1863,  is  interesting  as  being  the  first  azo-  colour 
made  on  a  manufacturing  scale.  It  was  formerly 
prepared  by  passing  nitrous  acid  gas  into  an 
alcoholic  solution  of  aniline.  As  a  colouring 
matter  it  is  now  of  no  importance,  but  is  largely 
used  as  the  starting-point  in  the  manufacture  of 
other  azo-  colours  and  of  indulines.  In  practice 
this  compound  cannot  be  prepared  directly  by 
the  action  of  one  molecule  of  nitrous  acia  on 
two  molecules  of  aniline,  since  diazoaminoben- 
zene  is  always  the  first  product  of  this  reaction : 

2C,H.NH„Ha+NaN0, 

=CeH,N.NH-C.H5-fNaa+Ha+2H,0. 

The  diazo-  compound  is  slowly  converted  into 
the  isomeric  aniline  yellow  on  being  kept  for 
some  time  in  contact  with  aniline  and  an 
aniline  salt : 

C4H5N.NHC.H,=C.HjN,-CaH4NH^ 
The  manufacture  is  carried  out  as  follows : 
100  kilos,  of  aniline  are  mixed  with  36  kilos,  of 
concentrated  hydrochloric  acid,  the  mixture 
cooled  (from  outside)  to  about  18°,  and  a  solution 
of  15*5  kilos,  of  sodium  nitrite  in  18  kilos,  of 
water  and  18  kilos,  of  saturated  sodium  chloride 
solution  added  at  first  fairly  rapidly,  so  that 
the  temperature  rises  to  25°,  and  then  more 
slowly,  the  temperature  being  kept  below  28° 
by  outside  cooling.  This  operation  takes  about 
7-8  hours.  After  24  hours  the  change  of 
diazoaminobenzene  into  aminoazobenzene  is 
complete.  The  salt  solution  is  now  drawn  off, 
the  residue  stirred  with  96  kilos,  of  hydrochloric 
acid  and  64  kilos,  of  water,  and  the  aminoazo- 
benzene hydrochloride  is  filtered  off,  washed  with 
2  p.c.  hydrochloric  acid,  centrifused  and  dried 
at  60°.  The  yield  is  41  kilos,  of  ory  aminoazo- 
benzene hydrochloride.  The  old  aniline  yellow 
was  the  oxalate  of  the  base.  The  free  base 
crystallises  in  yellow  rhombic  prisms.  M.p. 
127*4°;  b.p.  above  300°.  The  hydrochloride 
crystallises  in  steel-blue  needles.     Base  slightly 
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soluble  in  hot  water,  readily  soluble  in  alcohol. 
Yellow  solution  coloured  red  by  hydrochloric  acid. 

Literature.— ilLhne,  1861  {see  above);  Dale 
and  Caro,  £.  P.  3307  of  1863 ;  Martius  und 
Griess,  Zeitsch.  f .  Chem.  1866,  2,  132 ;  Kekule 
ibid.  2,  689 ;  Witt  and  Thomas,  Chem.  Soc. 
Trans.  1883,  43,  112 ;  Friswell  and  Green,  ibid. 
1886,  47,  917 ;  and  1886,  49,  746 ;  Stadel  and 
Bauer,  Ber.  1886,  19,  1953. 

Butter  YeUow ;  Oil  YeUow  (W.) ;  Dimethyl- 
aminoazobenzene,  C,H5*Nt-C,H4-N(CH8)a.  Pre- 
pared by  the  action  of  diazobenzene  chloride 
on  dimethylaniUne.  Substance  forms  yellow 
leaflets  of  m.p.  115** ;  soluble  in  dilute  hydro- 
chloric acid  with  a  red  colour ;  precipitated  by 
alkali.  Soluble  in  strong  sulphuric  acid  with 
a  yellow  colour,  becoming  red  on  dilution. 

Literature.— Gviesa,  Ber.  1877,  10,  528. 

Chnvoidina  (most  firms);  ChrysoXdlne  Y 
(H.)  (W.);  Cliryso'idine  JEE  (C.  J.);  Ctaiyso'idlne 
Crystab;^  Chrysoidine  Small  Crystals  (T.  M.) 

Diaminoazobenzene  C.H.'Na'C«H3(NH2)f 

[1]  [2 : 4] 

This  colouring  matter  is  prepared  by  mixing 
a  solution  of  diazobenzene  chloride  with^  a 
solution  of  m-phenylenediamine.  Id  practice 
a  known  weight  of  aniline  is  dissolved  in 
dilute  hydrochloric  acid  and  diazotised,  the 
solution  being  diluted  so  as  to  contain  about  2-3 
p.c.  of  diazo-  salt.  This  and  a  dilute  solution  of 
phenylenediamine  hydrochloride  are  run  eimul- 
taneoualy  into  a  sodium  chloride  solution,  and 
the  colouring  matter  is  filtered  off  through  a 
filter  press.  The  press  cake  is  then  dissolved 
in  hot  dilute  hydrochloric  acid,  the  hot  solution 
filtered,  and  hydrochloric  acid  added  to  the 
filtrate.  The  chrysoidine  separates  in  small 
•needles,  which  are  filtered  off,  centrifuged,  and 
dried  at  60**.  The  free  base  forms  yellow 
needles;  m.p.  117-5®.  Slightly  soluble  in 
water,  readily  in  alcohol ;  solutions  orange. 
The  commercial  product  is  the  hydrochloride 
Ci,Hi,N4,HCl,  which  forms  beautiful  blackish- 
green  prisms  with  a  metallic  lustre.  The  strong 
solution  of  the  salt  solidifies  on  rapid  cooling  to 
a  red  jelly.  Dissolves  in  strong  sulphuric  acid 
with  a  brownish-yellow  colour. 

Zrttefcrftfre,— Hofmann,  Ber.  1877,  10,  213; 
Witt,  ibid.  350  and  654 ;  Griess,  ibid.  389. 

Chrysoidine  R  (H.)  (W.)  (G.)  (I.);  Chrysoidine 
REE  (P.);  Cerotlne  Orange  (C.  J.);  Ck)ld  Orange 
tor  Cotton  (T.  M.)  (D.  H.J;  Benzeneazo-m-tolyl- 
enediamine  C,H,-N,-C.H,(CH3)(NH,)a.  Pre- 
pared  from  aniline  and  m-tolylenediamine  as 
in  the  preceding  case.  The  free  base  melts 
at  165**-166".  The  commercial  product  is  the 
hydrochloride,  which  forms  yellowish-brown 
lumps.  Dissolves  in  strong  sulphuric  acid  with 
a  greenish-yellow  colour. 

Chrysoidine  R  (D.  H.);  Tolueneazo-m- 
tolylenediamineCH,CeH4-N,C.H,(CH,)(NH,),. 
Prepared  as  above  from  o-toluidine  and  m- 
toljdenediamine.  The  commercial  product  is 
the  hydrochloride.  It  is  a  crystalline  violet 
powder  which  gives  a  brown  colour  in  strong 
sulphuric  acid. 

Meta  Chrome  Brown  B  (A.) :  Dinitrophenol- 
azo-m-tolylenediamine 

OHC,H,(NO,),N,-C,H.(CH,)(NH,),. 
Prepared  from  picramio  acid  and  m-tolylene- 
1  Chrysoidine  Cry«taU  also  contain  the  homologues 
from  o-  and  p-toloidine. 


diamine.  It  is  a  brown  paste  giving  a  dark 
orange-red  solution  in  hot  water.  It  3delds  a 
red  solution  with  strong  sulphuric  acid. 

Literalure.—E.  P.  22886  of  1899 ;  D.  R.  P. 
112819. 

Chrome  Brown  P  (P.);  Dinitrophenolazo-m- 
aminophenolOHCeH,(NO,),N,«C,H,(OH)-NHj. 
Prepared  from  picramic  acid  and  m-aminophenol. 
Introduced  in  1903. 

Literature.— D.  P.  169679;    P.  P.  336559. 

DIazine  Green  (K.);  Janus  Green  B  (M.) : 

N 
C2H5-N-C,H,<|>C,H3N,-C,H4N(CH,)„ 

N 

Cl    C,H, 

Prepared  from  diazotised  diethylsafranine  and 
dimethylaniline.  The  commercial  product  is  a 
brown  or  dark-green  powder  giving  an  olive- 
green  solution  with  strong  sulphuric  acid.  Janus 
ureen  G  is  a  dyestuff  of  analogous  constitution. 
Literature.— E.  P.  7337  of  1897;  P.  P. 
265438  ;  D.  R.  P.  95668. 

II.  Acid  Azo-  Compounds. 

A.  Sulphonlo  Aeids  of  Amlnoazo-  Compounds. 
Acid  YeUow  (A.);  FMt  Yellow  (B.)  (By.); 
Fast  Yellow  G ;  New  YeUow  L  (K.) ;  YeUow  SS 
(P.);  Fast  YeUow  extra  (By.).  This  colouring 
matter  is  a  mixture  of  the  sodium  salts  of  mono- 
and  di-  sulphonio  acids  of  aminoazobenzene 

HS0,C,H-N,O,H.NHj  and 
HS03CeH.N,CeH,(HS0,)-NH,. 

Prepared  by  the  action  of  fuming  sulphuric  acid 
on  aniline  yellow  (3-^  parts  acid  to  one  of 
aminoazobenzene).  Solution  not  precipitated 
by  alkali';  colour  dissolves  in  strong  sulphurio 
acid  with  a  brownish-vellow  colour  becoming 
redder  on  dilution.  Solution  gives  a  precipitate 
with  barium  chloride,  but  not  with  calcium 
chloride.  The  corresponding  colouring  matter 
from  aminoazotoluene  is  somewhat  more  orange 
in  shade,  and  is  knoitu  as  Fast  YeUow  (B.) 
YeUow  W  (By.) :  FMt  YeUow  R  (K.). 

Literature.— QfAsBler,    E.    P.    43    of    1879 
A.  P.  253598 ;  D.  R.  P.  4186,  7094;  Chem.  Ind 
1879,  2,  48,  346;    Griess,  Ber.  1882,  15,  2187 
Eger.  Ber.  1889,  22,  847. 

Methyl  Orange ;   HeUanthin ;    Orange  III. 

Gold     Orange ,      7>-Sulphobenzeneazodimethy] 

aniline      HS0sC,H4-Na-C,H4N(CH,)..       Pre 

W  [1]  W 

pared  by  the  action  of  diazotised  sulphaniUc 

acid^  on  dimethylaniline.    Solution  of  colouring 

matter  orange,  and  not  precipitated  by  alkali ; 

dilute  acids  produce  a  crystalline  precipitate^ 

the  crystals  having  a  violet  reflexion  (the  free 

sulphonio   acid).    The   substance   dissolves   in 

strong   sulphuric   acid   with   a   yeUow   colour 

becoming  rod  on  dilution. 

Literature..— Grieea,  Ber.  1877,  10,  528. 

TropsBoUne  00  (C.) ;  Orange  IV.  (P.) ;  Dl- 
phenylamlne  Orange;  Aeid  YeUow  D  (A.); 
Orange  N  (B.) ;  New  YeUow  (By.) ;  Orange  M 
(I.) ;  j9-Sulphobenzeneazodiphenylamine 

HS0,C,H4Na-C,H4NHC,H5. 

1  For  detaUed  infonnation  on  the  mannfaoture  of 
Bulpbanilic  add  and  its  homolognei  «m  MtUilhaiuer, 
Dtngl.  poly.  J.  1887,  204,  181  and  288;  Paul,  Zeitscb . 
•ngew.  Chem.  1896,  9,  086. 
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Produced  by  the  action  of  diasotisod  sulphanibc 
acid  on  diphenylamine  dissolved  in  alcohol  or 
crude  carbolic  acid.  The  product  is  thrown  on  an 
open  filter,  the  paste  dissolved  in  concentrated 
aqueous  potassium  carbonate  and  precipitated 
by  adding  sodium  hydroxide.  The  colouring 
matter  is  not  very  readily  soluble  in  water : 
the  solution  is  yellow,  and  when  strong  deposits 
crystals  on  cooling.  Substance  dissolves  in 
strong  sulphuric  acid  with  a  violet  colour, 
becoming  redder  and  giving  a  greyish  precipitate 
of  the  iree  sulphonic  acid  on  dilution.  The 
aqueoa^  solution  of  the  substance  is  coloured  red 
by  dilute  acids. 

When  nitrated  this  colour  furnishes  a  mono- 
nitro-  derivative  together  with  a  mixture  of 
mono-,  di-,  and  tri-  nitrodiphenylamine ; 
moderate  nitration  yields  a  yellow  colouring 
matter  which  is  found  in  commerce  under  the 
names  of  Cltronlna  (0.);  Curoumeine  (A.); 
Axoflavlne  8  R  ex.  cone.  (T.  M.) ;  Citronlne  NE 
(P.).  More  energetic  nitration  of  Orange  IV. 
inmiBhes  AioAcllYeUow(A.) ;  AxoTeUow  (M  ) ; 
Azo  Yellow  8  6.  ex.  cono.  (T.  M.);  Citronlne  2  AEJ 
(P.);  Azoflavlne  (B.);  Indian  Yellow  (By.). 
Both  dyestuffs  are  orhre-yollow  powders  and 
give  %vith  strong  sulphuric  acid  reddish- violet 
and  magenta- red  solutions  respectively. 

Metanll  Yellow  (0.),  (B.).  (A.),  (C.  J.); 
Orange  HN  (I.);  TropasoUne  G  (C);  Yellow  H 
(P.);  Metanll  Yellow  GR  extra  (T.  M.).;  m- 
Sulphobenzeneazodiphenylamine 

HS0,C.H4N,-C,H4-NHC.H.. 

[8]  [1]  *— > • 

[4] 
Prepared  in  the  same  manner  as  the  ^ceding 
from  m-diazobenzenesulphonic  acid  ^  and  di- 
phenylamine. Aqueous  solution  orange,  givins 
no  precipitate  with  alkalis,  becoming  rod  and 
precipitating  with  dilute  acids.  Dissolves  in 
strong  sulphuric  acid  i^ath  a  dull  violet  colour, 
becoming  magenta-red  on  dilution. 

MetanU  YeUow  S ;  Aeid  YeUow  2  G,  is  pro- 
duced  by  sulphonating  the  preceding  colouring 
matter. 

Ltteroture.— £.  P.  1226  of  1879 ;  4966  of 
1880  ;  Paul,  Zeitsch.  augew.  Chem.  1890,  9,  686. 

FMt  YeUow  N  (P.);  Jaune  SoUde  N;  Cur- 
enme^e ;  Sulphotolueneazodiphenylamine 
HSOjC^H.Na-C.H^NH-C.Hs 

[i] 
This  colouring  matter  is  homologous  with  the 
two  preceding,  which  it  resembles  in  its  general 
properties. 

Jjiterature, — Roussin  and  Poirrier,  E.  P. 
4491  of  1878. 

Arehil  Substitute  V;  p-Nitrobenzeneazo- 
a-naphthylamine-j9-sulphonic  acid 

NOjC.H^N.CjoH.CNHjjHSO,. 
Prepared  by  the  action  of  diazotised  jp-nitro- 
aniline  on  naphthionic  acid*  in  weaklv  acid 
solution.  Solution  precipitated  by  acids  and 
alkalis.  Strong  sulphuric  acid  gives  a  magenta- 
red  solution,  becoming  brownish  and  precipitating 
on  dilution. 

1  m-AminobemeiiMiilphonic  acid  Is  prepared  by 
sulphonating  nitrobenxene  and  reducing  the  m-nitro- 
benzenesulpnonic  acid  thus  formed. 

2  Naphthionic  acid  is  manufactured  on  a  large  scale 
by  heating  a-naphthylamine  with  8-4  parts  of  stro^ 
sulphuric  acid  or  by  heating  dry  naphthylamine  sulphate 
to  180^-200°. 


Literaiure. — Roussin  and  Poirrier,  E.  P. 
4490  of  1878;  D.  R.  P.  6716;  F.  P.  127221;  Chem. 
Ind.  1879,  2,  292. 

AieUl  Substitute  8  VN  (P.);  Arehil  Sub- 
stitute V  (A.);  p-Nitrobenzeneazo-a-naphthyl- 
aminesulphonic  acid 

NO,-CeH4-N,-CioH5(NH,)SO,H. 

Prepared  by  the  action  of  diazotised  p-nitro- 
aniline  on  a-naphthylamine-5-sulphonic  acid. 
Forms  a  brown  powder  givins  a  red  solution  in 
water  or  strong  sulphuric  acid. 

Litercdwe.—E.  P.  12692  of  1887 ;  D.  R.  P. 
46787  ;  F.  P.  186908. 

Palatine  Chrome  Brown  W  (B.) ;  ^-Sulpho-o- 
hydrozybenzeneazo-m-phenylenediamine 

SO,H-C,H,(OH)N,-C,H,(NH,),. 

Prepared  from  diazotised  o-aminophenol-p- 
sulphonic  acid  and  m-phenylenediamine.  A 
black-brown  powder  dissolving  in  hot  water 
with  an  orange- brown  colour,  and  in  strong 
sulphuric  acid  to  give  a  dark  orange-brown 
solution. 

Liter<Uure.—A.  P.  628814 ;   F.  P.  284741. 

Antliraeyl  Chrome  Green  (D.);  Dinitro- 
phenolazo-a-naphthylamine-4-sulphonic  acid 

OH-C,H,(NO,),-N,CoHj(SO,H)-NH,. 

Prepared  by  the  action  of  diazotised  picramic 
acid  on  naphthionic  acid.  Solution  in  water 
is  reddish-broixD,  and  in  strong  sulphuric  acid 
bluish  fiery  red. 

Literature,^!),  P.  142163. 

Alkali  Brown  (D.) ;  Benxo  Brown  5  R  (By.) ; 
Alkali  Brown  R  (L.  P.) ;  Cotton  Brown  R  (B.) ; 
Terra  Cotta  (6.) ;  Primulineazo-m-phenylene- 
diamine  P*  ■N2"C,H,(NH,),.  Prepared  from 
diazotised  primuline  or  dehydrothio-j9-toluidine- 
sulphonic  acid  on  m-phenylenediamine.  Solution 
brownish-red,  precipitated  by  acids  or  alkalis. 
Gives  a  bluish-violet  solution  with  strong 
sulphuric  acid. 

ApoUo  Red  (G.) ;  ArehU  Substitute  extra  (C.) ; 
p  -  Nitrobenzeneazo-a-naphthylaminedisulphonic 
acid,  NO,<:!.H4N,-C,oH4(NHa)(SO,H),.  Pre- 
pared  from  diazotised  p-nitroaniline  and  a- 
naphthylamine-4  :  6-  or  4  :  7-disulphonic  acid. 
Gives  a  brownish-red  solution  in  water  and  a 
magenta-red  in  strong  sulphuric  acid. 

Literature,— K  P.  9468  of  1887;  A.  P. 
376392 ;   F.  P.  184638. 

Brilliant  Areliil  C  (C.) ;  Brilliant  Wool  Searlet 
(K);  Azimide  of  ^-nitrobenzeneazo-l  :  8-naph- 
thylenediaminedisulphonic  acid 


N0,-C,H,-N,<:i,^4(S0,H), 


Prepared  by  the  action  of  nitrons  acid  on  the 
product  from  diazotised  j9-nitroaniline  and 
1  :  8-naphthylenediamine-3  :  6-disulphonic  acid. 
A  bro^iu'sh-red  powder  dissolving  in  water  with 
a  red,  and  in  strong  sulphonic  acid  with  a  blue, 
solution. 

Literature,—^.  P.  24714  of  1893 ;  B.  R.  P. 
77426  ;  F.  P.  234837. 

Wool  Violet  S  (B.);  Binitrobenzeneazo- 
diethylmetanilic  acid 

(N0,).C,H,-N.-C.H,(S0,H)-N(C,H,).. 

Prepared  from  diazotised  2 : 4-dinitroaniline 
and    diethylmetanilic    acid.     A    black   powder 

I  P  =  the  residue  of  primuline. 
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giving  ft  reddish- violet  solution  in  water  and  a 
scarlet-red  in  strong  sulphuric  acid. 

Literaturc—E.  P.  6197  of  1894;  D.  R.  P. 
86071  ;  F.  P.  239096;  A.  P.  626666. 

Salmon  Red  (A.);  Methylbenzenylamino- 
thiozylenolazo-i3-naphthylamine-3 :  6-disulpho- 
nic  acid  « 


(CH,),C,H  <      J>CC,H,-N,C,oH4(SO,H), 

"^        J  I 

CH,        NH, 

Prepared  from  diazotised  dehydrothio-m>xyli- 
dine  and  ^-naphthylamine-3  :  6-disulphonio  acid 
R.  Aqueous  solution  is  orange  red.  Qives 
violet  solution  in  strong  sulphuric  acid. 

LiUrature. — Paul,  Zeitsoh.  angew.  Chem. 
1896  9   680. 

Bruibuit  VeUow  S  (B.)  (T.  M.) ;  YeUow  WR 
(I.);  Cureumine  (6.);  j9-Siilphobenzeneazodi- 
phenylaminesulphonic  acid.  Prepared  by  sul- 
phonating  orange  IV.  Solution  in  water  is 
yellow  and  in  strong  sulphuric  acid  bluish-red. 

LUercOurc-^'D.  R.  P.  21903. 

Lanaeyl  Violet  B  (C);  Disulphohydrozy- 
naphthaleneazoethyl-a-naphthylamme 

(HSO,),C,oH4(OH)N,-CioH,NHC,H5. 

Prepared  from  diazotised  1 :  8-aminonaphthol- 
3 : 6-disulphonio  acid  and  ethvl-a-naphthyl- 
amine.  Solution  in  water  is  reddish-violet»  and 
in  strong  sulphuric  acid  is  greenish-blue. 

Literature,— E.  P.  12666  of  1896 ;  D.  R.  P. 
94288 ;  F.  P.  267136. 

B.  Carboxylie  Acids  of  Aminoaio-  Compounds. 

Yellow  tastto-soap  (P.) ;  Orange  HG  (P.); 
m-Carboxybonzeneazo<liphenyIamine 

COtHC.H^NjCeH^-NH-O.Hj. 

Prepared  by  the  action  of  m-diazobenzolo  acid 
on  diphenylamino.  Used  in  wool-dyeing  and 
especially  calico-printing;  the  shades  are  very 
fast  to  soap.  A  brown  paste,  difficultly  soluble 
in  water.  Solution  becomes  reddish- violet 
with  acids.  Dissolves  with  a  violet  colour  in 
strong  sulphuric  acid,  becoming  red  on  dilution. 
LUer(Uure,—K  P.  4621  of  1883 ;  I>.  R.  P. 
29991 ;  F.  P.  167766 ;  A.  P.  297862. 

C.  Hydroxyaxo-  Compounds. 

Sudan  Brown  (A.);  Pigment  Brown  (B.); 
a-Naphthaleneazo-a-naphthol 

C,oH/N.-C\oH.OH. 

Prepared  by  the  action  of  diazotised  a-naphthyl- 
amine  on  a-naphtho1  in  alkaline  solution. 

Literature.— E.  P.  786  of  1878;  D.  R.  P. 
6411 ;  F.  P.  123148  ;  A.  P.  204799  ;  Frankland, 
Trans.  Chem.  Soc.  1880,  37,  762. 

Sudan  G  (A.)  (F.)  (lb.)  (W.);  Carminaph  J 
(D.  H.);  Ceraslne  Orange  G  (0.);  Cerotine 
Yellow  R  (G.  J.);  ChrysoXn  insoluble  (P.); 
Benzeneazore8orcinolCeH,*N|*CeHg(OH),.  Pre- 
pared by  the  action  of  diazobenzene  chloride 
on  resorcinol  in  alkaline  solution.  Solution 
of  colouring  nuttter  yellow,  givins  a  brown  pre- 
cipitate with  acids.  Dissolves  m  strong  sul- 
phuric acid  with  a  yellowish-brown  colour. 

Literature. — Baeyer  and  J&ger,  Ber.  1876,  8, 
161;  Typke,  ibid.  1877,  10,  1676;  Wallach, 
t^id.  1881,  14,  24 ;  Wallach  and  Fischer,  ibid. 
1882,  16,  2814 ;  Meyer  and  Kreis,  ibid.  1883, 
16,  1329;  liebermann  and  Koetanecki,  ibid. 
1884,   17,  880;    Heumann  and  Oeconomidee, 


ibid.  1887,  20,  904  ;  Will  and  Pukall,  ibid.  1120  ; 
PukaU,  ibid.  1147 ;  Fischer  and  Wimmer,  ibid. 
1678;  Will,  ibid.  1888,  21,  604;  Kostanecki, 
ibid.  3119. 

Sudan  I  (A.)  (F.)  (lb.)  (K.)  (W.) ;  Carminaph 
(D.  U.);  Cerotine  Orange  G  (0.  J.);  Benzene- 
azo-^-naphthol  C,H,-N,-0,oH«-OH.  Prepared 
from  diazobenzene  chloriae  and  /3-naphthoI. 
A  brick-red  powder  insoluble  in  water.  Used 
for  colouring  oils,  Ac. 

Literature. — Liebermann,  Ber.  1883, 16, 2860; 
Denare,  Qazz.  chim.  ItaL  1886,  16,  406 ;  Zincke 
and  Bindewald,  Ber.  1884, 17, 3031 ;  Zincke  and 
Rathgen,  ^id.  1886, 19, 2484 ;  Fischer  and  Wim- 
mer,  tbid.  1887,  20, 1679  ;  Weinberg,  ibid.  3172  ; 
Jacobson,  ibid.  1888,  21,  416 ;  Melctola  and  East, 
Trans.  Chem.  Soc.  1888,  63,  460 ;  Meldola  and 
Morgan,  ibid.  1889,  66,  603 ;  Qoldschmidt  and 
Rosell,  Ber.  1890,  23,  496;  Ooldschmidt  and 
Brubacher,  ibid.  1891,  24,  2306;  McPherson, 
Ber.  1896,  28,  2418;  Farmer  and  Hantzsch, 
ibid.  1899,  32,  3100;  Mohlau  and  Strohbach, 
ibid.  1900,  33,  806  ;  Qoldschmidt  and  Keppeler, 
ibid.  894;  Mohlau  and  Kegel,  ibid.  2873; 
Betti,  Gazz.  chim.  itaL  1900,  30,  ii.  164. 

Sudan  II  (A.)(KO;  Red B(B.)  (Fi.) ;  Cerotine 
Searlet  G  (0.  J.);  Xyleneazo-8-naphthol 

C,H,(CH,)..N,-Cj»H.OH. 

Prepared  from  diazotised  xylidine  and  jB- 
naphthol. 

Carminaph  Garnet  (D.  H.) ;  Cerotine  Searlet 

2  B  (C.  J.);  a-Naphthaleneazo-/3-naphthol 

CioH,N,-Ci,H,OH. 
Prepared  from  diazotised  a-naphthylamine  and 
/3-naphthol.     An  insoluble  paste  used  in  print- 
ing.  (See  also  Naphthylamine  Bordeaui,  p.  363.) 

AzophospUne  GO  (M.) ;  Chloride  of  m- 
trimethylaminobenzeneazoresoroinol 

ClN(CH,),<:5,H4-Na-CaH,(OH).. 
Prepared    from    diazotised    m-aminophenyltri- 
methylammonium  chloride  and  resorcinol.  Solu- 
tion in   water  is  yellowish-red,  and  in  strong 
sulphuric  acid  brownish-red. 

Literature.—E.  P.  14494  of  1896 ;  D.  R.  P. 
87267  ;   F.  P.  249227. 

New  Phosplllne  G  (C);  M-Dimethylamino- 
tolueneazoresorcinol, 

N(CH3),-OH,-C,H4-N4.C,H,(OH),. 
Prepared    from    diazotised    |7-aminobenzyldi- 
methylamine  and  resorcinol.    Gives  a  yellowish- 
brown  solution  in  water  and  strong  sulphuric  acid. 

Literature.— E.  P.  22672  of  1892 ;  D.  R.  P. 
70678  ;  F.  P.  226968  ;  A.  P.  616100. 

Tannin  Orange  B  (C);  M-Dimethylamino- 
tolueneazo-iS-naphthol 

N(CH,),CH,-CeH4N,.Ci»H,0H. 
Prepared  from  diazotised  p-aminobenzyldi- 
metnylamine  and  /3-n*phthol.  A  bro^Ti 
powder  or  a  60  p.o.  paste.  Sparingly  soluble 
in  water,  with  a  browncolour.  Gives  a  yellowish- 
brown  solution  in  strong  sulphuric  acid. 

Literatvre. — As  for  &e  preceding  colour. 

Aioehromine  (G.);  Tetrahy&ozyazoben- 
zene  0H-C,H4N,-C,H,(0H),.  Prepared  from 
diazotised  p-aminophenol  and  pyrogallol.  Com- 
mercial product  is  a  30  p.o.  paste,  giving  a 
dark-yellow  solution  in  boiling  water.  With 
strong  sulphuric  acid  it  gives  a  brown  solution. 

Liieraiwre.—E.  P.  11902  of  1893;  D.  R.  P. 
81100 ;    F.  P.  230937 ;   A.  P.  648460. 


368 


AZO-  C50L0URING  BIATTERS. 


Diaiine  Blaek  (K.);  Janus  Grey  B  (M.); 
Safranineazophenol.  Prepared  from  one  of 
the  varieties  of  safranine  and  phenol.  Ita 
solution  in  water  is  blaokish-green  bine,  and  in 
strong  Bulphurio  acid  green. 

XSera(ure.— Mon.  Sci.  1886,  (ilL)  16,  084. 

Indolne  Bine  B  (B.)  (6.) ;  Janus  Blue  (M.) ; 
Naphtblndone  (C);  BengaUne  (EL);  Vae  Blue 
(H.) ;  Fast  Cotton  Blue  R  (O.) ;  Indole  Blue  R 
(A.);  Diaiine  Blue(K.);  Madras  Blue  P  (P.); 
Safranineazo-jB-naphthol.  Prepared  from  va- 
rious safranines  and  jS-naphthol.  It  gives  a 
violet  solution  in  water,  and  a  greenish- brown 
in  strong  sulphuric  acid. 

LUerature.—K  P.  4543  of  1891,  18769  of 
1893,  3488  of  1896,  23985  of  1898 ;  D.  R.  P. 
61692,  85690,  85932,  91721,  92015,  105433, 
108497;  F.  P.  212276,  245239,  250239,  283013, 
285360;  A.  P.  524251,  524254;  Walter,  Aus 
der  Praxis  der  Anillnfarbenfabrikation,  1903, 
306  (where  the  preparation  is  described  in 
detail). 

D.  Sulphonie  Aelds  of  Hydroxyazo-  Compounds. 

1.  MoNosniiPHONio  Aoms. 

TropsBoUne  0  (C);  Resoreln  Yellow  (A.); 
Chryso'in  (B.) ;  ChryseoUne ;  Gold  YeUow  (By.) ; 
YeUow  T  (L);  Aeme  Yellow  (L.);  ^Sul^o- 
benzeneasoresorcinol  HSO,*GeH4*N2*CeH8(0^)a* 
Produced  by  the  action  of  diazotisra  sulphanilic 
acid  on  resorcinol  in  alkaline  solution.  Solution 
of  colouring  matter  orange ;  substance  dissolves 
in  strong  sulphuric  acid  with  a  yellow  colour. 

LU€rature,-^TiQ88,  Ber.  1878,  11,  2195; 
Witt,  Trans.  Ghem.  Soc.  1879,  35,  183. 

Orange  n  (most  firms);  Tropasollne  000, 
No.  2;  Betanaphthol  Orange ;  Mandarin  G  Extra 
(A.);  Gold  Orange  (By.);  Orange  Extra  (C); 
Orange  A  (L.) ;  Gold  Orange  extra  eone.  (T.M.) ; 
^'-Sulphobenzeneazo-^-naphthol 

HS0,-C,H4N,-Ci  oHe-OH. 

Prepared  from  diazotised  sulphanilic  acid  and 
^•naphthoL  Solution  orange,  becoming  red  on 
addition  of  sodium  hydroxide.  Solution  in 
strong  sulphuric  acid  red,  becoming  orange  on 
dilution. 

LUerature.—B.obsiasm,  Ber.  1877,  10,  1378 ; 
Oriess,  ibid.  1878, 11,  2198 ;  Witt,  ibid.  1879, 12, 
259 ;  Miller,  ibid,  1880,  13,  268 ;  Witt,  Chem. 
Zeit.  1880,  4,  437 ;  Mahlhauser,  DingL  Pdv.  J. 
1887, 264, 181, 238  ;  Paul,  Zeitsch.  angew.  Chem. 
1896,  9,  686  (the  last  two  papers  give  details  of 
the  manufacture). 

Orange  R  (I.);  Orange  T  (EL);  Kermesin 
Orange  (L.);  Mandarin  GR  (A.);  Sulpho-o-to- 
lueneazo-/3-naphthol 

HSO,-0,H,-N,CioH,-OH(3). 
Homologous  with  the  preceding,  the  diazotised 
sulphomc  acid  of  o-toluidine  bemg  used  instead 
of  sulphanilic  acid. 

Onnge  2  R  (I.) ;  Orange  R  (B.);  Sulphoxylene- 
azo  -  ^  -  naphthol  HSO,-C,H,-N,-CioH«OH(/B). 
Prepared  in  the  same  manner  as  the  preceding 
from  the  sulphomc  acid  of  commercial  i^lidine 
and  /3-naphthoL  Aqueous  solution  gives  a 
reddish-brown  precipitate  with  dilute  acids. 
Dissolves  with  a  red  colour  in  strong  sulphuric 
acid,  giving  a  brown  precipitate  on  duution. 

lAterature. — ^The  manufacture  of  the  two 
last  colouring  matters  is  described  in  the  paper 
by  Mtthlhausor  already  referred  to. 


Azofuehsine  B  (By);  Tolueneazo-1 :  8-dihy- 
drozynaphthalenesulphonic  acid 

CHa-CgH^N.-C,  »H4(0H),S0,H. 

Prepared  by  the  action  of  diazotised  commer- 
cial toluldine  on  1 :  8-dihydroz3n[iaphthaiene-4- 
sulphonio  acid.  Solution  in  water  is  bluish- 
red,  and  in  strong  sulphuric  acid  violet. 

Liieraiure,—Ei  P.  18517  of  1889 ;  D.  R.  P. 
54116 ;  F.  P.  203744 ;  A.  P.  466841,  468142. 

Poneeau  4  GB  (A.)  (Lev.);  Croeeine  Orange 
(By.)(0.);  Brilliant  Orange  G  (M.)(C.J.);  Orange 
GRX(B.);  Benzeneazo-^-naphtholsulphonic  acid 

C«H,-N,-Ci,H»(S0,H)0H(/3). 
Prepared  by  the  action  of  diazobenzene  chloride 
on  i3-naphthoI-6-8ulphonic  acid  (Schaffer's  acid) 
in  alkalme  solution.      Solutions   in   water   or 
strong  sulphuric  acid  are  orange-yeUow. 

XOercrfure.— Griess,  Ber.  1878.  11,  2197. 

Orange  GT  (By.) ;  Orange  RN  (C.) ;  Orange 
0  (M.) ;  Tolueneazo-^-naphthol-sulphonic  acid 
C,H/N,-CxoH5(SO,H)'OH(3).  Prepared  by 
diazotising  commercial  toluidine  and  combining 
with  Schaffer's  /S-naphtholmonosulphonic  acid 
in  alkaline  solution.  Orange  aqueous  solution 
pvea  an  oily  precipitate  with  acids.  Dissolves 
m  strong  sulphuric  acid  with  a  magenta-red 
colour,  giving  an  oily  deposit  on  dilution. 

Seartot  GR  (A.);  Searlet  R(By.);  BrOllant 
Orange  R  (M.)  (a  J.);  Orange  L  (Lev.)  (P.). 
Homologous  with  the  last ;  prepared  from  dia- 
zotised xylidine  and  Schaffer's  acid.  Dissolves 
in  strong  sulphuric  acid  with  a  red  colour,  becom- 
ing brown  and  precipitating  on  dilution. 

2>itera<tff«.— Levinstein,  Ber.  1880, 13, 586. 

Asocoeeine  2  R  ( A.) ;  Double  Searlet  R  (Lev.) ; 
Xyleneazo-a-naphtholsulphonic  acid 

(CH,).C,H,-N,-C,oH5(SO,H)OH(a). 
Prepared  by  the  action  of  diazozyleno  chloride 
(commercial  xylidine  diazotised)  on  a-naphthol- 
4-sulphonic  acid  in  alkaline  solution.  Aqueous 
solution  not  precipitated  by  alkalis ;  when  hot 
and  concentrated  deposits  bronzy  crystals  on 
cooling.  Dissolves  in  strong  sulphuric  acid  with 
a  redmsh- violet  colour,  becoming  brown  and  pre- 
cipitating free  acid  on  dilution. 

jWteroiiirc— -E.  P.  2237  of  1883 ;  D.  R.  P. 
26012. 

Axo  Grenadine  L  (By.);  Acetylaminoben- 
zeneazo-a-naphthol-4-9ulphonic  acid 

CH,CONHC.H4N,CioHj(SO,H)OH. 
Prepared  from  diazotised  j9-aminoaoetanil)de 
and  a-naphthol-4-sulphonio  acid.  Magenta-red 
aqueous  solution  becomes  orange-red  with 
sodium  hydroxide.  Solution  in  strong  sulphuric 
acid  is  red. 

Aioeosine  (By.)  (Lev.h  Azoeodne  G  (K.); 
Anisoleazo-a-naphthol-4-sulphonic  acid 

CH,-0-CeH,N,-CioH,(SO,H);OH. 
Prepared  from   diazotised  o-anisidine  and   a- 
naphthol-4-8ulphonic  acid.    Gives  a  red  solution 
in  water  and  a  carmine-red  in  strong  sul^^urio 
acid. 

Literatwre.'-E.  P.  2237  of  1883. 

Benzoyl  Pink;  Rose  de  Benzoyl  (P.);  Benz- 
oylaminoditolylazo-a-naphthol-4-8ulphonio  acid 

CsH5-0ONH0,H4-C,H4-N,-0ipHg-OH 


CH,  Ah, 


SO,H 


Prepared  from  diazotised  monobenzoyl-o-tolni- 
dine  and  a-naphthol-4-sulphonic  acid.    A  brick- 
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red  paste,  ^ving  a  cherry-red  solution  in  water, 
and  a  bluish-red  solution  in  strong  sulphuric 
acid. 

Literature.— D,  R.  P.  60332. 

Vut  Red  BT  (By. )  (Lev. )  (D.H. ) ;  a-Naphtha- 
leQeazo-/3-naphthol-&-8ulphonio  acid 
CioH/N,doHa(SO,H)Oa 

Prepared  from  diazotised  a-naphthylamine  and 
6-naphthol-6-8ulphonic  acid  (Sohaffer).  Qives 
a  red  solution  in  water  and  a  violet  in  strong 
sulphuric  acid. 

Literaturc—H  P.  786  of  1878;  I).  R.  P. 
5411 ;  F.  P.  123148  ;  A.  P.  204799. 

Vut  Brown  N  (By.) ;  Add  Brown  0  (M.) ; 
NaphthylanUna  Brown ;  o-Sulphonaphthalene- 
azo-a-naphthol  HSO,-CioHe-N,-Ci*H,-OH.  Pre- 
pared by  the  action  of  diazotised  a-naphthyl- 
amine-4-sulphonio  acid  (naphthionic  aoid)  on 
a-naphthol  in  alkaline  solution.  (Colouring 
matter  gives  a  reddish-brown  solution,  not 
changed  by  acids  or  aUcalis.  Dissolves  in  strong 
sulphuric  acid  with  a  reddish-violet  colour. 

IAierature.—K.  P.  786  of  1878 ;  D.  R.  P. 
5411 ;  F.  P.  123148 ;   A.  P.  204799. 

Fut  Brown  8  B  (A.);  Sulphonaphthalene.2- 
azo-anaphthol HSO,-C.oH,N,-CioHeOH.  Pre- 
pared by  the  action  of  diazotised  js-naphthyl- 
amine-6-sulphonic  acid  on  a-naphthol  in  alkaline 
solution. 

Aqueous  solution  brownish-red,  becoming 
violet  with  dilute  acids  and  red  with  alkalis. 
Solution  in  strong  sulphuric  acid  blue,  giving 
reddish- violet  precipitate  on  dilution. 

LUerature.—K  P.  3724  of  1882 ;  D.  R.  P. 
22647  ;  F.  P.  150503  ;  A.  P.  332829. 

Chrome  Fast  Cyanlne  G  (I.),  introduced  into 
commerce  in  1907,  is  prepared  by  the  action  of 
diazotised  l-amino-2-napntholsulphonio  aoid  on 
a-naphthoL 

Erioehrome  Blue  Black  B  (G.);  Sulpho- 
naphtholazo-a-naphthol 

HSO,-CioH5(OH)NaCioH,OH. 

Plrepared  by  the  action  of  diazotised  1-amino- 
^-naphthol-4-sulphonic  acid  on  a-naphthol.^ 
The  blackish- violet  aqueous  solution  on  addition 
of  hydrochloric  acid  becomes  first  reddish- 
brown,  and  then  sives  a  brownish- black  pre- 
cipitate. With  somum  hydroxide  the  solution 
becomes  first  blue  and,  on  adding  excess,  finaUy 
red.  The  solution  in  strong  stSphuric  aoid  is 
blue,  giving  a  violet-black  precipitate  on  dilution. 

JDficrarfiife,— E.  P.  15025  of  1904 ;  D.  R.  P. 
181326 ;  F.  P.  350055 ;  Ital.  P.  73530 ;  Aust. 
P.  30630. 

Erioehrome  Black  T  (G.);  Nitrosulpho- 
naphtholazo-a-naphtiiol 

NO,-CioH4(S03H)N,CioHe-OH. 

Prepared  by  the  action  of  diazotised  8-nitro- 
amino-i9-naphthol-4-sulphonic  acid  on  a-naph- 
thoL  The  reddish-brown  aqueous  solution 
gives  a  violet-brown  precipitate  with    hydro- 

1  In  the  Gonstitational  lormola  of  tblB  ooloiirlng 
matter,  kindly  oommanicated  along  with  other  Informa- 
tion to  the  writer  by  the  maaufactorerB,  the  aio-  group 
is  thown  attached  to  the  2-  position  of  the  a-naphthol, 
although  the  4-  position  is  unoooupied.  The  combina- 
tion is  probably  effected  in  presence  of  very  oonoentrated 
aUcalJ  oydroKide.  Other  examples  of  this  ortho-  oom- 
blnatioa  ore  known,  both  in  the  benzene  and  naphtha- 
lene series.  (Compare  Michel  and  Oraodmoogin,  Ber. 
1898, 20,  2858 ;  Bamberger,  ibid,  1900,  88,  8188;  Bam- 
berger and  Meimbexg,  iOM.  1896,  28, 1889 ;  Bamberger, 
ibidiSiA;  D.  P.  14448.) 
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ohlorio  aoidy  and,  with  sodium  hydroxide, 
becomes  first  deep-blue  and  then  re(L  The 
solution  in  strong  sulphuric  acid  is  blackish-blue, 
giving  a  brown  precipitate  on  dilution. 

LUerature.—K  P.  15982  of  1904 ;  D.  R.  P. 
169683  ;  F.  P.  360071 ;  Ital.  P.  73631 ;  Aust.  P. 
27191. 

Brilliant  Double  Searlet  6  (A.)  (Lev.)  (K.) ; 
Searlet  for  silk  (M.);  PonoeauforsUk(P.).  Pre- 
pared from  i9-naphthylamine-6-sulphonic  acid 
and  ^-naphthoL  Aqueous  solution  gives  brown 
precipitate  with  dilute  acids.  Dissolves  in  strong 
sulphuric  acid  with  a  red  colour,  giving  a  brown 
precijpitate  on  dilution. 

lAtercUure  as  under  Fast  Red  B. 

Fast  Red;  FastRedA(B.)(G.  J.)(Lev.);  Roe- 
oelline  (I>.  H.) ;  Rauraeleime ;  Rnbidine ;  Sulpho- 
naphthaleneazo-/3-naphthol 

HSO,CioH,-N,-CioHa-OH. 
Prepared  by  the  action  of  diazotised  naphthionic 
acid  on  jB-naphthol  in  alluline  solution.  Sub- 
stance dissolves  in  hot  water  with  a  reddish- 
brown  colour;  concentrated  solution  when 
rapidly  cooled  solidifying  to  a  brown  gelatinous 
mass.  Soluble  in  strong  sulphuric  acid  with  a 
violet  colour,  becoming  brown  and  giving  a 
precipitate  of  the  free  acid  on  dilution.  The 
correspondinff  colouring  matter  from  a-naphthyl- 
amine-5-sulphonio  acid  is  called  BrilUant  Fast 
RedG(B.). 

Literature.— E,  P.  786  of  1878 ;  D.  R.  P. 
5411 ;  F.  P.  123148 ;  A.  P.  204799 ;  Griess,  Ber. 
1878,  11,  2199  ;  1879,  12,  1364. 

Aeid  Poneeau  (D.  H.) ;  FMt  Aeid  Searlet; 
Poneean  S  for  silk  (I.) ;  Poneeau  G  for  Silk  (K.) ; 
Sulpho-3-naphthaleneazo-^-naphthol 
HSOg-CioHj-N.-CioHe-OH. 
Prepared  bv  sulphonating  3-naphthylamine, 
diazotising  the  mixed  isomeric  sulphonic  jicids, 
and  combining  with  /3*naphthol  in  alkaline 
solution.  Aqueous  solution  ^ves  a  brown  pre- 
cipitate with  dilute  acids.  JDissolvee  in  strong 
smphurio  acid  with  a  red  colour,  becoming  brown 
and  preoipitatine  on  dilution. 

Uthol  Red  B  (B.);  Sulphonaphthaleneazo- 
^-naphthol  HSOa-Cic^eNjC^oHe'OH.  Pre- 
pared by  the  action  of  diazotised  /3-naphthyl- 
amine- 1 -sulphonic  acid  on  ^-naphthoL  The 
commercial  product  is  a  paste  which  is  only 
very  sparingly  soluble  even  in  hot  water.  It 
is  usea  exclusively  in  the  manufacture  of  lakes. 

Literature.— K  P.  25511  of  1899 ;  D.  R.  P. 
112833;  F.  P.  297330;  A.  P.  660757. 

Clayton  Cloth  Red  (CI.  Go.);  Stanley  Red 
(Q.  Go.);  Sulphobenzenylaminothiocresolazo- 
/3-naphthol 

CHa-C.HZ      ■>CCH,(80,H)N,C„H,0H. 

^S^ 

prepared  by  the  action  of  diazotised  dehydro- 
p-toluidinesulphonio  acid  on  ^-naphthol.  The 
commercial  product  is  the  ammonium  salt. 
Forms  a  reddish-browr  solution  in  water,  and  a 
violet-red  with  stroug  sulphuric  acid. 

Literature.— E.  P.  18901  of  1889 ;  D.  R.  P. 
51331. 

Aeid  Alizarine  Blaek  R  (M.);  Nitrosulpho- 
phenolazo-^-naphthol 

OHGeH,(NO,)(SO,H)Nj-GioH,-OH. 
Prepared  from  diazotised  6-nitro-2-aminophenol- 
4-sulphonic    acid    and    3-naphthol.     Aqueous 

2b 
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solution  is  brownish-yiolet,  and  solation  in  strong 
sulphurio  aoid  is  reddish- violet. 

Literature.—E.  P.  2772  of  1900;  D.  R.  P. 
143892;  A.  P.  067936. 

Antbraeeae  Chroma  Blaek  (C);  Snlpho- 
naphtholAzo-/3-naphthol 

HSO,-Ci,H,(OH)N,0,,,H,OH. 
Prepared  by  the  action  of  diasotiaed  3-amino- 
/3-naphthol-7-8iilphonic  acid  (R.)  on  3-naphthol. 
Aqueous  solution  is  red ;  hydrochloric  acid  gives  a 
reddish- violet  precipitate,  and  sodium  hydroxide 
turns  it  bluish-violet.  Solution  in  strong  sul- 
phuric acid  is  bluish-sreen,  giving  a  readish- 
violet  precipitate  on  dflution. 

UtertUure,—l^  P.  28107  of  1897 :  I>.  R.  P. 
109932  ;  F.  P.  272620,  272621. 

Pftlatliie  Chrome  Blue  (B.);  Erioehrome  Blue 
Blaek  R  (Q.).  Isomerio  with  the  preoedine. 
Prepared  from  diazotised  l-amino-/3-naphthol- 
4-sulphonio  acid  and  jB-naphthol.  Blue  aqueous 
solution  gives  ycdlowish-brown  precipitate  with 
hydrochloric  acid,  and  turns  first  blue  and  then 
red  with  sodium  hydroxide.  Solution  in  strong 
sulphuric  add  is  dark  blue,  giving  a  blackish- 
brown  precipitate  on  dilution. 

Lilercrfitre.— £.  P.  15026  of  1904;  F.  P. 
360055 ;  Ital.  P.  73630  ;  Aust.  P.  30630. 

Sallein  Blaek  U  (K.)  is  the  zinc  sodium  salt 
of  the  above,  and  is  prepared  by  diazotising 
l-amino-/3-n^phthol-4-8ttlphonic  acid  with  sine 
nitrite  and  combining  the  diazo-compound  with 
^•naphthol  in  concentrated  alkaline  solution. 

Liieratwre,^E.  P.  23034  of  1905 ;  D.  R.  P. 
175693,  196228;  F.  P.  363786;  A.  P.  807422. 

EMoehrome  Blaek  A  (G.);  Nitrosulpho- 
naphtholazo-)3-naphthol 

NOa-C,oH4(SO,H)(OH)NaCioH,OH. 

Prepared  from  diazotised  8-nitTO-l-amino-/3- 
naphthol-4-Bulphonio  acid  cuid  /3-naphthol. 
Dark-blue  aqueous  solution  gives  a .  leddish- 
brown  precipitate  with  hjrdrochlorio  acid,  and 
becomes  cherry-red  with  sodium  hydroxide. 
Solution  in  strong  sulphuric  acid  is  dark-violet 
blue,  giving  a  brown  precipitate  on  dilution. 

Liteftrfure.— E.  P.  16982  of  1904 ;  D.  R.  P. 
169683  ;  F.  P.  360071 ;  A.  P.  790363  ;  Ital.  P. 
73531 ;  Aust.  P.  27191. 

•  Diamond  Blaek  PV  (By.);  Sulphophenolazo- 
1 :  5~dihydroxynaphthalene 

OH<:!,H,(SO,H)N,<5ioH5(OH),. 
Prepared  from  diazotised  o-aminophenolsul- 
phonio  acid  and  1 : 5-dihydroxynaphthalcne. 
bluish-red  aqueous  solution  gives  a  dark  red 
precipitate  with  hydrochloric  acid.  Solution  in 
strong  sidphuric  acid  is  bls^kish-green,  giving  a 
reddish  precipitate  on  dilution. 

Liieraturc—E.  P.  18139  of  1902. 

Ronmlne  (D.  H.);  Sulphonaphthaleneazo- 
2 :  7-dihydroxynaphthalene 

HSO,C,oH.N,-Ci,H,(OH)r 
Prepared  by  the  action  of  diazotised  naphthionic 
acid  on   2  :  7-dihydroxynaphthaIene.     Aqueous 
solution  is  scarlet.    Dissolves  in  strong  sulphuric 
acid  with  a  violet  colour. 

Axo  Aeid  Blue  4  R  (By.).  Is  probably  pre- 
pared by  the  action  of  diazotised  j^-nitroaniline 
on  1 :  8-dihydroxynaphthalene-4-siilphonic  acid 
and  subsequently  reducing  the  nitro-  ffroup.  It 
gives  a  blue- violet  solution  in  water  anda  reddish- 
violet  in  strong  sulphurio  acid. 

Li^o^ttre.— Chem.  lud.  1800, 10,  649. 


MUliig  Tellow  (Lev.)  (D.) ;  Chrome  Tellow  D 
(By.);  Anthraeene  YeUow  BN  (C);  Mordant 
Yellow 0(B.)(M.);  Chrome  Vtai  YeUow  (A.); 
Sallein  Yellow  D  (K.);  Sulphonaphthaleneazo- 
salicylic  acid 

HSO,-CioH.-N.-C,H,(CO,H)-OH. 

Prepared  by  the  action  of  diazotised  /3-naphthy  1- 
amine-5-(or  6)-sulphonic  acid  on  salicylic  acid. 
Solution  in  water  is  yellow,  and  in  strong  sul- 
phuric acid  yellowish-red. 

Oriol  Yellow  (G.) ;  Cotton  YeUow  R  (B.) ; 
Alkali  Yellow  (D.);  Primulineazosalicylic  acid 
P  iNj-C,H,(00,H)OH.  Prepared  by  the  action 
of  diazotised  primuline  on  salicylic  acid.  Gives 
an  orange-yellow  solution  in  water,  and  a 
scarlet-r^  with  strong  sulphuric  acid. 

Xttercrfwe.— D.  R.  P.  48465;  F.  P.  192628  ; 
A.  P.  398990. 

Erioehrome  Phoephlne  R  (G.);  Nitrosulpho- 
bonzonoazosalicylic  acid 

NOa'0,H,(SO,H)N,C.H,(CO,H)OH. 

Prepared  by  the  action  of  diazotised  |7-nitro- 
anilme-o-Bulphonio  acid  on  salicylic  acid. 
Yellowish-oranffe  aqueous  solution  becomes  pale 
orange  with  hydrochloric  acid,  and  blue-red  with 
sodium  hydroxide.  Solution  in  strong  sulphuric 
acid  is  yellowish  orange  .giving  a  pale-yellow 
precipitate  on  dilution. 

lMerature.^T).  R.  P.  appl.  A  17781  of  1909. 

Erioehrome  Red  B  (G.):  Sulphonaphthol- 
azophenylmethylpyrazolone 

C(CH,) :  N 

HSO,-C,oH,(OH)-N,-(X  I 

^C(OH)— N-C.Hj. 

Prepared  by  the  action  of  diazotised  1-amino-^- 
napnthol-4-sulphonic  acid  on  phenylmethylpyra- 
zolone.  Yellowish-red  aqueous  solation  gives  a 
briffht  scarlet-red  precipitate  with  hydrochloric 
acid,  and  becomes  orange-yellow  with  sodium 
hydroxide.  Solution  in  strong  sulphuric  acid 
is  maffenta-redy  giving  a  scarlet-red  precipitate 
on  dimtion. 

Xttera^iire.— E.  P.  17274  of  1904 ;  D.  R.  P. 
165743  ;  F.  P.  350161 ;  A.  P.  808919. 

Dlanll  Yellow  R  (M.).  Prepared  by  the 
action  of  diazotised  primuline  (sulphonic  acid) 
on  l-phenyl-3-methylpyTazolone.  The  orange- 
yellow  aqueous  solution  gives  an  orange-yellow 
precipitate  with  hydrochloric  acid  and  a  reddish- 
yellow  one  with  sodium  hydroxide.  Solution  in 
strong  sulphuric  acid  is  dark  orange,  giving  an 
orange-yellow  precipitate  on  dilution. 

nterature,—E.  P.  10127  of  1897;  D.  R.  P. 
117675. 

Dianil  Yellow  8  G  (M. ).  Prepared  from  diazo- 
tised dehydrothio-j}-toluidineeuiphonic  acid  and 
ethyl  acetoaoetate.  Greenish-yellow  aqueous 
solution  gives  a  yellow  precipitate  with  hydro- 
chloric acid,  and  becomes  orange  with  sodium 
hydroxide.  Solution  in  strong  sulphurio  add 
is  brownish-yellow,  giving  a  yellow  jxrecipitate 
oc  dilution. 

Literature.— E.  P.  17328  of  1897 ;  D.  R.  P. 
98761 ;  F.  P.  266647,  269001 ;  A.  P.  66266. 

2.  DisuLFHONic  Acids. 

Phenoflavlne  (0.);  m-Sulphobenzeneazo- 
aminophenolsulphonio  acid. 

HS0,0.H4N,-C.H,(S0jH)(NH,)0H. 

1  P  s  residue  of  primuUne. 
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Prepared  by  the  action  of  diazotised  metanilic  , 
acid  on  3-aminophenol-5-8ulphonic  acid  (III.)*  j 
Gives  a  yellow  solution  in  water  or  strong  sul- 
phuric acid. 

Literature.— D.  B.  P.  71229. 

Chrome  Brown  RR  (G.);  Disulphophenol- 
azopyrogallol 

OH-O.H,{SO,H),-N,-C,H,(OH),. 

Prepared  by  the  action  of  diazotised  j9-amino- 
phenol-2 : 6-di8ulphonio  acid  on  pyrogallol. 
Solution  in  water  is  yeUow,  and  in  strong  sul- 
phuric acid  brown. 

Literature,— E.  P.  11902  of  1893;  D.  R.  P. 
81109;  F.  P.  230937;  A.  P.  648460. 

Orange  G  (A.)  (M.)  (B.)  (P.)  (0.  J.) ;  Orange 
GG  (C);  Benzeneazo-iS-naphtholdiBulphonic 
acid  CeH5Na-CioH4(SO,H),OH(^).  Produced 
by  the  action  of  diazobenzene  chloride  on 
/9-naphthol-6 : 8-disulphonic  acid  (G-salt)  in 
alkaline  solution.  Solution  not  precipitated  by 
alkali ;  dissolves  in  strong  sulphuric  acid  with  an 
orange  colour,  undergoing  no  change  on  dilution. 

LUeratwe,—'&,  P.  1715  of  1878 ;  D.  R.  P. 
3229  •  F.  P.  124811. 

CnrBtalSearlet6R(C.)(M.);  Crystel  Ponoean 
(A.)  (K.)(B.);  a-Naphthaleneazo-/3-naphthol-6  :  8- 
disulphonic  acid  (G-acid).  Produced  by  the 
action  of  diazotised  a-naphthylamine  upon 
)3-naphthol-6 : 8-disulphonic  acia  in  alkaline 
solution. 

Literature.— E.  P.  816  of  1884;  D.  R.  P. 
36491  ;  A.  P.  332528. 

Ponoeau  2  G  (A.)  (B.)  (M.)  (G.^;  Orange  R 
(H.).  Isomeric  with  Orange  G«  Prepared  by 
the  action  of  diazobenzene  chloride  upon 
/3-naphthol-3  :  6-di8ulphonic  acid  (R-salt).  Pro- 
perties similar  to  those  of  the  preceding  com- 
pound ;  colour  slightly  redder  in  shade. 

Literature  as  for  Orange  G. 

AioeoraOine  (D.);  p-Acetylaminobenzene- 
azo-i9-naphthol-3 :  6-di8ulphonio  acid 

CH,CONHC,H4N,OioH4(SO,H),OH. 
Prepared  b^  the  action  of  diazotised  acetyl-^- 
phenylenediamlne     on     /3-nftphthol-3 : 6-disul- 
phonio  acid  (R-salt).   Solution  in  water  is  orange- 
red,  and  in  strong  sulphuric  acid  yellowish-reid. 

Literature,— meiM,  Ber.  1884,  17,  344. 

Ponoeau  R,  2  R,  G  and  GR  '  (A)  (B.)  (M.) 
(Lev.)  (H.)  (C.)  (C.  J.);  Brilliant  Poneeau  R 
(T.  M.);  XyUdine  Scarlet ;  Xylidine  Red;  Xy- 
leneazo-^-naphthol-3 : 6-disiilphoiiic  acid 

C,H,-N,<:!,oH4(HSO,),OH(^). 
Produced  by  the  action  of  diazotised  xylidine 
(chiefly  meta-)  on  /3-naphthol-3  :  6-disulphonic 
acid  (R-salt).  Properties  similar  to  those  of 
Orange  G.  Golour  a  distinct  scarlet ;  aqueous 
solution  not  precipitated  by  alkali;   an  amor- 

ghous  precinitate  by  calcium  or  barium  chloride, 
oluble  witn  a  red  colour  in  strong  sulphuric 
acid,  becoming  brown  and  precipitating  on 
dilution. 

Literaiurt,—E,  P.  1716  of  1878 ;  D.  R. P.  3229; 
F.  P.  124811 ;  A.  P.  210233. 

Poneeau  3  R  (A.)  (B.)  (M.)  (C.  J.)  (K); 
Ponoeau  4  R '  (A.) ;  Cumldine  Red  (M.) ;  Cume- 
iieazo-/3-naphthol-3 : 6-diBulphonic  acid 

C,Hii-N,-C,aH4(SO,H),OH(/3). 

1  Q  and  QR  are  made  from  cmde  xylidine  and  crude 
&-flalt,  R  from  crude  xylidine  and  2  R  from  m-xylldine 
and  pore  R-salt. 

*  3  R  It  made  from  crude  cumldine  and  4  R  from  pore 
^•comidine. 


Produced  by  the  action  of  dlazocumeno  chloride 
(from  ^-cumidine)  on  R-salt.  Properties  as 
above ;  colour  of  a  redder  shade  than  the  last. 

Literature, — 8te  above. 

Poneeau  8  R  (M.);  Dimethylethylbenzenc- 
azo-i3-naphthol-3 :  6-di8ulphonio  acid 

C,H,-C,H,(CH,),-N,-CioH4(SO,H),-OH(/3). 

Prepared  by  the  action  of  diazotised  ethylxyii- 
dine  on  R-salt. 

Literature, — See  above. 

Bordeaux  B  (H.)  (A.)  (M.);  Fast  Red  B 
(B.) ;  Bordeaux  BL  (C.) ;  Bordeaux  R  extra  (M.) ; 
Ceraslne  (P.). ;  Arehilllne  2 B(Lev.) ;  a-Naphtha< 
leneazo-^-naphthol-3 :  6-disulphonic  acid 

C,oH/N,-CioH4(SO,H),OH. 
Prepared  from  diazotised  a-naphthylamine  and 
R-salt.    Solution  in  water  is  magenta-red,  and 
in  strong  sulphuric  acid  blue  becoming  magenta- 
red  on  dilution. 

Literature,— E,  P.  1716  of  1878;  D.  R.  P. 
3229  ;  F.  P.  124811 ;  A.  P.  251164. 

Sorbine  Red  (B.);  Asogrenadine  S  (By.); 
Lanafuehslne  SB  (C). ;  ^-Aoetylaminobenz- 
eneazo-a-naphthol-3 : 6-diBulphonic  acid 

CH,<X>NHC,H4N,CioH4(SO,H),OH. 
Prepared  bv  the  action  of  diazotised  acetyi-^- 
phenylenediamine  on  a-naphthoi-3 : 6-disulphonic 
acid.  Aqueous  solution  is  currant-red,  and,  in 
strong  sulphurio  acid  fiery  red.  Lanafuehslne 
8G  is  a  closely  related  dvestuff. 

Palatine  Soarlet  (B.*) ;  CkMhineal  Soarlet  PS 

(By.);  m-Xyleneazo-a-naphthol-3 :  6-disulphonic 
acid  C,H,-NaCi,H4(S0sH)a.0H.  Prepared 
from  diazotised  m-xylidlne  and  a-naphthol- 
3 : 6-diBulphonio  acid.  Solution  in  water  is 
scarlet-rea  and  in  strong  sulphurio  acid  bluish- 
red.  (Hosely  related,  dyestuffs  are  Palatine 
Soariet  8  R  and  4  R  (B.) ;  Brilliant  Coehineal  2 
R  and  4  R  (C). 

XL  Carmolsine  6  B  (H.). ;  m-Xyleneazodi- 
hydroxynaphthalene-3  :  6-disulphonic  acid 
C8H,N,CinH,(S0,H)a(0H),.  Prepared  by  the 
action  of  diazotised  m-xylidine  on  1  :  8-dihy- 
droxynaphthalene-3  :  6-disulphonic  acid  (chro- 
matrope  acid). 

Eosamine  B  (A.);  Methoxytolueneazo-a- 
naphthol-3 :  6-disulphonic  acid 

CH,0-C,H,N.<5i^,(S0,H),0H. 
Prepared     from    diazotised     m-amino-p-cresol 
metnyl  ether  and  a-naphthol-3 :  6-disulphonic 
acid.     Solution  in  water  is  bluish-red,  and  in 
strong  sulphuric  acid  violet-blue. 

iJ/erofure.— Ohem.  Ind.  1896,  19,  8. 

Palatine  Red  (B.);  Naphthorubin  (By.); 
a-Naphthaleneazo-a-naphthol-3  :  6-disulphonic 
acid  CioH,N,CioH4(SO,H),OH.  Prepared 
from  diazotised  a-naphthylamine  and  a-naphthol- 
3  :  6-disulphonic  acid.  Bluish-red  solution  in 
water,  and  blue  in  strong  sulphuric  acid.  A 
similar  colouring  matter  is  Axo  Red  A  (C). 

LUmUure,-^.  P.  16716  of  1885 ;  D.  R.  P. 
38281. 

DireetRoseG(K.S.): 

CH,C,H,<^   ^CC,H,N,CioH.(SO,H),OH. 

Prepared  from  diazotised  dehydrothio-j7-tolui- 
dine  and  a-naphthol-3 : 8-disulphonic  acid  (c- 
acid).  (^erry-red  aqueous  solution  ^ives  a 
scarlet-red  precipitate  with  hydrochloric  acid, 
and  a  bluish-red  one  with  sodium   hydroxide. 
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Solution  in  strong  sulphuric  acid  is  dArk-bluish 
red,  giving  a  scanet-red  nreoipitate  on  dilution. 
Erlka    B    (A.);    Methylbenzenylaminothio- 
zylenolazo-a-naphthol-3 : 6-disulphonic  acid 

CH,),C,H,^   ^CC,H,-N,C,.H4(S0,H), 

^«^^  k    U 

Prepared  from  diasotised  dehydrothio-m-zyli- 
dine  and  a-naphthol-3 : 6-disulphomc  aoid 
Solution  in  water  or  strong  sulphuric  acid  is  red. 
The  various  brands  of  G«nnlD6  (By.)  and 
BriUlaDt  G«railllie  (By.)  are  analogously  con- 
stituted. 

Liieratwe.^E.  P.  17333  of  1888 ;  D.  R.  P. 
63951 ;  F.  P.  194406 ;  A.  P.  418657 ;  Schultz, 
Ber.  1889.  22,  583. 

Azo  Bordeaux  (By.)^;  Naphthaleneazo-a- 
naphthol-4 : 8-diBul|^omc  acid 

OioH,N,-CiA(80,H).OH. 

Prepared  by  the  action  of  diazotised  a-naphth^l- 
amine  on  a-Daphthol-4 : 8-disulphonic  acid. 
Masenta-red  aqueous  solution  is  not  changed  by 
acids  or  alkalis.  Solution  in  strong  sulphuric 
acid  is  blue,  becoming  magenta-red  on  dilution. 

Liler<Uurt.—Ii  P.  15775  and  15781  of  1885 ; 
D.  R.  P.  40571,  42304 ;  A.  P.  333035. 

Axoeoehlneal  (By.);  Anisoleazo-a-naphthol- 
4 :  8-disulphonio  acid 

CH,-0-C,H4N,-C,oH4(SO,H),OH. 

Similarly  prepajred  from  diazotised  o-anisidine. 
Solution  in  water  and  strong  sulphuric  acid  is  red. 

Liieraturc—K  P.  15775  of  1885 ;  D.  R.  P. 
40571. 

Chromotrope  2  R  (M.) ;  Btebrieh  Aeld  Red  4  B 
(K.);  XL  Canno'idne  R  (H.);  Benzeneazo- 
1  :  8-dihydroxynaphtha]ene-3  :  6-di8ulphonic 
acid  C,H5N,CioH,(SO,H),(OH),.  Produced 
from  diazotised  aniline  and  1 : 8-dihydrozy- 
naphthalene-3 :  6-di8ulphonic  acid.  Gives  in 
water  a  magenta-red,  and  in  strong  sulphuric 
acid  a  ruby-red  solution. 

lAteraturt,—K  P.  9258  of  1890 ;  D.  R.  P. 
69095  :  F.  P.  206439  ;  A.  P.  458283. 

Chromotrope  2  B  (M.);  ji-Nitrobenzeneazo- 
1:8-  dihvdrozynaphthalene  -3:6-  disulphonic 
acid  NO;-C.H4NjCioH,(SO,H),(OH),.  Pre- 
pared by  the  action  of  diazotiseid  |>-nitroani- 
line  on  1 :  8-dihydrozynaphtha]ene-3  :  6-di8ul- 
phonio  acid.  Solution  in  water  is  yellowish-red, 
and  in  strong  sulphuric  acid  dark  violet. 

Literature — As  under  Chromotrope  2R. 

Vietoria  Violet  4  BS  (M.);  p-Aminobenz- 
eneazo-1  :  8-dihydroxynaphthalene-3  :  6-disul- 
phonic acid  NH, C,H4-N,CioH,(SO,H).(OH),. 
Prepared  by  the  aHudine  reduction  of  chromo- 
trope 2  B  or  by  eliminating  the  acetyl  group 
from  chromotrope  6  B  (see  below).  It  gives  a 
dark-violet  solution  in  water,  and  a  bluish-red 
in  strong  sulphuric  acid.  Similar  colouring 
matters  are  Victoria  Violet  8  BS  (M.)  and  Azo 
Acid  Blue  B  (M.). 

lAterature,—K  P.  8270  of  1892 ;  D.  R.  P. 
70885,  73321  ;   P.  P.  221363. 

Chromotrope  6  B  (M.) ;  XL  Fuehsine  6  B 
(H.) ;  p-Acetvlaminobenzeneazo-1 :  8-dihydroxy- 
naphthalene-3 :  6-disulphonic  acid 

CH,CONH-C,H4-Na-CioH3(S03H),(OH),. 
Prepared  by  the  action  of  diazotised  acetyl-j7- 

I  19  o  longer  manofactared  under  the  name  '  Buffalo 
Kubin '  by  the  SchOllkopf  Co. 


phenylcnediamine  on  1 :  8-dihydrozynaphthal- 
ene-3  :  6-disulphonic  acid.  Solution  in  water 
is  violet-red,  and  in  strong  sulphuric  aoid  ruby- 
red 

jWenrfttre.— D.  R.  P.  75738. 

Cliromotrope  10  B  (M.);  Naphthaleneazo- 
1 : 8-dihydroxynaphthalene-3 : 6-diBulphonio  acid 
CjoH,N,-Ci,H,(SO,H),(OH),. 

Prepared  from  diazotised  a-naphthylamine  and 
the  above  acid.  Violet  solution  in  water,  and 
greenish-blue  in  strong  sulphuric  acid. 

lAteraturt, — As  under  Chromotrope  2  R. 

Cliromaione  Red  A  (0.) ;  Benzaldehydeazo- 
1  :  8-dihydroz3rnaphthalene-3  :  6-disulphonio 
acid  CHO-CeH4N,-CioH,(SO,H),(OH)4.  Pro- 
duced from  diazotised  p-aminobenzaldehyde 
and  1 :  8-dihydro3[ynaphthalene-3  :  6-disulphonio 
acid.  Solution  in  water  is  red,  and  in  strong 
sulphuric  acid  blue. 

LiteT€U%tre.-^V>.  R.  P.  85233  ;  F.  P.  248619. 

Chromaxone  Blue  R  (G.):    Phenylethylhy- 
drazone  of  the  preceding  colouring  matter 
CeHj(C,H^NN :  CHC,H4-N,Ci,H,(S0,H),(0H),. 

Prepared  either  by  condensing  chromazone  red 
with  (M-phenylethylhydrazone  or  by  the  action 
of  diazotised  j)-aminobenzylidenephenylethylhy- 
drazone  on  1 : 8-dihydrozy-3 : 6-disulphonic  acid. 
Solution  in  water  is  blue-violet,  and  in  strong 
sulphuric  acid  blue-red. 

LitercUure  as  above. 

Diamine  Rose  (C);    Diamine  Pinic   (C.); 
Benzenylaminothioph^iolazochloronaphtholdi- 
sulphonic  acid 

CH,C,H,<;      J^CC.H4-N,C„H4a(SO,H),OH 

Prepared  from  diazotised  dehydrothio-p-tolui- 
dine  and  8-chloro-a-naphthol-3  :  6-disulphonic 
acid.  BCagenta-red  solution  in  water,  and 
reddish- violet  in  strong  sulphuric  acid* 

Litewrfure.— E.  P.  1920  of  1894 ;  D.  R.  P. 
79055, 82285, 96768,  99227 ;  F.  P.  235271 ;  A.  P. 
535037. 

Fast  Aeld  Fuelisine  B  (By.);  Benzeneazo- 
1 :  8-aminonaphthol-3  :  6-disulphonic  acid 

C,H,N,CioH,(SO,H),(OH)NH,. 

Prepared  from  diazotised  aniline  and  1 : 8- 
aminonaphthol-3  :  6-disulphonio  acid  (H-acid) 
in  alkaline  solution.  Solution  in  water  or  strong 
sulphuric  acid  is  magenta-red. 

Lifero/ure.— 13343  of  1890 ;  D.  R.  P.  62368, 
70031 ;   F.  P.  210033. 

ToUne  Bed  B  (K.) ;  Benzeneazo-1 :  8-ainino- 
naphthol-4 :  6-dieulphonio  acid.  Isomeric  with 
the  preceding.  I^pared  from  diazotised  aniline 
and  1 :  8-aminonaphthol-4 :  6*disulphonio  acid 
(K-acid).  Solution  in  water  or  strong  sillphurio 
acid  is  magenta-red. 

Lit€ratwe.—E.  P.  516  of  1894;  D.  R.  P. 
99164 ;  A.  P.  563383. 

Fast  Sulphone  Violet  5  BS  (EL  S.)  is  prepared 
by  combining  a  diazo-  compound  with  1 : 8- 
aminonaphthol-3  :  6-  or  -4  :  6-disulphonic  acid 
in  alkaline  solution,  and  treating  the  product 
with  p-toluenesulphonyl  chloride,  whereby  the 
amino-  group  is  transformed  into  the  p-toluene- 
sulphonylamino-  group.  Other  dyestuffs  of  the 
same  kind  are  BnDiant  Sulphone  Red  B  (K.  S.) 
and  Fast  Sulphone  Violet  4  R  (K.  S.). 

LitercUure,— E.  P.  22886  of  1899 ;  D.  R.  P. 
120081. 


AZO-  COLOURING  MATTERS. 


373 


Azoniblne  S  (A.);  Azoniblne  A  (C);  Axo 
Aeid  Rablne  (0.  J.)  (D.) ;  Azo  Aeld  Rublne  R 
(K.);  Naearat  (P.);  Fast  Red  C  (B.);  Car- 
moiisina  (By.) ;  Cannoislne  AS  (Lev.)  Sulpho-a- 
aaphthaleneazo-a-naphthoLsulphonio  aoid 
HSO,-CjoH,-N,-CioH5(SO,H)OH. 
Prepared  by  the  action  of  diazotised  naphthionio 
acid  on  a-naphthol-4-sulphonic  acid  in  presence 
of  alkali.  Solution  gives  a  red  crystalline  pre- 
cipitate with  calcium  chloride ;  substance  dis- 
solves in  strong  sulphuric  acid  with  a  bluish- violet 
colour,  becoming  red  on  dilution.  When  used 
for  after-chroming  on  wool  the  dyestnff  is  known 
as  Azoehrome  Blue  R  (K.). 

Literature.— E.  P.  2237  and  4237  of  1883 ; 
D.  R.  P.  26012. 

Azoohrome  Blue  B  (K.) ;  Isomerio  with  the 
preceding.  Prepared  from  diazotised  naphthi- 
onio acid  and  a-naphthol-5-sulphonic  acid. 
Aqueous  solution  is  bluish-red  and  gives  a 
reddish-brown  precipitate  with  hydiSchlorio 
acid.  Substance  dissolves  in  strong  sulphuric 
acid  with  reddish-blue  colour. 

Fast  Red  E  (B.)  (K.);  Fast  Red  (Lev.)  (A.) 
(CJ.) ;  Sulpho-a-naphthaleneazo-^-naphtholsul- 
phonic  acid  HSO,-CioHs-N,-Ci«H5(SO,H)OH. 
Isomeric  with  the  preceding:  prepared  from 
diazotised  naphthionio  acid  and  Schaffer's 
^•naphthol-6-sulphonio  acid.  Aqueous  solution 
claret-red  ;  not  precipitated  by  acids,  dissolves 
in  strong  sulphuric  acid  with  a  violet  colour, 
becoming  red  on  dilution. 

Literature,— E.  P.  786  of  1878  :  D.  R.  P.  6411. 

Croee'ine  Searlet  8  BX  (By. )  (K. ) ;  Coceine  2  B 
(A. ) ;  Searlet  000  (H. ).  Isomeric  with  the  last ; 
prepared  from  diazotised  naphthionio  aoid  and 
Bayer's  /3-naphthol-8-sulphonic  acid;  Hot  solu- 
tion (concentrated)  gives  a  crystalline  magnesium 
salt  on  adding  magnesium  sulphate  and  allowing 
to  cool ;  solution  in  strong  sulphuric  acid  reddish- 
violet  becoming  yellowish-red  on  dilution. 

Literature.— E.  P.  2031  of  1881 ;  D.  R.  P. 
20402  ;  A.  P.  256376. 

Double  Scarlet  Extra  S  (A.)  (Lev.) ;  Double 
Brilliant  Searlet  8  R  (Bv.);  Double  Brilliant 
Searlet  S  (K.);  BrflUant  Poneean  4  R  (By.); 
Scarlet  PR  (P.).  Isomeric  with  the  last;  pre- 
pared from  diazotised  j8-naphthylamine-6-sul- 
phonio  acid  (Bronner's),  and  a-naphthol-4- 
sulphonic  acid 

HSO,-C,,^.-N,CioH5(SO,H)OH. 
Aqueous    solution  gives  yellowish-brown   pre- 
cipitate with  dilute  acids.    Dissolves  in  strong 
sulphuric   acid  with   a   red   colour,  -becoming 
yellower  on  dilution. 

LiUraivre.—E,  P.  3724  of  1882 ;  D.  R.  P. 
22547. 

Azofuebslne  G  (By.);  p-Sulphobenzeneazo- 
dihydrozynaphthalene-4-sulphonic  acid 

HSO,-C.H4N,-CioH4(OH),SO,H. 
Prepared  from  diazotised  sulphanilic  acid  and 
1 : 8-dih^drozynaphthalene-4-sulphonic  acid.  So- 
lution m  water  is  bluish-red,  and  in  strong 
sulphuric  acid  violet.  Analogous  colours  are 
Azofuehslne  S  and  6N  extra  (C). 

Literature,— E.  P.  18617  of  1889 ;  D.  R.  P. 
54116;  P.  P.  203744;  A.  P.  466841,  468142. 

CrumpsaU  Yellow  (Lev.) ;  Disulphonaphtha- 
leneazosalicylic  acid 

C,oH.(SO,H)jN,C.H,(OH)-CO,H. 
Produced  by  the  action  of  diazotised  jS-naph- 


thylamine-6 : 8-disulphonic  acid  on  salicylic  acid. 
Solution  in  water  is  yellow,  and  in  strong  sulphuric 
acid,  orange-rod. 

Literature— E.  P.  12146  of  1894;  D.  R.  P. 
87483. 

Lanaeyl  Blue  BB  (C);  Disulphohydrozy- 
naphthaleneazoaminonaphthol 

C,oH,(SO,H),(OH)-N,CioH,(OH)NH8. 

Prepared  from  diazotised  1  :  8-aminonaphthol- 
3  :  6-diBulphonlo  acid  (H-acid)  and  1 :  5-amino- 
naphthol  m  acetic  acid  solution  (the  azo-  group 
attacks  the  ortho-  position  relative  to  the 
hydroxy-  group).  Solution  in  water  is  reddish 
or  bluish -violet,  and  in  strons  sulphuric  acid  blue. 
To  this  group  belong  also  Lanaeyl  Blue  R  and 
Lanaeyl  Navy  Blue  B  and  8  B  (C). 

Literature,— E.  P.  24134  of  1896 ;  B.  R.  P. 
95190 ;  F.  P.  260848. 

Rosophenlne  10  B  (01.  Oo.);  Rosophenlne 
Pink  (OL  Co.) ;  Direct  Searlet  B  (K.) ;  Sulpho- 
benzenylaminothiocresolazo  -  a  -  naphthol-4  •  sul- 
phonic acid       a 

Cjai/^  \CC,H4.N.C,oH,OH 

I       ^N^    I  I 

CH,  SO,H      SO,H 

Prepared  from  diazotised  dehydrothio-i>-tolui- 
dinesulphonio  acid  and  a-naphthol-4-sulphonio 
acid.  Solution  in  water  is  crimson-red,  and  in 
strong  sulphuric  acid  violet-red. 

The  corresponding  colour  from  diazotised 
primuline  is  called  Rosophenlne  SG  (01.  Co.) ; 
Thiazine  Red  R  (B.)  (D.  R.  P.  48466;  F.  P. 
192628,  196988  ;  A.  P.  398990). 

Tliiazlne  Red  G  (B.).  Prepared  from  diazo- 
tised primuline  (sulphonic  acid)  and  i9-naphthol- 
6-sulpnonio  acid.  Orange-red  aqueous  solution 
gives  an  orange-red  precipitate  with  hydrochloric 
acid,  and  becomes  dark  with  sodium  hydroxide. 
Solution  in  strong  sulphuric  acid  is  blood-red, 
giving  an  orange  precipitate  on  dilution. 

References  as  for  thiazine  red  R. 

Dianll  YeUow  2  R  (M.).  Prepared  by  the 
action  of  diazotised  primuline  (siuphonio  acid) 
on   1  -j?-sulphophenyl-3-methyl-5-pyrazolone. 

Reactions  and  references  as  for  dianll 
yellow  R. 

Chrome  FMt  Tellow  G  (A.);  Di-(and  tri-)- 
sulphodiphenylphenotriazineazosalicylic    acid 

C^Hj-N  •  N/\ 

!     1 
C,H,OHN       JN,0,H,(0H)C0,H 

\/ (di-  and  tri-sulphonio  acids). 

Produced  from  the  di-(or  tri-)sulphonio  acids  of 
the  triazine  from  chrysoldine  ana  benzaldehyde 
by  diazotisation  and  combination  with  salicylic 
acid.  The  aqueous  solution  is  orange-yellow, 
and  the  solution  in  strong  sulphuric  acid  is  the 

j  same. 

I        Literature. — D.   R.  P.  79425  (compare  also 

.  D.  R.   P.   76491    and   78006) ;    Noelting   and 

i  Wegelin,  Ber.  1897,  30,  2695. 

3.  TmsuLPHONio  Acids. 

New  Coeeine  (A.)  (Lev.) ;  Brilliant  Searlet 
(C);  Croeelne  Searlet  4  BX  (K.);  Vietoria 
Searlet  4  R  (T.  M.) ;  Special  Poneeau  (P.) ;  Co- 
chineal Red  A  (B.);  Sulpho-a-naphthialeneazo- 
/3-naphthol-6 :  8-disulphonio  acid 

HSO,-Oi,H,-N,OioH4(SO,H)3-OH. 

Prepared  by  the  action  of  diazotised  naphthionio 
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acid  on  iS-naphthol-6 :  S-disulphonio  acid  (G- 
salt).  Aqueous  solution  red,  not  precipitated  by 
acids.  I>ia8oIves  in  strong  sulphuric  acid  with 
a  red  colour,  becoming  yellowish-red  on  dilution. 

Literature.'^K  P.  816  of  1884;  D.  R.  P. 
36491;  A.  P.  314938. 

Fast  Red  D  (B.) ;  Aio  Add  Rublne  2  B  (D.) ; 
Fast  Red  EB  (B.) ;  Cloth  Red  (T.  M.) ;  Bordeaux 
S  (A.)  (Lev.);  Amaranth  (M.)  (C.).  Isomeric 
with  the  preceding.  Prepared  from  diazotised 
naphthionio  acid  and  R-salt. 

LUercUurc—D.  R.  P.  3229. 

Chromotrope  8  B  (M.  ^—p-Sulphonaphthalene- 
azodihydroz3maphthalene-3 : 6-di8ulphonio  acid 

HSO.<:ipH.N,-C,oH,(SO,H),{OH),. 
Pr(n>ared  by  the  action  of  diazotised  naphthionic 
acid  on  1  :  8-dihydrozynaphthalene-3  :  6-di8ul- 
phonic  acid.  Solution  in  water  is  violet-rod,  and 
m  strong  sulphuric  acid  indiso-blue.  In 
addition  to  this  and  the  other  Chromotrope  * 
colours  mentioned  above,  the  marks  S,  SB,  SR, 
7  B,  F  B,  and  F  4  B  also  appear  on  the  market,  but 
their  constitution  has  not  yet  been  published. 

Literature,— E,  P.  9258  of  1890;  D.  R.  P. 
69095  ;  F.  P.  206439  ;  A.  P.  458283. 

4.  Tbtbasulphonio  Acids. 

Poneeau  6  R  (M.)  (B.) ;  p-Sulphonaphthalene- 
azo-/3-naphtholtrisulphonic  acid 

HSO,C,oH.N,C,pH,(SO,H),-OH. 
Prepared  by  the  action  of  diazotised  naphthionic 
acid   on    /3-naphthol-3  :  6  :  S-trisulphonic    acid. 
Solution  in  water  is  magenta-red,  and  in  strong 
sulphuric  acid  violet. 

Literature.— E.  P.  2544  of  1882 ;  D.  R.  P. 
22038  ;   F.  P.  137109  ;   A.  P.  268506. 

HeUopurpurine  4  BL  (By.) ;  Disulphonaph- 
thaleneazo-a-naphthol-3 :  6-aisulphonio  acid 

C,oH5(SO,H),N,CioH4(SO,H)8-OH. 
Preparod    from     diazotised    3-naphthylamine- 
3  :  D-disulphonio     acid     and     a-naphtbol-3  :  6- 
disulphonic    acid.     Used    exclusively    in    the 
manufacture  of  lakes. 

JWtera/ttrc.~Farber-Zeit.  1904,  16,  95. 

Hellopurpurine  7  BL  (Bv.)  Isomeric  with 
the  preccdmg.  Prepared  by  the  action  of 
diazotised  /3-naphthylamine-l  :  6-di8ulphonic 
acid  on  /3-naphthol-3 :  6-di8ulphonic  acid  (R- 
salt).     Used  only  for  lakes. 

Literature  as  above. 

6.  Pentasuij»honic  Acids. 

Hellopurpurine  6L  (By.) ;  Disulphonaphtha* 
leneazo-/3-naphthol-3  :  6  :  8-tri8ulphonic  acid 

CioH5(SO,H),N,Ci,H,(SO,H),-OH. 
Prepared    from    diazotised    iS-naphthylamine- 
3  :  6-disulphonio  acid  and    /B-naphthol-S  :  6  :  8- 
trisulphonic  acid. 

Use  and  literature  as  above. 

E.  Carboxylle  Aolds  of  Hydroxyazo-  Compounds.^ 

Alizarine  YeUow  GO  (M.);  Chrome  TeUow 

R(P.);  wi-Nitrobenzeneazoealicylic  acid 
NO,C,H4N,C.H,(C02H)OH. 
Prepared   from    diazotised   m-nitroaniline   and 
nalicylio   acid.     The   commercial   poduct   (the 
free  acid)  is  a  yellow  x)aste,  insoluble  in  water, 
and  giving  an  orange  solution  with  strong  sul- 

1  Carboxylle  acids  containing  also  snlphonic  acid 
groapB  are  described  under  the  corresponding  snlphonic 
or  dlsulphonic)  acids. 


phurio  acid.    The  sodium  salt  is  put  on  the 
market  in  the  dry  state  as  Alizarine  Tellow  GGW 

(M.). 

Literature.— E.  P.  17583  of  1887 ;  D.  R.  P. 
44170 ;  F.  P.  187821 ;  A.  P.  424019. 

AUzarine  YeUow  R»  (M.)  (C.  R.)  (By.); 
Terraeotta  (G.);  Chrome  Orange  (P.) ;  Xantho- 
ohromine.  Isomeric  with  the  last.  I^pared 
from  diazotised  p-nitroaniline  and  salicylic  acid. 
Comes  on  the  market  as  a  brown  paste  insoluble 
in  water  and  eivin^  an  orange-yellow  solution 
with  strong  sulphuric  acid.  This  consists  of  the 
free  acid ;  the  sodium  salt  (soluble  in  water  with 
an  orange  colour)  is  called  AUiarine  Yellow  RW 
(M.). 

Literature.— Ueido]A,  Chem.  Soc.  Trans.  1885, 
47,  66«;  Bull.  Mulhouse,  1892,  198;  J.  Soc. 
Chem.  Ind.  1890.  9,  53  ;  1892.  11,  699  ;  J.  Soc. 
Dyers,  1889,  5.  106 ;  E.  P.  13920  of  1888. 

Fenian  YeUow  (Q.);  o-Nitrotolueneazosali- 
oyUc  acid  N0,C,H.N,-C.H,(C0,H);OH.  Pre- 
pared by  nitrating  p-tolueneazosalicylic  acid  (for- 
merly in  commerce  under  the  name  Flavazol) 
The  commercial  product  is  a  20  p.c.  paste  soluble 
in  water  to  a  yellow  solution,  and  giving  an 
orange-yellow  solution  with  strong  sulphuric 
acid. 

Liierature.—E.  P.  13920  of  1888;  F.  P. 
193190 ;  A.  P.  431297  ;  Ber.  1907,  40,  4207. 

Chrome  Fast  YeUow  GO  (A.) ;  o-Anisoleazo- 
salicylic  acid  CH,0'C.H4N8-C.H,(CO,H)OH. 
Prepared  from  diazotised  o-anisidine  and  sali- 
cylic acid.  In  commerce  as  a  bright-yellow 
paste  or  a  yellow  powder.  Solution  in  hot  water 
IS  greenish-yellow,  and  in  strong  sulphuric  acid 
yeflowish-brown. 

AioaUzarine  YeUow  6  G  (D.  H.) ;  AUnrlne 
YeUow  5  G  (M.);  Tartraehromine  GO  (I.).; 
j>-phenetoleazo6alioylio  acid 

C,H,0<:i.H4N,-C.H,(C0,H)0H. 
Prepared   from    diazotised  j)-phenetidine   and 
salicylic  acid.    Solution  in  water  is  yeUowi^- 
brown,  and  in  strong  sulphuric  acid  brown-red. 

Diamond  Flavine  G  (By.);  p-Hydrozydi- 
phenylazosalicylic  acid 

0HCi,H8-N,-C.H,(C0,H)-0H. 
Prepared  by  boiling  the  intermediate  product 
from  tetrazotised  benzidine  and  one  molecule  of 
salicylic  acid.  In  commerce  as  a  yellowish- 
brown  paste  or  powder  which  dissolves  in  water 
only  after  the  addition  of  sodium  acetate. 
Solution  in  strong  sulphuric  acid  is  blood-red. 

Literature.— E.  P.  11663  of  1891 ;  D.  R.  P. 
60373;  F.  P.  214756. 

Diamond  YeUow  G  (By.);  m-Carbozyben- 
zeneazosalicylic  acid 

C0,H-C.H4-N,-C.H,(C0,H)0H. 
Prepared  from  diazotised  m-aminobenzoic  acid 
and  salicylic  acid.  A  greyish-yellow  paste 
soluble  in  water  (with  addition  of  sodium 
acetate  or  carbonate)  with  a  yellow  colour. 
Gives  a  reddish-yellow  solution  with  strong 
sulphuric  acid. 

Literature.— E.  P.  8299  of  1889 ;  D.  R.  P. 
58271 ;  F.  P.  198521  (addition) ;  A.  P.  502368, 
502369. 

Diamond  YeUow  R  (By.).  Isomeric  with  the 
preceding.  Prepared  from  o-aminobenzoic  acid 
and  salicylic  acid.     A  brown  paste  soluble  in 

1  Mtta  Chromt  Oniiiqe  R  double  (A.)  is  probably 
Identical  with  this. 
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water  (in  presence  of  alksJis),  with  a  yellow 
colour.  Solution  in  strong  sulphuric  acid  is 
reddish-yellow. 

Liierature  as  for  the  preceding  colour. 

F.  Unolaasifled  Monoaio-  Colouring  Matters. 

TartnuElne  (B.)  (I.)  (H.) ;  Hydraiine  Yellow 
(0.) ;  Benzeneazopyrazolonecarboxydisulphonio 
acid 

/N=CCO,H 
S0,H-C.H4-N/         I 

\C0  •  CHN,C,H,SO,H. 
Prepared  (1)  by  the  action  of  phenylhydrazine- 
sulphonic  acid  on  dihydroxytartaric  acid;  or 
(2)  by  the  action  of  phenylhydraEineBulphonic 
acid  on  ozalacetic  ester,  coupling  the  product 
with  diazotised  sulphanilio  acid  and  hydrolysing. 
Solution  in  water  or  strong  sulphuric  aod  is 
yellow. 

LUeraiure.-^E,  P.  9858  of  1886 ;  6693  of 
1893;  766  of  1897;  D.  R.  P.  34294;  F.  P.  169904; 
A.  P.  324630 ;  Ziegler  and  Locher,  Ber.  1887; 
20,  834 ;  Anschfitz,  Annalen,  1897,  294,  219 ; 
1899,  306, 1 ;  Qnehm  and  Benda,  Annalen,  1898, 
299,  100  ;  Bemthsen,  Chem.  Zeit.  1898,  22,  466. 

Hydxuliie  Yellow  SO  (0.)  is  probably  a 
nitrotartrazine  (D.  P.  109914). 

III.   DiSAZO-    Ck)MFOUlirDS.^ 

A.  Primary  Dlfuo- Colouring  Matters.' 
Leather  Brown  (0.). : 
NH,C.H4-N,-C,H,(NH,),-N,-C.H,NH,. 

Prepared  by  combining  2  mols.  of  p-diazoacet- 
anilide  with  1  mol.  of  m-phenylenediamine, 
and  heating  the  product  with  strong  hydro- 
chloric acid.  Ck>mmeroial  product  is  the  mono- 
hydrochloride  or  the  zinc  chloride  double  salt. 
Tlie  brown  aqueous  solution  becomes  yellower 
on  addmg  hydrochloric  acid,  and  sives  a  brown 
precipitate  with  sodium  hydroziae.  The  sub- 
stance gives  a  brown  solution  in  strong  sulphuric 
acid,  which  becomes  yellowish-broMn  on 
dilution. 

LUeraiurt^—K  P.  11218  of  1891 ;  D.  B.  P. 
67429  ;  A.  P.  462414. 

Terra  CottaF(G.): 

P  *-N,-C,H,(NH,),NtCioH.-SO,H. 

Prepared  by  combinins  first  diazotised  naphthi- 
onic  acid  and  secondly  diazotised  primuline 
with  m-phenylenediamine.  Solution  m  water 
is  brown,  giving  a  brown  precipitate  with  hydro- 
chloric acid.  Strong  sulphuric  acid  dissolves 
colour  to  a  reddish-violet  solution,  giving  a 
brown  precipitate  on  dilution. 

LiteraiuTt.—^  P.  1888  of  1890;  F.  P. 
203439;  A.  P.  440288. 

Cotton  Orange  R  (B.): 

P'-N,-C,(NH,),(S0,H),-N,C,H4S0,H.* 

Prepared  by  combining  first  diazotised  primuline 
ana  seoonoly  diazotised  metanilic  acid  with 
m-phenylenediaminedisulphonio  acid.  The 
orange-red  aaueous  solution  ^ves  a  reddish 
precipitate  with  hydrochloric  acid.    Solution  in 

*  5m  also  DiBAZO-  and  Traiuzo-  oolovkino  xattbbs. 

*  It  will  be  gui&cieiit  to  give  the  ohemioal  formoUe  of 
these  disaio-oomponnds  without  giving  their  names  in 
full. 

*  P=  residue  of  primuUne  or  dehydrothiotolaidlne 
refers  to  sulpbooic  acid. 

*  According  to  Henmann  (Die  Anllinfarben  und  Ihre 
FabrlkaUon)  toe  formala  is — 

FN,CgH(NH,)(80,H),vNH-N,C,H4-80,H. 


strong  sulphuric  acid  is  bright  red,  precipitating 
on  dilution. 

LU€raiure.—Y^  P.  21763  of  1893 ;  D.  R.  P. 
76118;   F.  P.  231694;   A.  P.  624261. 

Resorein  Brown  (A.)  (K.) : 

HSO,-C.H4-N5-C,H,(OH),-N,-C,Hj. 
Diazozylene  chloride  is  combined  with  resorein 
yellow   (p.  368).      Aqueous   solution   gives    a 
Drown    precipitate    with    acids.    Dissolves    in 
strong  sulphuric  acid  with  a  brown  colour. 

Literature.— Jy.  R.  P.  18862 ;   A.  P.  269369. 

Fast  Brown  6  (T.M.);  Add  Brown  (D.)  (P.). 
(HSO,C.H,-N,),C,  aH.-OH(a). 
Propared  by  the  action  of  diazotised  Bulphanilic 
acid  (2  mois.)  on  a-naphthol  (1  mol.).  Aqueous 
solution  red-brown;  violet  precipitate  with 
dilute  acid.  Stronff  sulphurio  acid  solution 
violet,  becoming  yellowish-brown  on  dilution. 

lAieratttTe.-^&KAm,  Ber.  1888,  21,  3241. 

Fut  Brown  (By.): 

(HSO,C,oH.N.).C,H.(OH).. 
Prepared  by  the  action  of  diazotised  naphthionic 
acia  (2  mols.)  on  resorcinol  (1  mol.).  Brown 
aqueous  solution  gives  a  readily  soluble  pre- 
cipitate with  hydrochloric  acid,  and  becomes 
cherry  red  with  sodium  hydroxide.  Solution  in 
strong  sulphuric  acid  is  currant-red. 

LUeraturt.—'D,  R.  P.  18862. 

Palatine  Blaek  (B.);  Wool  Blaek  4  B  and 
6B(A-): 

HSO,-C.H4N,C,oH,(SO,H)(OH)(NH,)N,-CioH, 
Prepared  by  the  action  of  diazotised  sulphanilio 
acid  (1  mol.)  on  1 :  8-aminonaphthol-4-8ul- 
phonic  acid  in  acid  solution,  and  treating  the 
product  in  alkaline  solution  with  diazotised 
a-naphthylamine  (1  mol.)  in  alkaline  solution. 
DarK- blue  aqueous  solution  becomes  bluish-green 
with  hydrochloric  acid  and  pure  blue  with 
sodium  hydroxide.  The  solution  in  strong 
sulphuric  acid  is  blue,  giving  a  dark-blue  pre- 
cipitate on  dilution. 

Z/itercrffire.— E.  P.  7713  of  1891 ;  D.  R.  P. 
91866 ;  F.  P.  213232 ;  A.  P.  690088. 

Naphthol  Blue  Blaek  (C);  Naphthol  Blaek 
12  B  (C.) ;  Wool  Blaek  6  G  extra  eone.  (T.  M.) ; 
Naphthalene  Blaek  10  B  (P.) ;  Blue  Blaek  NB 
(K.);  Coomassle  Blue  Blaek  (Ley.) : 
NO,-C.H,-N,-CioH,(SO,H),(OH)(NH,)-N,-C.H5 
Prepared  by  the  action  of  diazotised  p-nitro- 
anibne  (1  mol.)  on  1 :  8-aminonaphthol-3  :  6- 
disulphonic  acid  (H-acid)  in  acid  solution,  and 
treating  the  product  in  alkaline  solution  with 
diazotisied  aniline.  The  dark-blue  aqueous 
solution  gives  a  blue  porecipitate  with  hydro- 
chloric acid.  The  solution  m  strong  sulphurio 
acid  is  green,  giving  a  blue  precipitate  on 
dilution. 

Literature.— K  P.  6972  of  1891 ;  D.  R.  P. 
66661 ;  F.  P.  fourth  addition  to  201770 ;  A.  P. 
480326. 

Chrome  Patent  Green  NC  (K.) 
(NO,),C.H,N,-CioH,(SO,H),(NH,)OH 


i: 


H         N,C,H. 

Prepared  by  the  action  of  diazotised  aniline 
(1  moL)  and  diazotised  picramic  acid  (1  mol.) 
on  1 :  8-aminonaphthol-4 :  6-disulphonic  acid. 

Literatwe.—J>.  R.  P.  110711;  F.  P.  291316. 

Blue  Blaek  N  (K.) 

(NO,C.H^N,),CioH,(SO,H),(OH)NH,. 
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Prepared  by  the  action  of  diazotised  }?-iiitro- 
aniUne  (2  mols.)  on  1  :  8-ammonaphthol-4 :  6- 
disulphonio  acid. 

Literatwe.—'D,  R.  P.  108266;  F.  P.  271070; 
A.  P.  613639. 

Supnunlne  Blaek  BR  (By.j.  The  special 
base  used  in  the  preparation  of  this  colouring 
matter  is  ^-aminophenyl  ether.  Two  mols  (or 
one  of  this  and  one  of  another  base)  are  diazo- 
tised  and  combined  with  1 : 8-aminonaphthol- 
4:6-  or  3 :  6-disulphonio  acid. 

Literaiure,^Y.  P.  402046;  A.  P.  958830. , 

Janus  Yellow  R  (M.) : 
N(CH,),aC.H4N,C,Hj(0H),N,-C.H^N0,. 
Prepared  by  combining  diaEotised  m-amino- 
phenvltrimethylammonium  chloride  with  m- 
nitrobenzeneazoresorcinol.  Yellowish  -  brown 
aqueous  solution  gives  a  yellowish-brown  pre- 
cipitate. Solution  in  strong  sulphuric  acid  is 
magenta-red,  becoming  yellow  on  dilution. 

Addlne  Fut  Seartot  6, 4  BS,  8  BS,  12  BS 
(C.  J.).  These  dyes  are  prepared  by  the  action 
of  2  mols.  of  a  diazo-  compound,  for  example, 
that  from  /3-naphthvlamine  on  the  substance 
HSO,-CieH,(OH)NHCONHC,H,(CH,)SO,H 


OHCioHj(SO,H)NH-(X)NH 

Literature.— T>,  P.  (appl.)  J.  11718;  F.  P. 
412138;  A.  P.  (appl.)  541843. 

Benio  Fast  Seartet  G5, 4  BS  and  8  BS  (By.). 
These  dyes  are  obtained  by  the  action  of  2  mols. 
of  a  diazo-  compound  on  the  urea  produced  by  the 
action  of  carbonyl  chloride  on  2  mols.  of  5- 
amino-a-naphthol-3-sulphonic  acid  (J-acid):  i.e. 
HSO,-CioH,(OH)-NHCO-NHC|oHj(OH)SO,H. 

Literature.—K  P.  3616  of  1900 ;  D.  R.  P. 
122904, 126133, 126801, 128195, 129464, 132511  ; 
F.  P.  297367;  A.  P.  653498,  662122,  675629, 
675632. 

B.  Seeondary  Disaio-  Colouring  Hatters. 
Sudan  m  (A.)  (lb.)  (Fi.) ;  Oerasine  Red  (C.) ; 
Cerotlne  Searlet  R  (C.  J.);  Fat  Poneean  G  (K.). : 

C-H.N.-C.H^N.C,  .H,.0H(3). 
Prepared  oy  the  action  of  diazotised  aminoazo- 
benzene  on  /3-naphthol.  Insoluble  in  water ; 
dissolves  in  strong  sulphuric  acid  with  a  green 
colour,  becoming  blue,  and  finally  red  and  pre- 
cipitating on  dilution. 

Z;itera«wre.— Nietzki,  Ber.  1880,  13,  1838; 
D.  R.  P.  16483. 

Ponoeau  5  R  (M.)  (K.) ;  Erythrine  X  (B.) : 
C,H5-N,C,H4-N,C,oHj(SO,H),OH. 
Prepared  by  the  action  of  diazotised  aminoazo- 
benzene  on  /3-naphtho]-3  :  6 :  8-trisulphonic  acid 
in  alkaline  solution. 

Literature.—E.  P.  2544  of  1882 ;  D.  R.  P. 
22038 ;  F.  P.  137109 ;  A.  P  268507. 

Cloth  Red  G  (By.) ;  Cloth  Red  R  (D.), 
C,H,-N,C,H,N,C,oH5(SO,H)OH. 
Prepared  by  the  action  of  diazotised  aminoazo- 
benzene  on  a-naphthol-4-8ulphonic  acid  in 
alkaline  solution.  l)issolves  in  strong  sulphuric 
acid  with  a  violet  colour,  giving  a  brownish-red 
precipitate  on  dilution. 

Literature.— E.  P.  2237  of  1883;  D.  R.  P. 
26012. 

Croee'ine  B  (Sch.).  The  disulphonic  acid 
corresponding  with  the  preceding :  produced 
by  the  action  of  diazotised  aminoazobenzene 
on  a-naphthol-4  :  8-dlBulphoQic  acid« 


LUeratiure.—E,  P.  15775  and  15782  of  1885  ; 
D.  R.  P.  40571 ;  A.  P.  333037. 

BrilUant  Crooelne  M  (C.)  (By.)  (M.) ;  Brilliant 
Croeeine  0  (K.);  BriUIant  Croee]£ne,  extra  eonc. 
(T.  M.);  Cotton  Searlet  (B.);  Poneean  BO  extra 
(A.);  Croeeine  8  B  (P.) : 

CeH,-N,-C,H4-N,-C»,H4(SO,H),-OH. 

Prepared  by  the  action  of  diazotised  aminoazo- 
benzene  on   3-naphthol-6  :  8-disulphonic   acid. 
Dissolves  in  strong  sulphuric  acid  with  a  reddish- 
violet,  becoming  &vt  bluer  and  then  red  on  dilu 
tion. 

LfVera/iire.— E.  P.  816  of  1884;  D.  R.  P. 
36491 ;  F.  P.  159998  ;  A.  P.  314939. 

Oil  Seariet  (M.)  (W.);  Red  B,  Ofl  soluble, 
extra  eone.  (Remy.):  Ceroflne  Ponoeau  8  B 
(G.  J.);  Fat  Poneeau  R  (K.).  {See  also  Fast 
Am  Garnet,  p.  363.) 

C7H/N,C7H.N,-CioH,-OH. 

Prepared  from  diaiBotiaed  o-aminoazotoluene 
and  3-naphtho].  Insoluble  in  water,  but  soluble 
in  alcohoi  or  benzene  with  a  bluish-red  colour. 
Strong  sulphuric  acid  ^ves  a  blue  solution, 
which  yieldia  a  red  precipitate  on  dilution. 
Cloth  Red  B  (By.)  (D.): 

C,H,-N,-C,H.-N,C,eH,(SO^)-OH. 

Prepared  by  the  action  of  diazotised  o-amlno- 
azotoluene  on  a-najphthol-4-sulphonio  acid. 
The  red  aqueous  solution  gives  a  nd  precipitate 
with  hydrochloric  acid,  and  on  adding  sodium 
hydronde  to  the  solution  it  becomes  violet. 
Tne  solution  in  strong  sulphuric  acid  is  blackish- 
bhie. 

Literature.— 'E.  P.  5003  of  1879 ;  D.  R.  P. 
16482. 

Cloth  Red  G*(0.) ;  Cloth  Red  G  extra  (By.) : 

C,H/N,C,H.-N,CiA(SO,H)-OH(/B). 
Produced  by  the  action  of  diazotised  amino- 
azotoluene  on  /3-naphthol-6-su]phonic  acid 
(Sch&ffer's).  Dissolves  in  water  with  a  red- 
brown  colour  giving  a  similarly  coloured  pre- 
cipitate on  addition  of  acid.  Dissolves  witn  a 
blue  colour  in  strong  sulphuric  acid,  giving  a 
brownish-red  precipitate  on  dilution. 

Liierature.—E.  P.  5003  of  1879 ;  D.  R.  P. 
16482. 

Cloth  Red  B  (O.)  (K.);  Cloth  Red  0  (M.) ; 
Cloth  Red  BA  (A.);  Ftat  Bordeaux  0  (M.) ; 
Fast  Bulling  Red  B  (Lev.) : 

C,H/N,C,HeNjCioH4(SO,H),OH(/3). 
Prepared  by  the  action  of  diazotued  aminoazo- 
toluene  on  3-naphthol-3  :  6-disulphonic  acid  (R- 
salt).  Aqueous  solution  red,  becoming  brownish 
on  addition  of  hydrochloric  acid.  Dissolves  in 
strong  sulphuric  acid  with  a  blue  colour,  giving 
a  brownish-red  precipitate  on  dilution. 

Literature  as  under  preceding  colour. 

Caoth  Red  3  G  extra  (By.) ;  doth  Red  8  6A 
(A.):  C7H/N,C,H,-NsC,ofi»(S08H)NH,.  Pre- 
pared by  the  action  of  diazotised  aminoazo- 
toluene  on  /3-naphthylamine-6-8ulphonic  acid 
(Bronner^s  acid).  The  red  aqueous  solution 
gives  with  hydrochloric  acid  a  dark  reddish- 
brown  precipitate.  The  solution  in  strong 
sulphuric  acid  is  dark  greenish-blue,  and  gives 
a  brownish-red  precipitate  on  dilution. 

Bordeaux  BX  (By.) : 

C,H,N,C,Hg-Na-CioH,(S03H)OH. 

Prepared  by  the  action  of  diazotised  amino- 
azozylene     on     j8-naphthol-6-sulphonio     acid 
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(Schaffer's).  Solution  in  water  is  brownish-red, 
and  gives  a  brownish-red  precipitate  with  hydro- 
chlorio  acid  or  sodium  hydroxide.  Stirong 
sulphuric  acid  dissolves  colour  to  a  brown 
solution,  which  gives  a  reddish- brown  precipitate 
on  dilution. 

XOera/ure.— £.  P.  6003  of  1879 ;  D.  B.  R 
16482. 

Archil  Red  A  (B.) ;  Union  Fast  Claret  (Lev.) : 

C,H,N,C,H,N,OioH4(SOsH),-OH(3). 

Prepared  by  the  action  of  diazotised  aminoazo- 
xylene  on  ^-naphtholdisulphonic  acid  (R-salt). 
Soluble  in  water  with  a  Bordeaux-red  colour ; 
reddish-brown  flocoulent  precipitate  on  adding 
dilute  acid.  Solution  in  strong  sulphuric  acid 
dark  blue,  giving  reddish-brown  precipitate  on 
dilution. 

Litemture,'-E.  P.  5003  and  5021  of  1879; 
536  of  1880;  D.  R.  P.  22010;  A.  P.  210233,246221. 

CtweSnt  Scarlet  3  B  (By.)  (0.  J.) ;  Ponceau 
4BB(A.): 

HSO,CeH4N,C,H4-N,-CipH,(SO,H)-OH. 

Produced  by  the  action  of  diazotised  aminoazo- 
benzenesulphonio  acid  on  /3-naphthol-8-8ul- 
phonio  acid  (Bayer*s).  Solution  not  precipi- 
tated by  alkali ;  a  red  precipitate  produced  oy 
barium  chloride,  becoming  dark-violet  and 
crystalline  on  boiling.  I^ssolves  in  strong 
sulphuric  acid  with  a  deep-blue  colour,  becoming 
violet  and  then  red  on  dAution. 

Literature,— E.  P.  1225  and  2030  of  1881, 
2411  of  1883,  8390  of  1884;  D.  B.  P.  18027 ; 
F.  P.  142024 :  A.  P.  256380. 

Fast  Seariet  B  (K.) : 

HSO,-C,H4-N,0,H4-N,CjoH,(SO,H)OH. 

Prepared  by  the  action  of  diazotised  aminoazo- 
benzenemonoBulphonio  acid  on  /3-naphthol- 
6-sulphonio  acid  {Schaffer*s).  Red  solution 
in  water,  ^ving  brown  precipitate  with  hydro- 
chloric acid  and  a  red-violet  coloration  with 
sodium  hvdroxide.  Solution  in  strong  sul- 
phuric acul  is  blue,  and  becomes  red  on  dimtion. 

Literature.— D.  R.  P.  16482. 

Cloth  Scarlet  G(K.): 

HSO,C,H4N,C,H4-N,CioH,OH. 

Prepared  by  the  action  of  diazotised  aminoazo- 
benzenemonosulphonio  acid  on  iS-naphthol. 
The  scarlet  solution  in  water  gives  a  brown 
precipitate  with  sodium  hydroxide,  and  becomes 
yellower  on  addition  of  hydrochloric  acid  when 
dilute,  but  in  concentrated  solutions  a  light- 
red  precipitate  is  produced.  The  solution  in 
strong  sulphuric  acid  is  green,  becoming  red  on 
dilution. 

Literature.— E.  P.  5003  of  1879;  B.  R.  P. 
16482. 

nOing  Change  (D.) : 

HSO,C.H4-N,0,H4N,C,H,(CO,H)OH. 

Prepared  by  the  action  of  diazotised  aminoazo- 
benzenemonosulphonio  acid  on  salicylic  acid. 
Orange-red  solution  in  water,  eiving  greyish - 
yellow  precipitate  with  hydrochloric  acid,  and 
a  dark-ied  solution  and  precipitate  with  sodium 
hydroxide.  The  solution  in  strong  sulphuric 
acid  is  violet,  giving  a  greyish-yellow  precipitate 
on  dilution. 

Blebrich  Scarlet;  PonoeaiiSRB  (A.);  New 
Red  L  (K.) ;  Imperial  Scarlet  (By.) ;  Ponceau  B 
(M.) ;  Fast  Ponceau  B  (B.) ;  Double  Scarlet  (K.) : 

HSO,-C.H4N,C,H^SO,H)N,CioH,OH. 


Prepared  from  diazotised  aminoazobenzene- 
dismphonic  add  and  /3-naphthoL  Solution  not 
precipitated  by  alkali;  a  brown  flooculent 
precipitate  by  dilute  acids.  Dissolves  in  strong 
sulphuric  acid  with  a  green  colour,  becoming 
first  blue  and  finally  brown  and  precipitating  on 
dilution. 

Literature.— E.  P.  5003  of  1879,  629  of  18P0  ; 
D.  R.  P.  16482,  16483 ;  A.  P.  224927,  224928  ; 
Nietzki,  Ber.  1880,  13,  800,  1838 ;  Miller,  ibid. 
542,  803,  980. 

CroceXne  Scarlet  0  extra  (K.) : 

HSOsC«H4'Si-CeHt(SOsH)-N,GioH4(SOsH)-OH. 
Prepared  by  the  action  of  diazotised  aminoazo- 
benzenedisulphonic  acid  on  /3-naphthol-8-sul- 
phonio  acid.  The  yellowish-red  aqueous 
solution  f^ves  a  violet  coloration  with  nydro- 
chloric  acid  or  sodium  hydroxide.  The  solution 
in  strong  sulphuric  acid  is  blue,  becoming 
yellowish-red  on  dilution. 

Tut  Ponoeau  2  B  (B.) : 
HSO,0,H4N,C,H,(SO,H)-N,.CiaH4(SO,H),.OH 
Prepared  by  the  action  of  diazotised  aminoazo- 
benzenedisulphonio  acid  on  3-nftphthol-3  :  6- 
disulphonio  acid  (R-salt).  Dissolves  in  strong 
sulphuric  acid  with  a  blue  colour,  becoming 
orange-red  on  dilution. 

Literature.— imer,  Ber.  1880,  13,  542,  803 ; 
Nietzki,  ibid.  980,  1838. 

Wool  Black  (A.)  (B.) : 
HSO,-0,H4N,-C.H,(SO,H)N,OioH.-NHC7H,. 
Prepared  by  the  action  of  diazotised  aminoazo- 
benzenedisulphonic  acid  on  p-tolyl-3-naphthyl- 
amine.  ^  Aqueous  solution  gives  a  violet 
precipitate  with  acids.  Dissolves  with  a  blue 
colour  in  strong  sulphuric  acid,  giving  a  brown 

Erecipitate  on   dilution,  and  decomposing   on 
oiling  with  the  formation  of  Acid  Yellow  and 
'  tolunaphthazine. 

Literatwe.—E.  P.  9754  of  1886 ;  D.  R.  P. 
38425  :  A.  P.  354746. 

Croce'ine  Scarlet  7  B ;  Ponoeau  6  RB  (A.) ; 
Croceine  Scarlet  8  B  (K.)  (By.) : 

HSO,-C,H.-N,-C,H,-N,-C,oHj(SO,H)OH(/B). 
Prepared  bv  the  action  of  diazotised  aminoazo- 
toluenesulphonio  acid  on  /3-naphthol-8-sulphonic 
acid  (Bayer's)  in  presence  of  alkali  Resembles 
croceine  scarlet  3  B  in  general  properties ;  gives 
a  crystalline  magnesium  salt  on  adding  magne- 
sium sulphate  to  hot  concentrated  solution  and 
allowing  to  cooL  Dissolves  with  a  blue  colour  in 
strong  sulphuric  acid,  becoming  red  on  dilution. 

Literature  as  for  croceine  scarlet  3  B;  and 
A.  P.  256375. 

OrsellUne  2  B  (By. ).  Prepared  by  the  action 
of  diazotised  aminoazotoluenesulphonio  acid 
on  a-naphthol-4-Bulphomo  acid.  Dissolves  with 
a  blue  colour  in  strong  sulphuric  acid,  becoming 
red  on  dilution. 

Literature.— E.  P.  2237  and  4237  of  1883 ; 
D.  R.  P.  26012. 

Bordeaux  G  (By.).  Prepared  by  the  action 
of  diazotised  aminoazotoluenemonosulphonic 
acid  on  /3-naphthol-6-sulphonio  acid  (Schaner's). 

Literature.— E.  P.  5003  of  1879. 

Bordeaux  BX  (By.).— 
HSO,-C,Hg-N,-C.H,(SO,H)'N,-CioH4(SOJB[)-OH 

1  Prepared  by  beating  ^-naphthol  with  paiatoliiidine 
and  dry  calcium  chloride : 
C 1  oH,OH+C-H-NH,,Ha 

*      '  '    '  =CipH,NHC7H,+H,0+HCl 

(Friedlinder,  Ber.  1888, 16, 2078). 
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Prepared  by  the  action  of  diazotised  aminoazo- 
zylenedisalphonio  aoid  on  /3-naphth^-6-8al<> 
phonic  acid  (Schaffer*B).  Red  aqueous  solution 
giving  reddiah-brown  precipitate  with  hydro- 
chloric acid  and  beooming  browner  with  sodhim 
hydroxide.  Strong  sulphuric  acid  gives  a  dark- 
green  Holution  wmch  turns  blue  and  finally 
gives  a  brownish-red  precipitate  on  dilution. 

Literaiure.'—IR.  P.  6003  of  1879. 

Erloehrome  Verdone  A  (G.) : 

HSO,-C,H4N/C,H,(OH)N,-CjoH,-OH. 

Sulphanilic  acid  is  diazotised  and  combined  with 
m-amino-p-cresol  and  the  product  is  diiootised 
and  comoined  with  3-naphthoL  The  violet 
aqueous  solution  becomes  claret-red  with 
hydrochloric  acid,  and  blue-green  with  sodium 
hydroxide.  The  solution  i{i  strong  sulphuric 
acid  is  green,  giving  a  brown-red  precipitate  on 
dilution.  Wool  is  dyed  in  claret-red  shades 
from  an  acid-bath  and  on  chroming  becomes 
blue-green. 

LUeraiure.'-E.  P.  13904  of  1909 ;  D.  R.  P. 
201377  ;  F.  P.  404536. 

Janns  Red  (M.) : 

N(CH,),a-C,H4-N,-C.H,(CH,)N,-C,oH,-OH. 

Prepared  by  diazotisinff  m-aminophenyltri- 
metnylammonium  chloride,  oombinmg  with 
m-toluidine,  diazotising  the  product  and  com- 
bining with  3-naphthol.  The  red  aqueous 
solution  gives  a  brownish-red  precipitate  with 
hydrochloric  acid  and  a  bluish- violet  precipitate 
with  sodium  hydroxide.  The  solution  in  strong 
sulphuric  acid  is  green,  and  gives  a  red  precipitate 
on  dilution. 

Literature,— T>.  R.  P.  93499. 

NyanzaBlaekB  (A.): 

NH,-C.H4N,-CioH,-N,CioH4(SO,H)(NH,)OH. 

Prepared  by  the  action  of  diazoUsed  p-amino- 
benzeneazo-a-naphthylamine  (only  one  amino- 
group  is  diazotised)  ^  on  7-amino-a-naphthol- 
3-sulphonio  acid  (7-acid).  Solution  is  dark- 
violet  and  gives  violet  precipitates  with  hydro- 
chloric acid  and  scdium  hydroxide.  The 
solution  in  strong  sulphuric  acid  is  blue,  and 
gives  a  violet  precipitate  on  dilution.  The 
colouring  matter  itself  produces  only  indifferent 
shades,  but  when  diazotised  and  developed  on  the 
fibre  fast  shades  are  obtained.  When  developed 
with  m-tolylenediamine,  a  brown- black  is 
obtained,  and  with  /3-naphthol  a  navy-blue. 

Literature,— E,  P.  277  and  6630  of  1892; 
D.  R.  P.  72394 ;  F.  P.  221378 ;  A.  P.  401410, 
511688,  612167. 

Coomassie  Wool  Blaek  R  (Lev.): 

NH,-CeH4NjCioH,N,-CioH,(SO,H)-OH. 

Prepared  by  the  action  of  diazotised  ^-acetyl- 
aminobenzeneazo-a-naphthylamine  on  /3-naph- 
thol-6-snlphonic  acid  (Schaffer's),  and  hydrol3rs- 
ing  the  product.  The  dark-violet  solution 
gives  a  precipitate  with  hydrochloric  acid.  The 
solution  in  strong  sulphuric  acid  is  green,  be- 
coming red  on  dilution. 

Literature.— E,  P.  24980  of  1899 ;  D.  R.  P. 
122457  :   A.  P.  (appl.)  1764  of  1900. 

Coomassie  Wool  Black  S  (Lev.) : 

NH,-C,H,-N,-OioH,-N,C,oH,(SO,H),-OH. 
Prepared  as  the  preceding  dyestuff,  the  final 

1  All  the  authorities  give  the  above  constltation  f or 
this  colouring  matter,  but  It  Is  generally  understood  that 
a  benzenoid  amino-  group  is  diaiotised  preferably  to 
naphthalenoid  amino-  group. 
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component  beinff  3-naphthol-3  :  O-disulphonic 
acid  (R-salt).  The  blue-black  aqueous  solution 
becomes  redder  with  hydrochloric  acid.  The 
solution  in  strong  sulphuric  acid  is  green, 
becoming  red  on  dilution. 

Literature.— E.  P.  24980  of  1899 ;  D.  R.  P. 
122457 :  A.  P.  (appl.)  1763  of  1900. 

Granite  Blaek  (A.) : 
OH-C.H,(NO,),-N,.CioH.(SO,H)N,C,oH,-OH. 
Picramic  acid  is  diazotised  and  combined  with 
a-naphthylamine-6-(or  7)-sulphuric  acid,  and 
the  product  is  diazotised  and  combined  with 
/3-naphthol.  The  dark- violet  blue  aqueous 
solution  gives  a  dark  greenish-blue  precipitate 
with  sodium  hvdroxide,  and  a  di^k  violet-blue 
precipitate  with  hydrochloric  acid.  The  solution 
in  strong  sulphuric  acid  is  blackish- violet. 

Literature.— E.  P.  21437  of  1896 ;  D.  R.  P. 
113241 ;   F.  P.  260066 ;   A.  P.  583439. 

Dfaunlikogeii  Blaek  (0.) : 

Monoacetyf-l  :  4-naphthyienediamine-7  snlpho- 
nio  acid  is  diazotised  and  combined  with 
a-naphthylamine,  the  intermediate  product 
diazotised  and  combined  with  7-amino-a- 
naphthol-3-sulphonic  acid  (7-acid),  and  the 
product  saponified.  When  diazotised  and  de- 
veloped on  the  fibre  a  fast  black  is  produced. 

Literature.— E,  P.  15443  of  1893 :  D.  R.  P. 
78831 ;  F.  P.  232299  :  A.  P.  533463. 

Dtaminogen  Blue  BB  (C).  Prepared  as  the 
preceding,  but  the  end  component  is  /3-naphthol- 
6-snlphonic  acid  (Schaffer's). 

Literature  as  above. 

Diamlnogen  Blue  G  (C).  Prepared  as  above, 
the  end-component  being  /3-naphthol-3 : 6- 
disulphonio  acid  (R-salt). 

Literature  as  above. 

Diaio  Indigo  Blue  is  an  analogous  product. 

Zambesi  Sky  Blue  4  B  (A.).  Prepared  from 
diazotised  monoacetyl-3 : 6-diaminocres^l  methyl 
ether  combined  with  a-naphth^lainme,>  the 
intermediate  product  being  diazotised  and 
combined  witk  3-uaphthor-6-suldhonio  acid 
and  the  end-product  saponified.  The  reddish- 
violet  aqueous  solution  becomes  redder  with 
hydrochloric  acid  and  bluer  with  sodium 
hydroxide.  The  solution  in  strong  sulphuric 
acid  is  blue  and  becomes  violet-red  on  dilution. 

Literature.— E.  P.  2188  of  1901 ;  D.  R.  P. 
126172. 

Vietoria  Blaek  B  (By.): 
HSO,-C,H4-N,-Ci,H.-N,CioH4(80,H)-OH. 
Prepared  by  the  action  of  diazotised  p-sul- 
phobenzeneazo-a-naphthylamine  on  1 :  8-dihy- 
droxynaphthalene-4-sulphonic  acid.  The  dark 
reddish  •  violet  aqueous  solution  gives  with 
hydrochloric  acid  a  Bordeaux-red  precipitate, 
and  with  sodium  hydroxide  becomes  dark- 
blue  violet.  The  solution  in  strong  sulphuric 
acid  is  moss-green,  changing  on  dilution  to 
sea-green  and  then  to  bluish-red. 

Literature.— E.  P.  13665  of  1889 ;  D.  R.  P. 
61707,  62945 ;   F.  P.  200520 ;   A.  P.  466202. 

Jet  Blaek  R  (By.) : 

(HSO,),CeH,N,CioH,N,-Ci,H,-NHC,H,. 

Prepared  by  the  action  of  diazotised  disulpho- 

benzeneazo-a-naphthylamine       on       phenyl-a- 

naphthylamine.      The    bluish  -  violet    aqueous 

*  According  to  Bontrock  (Zsitsch.  Farben-Ind.  1002 
1,  224).  The  patents  qnoted  give  the  6-  or  7-siilphoiUc 
add  as  intermediate  component. 
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solution  gives  a  bluish- black  precipitate  with 
hydrochloric  acid,  and  a  soluble  violet  precipitate 
with  sodium  hydroxide.  Strong  sulphuric  acid 
dissolves  the  colouring  matter  to  a  blue 
solution,  which  gives  a  greenish-blue  precipitate 
on  dilution. 

Literaiwe.—^.  P.  14442  of  1888 ;  D.  R.  P. 
48024  ;  F.  P.  193430 ;  A.  P.  426885. 

Diamond   BUusk   F^   (By);    Chrome   Fast 
Blaek  B  (I.) ;  Chrome  Deep  Blaek  D,  extra  eone. 
(T.  M.) ;  Saliein  Blaek  D  (K.) : 
CO,HC,H,(OH)-N,-CioH,-N,C,oH5(SO,H)OH. 

Aminosalicylic  acid  is  diazotised  and  combined 
with  a-napinthylamine,  and  the  product  diazo- 
tised and  combined  with  a-naphthol-4-sulphonio 
acid.  Bluish-violet  solution  ^ves  violet  pre- 
cipitate with  hydrochloric  acid,  and  becomes 
blue  with  sodium  hydroxide.  Solution  in 
strong  sulphuric  acid  is  greenish,  giving  a  violet 
precipitate  on  dilution.  Similar  dyestulTs  are 
m  Blaeks  J,  F,  NO,  B  and  R  (Lev.). 

Literature.— E,  P.  8299  of  1899;  D.  R.  P. 
51504 ;  F.  P.  198521  ;  A.  P.  438438. 

Chrome  Blaek  I  (H.): 

CO,H-C,H,(OH)N,CioH,-N,-CioH,-OH 

I  I 

SO,H  SO,H 

Prei>ared  as  above,  except  that  the  starting 

material  is  the  sulphonic  acid  of  aminosalicylic 

acid.    The  red- violet  aqueous  solution  becomes 

crimson  with  hydrochloric  acid,  and  blue  with 

sodium    hydroxide.    The    solution    in    strong 

sulphuric  acid  is  bluish-green,  becoming  violet 

on  dilution. 

Liierature.'-E,  P.  2468  of  1899 ;  D.  R.  P. 
123115 ;  F.  P.  293923. 

NerolB(A.): 

C.H,NHC,H5-N,-C,oHe-N,-CjpH40H 

S0,H  S0,H 

p-Aminodiphenylamine-o-sulphonic  acid  is  dia- 
zotised and  combined  with  a-naphthylamine, 
and  the  intermediate  product  is  diazotised  and 
combined  with  i3-naphthol-3  :  6-disulphonic  acid 
(R-salt).  Dark  violet-blue  solution  in  water 
gives  a  blue  precipitate  with  hydrochloric  acid. 
The  solution  in  strong  sulphuric  acid  is  dark-blue 
violet,  giving  a  blue -violet  precipitate  on  dilution. 

Literature,— E.  P.  24527  of  1897 ;  D.  R.  P. 
101274  ;   F.  P.  271609. 

Nerol  2  B  (A.).  Prepared  as  the  preceding, 
except  that  the  last  component  is  a-naphthol-4- 
snlphonic  acid. 

Properties  and  literature  as  above. 

Diamond  Green  (By.): 

C,H,(OH)N,C,oH,-N,-C,oH4(SO,H)(OH),. 


ho 


Prepared  by  diazotising  aminosaUoylic  acid 
and  combining  with  a-naphthylamine,  the 
intermediate  product  being  diazotised  and 
combined  with  1 :  8-dihydroxynaphthalene-4- 
sulphonic  acid.  The  blackish-violet  aqueous 
solution  ffives  a  dark  reddish- violet  precipitate 
with  hycuochlorio  acid,  and  becomes  dark  blue 
with  sodium  hydroxide.  The  solution  in  strong 
sulphuric  acid  is  bluish-green,  becoming  greenish- 
blue,  and  finally  giving  a  blackish-violet  pre- 
cipitate on  dilution. 

1  The  yearly  production  of  tliis  important  colouring 
matter  li  about  2,000,000  kiloe. 


Literature, — ^As  for  Diamond  Black  F;  and 
D  R  P  62003 

Naphthylamlne  Blaek  D  (C. )  (K. );  Deep  Black 
D,  eone.  (T.  M.);  Naphthalene  Blaek  A  (P.); 
Coomassle  Wool  Blaek  D  (Lev.): 

(HSO,),OjoH5N,CioH,-N,-CioH,NH,. 

a-Naphthylamino-4  :  7-disulphonic  acid  is  diazo- 
tised and  combined  with  a-naphthylamine. 
and  the  intermediate  product  diazotised  and 
combined  with  a-naphthylamine.  The  violet - 
black  aqueous  solution  gives  a  black  precipitate 
with  hydrochloric  acid.  The  solution  in  strong 
sulphuric  acid  is  bluish-black  and  on  dilution 
becomes  green,  and  finally  gives  a  black 
precipitate. 

Literatwe,—E.  P.  18425  of  1888 ;  D.  R.  P. 
50907  ;  F.  P.  170342  ;  A.  P.  412440. 

Naphthylamlne  Blaek  4  B  (C.)  is  a  mixture  of 
Naphthol  blue  black  and  the  preceding  colouring 
matter. 

Naphthyl  Blue  Blaek  N  (G.).~Disulpho- 
naphthaleneazo-a-naphthylamine  ethyl  ether  is 
diazotised  and  combmed  with  a-naphthylamine. 
The  dark -violet  aqueous  solution  turns  blue 
and  gives  a  blackish-oluo  precipitate  with  hydro- 
chloric acid,  and  becomes  blue  and  precipitates 
with  sodium  hydroxide.  The  solution  in  strong 
sulphuric  acid  is  dark  blue,  which  on  dilution 
becomes  blue,  and  finally  bluish-violet. 

Literature.'-<:hem.  Ind.  1896,  19,  548. 

Anthracite  Blaek  B  (C.) ;   Phenylene  Blaek 

(P.): 
(HSO,),€,oH5-N,-C,oHe-N,-O.H,(NHC,H,),. 

a-Naphthylamine-3  :  6-(4  :  7-in  the  case  of  the 
latter  dye)  -disulphonic  acid  is  diazotised  and 
combined  with  a-naphthylamine,  and  the  product 
diazotised  and  combined  with  diphenyl-m- 
phenvlenediamine.  The  dull- violet  aqueous 
solution  gives  a  violet  precipitate  with  hvdro- 
cldorio  acid.  The  solution  in  strong  sulphuric 
acid  is  black,  giving  a  greenish-black  pre- 
cipitate on  dilution. 

Literature,— E,  P.  4825  and  7977  of  1889; 
D.  R.  P.  52616,  61202 ;  F.  P.  196793,  197963 ; 
A.  P.  502912. 

Naphthol  Blaek  B  (C.) ;  Brilliant  Blaek  B  (B.) ; 
Naphthol  Blaek  OPAS  (Lev.). 
(HSO,)AoH,N,Ci,H,-N,C,oH,(SO,H},-OH. 

/3-Naphthylamine-6  :  8-disulphonic  acid  is  dia- 
zotised and  combined  with  a-naphthylamine, 
and  the  product  diazotised  and  combined  with 
/3-naphthol-3  :  6-disulphonic  acid  (R-salt).  The 
violet  aqueous  solution  gives  with  hydrochloric 
acid  a  reddish- violet  and  with  sodium  hydroxide 
a  blue  precipitate.  The  solution  in  strong 
sulphuric  acid  is  green,  becoming  bluer  on 
dilution,  and  then  giving  a  reddish-violet 
precipitate. 

LUenOure.—E.  P.  9214  of  1885 ;  D.  R.  P. 
39029  ;  F.  P.  170342  ;  A.  P.  345901. 

Naphthol  Blaek  2  B  (Lev.)  is  prepared  as 
the  preceding,  but  starting  with  a-naphthyl- 
amine-3 : 6-disulphonic  acid. 

Blue  Blaek  B  (B.) ;  Aio  Blaek  0  (M.) : 
SO,HCioH.-N,CioH,.N,-C,oH4(SO,H)OH. 
iB-naphthvlamine-8-sulphonic  acid  Is  diazotised 
and  combined  with  a*naphthylamine,  and  the 
product  diazotised  and  combined  with  /3- 
naphtholdisulphonic  acid  (R-salt).  Aqueous 
solution  gives  a  bluish  precipitate  with  acids 
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and  sodium  hydroxide.  Solution  in  strong  sul-  ,  zotised  and  combined  with  aniline,  the  product 
phuric  acid  bluish-green,  becoming  blue,  and  being  diazotised  and  combined  with  a  mixture 
finally  precipitating  on  dilution.  of  /3-naphthol-3  :  0-  and  6 :  S-disnlphonic  acids. 

Napnthol  Blaek  6  B  (C.)  (D.)  (K.);  Add  :  The  bluish-rod  aqueous  solution  becomes  darker 
Blaek  6  B  (H.) ;  Brilliant  Blaek  BL  and  BD  (B.) ;  ,  and  bluer  with  hydrochloric  acid,  and  brownish 
Naphdialene  Blaek  6  B  (P.)  is  prepared  by  the  with  sodium  hydroxide.  The  solution  in  strong 
action  of  diazotised  disnlphonaphthaleneazo-a-  sulphuric  acid  is  blue,  changing  to  bluish* red  on 
naphthylamine  on  3-naphtholdisulphonic  acid  dilution. 
(R-salt).    Aqueous  solution  dark  violet,  becom 


ing  dark  blue  with  acid  or  alkali ;  dissolves  in 
strong  sulphuric  acid  with  a  dark-green  colour, 
becoming  olue  on  dilution. 

Literature.—K  P.  9214  of  1886;  D.  R.  P. 
39029  ;  F.  P.  170342  ;  A.  P.  345901. 

BleMeh  Patent  Blaek  BO  (K.) : 

(HSO,),CioH,-N,C,oH.-N,CiaH4(SO,H),-OH. 

I 
SOjH 

a-Naphthylaminedisulphonic  acid  is  diazotised 
and  combined  with  a-naphthyIamine-6-(or  7)- 
sulphonio  acid,  the  product  dii^tised  and  com- 
bined with  iB-naphthol-3  :  6-diBnlphonio  acid 
(R-salt).       The    aark    reddish-violet    aqueous 

solution  is  turned  slightly  blue  with  hydrochloric  |  Similarly  prepared  from  tetrazotised  thioaniline 
acid  and  pure  blue  with  sodium  hydroxide,  and  ^-naphtnol-6-sulphonic  acid  (Schaffer's). 
Solution  in  strong  sulphuric  acid  is  dark  The  orange-red  aqueous  solution  gives  a  brown 
greenish-blue,  becoming  dark  violet  on  dilution,     precipitate  with  hydrochloric  acid.    The  solution 

LUerature.—E,  P.  2718  of  1892 ;  D.  R.  P.  ;  m  strong  sulphuric  acid  is  reddish- violet,  giving 
73901,  83572,  84460;    F.  P.  219224;    A.   P.    a  brown  precipitote  on  dilution. 
476070,  646068,  646069.  Cotton  TeUow  6  (B.) : 

Biebrioh  Patent  Blaek  4  AM  (K.) :  ^^^NH'C,H4-N,-C,H,(C0,H)0H 

HSO,-CioH.N,CioH,(SO,H)N,-CioH.-NH,. 


C.  Tetrazo-  Colouring  Matters. 

Anthraeene  TeUow  G  (C.) ; 

^^.H4-N,-C.H,(C0,H)0H 
^M).H4N,C,H,(C0,H)-0H. 

Propared  from  tetrazotised  thioaniline  and 
salicylic  acid  (2  mols.).  The  light  yellowish- 
brown  aqueous  solution  gives  a  greenish-brown 
precipitate  with  hydrochloric  acid.  The  solution 
in  strong  sulphuric  acid  is  dark  reddish- violet, 
giving  a  yellowish-grey  precipitate  on  dilution. 
liming  Red  G  (a) : 

^^C.H4,N,CioH.(SO,H)OH 

C,H4-N,C,oH,(SO,H)OH. 


C0< 


NHC,H4N,C.H,(C0,H)0H. 
Prepared  from  diazotised  naphthionic^acid  and  I  p-Aminoacetanilide  is  diazotised  and  combined 
a-naphthylam]ne-6-(or  7)-surphonio  acid,  the  '•  ^^i^  ealieylic  acid,  the  product  hydrolysed  and 
product  being  diazotised  and  combined  with  treated  with  carbonyl  chloride.  The  yellow 
a-naphthylamine.  The  violet  aqueous  solution  ■  aqueous  solution  gives  a  brown  precipitate 
gives  a  bluish-black  precipitate  with  hydro-  ,  ^^h  hydrochloric  acid,  and  becomes  rather 
chloric  acid,  and  becomes  blue  with  sodium  ^0^  orange  with  sodium  hydroxide.  The 
hydroxide.  Solution  in  strons  sulphuric  acid  golution  in  strong  sulphuric  acid  is  orange-red, 
is  bluish-green,  giving  a  bluish-black  precipitote  j  giving  a  bluish-violet  precipitote  on  dilution, 
on  dilution.  Similar  dyestuffs  bear  the  brands  !  ®  iScratore.— E.  P.  15268  of  1888;  D.  R.  P. 
6  AN,  4  BN,  and  6  BN.  45737^  47902  :  A.  P.  430636. 


References  as  above. 

Anthraeene  Add  Blaek  (C.) : 

OHCeH,'N,CioH.N,C,oH4(SO,H),-OH 

I  I 

CO,H      SO,H 

Aminosalicylic  acid  is  diazotised  and  combined 
with    a-naphthylamine-6-(or  7)-sulphonic  acid, 
and  the  product  diazotised  and  combined  with 
/3-naphthol-3  :  6-disulphonic  acid  (R-salt). 
Naphthalene  Aeid  Blaek  (By.) : 

HSO,-C.H4N,C,oHj(SO,H)N,CioH,NH,. 

Metonilic  acid  is  diazotised  and  combined  with 
the  same  acid  as  in  the  preceding,  and  the 
product  diazotised  and  comoined  with  a-naph- 
thylamine. Aqueous  solution  is  violet,  becoming  _  ,,  .  ^.  •..  x^jj-- 
blue  with  hydrochloric  acid,  and  redder  with  Prepared  by  the  action  of  tetrazotised  di-p- 
sodium  hydroxide.  Solution  in  stronjs  sulphuric  ammodiphenylcarbamide  on  phenol  (2  mols.). 
acid  is  blue,  becoming  violet  on  dilution.  The  yellow  aqueous  solution  gives  »  brown 
Sulphoneyaninesare  prepared  from  diazo-    precipitote  with  hydrochloric  acid,  and  becomes 


Salmon  Red  (B.): 
^,,^NHC,H4N,CioH.(SO,H)NH, 

^^^^NHC,H4N,CipH5(SO,H)NH^ 
Propared  as  the  preceding,  but  naphthionic 
acid  is  used  instead  of  salicylic  acid.  The 
orange-yellow  aqueous  solution  gives  a  bluish- 
violet  precipitote  with  hydrochloric  acid.  The 
solution  in  strong  sulphuric  acid  is  magento- 
red,  giving  a  bluish- violet  precipitote  on  dilution. 
LUeraiure.—E,  P.  14222  of  1889 ;  D.  R.  P. 
60862  ;  A.  P.  430634. 

Heligoland  TeUow  (N.  1.) : 

,,^^NHC.H,N..C,H40H 
^^NHC,H4-N,C,H40H. 


tised  metonilic  acid,  which  is  combined  with 
a-naphthylamine,  the  product  being  diazotised 
and  combined  with  phenyl-  and  tolyl-a-naph- 
thylamine-8-8ulphonic  acid.  Dyestuffs  of  this 
class  are  also  known  as  Coomassie  Navy  Blues 
2  RNX,  ONX,  6  and  3  R  (Lev.). 
Brilliant  Crooeine  9  B  (C.) : 

(HSO.),C,oH,N,C.H,N,-C,oH,(SO,H),OH. 

6-Naphthylamine-6  :  8-disulphonic  acid  is  dia- 


redder  with  sodium  hydroxide.  The  solution 
in  strong  sulphuric  acid  is  orange- red,  giving 
a  brown  precipitote  on  dilution. 

JWtefotoife.— D.  R.  P.  68204,  60152. 

Salmon  Red  (N.  I.) : 

NH-C,H4-N,CioH4(SO,H)NH, 

NH-C.H4N,CioH5(SO,H)-NH,. 

Prepared  from  the  same  tetrazo-  compound  as 
the  preceding,  and  naphthionic  acid  (2   mols.). 
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The  orange-red  aqueoos  solution  gives  a  bluish- 
violet  precipitate  with  hydrochloric  acid.    The 
solution  in  strong  sulphuric  acid  is  m^enta-red, 
givine  a  bluish- violet  precipitate  on  dilutiozL 
LUercUure. — ^As  above. 
Benio  Fut  Pink  2  BL  (By.) : 
^^><J,Hs(SO,H).N,-CioH4(SO,HXOH)NH, 
^-<J,H,(80,H)-N,-CioH4(SO,H)(OH)-NH,. 

Prepared  from  tetrazotised  di-p-aminodiphenyl- 
carbamidedisulphonic  acid  and  7 -amino- a- 
naphthol-3-sulpiionic  acid  (y-acid;  2  mols.). 
The  red  aqueous  solution  becomes  reddish- 
violet  with  h3rdrochloric  acid  and  yellower 
witii  sodium  hydroxide.  The  solution  in  strong 
sidphurio  acid  is  blue,  giving  an  almost  black 
precipitate  on  dilution. 

lAienaure.—T>.  R.  P.  129388, 131513;  Zeitsch. 
Farben.-Ind.  1902,  1,  192;  Chem.  Zeit.  1902, 
26,  486. 

Bisnuurek  Brown  (most  firms) ;  Manchester 
Brown;  Phenylene  Brown;  Vesuyine;  Leather 
Brown;  Cinnamon  Brown;  English  Brown; 
Brown  A  (P.): 

(NH,)^C,H,-N,-C,H4N,C,H3(NH,),. 

Prepared  by  adding  a  solution  of  42-5  kilo&  of 
sodium  nitrite  and  127*6  kilos,  of  hydrochloric 
acid  to  a  solution  of  m-%>henylenediamine 
prepared  by  reducing  260  kuos.  of  m-dinitro- 
benzene.  The  commercial  product  is  the 
hydrochloride.  The  aqueous  solution  gives  a 
brown  precipitate  with  sodium  hydroxide. 
The  solution  in  strong  sulphurio  acid  is  brown, 
becoming  red  on  dilution. 

Literature.— E.  P.  3307  of  1863 ;  Zeitsch.  f. 
Chem.  1867,  3,  287 ;  Ber.  1897,  30,  2111,  2203, 
2899. 

Azo-  AUiarine  Bordeaux  W  (D.  H.) : 
CO,H-C,H,(OH)N,C,H4N,CioH,(SO,H)OH. 

p-Aminoacetanilide  is  diazotised  and  combined 
with  salicylic  acid,  the  product  hydrolysed 
and  diazotised  and  combined  with  a-naphthol- 
4-8ulphonio  acid.  The  aqueous  solution  is  red, 
and  that  in  strong  sulphuric  acid  is  blue. 

Liieraiure,'—^.  P.  1033  of  1899;  F.  P. 
284776 ;  A.  P.  631089. 

Azo-  AUiarine  Blaek  (D.  H.).  Prepared  as 
the  preceding,  except  that  the  end-component 
is  1 :  8-dihydroxynaphthalene-3  :  6-di-(or  4- 
mono)-8ulphonic  acid.  The  aqueous  solution  is 
violet,  and  that  in  strong  sulphuric  acid  blue. 

Literature.— E.  P.  1033  of  1899;  F.  P. 
284775  ;  A.  P.  640010,  628721. 

Violet  Blaek  (B.): 

NH,-CioHe-N,-C,H4'N,CioH.(SO,H)-OH. 

77-Aminoacetanilide  is  diazotised  and  combined 
with  1  mol.  of  a-naphthol-4-8ulphonk)  acid. 
The  acetyl-  group  is  tnen  removed  by  heating 
with  acid  or  alkali,  and  the  amino-  compoimd  is 
diazotised  and  combined  with  1  moL  of  a-naph- 
thylamine.  Aqueous  solution  brownish-red, 
giving  violet  precipitate  with  mineral  acids 
and  reddish-violet  coloration  with  acetic  acid 
or  with  sodium  hydroxide;  blue  solution  in 
strong  sulphuric  acid  giving  violet  precipitate  on 
dilution. 

Literature,— B.  R.  P.  42814. 

Ingrain  Blaek  C(H.)r 

BD30,CioH5(NH,)lf,C,H4-CioH4(SO,H)(OH)NH,. 
jD-Aminoacetanilide  is  diazotised  and  combined 
with   a-naphthylamine-6-(or    7)-sulphonic    acid 


(deve's  acid),  the  product  saponified,  diazotised 
and  combined  with  1  mol.  of  7-amino-a-naphthol- 
3-sulphonio  acid  (7-acid). 

Add  AUnrine  Blaek  SE  (M.);  Palatine 
Chrome  BhMskF(B.): 

HSO,-C,H.(OH){N.-CioH,OH)j. 

Prepared  from  tetrazotised  2  :  6-diaminophenol- 
4-8ulphonic  acid  and  /3-naphthol  (2  mols.). 
Dark-blue  aqueous  solution  gives  a  red  pre- 
cipitate with  hydrochloric  acid  and  a  greenish- 
blue  precipitate  with  sodium  hydroxide.  The 
solution  in  strong  sulphurio  acid  is  violet,  giving 
a  red  precipitate  on  dilution. 

Liieraiure,—I>.  R.  P.  147880. 

Hanohester  Brown  EE  (C.) ;  Bismarok  Brown 
R  (H.)  (W.)  (L) ;  Bismarek  Brown  2  R,  extra 
eone.  (T.  M.) ;  Vesuvine  B  (B) ;  Brown  N  (P.) : 

(NH,),C,H,-N,C,H,N,-C,H,(NH,),. 

Prepared  in  the  same  manner  as  Bismarok 
brown,  but  m-tolylenediamine  is  used  instead 
of  m-phenylenecUamine.  The  reddish-brown 
aqueous  solution  becomes  yellowish-brown  with 
hydroohlorio  acid,  and  gives  a  light-brown 
precipitate  with  sodium  hydroxide.  The  solu- 
tion in  strong  sulphuric  acid  is  dark  brown, 
becoming  first  red  and  then  brown  on  dilution. 

Literature. — Griess,  Ber.  1878,  11,  627. 

Toluylene  Brown  G  (0.)  (By.): 

HSO,C,H^«>C,H,(NH,)^ 


Prepared  by  the  action  of  tetrazotised  tolylene- 
diaminesulphonic  acid  (OH,  :  NH,  i  SO,H  :  NH, 
=1 :  2  :  4 :  6)  on  1  moL  of  m-phen^lenediamine. 
Solution  in  water  is  brown,  and  m  strong  sul- 
phuric acid  brownish-red. 

Literature.— K  P.  17546  of  1892 ;  D.  R.  P. 
65853  ;   A.  P.  516380. 

Toluylene  Yellow  (0.).  Prepared  from  the 
same  tetrazo-  compoimd  as  tbe  preceding,  and 
2  mols.  of  6-nitro-m-phenylenediamine  in  hy- 
drochloric acid  solution.  The  yellowish-brown 
aqueous  solution  gives  brown  precipitates  with 
hydroohlorio  acid  and  sodium  hydroxide. 
The  solution  in  strong  sulphuric  acid  is  brown. 

Liierature,—E.  P.  1331  of  1896 ;  D.  R.  P. 
86940. 

Toluylene  Orange  RR  (0.).  Prepared  from 
the  same  tetrazo-  compound  as  before,  and 
2  mols.  of  3-uaphthylamine.  The  yellowish- 
red  aqueous  solution  gives  a  brownish-red 
precipitate  with  hydrochloric  acid,  and  a 
yellowish-red  precipitate  witii  sodium  hydroxide. 
The  solution  in  strong  sulphurio  acid  is  bluish- 
grey. 

Literature.— E.  P.  17546  of  1892 ;  D.  R.  P. 
70147  ;  A.  P.  497032. 

Diamine  Gold  (C.) : 

C.Ha0C.H4-N,-Ci^4(S0,H),-N,C.H40H. 

Prepared  from  tetrazotised  1 :  5-naphthylene- 
diamine-3 : 7-disulphonio  acid  and  phenol  (2 
mols.),  the  product  then  being  ethylated.  The 
yellow  aqueous  solution  ffives  a  brownish- 
yellow  precipitate  with  hyoroohlorio  acid  and 
a  yellow  precipitate  with  'Sodium  hydroxide. 
The  solution  in  strong  sulphurio  acid  is  reddish- 
violet,  becoming  green  and  then  yellow  on  dilution. 

Literature.— E.  P.  15346  of  1890 ;  D.  R.  P. 
61174  ;  F.  P.  182063  ;  A.  P.  472121. 

Naphthylene  Violet  (C): 
NH,CioH,N,C,oH4(SO,H)a-N,-CioH,-NHj. 
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Prepared  from  the  preoedinff  tetrazo-  compound 
and  a-naphtbylamine  (2  mob.).  The  Bordeaaz- 
red  aqueous  solution  aivea  a  blue  precipitate 
with  hydroohlorio  acid,  and  a  red  precipitate 
with  sodium  hydroxide.  The  solution  in  strong 
sulphuric  acid  is  blue,  and  gives  a  violet  pre- 
cipitate on  dilution.  The  colouring  matter 
is  usually  diassotised  and  developed  on  the  fibre 
or  treated  on  the  fibre  with  nitrous  acid,  the 
latter  colour  being  known  as  Diamine  Cttteh, 
which  is  a  fast  brown  shade. 

LiierattLre,—K  P.  16346  of  1890 ;  D.  B.  P. 
62075  ;  F.  P.  208526  ;  A.  P.  464566. 

Coomassie  Navy  Blue  (Lev.). — 

(HSOs)sCioH4(OH)*Ns*CioH6(SOsH)'19<HCioHc'OH. 
Prepared     by     diazotising     1 : 4-naphthylene- 
diamine-2-sulphonic    acid    (only    one    amino- 
group  can  be  diazotised),  combining  with  /3- 
nAphthol-3  :  6-disulphonic  acid,  diacotising  the 

Sroduct  (the  second  amino-  group  can  now  be 
iazotised),  and  combining  with  jS-naphthol. 
Dark-blue  aqueous  solution  becomes  violet  with 
sodium  hydroxide.  Solution  in  strong  sulphuric 
acid  is  blue -green,  becoming  dark  blue  on 
dilution. 

Literaiure.—E.  P.  2946  of    1896 ;   D.  R.  P. 
102160 ;   F.  P.  266862 ;   A.  P.619194,  639748. 
Dlphenyl  Fast  Blaek  '(<>•): 
T^„^,H,N,-C,oH4(OH)(NH,)SO,H 
^-C,H,-N,-C,H5(NH,). 

Prepared  from  tetrazotised  jp-diaminoditolyl- 
amine  and  1  mol.  of  7-amino-a-naphthol-3- 
sulphonic  acid  (^-acid)  and  1  mol.  of  m-tolylene- 
diamine.  The  violet-black  aqueous  solution 
gives  with  hydrochloric  acid  a  bluish-black 
precipitate,  and  with  sodium  hydroxide  a  black 
precipitate.  The  solution  in  strong  sulphuric 
acid  is  dark  blue,  and  gives  a  black  precipitate 
on  dilution. 

LUerature.—^E,  P.  16582  of  1896;  F.  P. 
268521 ;   A.  P.  675904. 

IMantUne  (Glaus  &  Co.);  St.  Denis  Red  (P.) ; 
Rosophenlne  4  B  (C3.  Co.) ;  Rosanol  4  B  (K.)  : 
.NC,H.N,C,aH,(SO,H)OH 


solution  in  strong  sulphuric  acid  is  blue,  becoming 
reddish- violet  on  dilution,  and  finally  giving  a 
brown  precipitate.  The  corresponding  colouring 
matter  from  tolidine  is  Congo  Orange  R  (A.). 

Literature.— K  P.  17967  of  1889 ;  D.  R.  P. 
5232& 

PyramMol  Brown  BG  (P.  L.): 
C.H,.N,C,H,(OH). 


i 


!,H«N,C,H,(OH)r 
Prepared  from  tetrazotised  benzidine  and 
resorcinol  (2  mols.).  The  oran^-brown  aqueous 
solution  gives  a  brown  precipitate  with  hydro- 
chloric acid,  and  becomes  Bcnxleaux-red  with 
sodium  hydroxide.  The  solution  in  strong 
sulphuric  acid  is  reddish-violet,  giving  a  brown 
precipitate  pn  dilution.  Cotton  dyed  red  with 
this  colouring  matter  is  converted  into  a  deep 
bro^n  when  treated  with  a  diazo-  compound 
on  the  fibre. 

Chrysamlne  G  (By.)  (A.)  (Lev.)  (H.) ;  Addlne 
TeUowG(C.  J.): 

C.H4N,C,H,(0H)C0jH 


h. 


K 


NC,H,-N,C,oH,(SO,H)OH. 
Prepared  from  tetrazotised  diaminoazoxytoluene 
and  a-naphthol-4-8ulphonic  acid  (2  mols.). 
The  red  aqueous  solution  gives  red  precipitates 
with  hydrochloric  acid  and  sodium  hydroxide. 
The  solution  in  strong  sulphuric  acid  is  red, 
and  gives  a  red  precipitate  on  dilution. 

LiUraturc—E,  P.  9315  of  1887, 5736  of  1890; 
D.  R.  P.  44045 ;  F.  P.  184649 ;  Compt.  rend. 
1901,  132,  985. 

Congo  Orange  G  (A.) : 

C,H^N,-C.H40C,Hg 

(!3,H4N,CioH,(SO,H),NH,. 

Prepared  from  tetrazotised  benzidine'  and  1 
mol.  of  3-naphthylamine-3  :  6-disulphonic  acid, 
and  1  mol.  of  phenol,  the  product  being  ethylated. 
The  orange-yellow  aqueous  solution  eives  a 
brown  precipitate  with  hydrochloric  acid.    The 

*  Dlamim  Dsep  Black  (C.)  is  derived  from  p-diaminodi- 
phenylamine ;  Pluto  Black  (By.)  alflo  belonge  to  the  game 
class. 

"  Benzidine  or  p-diaminodipheDylis  prepared  by  reduc- 
ing nitrobenzene  with  linc-dast  and  alkali  to  ^drato- 
beuzene  and  converting  this  by  means  of  acids  into 
benzidine.  The  homologaes  of  boizidine  are  prepared 
in  a  similar  manner. 


!,H4N,C.H,(0H)C0,H. 
Prepared  by  the  action  of  tetrazotised  benzidine 
on  salicylic  acid  (2  mols.)  in  alkaline  solution. 
Used  for  dyeing  cotton  goods  yellow  directly 
from  a  soap-bath.  Aqueoua.  solution  orange, 
becoming  redder  on  addition  of  sodium  hy- 
droxide; orange  flocctdent  precipitate,  with 
dilute  sulphuric  ac^d.  Soluble  in  strong  sul- 
phuric acid,  with  a  magenta-red  colour,  becoming 
orange  and  precipitating  on  dilution.  The 
homologue  from  tetrazoditolyl  is  Chrysamlne  R. 

LikTatwre,—E.  P.  9162  and  9606  of  1884 ; 
D.  R.  P.  31668 ;  A.  P.  329638. 

Cresotlne  YeUow  G  (A.)  (By.)  (O.): 
C,H4N,-C,H,(C0,H)-0H 


A 


!,H4N,-C,H,(C0,H)0H. 

Plrepared  from  tetrazotised  benzidine  and 
hydroxytoluic  acid  (OH  :  CH,  :  CO.H  =  1 : 
2 : 6).  Yellow  aqueous  solution  gives  a 
brownish-yellow  precipitate  with  hydrochloric 
acid  and  becomes  yellowish-red  with  sodium 
hydroxide.  Solution  in  strong  sulphuric  acid 
is  reddish-violet,  precipitating  on  dilution. 
The  corresponding  colouring  matter  from 
tolidine  is  Cresotlne  YeUow  R  (A.)  (By.)  (0.) ; 
Addlne  Yellow  R  (C.  J.). 

Literature.-^K  P.  7997  of  1888;  A.  P. 
394841. 

Cloth  Orange  (By.): 

C,H4N,-C,H,(C0jH)0H 


i 


J,H,N,-C,H,(OH),. 

Prepared  from  diazotised  benzidine  and  1  mol. 
each  of  salicylic  acid  and  resorcinoL  Yellowish- 
brown  solution  gives  brown  precipitate  with 
hydrochloric  acid,  and  becomes  red  with  sodium 
hydroxide.  Solution  in  strong  sulphuric  acid 
is  reddish-violet,  giving  a  brown  precipitate  on 
dilution. 

LUtrature.—E.  P.  2213  of  1886  and  6687  of 
1887 ;   D.  R.  P.  44797. 

Cloth  Brown  R  (By.): 

r,H4N2CH,(C02H)OH 
C,H4N,CioH,(SO,H)-OH. 
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Prepared  irom  tetraasotised  benzidine,  and  1  mol. 
each  of  salicyUo  acid  and  a-naphthol-4-Bulphonio 
acid.  Reddjsh-brown  aqaeoos  solution  gives 
a  brown  precipitiate  with  hydrochloric  acid. 
Solution  in  strong  sulphuric  acid  is  bluish- 
violet^  giving  a  leddish-brown  precipitate  on 
dilution. 

Literature. — ^As  for  the  preceding. 

Cloth  Brown  6  (By.): 

C.H4-N,-C,H,(C0jH)-0H 


J. 


!,H.N,-Cj,H,(OH).. 

Prepared  from  tetrazotised  benzidine  and  1  mol. 
of  salicylic  acid  and  1  mol.  of  2 :  7-dihydroxy- 
naphthalene  (the  latter  combined  in  weak 
acetic  acid  solution).  The  brown  aqueous 
solution  gives  a  brown  precipitate  with  hydro- 
chloric acid,  and  becomes  reddish-brown  with 
sodium  hydroxide.  The  solution  in  strong 
sulphuric  acid  is  reddish- violet,  giving  a  brown 
precipitate  on  dilution. 

Literature, — Ai  for  Cloth  Brown  R. 

Benzo  Orange  R  (By.) : 

CeH4N,-CeH,(C0,H)-0H 

C.H4-N,-CioH,(SO,H)-NH,. 
Prepared  from  tetrazotised  benzidine  and  1  mol. 
each  of  salicylic  acid  and  naphthionic  acid. 
The  orange  -  yellow  aqueous  solution  becomes 
reddish-violet  withlbiyarochloric  acid,  and  cives 
a  reddish-yellow  precipitate  with  sooium 
hydroxide.  Solution  in  strong  sulphuric  aeid 
is  violet-blue,  giving  a  greyish-violet  precipitate 
on  dilution. 

LUeraJtwre,—^.  P.  2213  of  1886;  B.  R.  P. 
44707  ;  A.  P.  447303. 

Diamine  Fast  Red  F  (C);  DIanol  Fast 
Red  F  (Lev.)  Azidlne  Fast  Red  F  (C.  J.); 
Oxamlne  Fast  Red  F  (B.);  Naphthamine  Red 
H  (K.) : 

CeH4-N,-CioH4(SO,H)(OH)NH, 


A 


J.H,-N,-CeH3(C0jH)0H. 

Prepared  from  tetrazotised  benzidine  and  1  mol. 
of  7-amino-a-naphthol-3-Bulphonic  acid  (7-acid) 
combined  in  acia  solution,  and  1  mol.  of  salicylic 
acid.  Red  aqueous  solution  sives  a  brown 
precipitate  with  hydrochloric  acicL  The  solution 
m  stronff  sulphuric  acid  is  reddish- blue,  and 
gives  a  brown  precipitate  on  dilution. 

Literaiure.—l^  P.  16099  of  1889;  B.  R.  P. 
67867  ;  F.  P.  201770. 

Crumpsall  Direct  Fast  Red  R  (Lev.) : 
C,H4N,CioH4(SOja),-OH 

C,H4NgC,H,(C0Jtt)0H. 

Prepared  from  tetrazotised  benzidine  and  1  mol. 
each  of  /3-naphthol-3 : 6-disulphonio  acid  (R-salt) 
and  salicylic  acid. 

Diamine  Brown  M  (C.) ;  Chloraiol  Brown  M 
(H.) ;  Renol  Brown  MB,  cone.  (T.  M.) ;  Azldine 
Brown  M  (C.  J.);  Naphthamine  Brown  H  (K.); 
Crampsall  Direct  Fast  Brown  B  (Lev.): 

CeH,N,CeH,(CO,H)OH 


A 


J.H4-N,-Ci^4(SO,Hj(OH)-NH,. 

Prepared  from  tetrazotised  benzidine  and  1  mol. 
each  of  salicylic  acid  and  7-amino-a-naphthol-3- 
Bulphonic  acid  (7-acid) ;  the  latter  being 
combined   in  alkaline  solution.    The  reddish- 


brown  aqueous  solution  gives  a  brown  precipitate 
with  hydrochloric  acid  and  a  reddish-brown 
precipitate  with  sodium  hydroxide.  The  solu- 
tion in  stronff  sulphuric  acid  is  violet,  changing 
to  brown  on  dilution. 

2^ter<rfttre.— D.  R.  P.  67867 ;  F.  P.  201770. 

Diphenyl  Brown  BN  (O.) : 
C.H4-Na-C,H,(C0,H)0H 


A 


l,H4N,C,oH4(SO,H)(OH)N{CH,),. 
Prepared  from  tetrazotised  benzidine  and  1  mol. 
each  of  salicylic  acid  and  7-dimethylamino-a- 
naphthol-3-siiiphonic  acid.  [The  corresponding 
colouring  matter  from  the  monomethyJamino- 
compound  is  Diphenyl  Rrown  RN  (G.).]  The 
dark-brown  solution  gives  a  red  precipitate  with 
hydrochloric  acid.  The  solution  in  strong 
sulphuric  acid  is  bluish-violet,  giving  a  rod 
precipitate  on  dilution.  When  tohdine  is 
used  instead  of  benzidine,  Diphenyl  Brown  8  ON 
is  obtained. 

Ut&raJture,—l^,  P.  2771  of  1896 ;    D.  R.  P. 
103149 ;   F.  P.  260697 ;  A.  P.  667413. 

Diamine  Brown  B  (0.): 
C.H4-N,-C,H,(C0,H)0H 


A 


!,H4N,CipH4(SO,H)(OH)NHC,H5. 
Prepared  from  tetrazotised  benzidine  and  1  mol. 
each  of  salicylic  acid  and  7-phenylamino-a- 
naphthol-3-sulphonic  acid.  The  dark-brown 
aqueous  solution  gives  a  Bordeaux-red  pre- 
cipitate with  hydrochloric  acid,  and  becomes 
redder  with  sodium  hydroxide.  The  solution 
in  strong  sulphuric  acid  is  violet,  giving  a  brown 
precipitate  on  dilution. 
Oxamlne  Maroon  (B.): 

C,H4-N,-C.H,(C0»H)0H 


A 


l,H4N,CioH4(SO,H)(OH)NH,. 
Prepared  by  combining  tetrazotised  benzidine 
with  1  mol.  of  6-amino-a-naphthol-3-sulphonic 
acid  in  alkaline  solution,  and  adding  1  mol.  of 
salicylic  acid  to  the  product.  The  ruby-red 
aqueous  solution  does  not  change  with  acids  or 
aikaltB.-  The  solution  in  strong  sulphuric  acid 
is  dark  violet,  changing  to  wine-red  on  dilution. 

Literature,— K  P.  2370  of  1893 ;  B.  R.  P. 
82672 ;   F.  P.  229263. 

Ozamine  Red  (B.).  Isomeric  with  the 
preceding.  6-Amino-a-naphthol-3-sulphonic  acid 
is  used  instead  of  the  6-amuio-  acicL  The  red 
aqueous  solution  is  not  changed  by  hydrochloric 
acid,  but  becomes  diffhtly  more  violet  with 
sodium  hydroxide.  Tuid  solution  in  strong 
sulphuric  acid  is  blue,  changing  to  wine-red  on 
dilution. 

LUeratwre.—^,  P.  2622614  of  1893  ;  B.  R.  P. 
93276  ;  F.  P.  227892  ;  A.  P.  666369. 

Wool  Red  G(B.): 

C,H4N,'C,H,(S0jH)0H 


A 


;,H4N,-CioH4(SO,H)(OH)-NH,. 
Prepared  from  tetrazotised  benzidine  and  1  moL 
each  of  phenol-o-sulphonic  acid  and  7-amino-a- 
naphthoi-3-sulphonic  acid  (7-acid)  the  latter 
being  combined  in  acid  solution.  The  red 
aqueous  solution  gives  a  brown  precipitate  with 
hydrochloric  acid,  and  becomes  dark  red  with 
sodium  hydroxide.  Solution  in  strong  sulphuric 
acid  is  violet,  giving  a  brown  precipitate  on 
dilution. 


3a4 
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Literature,—!),  R.  P.  appl.  29649  of  1901 ; 
F.  P.  313633. 

Diamine  Searlet  B  (C.) ;   Dianll  Poneean  G 

(M.)»: 

CeH^N.C.H^-O-CjH, 

C,H4N,-CioH4(SO,H),OH. 

Tetrazotised  benzidine  is  combined  fiist  with  1 
mol.  of  /3-naphthylamine-6  :  8-disulphonio  acid, 
then  with  1  mol.  of  phenol  and  the  product  is 
ethylated.  The  red  aqueous  solution  becomes 
brownish-red  with  hydrochloric  acid.  The 
solution  in  strong  siidphurio  acid  is  violet, 
becoming  brown  on  dilution. 

Literature,--E,  P.  12560  of  1889 ;  D.  R.  P. 
64084 ;  F.  P.  200152 ;  A.  P.  426345. 

Pyramine  Orange  2  R  (B.): 

C,H,-N,-CioH4(SO,H),NH, 

C,H.N,C,H,(NH,),NO,. 
Prepared  from  tetrazotised  benzidine  and  1  mol. 
each  of  /3-naphthylamine-3  :  6-di8ulphonic  acid 
and  p-nitro-m-phenylenediamine.  The  yellow 
aqueous  solution  is  not  changed  by  acids  or 
alkalis.  Tlxe  solution  in  strong  sulphuric  acid 
is  blue,  becoming  yellowish-red  on  dilution. 

Literatwre,—K,  P.  6827  of  1899 ;  D.  R.  P. 
107731 ;  F.  P.  280914;  A.  P.  631611. 

Pyramine  Orange  8  0  (B.) : 

C.H4-N,C.H,(NH,),N0, 

C,H,-N,-C.H(SO,H),(NH,),. 

Prepared  from  tetrazotised  benzidine  and  1  mol. 
each  of  m-phenylenediamine-4 :  6-disulphonic 
acid  and  |)-nitro-m-phenylenediamine.  The 
yellowish-red  aqueous  solution  is  not  changed 
by  acids  or  alkidis.  The  solution  in  strong 
sulphuric  acid  is  yellowish  -  red,  becoming 
brownish-yellow  on  dilution. 

Uterature,—^.  P.  18606  of  1898 ;  D.  R.  P. 
106349 ;   F.  P.  280914 ;   A.  P.  631610. 

Congo  Red  (Lev.)  (A.)  (By.);  Congo  Red  R 
(H.);  Cosmos  Red  (B.);  Cotton  Red  eonc. 
(T.    M.);  Cotton  Red  G  (P.);  Cotton  Red  B 

(K): 

C,H4N,-CioH,(SO,H)-NH, 


Congo  RaUne  (A.)  (Lev). ;  Aiidine  Bordeaux 

(C.J.): 

C.H4N,CioH,(SO,H)-NHj 


C,H4N,C„H5(SO,H)-OH. 
Prepared  from  tetrazotised  benzidine  and  1  mol. 
each  of  a-naphthol-8-8ulphonic  acid  and  naph- 
thionic  acid.  The  cherry-red  aqueous  solution 
gives  a  blue  precipitate  with  hydrochloric  acid 
and  a  violet-red  one  with  sodium  hydroxide. 
The  solution  in  strong  sulphuric  acid  is  blue, 
giving  a  blue  precipitate  on  dilution. 

Literature,-^!),  R.  P.  62669. 

Congo  Corinth  G  (A.)  (By.) ;  Cotton  Corinth  G 
(B.);  Dianll  Bordeaux  G(M.): 

C,H4-N,-C,oH.(SO,H)OH 


<L 


JeH4N,-C,oH,(SO,H)-NH,. 
Prepared  from  tetrazotised  benzidine,  a-naph- 
thylamine-4-8ulphonic  acid  and  a-naphthor-4- 
sulphonic  acid.  Aqueous  solution  rea ;  violet 
precipitate  with  hydrochloric  acid  and  coloration 
with  acetic  acid.  Solution  in  strong  sulphuric 
acid  blue,  giving  violet  precipitate  on  dilution. 

Literature,'--E.  P.  16296  of  1886 ;  2213  and 
6687  of  1886 ;  D.  R.  P.  39096 ;  F.  P.  160722, 
163172 ;  A.  P.  344971,  368866. 

Brilliant  Congo  G  (A.)  (By.) : 

C,H4-N,-C,oH4(SO,H)/NH, 


k 


i. 


).H,-N,-C,oH,(SO,H)-NH,. 

Prepared  by  the  action  of  tetrazotised  benzidine 
on  naphthionio  acid  (2  mols).  It  can  also  be 
obtained  by  oxidising  benzeneazonaphthionic 
acid  with  manganese  dioxide  in  sulphuric  acid 
solution  (E.  P.  6697  of  1896;  D.  P.  84893;  F.  P. 
2482 10).  The  red  aqueous  solution  becomes  blue 
on  addition  of  dilute  acids ;  substance  dissolves 
in  strong  sulphuric  acid  with  a  slaty  blue,  giving 
a  bluish  precipitate  on  dilution. 

JWero^ttrc— E.  P.  4416  of  1884;  D,  R.  P. 
28763;  Ber.  1886,  19,  1719. 

Diaso  Black  B  (By.).  Isomeric  with  the 
preceding.  Prepared  from  tetrazotised  benzi- 
dine and  a-naphthylamine-6-sulphonic  acid 
(L-acid;  2  mols.).  The  violet  aqueous  solution 
becomes  blue  with  hydrochloric  acid,  and  gives 
a  blue  precipitate  with  sodium  hydroxide. 
The  solution  m  strong  sulphuric  acid  is  blue, 
remaining  blue  on  dilution.  The  colouring 
matter  is  generally  diazotised  and  developed 
on  the  fibre. 

1  DIamlntScarfet  3  B  (CO;  Dianll  Ponceau  2  R  (li.) 
belongs  to  the  same  group,  but  Is  bluer. 


J.H4-N,-CioH5(SO,H)NH,. 

From  tetrazotised  benzidine,  /3-naphthylamine- 
3  :  6-disulphonio  acid  and  i3-naphthylamine-6- 
sulphonio  acid  (Bronner's).  Aqueous  solution 
gives  a  brownish-violet  precipitate  with  hydro- 
chloric acid.  Solution  in  strong  sulphuric  acid 
blue,  giving  violet  precipitate  on  dilution. 

Literature— E.  P.  6687  of  1887 ;  D.  R.  P. 
41096 ;  F.  P.  160722. 

HeUotropo  2  B  (A.)  (By.)  (L.) : 

C,H4N,-CioH,(SO,H)OH 

I 
C,H4N,-CioH4(SO,H),OH. 

Prepared  from  tetrazotised  benzidine  and  1  mol. 
each  of  a-naphthol-4 : 8-disulphonic  acid  and 
iS  -  naphthol  -  8  -  sulphonio  acid.  Reddish- violet 
aqueous  solution  gives  a  bluish- violet  precipitate 
^vith  hydrochloric  acid,  and  becomes  redder 
with  sodium  hydroxide.  Solution  in  strong 
sulphuric  acid  is  blue,  becoming  reddish-violet 
on  ailution,  and  finally  giving  a  violet  precipitate. 

Literature,— E,  P.  1346  of  1888;  D.  R.  P. 
46342. 

Trisulphono  Violet  B  (K.  S.);   Trtoalphone 
Blue  R  (K.  S.) ;  Trlsulphone  Blue  B  (K.  S.): 
C.H4N,CioH,(SO,H)80H 


k 


!.H,N,CioH.OH. 

The  first-named  (for  which  the  formula  is  given) 
is  prepared  from  tetrazotised  benzidine  and 
1  mol.  each  of  a-naphthol-3  :  6  :  8-trisulphonio 
acid  and  /3-naphthol.  The  second  and  last 
colouring  matters  are  prepared  from  tetrazotised 
tolidine  and  dianisidine  respectively  instead  of 
benzidine.  The  solutions  in  water  ate  violet 
to  blue,  and  give  bluish- violet  to  blue  precipitates 
with  hydrochloric  acid.  With  sodium  hymoxide 
the  aqueous  solutions  become  reddish-  violet.  Tho 
solutions  in  strong  sxilphuric  acid  are  greenish- 
blue,  giving  violet  precipitates  on  dilation. 
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Liieraiure.—E.  P.  4703  of  1897;  F.  P. 
264279;  A.  P.  584981. 

Chieago  Blue  4  R  ( A. ) ;  Benzo  Blue  4  R  (By. ) ; 
Columbia  Blue  R  (A.) ;  Benzo  Red  Blue  R  (By.). 
The  first  two  and  the  last  two  respectively  are 
probably  identical.  These  colouring  matters 
are  produced  from  benzidine,  and  1  mol.  each  of 
.aminonaphthol-sulphonic  acid  (1:8:4)  or  -di- 
sulphonio  acid  (1:8:2:4)  and  a  naphthoic 
sulnhonio  acid.  Chicago  blue  4  B  gives  a 
violet-)>lue  and  Columbia  blue  R  a  pure  blue 
aqueous  solution.  Both  solutions  give  a  blue 
precipitate  with  hydrochloric  acid.  With 
sodium  hydroxide  the  former  becomes  reddish- 
violet,  and  the  latter  blue.  The  solutions  in 
strong  sulphuric  acid  are  cornflower  blue, 
giving  precipitates  on  dilution. 

Diamine  Violet  N  (C.) ;  Chlorazol  Violet  B 
(H.) ;  Dlanol  Violet  N  (Lev.);  Azidlne  Violet  DV 
(C.  J.) ;  Naphthamlne  Vlolot  N  (K.) : 

C,H4-N,-Ci^4(S0,H)(0H)NH, 
I 
C,H4N,.C,^4(S0,H)(0H)-NH,. 

Prepared  by  the  action  of  tetrazotised  benzidine 
on  2  mols.  of  7-amino-a-naphthol-3-sulphonic 
acid  (7-acid)  in  acid  solution.  The  reddish- 
violet  aqueous  solution  ^ves  a  violet- black 
pecipitate  with  hydrochloric  acid.  The  solution 
in  strong  sulphuric  acid  is  greenish- blue,  giving 
a  reddisn-violet  precipitate  on  dilution. 

lAUraturc—E.  P.  16699  of  1889 ;  D.  R.  P. 
65648  ;  F.  P.  201770. 

Diamine  Blaek  RO  (C);  Napbfhamine  Blaek 
BVE  (K.).  Isomeric  with  the  preceding.  The 
combination  \3  effected  in  alkaline  solution  where- 
by the  azo-  group  enters  the  2-  position  with 
respect  to  the  h^^droxy-  group,  wnereas  in  the 
preceding  case  the  azo-  group  enters  the  8-  position 
(ortho  to  the  amino-  group).  The  violet-black 
aqueous  solution  gives  a  blue  precipitate  with 
hydrochloric  acid,  and  becomes  violet  with  sodium 
hydroxide.  The  solution  in  strong  sulphuric 
acid  is  blue,  giving  a  reddish-blue  precipitate  on 
dilution. 

Literature, — ^As  above. 

Naphthamlne  Black  RE  (K.) : 

C,H4N,CioH4(SO,H)(OH)-NH, 

C.H4-N,CioH4(SO,H)(OH)NH,. 

Prepared  from  tetrazotised  benzidine  and  2 
mols.  of  1 : 8-aminonaphthol-6-sulphonic  acid. 

Literature.'-D,  R.  P.  appl.  K  11223. 

Benzo  Violet  R  (By.): 

C,H4-N,CioHj(SO,H)OH 


C,H4-N,doH4(SO.H),OH. 

Prepared  from  tetrazotised  benzidine  and  1  moL 
each  of  a-naphthol-4-sulphonic  acid  and  a-naph- 
thol-3  :  6-diBulphonio  acid.  The  reddish- violet 
aqueous  solution  gives  a  soluble  violet  precipitate 
with  hydrochloric  acid,  and  becomes  red  with 
sodium  hydroxide.  The  solution  in  strong 
sulphuric  acid  is  violet,  giving  a  violet  precipitate 
on  dilution. 

Naphthylamine  Dlaio  Blaek  (K) : 
C,H4-N,C„H4(S0,H)(0H)NH, 

I 
C,H4-N,-Ci«H,(S0,H)j(0H)-NH,. 

Prepared  from  tetrazotised  benzidine  and  1  mol. 
each     of     8-amino-a-naphthol-3 : 6-diBulphonic 
Vol.  L— T. 


acid  (K-  acid),  and  7-amino-a-naphthol-3-8ul- 
phonic  acid  (y-acid). 

Literaiure,^K  P.  615  of  1894 ;     D.  R.  P. 
99164 ;   A.  P.  563383. 

Diamine  Brown  V  (C.) : 

C,H4N,CioH4(SO,H)(OH)NH, 


k 


l,H,-N,-C,H3(NH,),. 

P^pared  from  tetrazotised  benzidine  and  1  mol. 
each  of  7-amino-a-naphthol-3-sulphonio  acid 
(7-acid)  and  m-phenylenediamine.  Brown-red 
aqueous  solution  gives  a  chocolate-brown  pre- 
cipitate with  hydrochloric  acid,  and  purplish- 
brown  precipitate  with  sodium  hydroxide. 
Solution  in  strong  sulphuric  acid  is  bluish- 
violet,  giving  a  purplish-brown  precipitate  on 
dilution. 

Literature,— K  P.  16699  of  1889 ;  D.  R.  P. 
57867 ;  F.  P.  201770. 

Diamine  Black  BH  (C.) ;  Dlanol  Blue  BE 
(Lev.) ;  Diazo  Black  BHN  (By.) ;  Renolamine 
Blaek  BH  (T.  M.);  Azidlne  Black  BHN(C.  J.);  In- 
grain Blaek  2  B(H.);  NaphthamineBlaekCE(K.): 
C,H4Na-CioH4(SO,H)(OH)NH, 


C,H4'N,-CioH,(SO,H),(OH)NH,. 

Prepared  from  tetrazotised  benzidine  and  1  mol. 
each  of  7-amino-a-naphtho]-3-sulphonic  acid 
and  8-amino-a-naphthol-3 :  6-di8ulphonic  acid 
(H-  acid).  The  reddish-blue  aqueous  solution 
becomes  violet  with  hydrochloric  acid  and 
reddish-violet  -with  sodium  hydroxide.  The 
solution  in  strong  sulphuric  acid  is  blue,  giving 
a  violet  precipitate  on  dilution. 

Literaiure.'-E,  P.  1742  of  1891 ;   D.  R.  P. 
68462  ;  F.  P.  233032. 

Oxamlne  Violet  (B.) :  Chlorazol  Violet  R  (H.) ; 
Naphthamlne  Violet  BE  (K.) : 

CeH4N,-CioH4(SO,H)(OH)NH, 

C.H4-N,-OioH4(SO,H)(OH)-NH,. 

Prepared  from  tetrazotised  benzidine  and  6- 
amino-a-naphthol-3-sulphonic  acid  (2  mols.). 
The  combination  iB  effected  in  alkaUne  solution. 
The  reddish-violet  aqueous  solution  gives  a 
violet  precipitate  with  acids  or  alkalis.  The 
solution  in  strong  sulphuric  acid  is  blue,  giving 
a  violet  precipitate  on  dilution. 

Literature.— E.  P.  2614  of  1893 ;   D.  R.  P. 
76469 ;   F.  P.  227892 ;   A.  P.  621096. 

Diamine  Blue  BB  (C.) ;  Benzo  Blue  BB  (By.) 
(Lev.) ;  Congo  Blue  2  BX  (A.) ;  Direct  Blue  V 
(P.) ;  Azidlne  Blue  2  B  (C.  J.) ;  Chlorazol  Blue 
RB  (H.) ;  Naphthamlne  Blue  2  BX  (K.) : 
C.H4-N,CioH,(SO,H),(OH)NH 


C,H4-N,-CipH,(S0,H),(0H)NH  . 

Prepared  by  combining  tetrazotised  benzidine 
in  alkaline  solution  with  8-amino-a-naphthol- 
3  :  6-disulphonic  acid  (H-acid;  2  mols.).  The 
reddish-blue  aqueous  solution  is  unchanged  by 
acids  or  alkalis.  The  solution  in  strong  sulphuric 
acid  is  blue,  becoming  violet  on  dilution. 

Literature.— E,  P.  13443  of  1890 ;  1742  of 
1891 ;  D.  R.  P.  74693 ;  F.  P.  210033 ;  A.  P. 
464135. 

Naphthamlne  Blues  2B,  SB  and  6B  (K.). 
Theee  are  derived  form  tetrazotised  benzidine, 
toUdine,  etc.,  and  8-amino-a-naphthol-3  :  6-disul* 
phonic  acid  (K-acid).     The  blue  aqueous  solution 
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gives  a  blue  precipitate  with  hydrochloric  acid 
and  turns  reddiBh-violet  with  sodium  hydroxide. 
The  solution  in  strong  sulphuric  acid  is  bluish- 
green. 

Literatwe.-'E.  P.  615  of   1894 ;    D.  R.  P. 
99164;   A.  P.  663380,  663386. 

Direct  Gray  R  (I.): 

C,H4N,-CioH,(OH),(CO,H)-SO,H 

C,H4N,-CjioH,(OH),(CO,H)-SO,H. 

Prepared  from  tetrazotised  bensidino  and 
1 :  7-dlhydjroxy  -6  -  carbozynaphthalene-3-sul- 
phonic  acid  (2  mols.).  The  violet  aqueous 
solution  gives  a  bluish-grey  precipitate  with 
hydrochloric  acid  and  Incomes  dull  violet-red 
with  sodium  hydroxide.  The  solution  in  strong 
sulphuric  acid  is  blue,  giving  a  bluish-grey 
precipitate  on  dilution.  The  corresponding 
colour  from  tolidine  is  Dlnet  Gray  B* 

Literaiure.—K  P.  14263  of  1892  ;    D.  R.  P. 
76268 ;  F.  P.  220468 ;  A.  P.  403664. 

Dlanol  Red  2  B  (Lev.) ;  Addlne  Pnrpurine 
10B(C.  J.): 

C,H,aN,C,Jtt,(SO,H)NH, 


C.H,aN,-C,oH,(SO,H)NH,. 
Prepared  from  tetrazotised  diohlorobenzidine 
(NH, :  Cl=4 :  3),  and  naphthionic  acid  (2  mols.). 
The  red  aqueous  solution  becomes  violet  with 
hydrochlorio  acid.  The  solution  in  strong 
sulphuric  acid  is  blue,  changing  to  violet  on 
dilution. 

i^tercrfwe.— E.  P.  26726  of  1896;  F.  P. 
266136 ;  A.  P.  640743. 

DUnol  Brilliant  Red  (Lev.) ;  Toluylene  Red 
(0.);  ChlorantlneRed8B(L);  Aeetopurpurine 
(A.);  IMphenyl  Red  8  B  (G.) ;  Addlne  Brilllaiit 
Red8B(C.  J.): 

CeH,aN,-CioH4(SO,H),NH, 

C.H,a-N,-CioH4(SO,H),-NHj. 
Prepared  from  tetrazotisod  diohlorobenzidine 
and  /3-naphthylamine-3 : 6-di8ulphonic  acid. 
The  bluiBn-red  aqueous  solution  becomes 
dliffhtly  darker  with  hydrochloric  acid.  The 
Bomtion  in  strong  sulphuric  acid  is  blue,  becoming 
red  on  dilution. 

Xtteraiwe.— E.  P.  25726  of  1896 ;  1).  R,  P. 
94410,  97101 ;  F.  P.  265136  ;  A.  P.  626174. 

Anthracene  Red  (L)  (By.) : 

NO,-C,H,N,C,H,(CO,H)-OH 

C.H4-N,-CioH,(SO,H)OH. 
Prepared  by  combining  tetrazotised  nitro- 
benzidine  first  with  1  m(S.  of  salicylic  add  and 
then  with  1  mol.  of  a-naphthol-4-8ulphonic  acid. 
(The  same  colour  is  not  produced  by  inverting 
the  order  of  combination.)  The  red  aqueous 
Bolutiongives  a  red  precipitate  with  hydrochlorio 
acid.  The  solution  in  strong  sulphuric  acid  is 
carmine-red,  giving  a  brownish-red  precipitate 
on  dilution. 

LUeraiure,—^.  P.  13476  of  1892 ;  D.  R.  P. 
72867  ;  F.  P.  223176 ;  A.  P.  493683. 

Salielne  Red  G  (K.).  Prepared  from  tetra- 
zotised nitrobenzidine  and  1  mol.  each  of  salicylic 
acid  and  /3-naphthol,  the  product  being  sul- 
phonated. 

Literalure.—K  P.  9464  of  1896 ;  D.  R.  P. 
87484. 

Salielne    Yellow    G    (K.).     Prepared    from 


tetrazotised  nitrobenzidine  and  salioylio  acid 
(2  mols.),  the  product  beinf^  sulphonated.  The 
orange  aqueous  solution  is  precipitated  with 
hydrochloric  acid  and  becomes  reddish-brown 
with  sodium  hydroxide.  The  solution  in  strong 
sulphuric  acid  is  orange-yellow,  and  gives  a  brown 
precipitate  on  dilution. 

jAieraiure* — ^As  above,  and  Chem.  Lad.  1896, 
19,  662. 

Sulpbone  Aiurine  (By.)  (A.)  (L.)  (Lev.): 

>C,H,(SO^)N,<!,oH.-NH-C.Hg 
SO,/   I 

\CJ,H,(SO,H)N,-C,eH,'NH-C,H,. 

Prepared  from  tetrazotised  benzidinesulphone- 
disiuphonic  acid  and  phenyl-/3-naphthylamine 
(2  mols.).  The  blue  aqueous  solution  gives  blue 
precipitates  with  hydrochloric  acid  and  sodium 
hydroxide.  The  solution  in  strong  sulphuric 
acid  is  violet,  giving  a  blackish- violet  precipitate 
on  dilution. 

LUer€Ufire.—E.  P.  1099  of  1884 ;  D.  R.  P. 
27964,  33088;  A.  P.  432989;  Ber.  1889,  22, 
2469. 

Pyiamlne  Orange  R  (B.)  : 

SO,H-C.H,N,-C.H,(NH,),NO, 

SO,H-i.H,-N,-C,H,(NH,),NO,. 

Prepared  from  tetrazotised  benzidinedisulphonio 
acid  and  6-nitro-m-ph6nylenediamine  (2  mols.)* 
The  orange-red  aqueous  solution  gives  a  yellow- 
ish-red  precipitate  with  hydrochlorio  acid 
or  sodium  hydroxide.  The  solution  in  stronc 
sulphuric  acid  is  yellow,  giving  a  yellowish-red 
precipitate  on  dilation. 

lAkraiure,—E.  P.  8664  of  1894 ;  D.  R.  P. 
80973  ;  F.  P.  238340 ;  A.  P.  646333. 

Carbaiole  YeUow  (B.) : 

/C,H,N,-C,H,(CO,H)OH 

NH<;  I 

\CgH,N,-C.H,(CO,H)OH. 
Prepared  from  tetrazotised  diaminocarbazole 
and  salioylio  acid  (2  mols.).  The  brownish- 
yellow  aqueous  solution  gives  a  brown  pre- 
cipitate witii  hydrochlorio  acid,  and  becomes 
oran^-yellow  with  sodium  hydroxide.  The 
solution  in  strong  sulphuric  acid  is  violet-blue, 
giving  a  brown  precipitate  on  dilution. 

zSeraittre.— E.  P.  14478  and  14479  of  1888 ; 
D.  R.  P.  46438 ;  F.  P.  193212 ;  A.  P.  401634. 

Pyramldol  Brown  T  (P.  L.): 
C,H.-N,-C.H,(OH), 


i, 


!,H,-N,<!.H,(OH)r 
Proparod  from  tetrazotised  tolidine  and  re- 
sorcinol  (2  mols.).  The  reddish-brown  aqueous 
solution  gives  a  brown  precipitate  with  hydro- 
chloric acid,  and  becomes  bronnish-red  with 
sodium  hydroxide.  The  solution  in  strong 
sulphurio  acid  is  violet,  giving  a  blackish-brown 
precipitate  on  dilution,  'mien  the  fibro  is 
treated  with  diazo-  solutions  a  deop  broMna  is 
obtained. 

Tolnylene  Orange  G  (O.)  (By.)  (A.) ;  Kantho- 
sine  J ;  Azldlne  Orange  G  (C.  J.) : 
C,H,Nj-C,H5((X),H)0H 

C%H.N,-C,H4(NHa),-S0,H. 
Prepared  from  tetrazotised  tolidine  and  1  mol. 
each  of   hydroxytoluio  acid  (CH,  :  OH  :  (X)|H 
=  1:2:3)  and  m-tolylenediaminesulphonic  acid 
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(CH, :  NH, :  NH,  :  S0,H=1  :  2  :  4  :  5).  The 
brownish  -  yollow  aqueous  solution  gives  a 
yellowish-brown  precipitate  witJ^  hydrochloric 
acid,  and  becomes  reodish-orange  with  sodium 
hydroxide.  The  solution  in  strong  sulphuric 
acid  is  xnagenta-red,  giving  a  brown  precipitate 
on  dilution. 

LUenUwre,—E.  P.  7997  of  1888 ;  D.  R.  P. 
47235 ;  A.  P.  396034. 

Tolnylene  Orange  R  (0.);  Kanthoslne  R; 
Axldlne  Orange  R  (C.  J.): 

C,H,N,-C,H4(NH,),-S0,H 


i. 


5,H,-N,-C,H4(NH,)j-S0,H. 

Prepared  from  tetrazotised  tolidine  and  tn  toly- 
lenediaminesulphonic  acid  (2  mol& ).  The  orange 
aqueous  solution  gives  a  bluish-red  precipitate 
with  hydrochloric  acid.  The  solution  in  strong 
sulphuric  acid  is  brown,  giving  a  reddish  pre- 
cipitate on  dilution. 

Literature.— E,  P.  4492  of  1887 ;  D.  R.  P. 
40905. 

Benzopnrpurine  B  (By.)  (A.) : 

C,H,N,-CioH4(SO,H)NH, 

6,H,N,-C,oH5(SO,H)NH,. 

Prepared  bv  the  action  of  diazotised  tolidine 
on  /3-naphthylamine-6-8ulphonio  acid  (2  mols.) 
in  presence  of  alkali.  Aqueous  solution,  orange- 
reef;  unchanged  by  sodium  hydroxide;  a 
brownish-red  precipitate  by  dilute  sulphuric  acid. 
Dissolves  in  strong  sulphuric  acid  with  a  blue 
colour,  giving  a  brown  precipitate  on  dilution. 

References  as  for  the  next  colouring  matter. 

Benzopurpurlne  4  B  (By.)  (A.)  (Lev.)  (T.  M.) ; 
Cotton  Red  4B  (B.)  (K.)  (O.) ;  Cotton  Red  BP 
(P.);  Sultan  Red  4  B  (H.);  Diamine  Red  4  B 
(C);  DlanURed4B  (M.): 

C,H.N^CioH,(SO,H)-NH, 


i, 


J^,-N,-CioH5(SO,H)-NH,. 

Prepared  by  the  action  of  diazotised  tolidine 
on  naphthionio  acid  (2  mols.).  About  twice 
the  theoretical  amount  of  naphthionic  acid  is 
used,  the  excess  being  regained  from  the  filtrate 
after  separating  the  cdlour.  The  alternative 
method  of  preparation  by  oxidising  toluene* 
azonaphthionic  acid  (cjp.  Congo  R^)  is  not 
used  technically.  Homologous  with  Congo  Red, 
and  isomeric  with  the  last.  Aqueous  solution 
orange-red,  ffiving  a  red  precipitate  with  excess 
of  sodium  nydronde ;  blue  precipitate  with 
hydrochloric  acid ;  *  dissolves  in  strong  sulphuric 
acid  with  a  pure  blue  colour. 

LUerature.-'E.  P.  3803  of  1885,  6697  of  1895  ; 
D.  R.  P.  35615,  84893 ;  F.  P.  167876,  248210 ; 
A.  P.  329632. 

Bemoporpiurine  6B  (Lev.)  (By.)  (A.).  Pre- 
pared as  above  from  tetrazoditolyl  and  Laurent's 
a-naphthylamino-5-sulphonio  acid.  Colouring 
matter  very  similar  m  properties  to  the  pre- 
ceding.  References  as  above.  The  same  con- 
stitution is  assigned  to  Diaso  Brilliant  Blaek  B 
(By.),  which  gives  blues  or  blacks  when  diazo- 
tised and  developed  on  the  fibre. 

Dettapnrmirlne  5  B  (By.)  (A.)  (K.) ;  Diamine 
Red  B  (A.)  (By.)  (L.): 

C,H,-N,-CioHg(SO,H)NH, 


Prepared  from  tetrazoditolyl  and  1  mol.  of 
crude  /3-naphthylamine-9-sulphonic  acid  and 
1  mol.  of  the  6-Bulphonio  acia.  Owing  to  the 
9-acid  being  a  mixture  of  isomeri^es  (tne  2  :  7- 
and  2 :  6-acids),  the  colouring  matter  contains 
also  benzopurpurine  B  and  ueltapurpurina  7  B 
{see  below).  Aqueous  solution  orange,  giving 
a  brown  coloration  with  acetic  acid,  and  a 
brown  precipitate  with  hydrochloric  acid.  Red 
precipitate  with  sodium  hydroxide.  Solution 
m  sixong  sulphuric  acid  blue,  giving  a  brown 
precipitate  on  dilution. 

Uteraturc—K  P.  5846  of  1886 ;  D.  R.  P. 
42021 ;  Ber.  1887,  20,  1430,  2910,  3160,  3353. 

Diamine  Red  8  B  (C.) ;  DeKtapnrparine  7  B 
(By.)  (A.).  Isomeric  with  the  preceding.  Pre- 
pared from  diazotised  tolidine  and  /3-naphthyl- 
amine-7-8ulphonic  acid.  The  colouring  matter 
is  precipitated  from  its  aqueous  solution  by 
acetic  acid,  and  forms  an  insoluble  calcium 
salt.  Red  precipitate  with  sodium  hydroxide. 
Solution  in  strong  sulphuric  acid  blue,  giving 
brown  precipitate  on  ailution. 

Literaiure,—E.  P.  4846  and  12908  of  1886 ; 
D.  R.  P.  41201, 48074 ;  Ber.  1887, 20, 2910, 3160. 

BrOUant  Porpurine  R  (A.)  (By.) : 

CA-N.-OioH4(SO,H)..NH, 

C,H.-N,-CiJtt.(SO,H)-NH,. 

Prepared  horn,  tetrazotised  tolidine  and  1  mol. 
each  of  iB-naphthylamine-3 :  6-disulphonic  acid 
and  naphthionic  acid.  The  red  aaueous  solution 
gives  a  black  precipitate  with  hydrochloric  acid, 
and  a  red  one  with  sodium  nydroxide.  The 
solution  in  strong  sulphuric  acid  is  blue,  giving 
a  blue-black  precipitate  on  dilution. 

Literaitire.—E.  P.  6687  of  1887 ;  D.  R.  P. 
41095 ;   F.  P.  160722. 

Aio-Blne(By.)(A.): 

C,H.-N,-CiJtt,(SO,H)-OH 


i. 


,H.-N,-CioH5(SO,H)OH. 

Prepared  by  the  action  of  diazotised  tolidine 
on  a-naphthol-4-sulphonio  acid.  Aqueous  solu- 
tion of  colouring  matter  violet,  becoming  crimson 
on  addition  of  sodium  hydroxide;  restored  to 
yiolet  by  dilute  sulphuric  acid.  Dissolves  in 
strong  sulphuric  acid  with  a  pure  blue  colour, 
giving  violet  precipitate  on  dilution. 

JWtererfttre.— E.  P.  9510  of  1885 ;   D.  R.  P. 
35341 ;  F.  P.  171133  ;  A.  P.  366078. 

Congo  Corinth  B  (By.)  (A.);  Dianil  Bordeaux 

B(M.): 

C,H,N,-C,oH,(SO,H)NHa 


i. 


i 


A-N,'C,oHi(SO,H)-NH,. 


!,H.-N,-C,oH,(SO,H)OH. 

From  diazotised  tolidine,  naphthionic  acid,  and 
a-naphthol-4-sulphonio  acid.  Aqueous  solution 
magenta -red,  giving  violet  precipitate  with 
mineral  acids.  Blue  solution  in  strong  sulphuric 
acid ;  violet  precipitate  on  dilution. 

Literature.—K  P.  15296  of  1885 ;  2213  and 
6687  of  1886  ;  D.  R.  P.  39096 ;  A.  P.  358866. 

Congo  Red  4  R : 

C^,N,-CeH,(OH), 


i. 


!,H,-N,-CioH,(SO,H)-NH^ 

From  diazotised  tolidine,  resoroinol,  and  naph- 
thionio acid.  Aqueous  solution  brownish-red, 
violet  precipitate  with  mineral  adds,  brown 
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preoipitate  with  aoetic  aoid.  Solution  in  strong 
Bttiphurio  acid  blue^  giving  violet  preoipitate  on 
dilation. 

LUenUure.'-lL  P.  15296  of  1886;    2213  of 
1886 ;  D.  R  P.  39096. 

BrilUant  Congo  R  (A.)  (By.) ;  Addlne  Searlet 

B(C.  J.): 

C,H,N,-CioH4(SO,H),NH, 

C,H,N2-C\oH5(SO,H)NH,. 

From  diazotised  tolidine,  /3-naphthylamine>3  :  6- 
disulphonio  acid  and  iB-naphthylAmine-6-8ul- 
phonic  acid  (Bronner*8).  Aqueous  solution 
brownish-red,  giving  a  similarly  coloured  pre- 
cipitate with  mineral  acids.  Solution  becomes 
bluer  with  acetic  acid.  Orange  precipitate  with 
sodium  hydroxide.  Blue  solution  in  strong 
sulphuric  acid,  giving  dark-brown  precipitate 
on  dilution. 

Lf tefotttre.— £.  P.  6687  of  1887 ;  D.  R.  P.  41095. 

Am-  Btoek  Blue  (O.) ;  Am-  Navy  Blue  (0.) : 
C,H,N,-0,H,(OH)(NH,)NH-CeH. 

0,H,N,'C,oH,(SO,H),(OH)NH,. 

Prepared  from  tetrazotised  tolidine  and  1  mol. 
each  of  m-hydrozydiphenylamine  and  8-amino- 
a-naphthol-3  :  6-di8ulphonic  acid  (H-acid).  Solu- 
tion in  water  is  brownish- violet  and  in  strong 
sulphuric  acid  blue,  giving  a  bluish- violet  pre- 
cipitate on  dilution. 

Ltfero/urc— E.  P.  10861  of  1891 ;   D.  R.  P. 
70201 ;   A.  P.  402415. 

Am-  Haave  (0.): 

C,HeN,-CioH,(SO,H),(OH)NH, 


i. 


Prepared  from  tetrazotised  tolidine  and  1  mol. 
each  of  8-amino-a-naphthol-3 : 6-disulphoniG 
acid  (H-aoid)  and  a-naphthylamine.  Violet 
aqueous  solution  gives  a  violet  precipitate  with 
hydrochloric  acid,  and  becomes  rather  bluer  with 
dUute  acetic  acid.  Solution  in  strong  sulphuric 
acid  ia  blue,  becoming  violet  on  dilution. 

LUeraiure. — As  above. 

Azidlne  Wool  Blue  R  (0.  J.).— 
C,H,-N,-C,oH,(SO,H)OH 


I 


l,H,-N,CjoH4(SO,H)(OH)NH,. 

Prepared  from  tetrazotised  tolidine  and  1  mol. 
each  of  6-naphthol-8-8ulphoiiio  acid  and  8- 
amino-a-naphthol-S-sulphonic  acid.  The  corre- 
sponding colour  from  dianisidine  is  Addlne 
Wool  Blue  B(C.  J.). 

LUerature.—K  P.  27609  of  1907 ;  D.  R.  P. 
203535,  209269  ;  F.  P.  383747  ;  A.  P.  888036. 

examine  Blue  3  R  (B.) ;  Azidlne  Blue  8  RN 
(C.  J.) ;  Naphthamine  Blue  3  RE  (K.) : 

C,HeN,CioH,(SO,H)OH 


I 


!,H.N,Ci„H,(SO,H)(OH)NH,. 

Prepared  from  tetrazotised  tolidine  and  1  mol. 
each  of  6-amino-a-naphthol-3-sulphonic  acid  and 
a-naphthol-4-sulphonlc  acid.  Violet  aqueous 
solution  is  precipitated  with  hydrochloric  acid 
or  sodium  hydroxide.  Solution  in  strong  sul- 
phuric acid  is  blue,  giving  a  violet  precipitate 
on  dilution. 

2^tero<«rc— E.  P.  2614  of  1893 ;  D.  R.  P. 
93276 ;  F.  P.  227892  ;  A.  P.  521095. 

Columbia  Blue  G  (A.) ;  Chieago  Bine  2  R  (A.). 


These  colourinj^  matters  are  produced  from 
tetrazotised  tohdine  and  1  mol.  each  of  8-amino- 
a-naphthol-5-sulphonio  acid  (S-acid)  and  a 
naphtholsulphonic  aoid.  Columbia  blue  G 
ffives  a  blue  solution,  which  is  precipitated  with 
hydrochloric  aoid,  and  turned  reddish-violet 
with  sodium  hydroxide.  Its  solution  in  strong 
sulphuric  acid  is  greenish-blue,  giving  a  reddish- 
violet  preoipitate  on  dilution.  Chioago  blue  2  R 
forms  a  violet- blue  solution,  becoming  pure  blue 
with  hydrochloric  acid,  and  reddish-violet  with 
sodium  hydroxide.  Its  solution  in  strong  sul- 
phuric  acid  is  cornflower  blue,  giving  a  blue 
precipitate  on  dilution. 
Chieago  Blue  R  (A.): 

C,H,-N,-C,pH,(SO,H)(OH)NH, 


C,H.N,-C,oH4(SO,H)(OH)-NH,. 

Prepared  from  tetrazotised  tolidine  and  8-amino- 
a-nai^thol-5-Bulphonic  acid  (2  mols.).  The 
violet-blue  solution  gives  a  dark-violet  precipi- 
tate with  hydrochloric  acid.  The  solution  in 
strong  sulphuric  acid  is  cornflower  blue,  giving 
a  bluish-violet  preoipitate  on  dilution.  The 
corresponding  colour  from  dianisidine  is  Chieago 
Blue  B  (A.). 

Literaturc—A.  P.  506284. 

DlanUBltteB(M.): 

C,H.-N,-CioH,(SO,H),(OH), 


i. 


,H.N.-C,pHg(SO,H).(OH)^ 

Prepared  from  tetrazotised  tolidine  and  2  mols. 
of  1 :  8-dihydroxynaphthalen6-3  :  6-disulphonio 
acid  (chromotrope  acid).  The  blue  aqueous 
solution  is  not  cnanged  with  hvdrochlorio  aoid 
or  sodium  hydroxide.  The  solution  in  strong 
sulphuric  acid  is  deep-blue,  becoming  bluish- 
violet  on  dilution. 

The  corresponding  colour  from  benzidine  is 
Dianfl  Blue  R,  and  from  dianisidine  DIanll  Blue  G. 

Diamine  Blue  3  B(C.);  BenMBlue8B(By.); 
Congo  Blue  3  B  (A.)  (Lev.) ;  Azidlne  Blue  8  B 
(C.  J.) ;  ChloraMl  Blue  3  B  (H.) ;  Naphthamine 
Blue  3  BX  (K.) : 

C,H.N,C,oHj(SO,H)8(OH)NH, 

C%H.N,CioH,(SO,H),(OH)NH,. 

Prepared  from  tetrazotised  tolidine  and  8-amino* 
a-naphthol-3  :  6-disulphonic  acid  (H-acid;  2 
mols.).  The  violet  aqueous  solution  becomes 
bluer  with  hydrochloric  acid,  and  gives  a  pre- 
cipitate with*  excess.  The  solution  in  strong 
sulphuric  acid  is  blue,  giving  a  violet  precipitate 
on  dilution. 

Literature,— E,  P.  13443  of  1890;  1742  of 
1891  ;  D.  R.  P.  74593 ;  F.  P.  210033. 

Diamine  Blue  BX  (C.) ;  BeuM  Blue  BX  (By.) ; 
Congo  Blue  BX  (A.)  (Lev.);  Addine  Blue  BX 
(C.  J.);  Naphthamine  Blue  BXR  (K.): 

C,H,N,CioH,(SO,H),(OH)NH, 


i 


,H,N,-C,oH,(SO,H)-OH. 

Prepared  from  tetrazotised  tolidine  and  1  moL 
each  of  a-naphthol-4-8ulphonic  acid  and  8- 
amino-a-naphtnol-3 :  6-disulphonic  acid  (H- 
acid).  The  bluish-violet  aqueous  solution  gives 
a  violet  nreoipitate  with  hydrochloric  acid,  and 
beoomes  oluish-red  with  socuum  hydroxide.  The 
solution  in  strong  sulphuric  acid  is  blue,  giving  a 
violet  precipitate  on  dilution. 
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Literalure,—E.  P.  1742  of  1891 ;  D.  R.  P. 
74503. 

DireetBlii6R(I.): 

C,H,-N,-OioH3(CX),H)(OH),-SO,H 

C,H,-N,CioH5(SO,H)-OH. 

Prepared  from  tetarazotised  tolidine  and  1  moL 
each  of  1 :  7-dihydroxy-6-oarbozynaphthaleiie- 
3-sulphonio  acid  and  a-naphthol-4-Bulphonio 
acid.  The  violet  aqueous  solution  gives  a  violet 
precipitation  with  hydrochloric  acid,  and 
becomes  violet-red  with  sodium  hvdroxide.  The 
solution  in  strong  sulphuric  acid  is  blue.  The 
corresponding  colour  from  dianisidine  is  Dlroot 

Blue  B  (I.). 

Literature.— E.  P.  14253  of  1802 ;  D.  R.  P. 
75258 ;  F.  P.  220468  ;  A.  P.  403563,  403564. 

Indaziirine  BM  (BL).  Isomeric  with  the 
preceding.  A  different  naphthoic  acid,  viz. : 
1  :  7-dihydroxy-2  -  corbozynaphthalene  -  4  -  sul- 
phonic  acid  is  used,  the  other  constituents  being 
the  same.  The  violet-blue  aqueous  solution 
becomes  bluer  with  hydrochloric  acid  and  red 
with  sodium  hydroxide.  The  solution  in  strong 
sulphuric  acid  is  blue,  giving  a  violet  precipitate 
on  dilution.  The  correspondioff  colour  from 
dianisidine  is  Indazurine  G.  VL  (BL). 

Literature,— A.  P.  524070. 

Indazurine  TS(BL): 

C,H,N,CioH,(00,H)(OH),SO,H 


i. 


!,H.-N,-CioH4(SO,H)(OH)NH,. 

Prepared  as  the  preceding,  except  that  7'amino- 
a-naphthol-3-sulphoniQ  acid  is  used  instead  of 
a-naphthol-4-sulphonic  acid.  The  violet- blue 
aqueous  solution  becomes  redder  with  acids  or 
alkalis.  The  solution  in  strong  sulphuric  acid 
is  blue,  giving  a  violet  precipitate  on  dilution. 

Literature. — As  above. 

Diamine  TeUow  N  (C): 

CaH40C,H,-N,C,H,(C0,H)0H 

C,H^N,C,H40C,H,. 

Prepared  by  combuung  tetrazotised  ethoxyben- 
zidine  first  with  salicyfic  acid  (1  mol.)  ana  then 
with  phenol  (1  moL)  and  ethylating  the  product. 
The  yellow  aqueous  solution  ^ves  a  greenish 
precipitate  with  hydrochloric  acid  and  a  reddish- 
yellow  with  sodium  hydroxide.  The  solution  in 
strong  sulphuric  acid  is  violet,  giving  a  greenish- 
brown  precipitate  on  dilution. 

Literature.— E.  P.  14464  of  1887 ;  D.  R.  P. 
46134 ;  F.  P.  186566,  186567  ;  A.  P.  380067. 

Diamine  Blue  3  R  (0.) : 

c,h,o-c,h,-n,<:JioH5(SO,h)oh 

C,H4Na-CioH,(SO,H)OH. 

Prepared  from  tetrazotised  ethoxybenzidine  and 
a-naphthol-4-sulphonio  acid  (2  mols.).  The 
reddish-blue  aqueous  solution  is  not  changed 
with  hydrochloric  acid,  but  becomes  rodd&h- 
violet  with  sodium  hydroxide.  The  solution  in 
strong  sulphuric  acid  is  dark  blue,  giving  a 
violet  precipitate  on  dilution. 

Literature. — ^As  above. 

Diamine  Blue  B(0.): 

C,H,0  •C,H,N,-CxoH4(SO,H),OH 

i,H,-N,-CioH5(SO,H)OH. 
Prepared  from  tetrazotised  ethoxybenzidine  and 


1  mol.  each  of  /3-naphthol-3  :  7-disulphonic  acid 
and  a-naphthol-4-sulphonic  acid.  The  blue 
aqueous  solution  gives  a  blue  precipitate  with 
hydrochloric  acid,  and  becomes  reddish- blue 
with  sodium  hydroxide.  The  solution  in  strong 
sulphuric  »cid  is  blue,  giving  a  blue  precipitate 
on  dilution. 

Literature, — As  above. 

Diamine  Blue  Biaclc  £  (C.) : 

C,H50C.H,N,C,oH4(SO,H),OH 

C,H4-N,-C,oH4(SO,H)(OH)NH,. 

Ptapared  as  the  preceding,  except  that  7-aimno- 
a-naphtbol-3-sulphonic  acid  is  used  instead  of 
a-naphthol-4-8ulphonic  acid.  The  combination 
is  effected  in  alkaline  solution.  The  blackish- 
blue  aqueous  solution  gives  a  blue  precipitate 
with  hydrochloric  acid,  and  is  not  changed  with 
sodium  hydroxide.  The  solution  in  strong 
sulphuric  acid  is  blackish-blue,  giving  a  blue 
precipitate  on  dilution. 

literature.— E.  P.  10600  of  1880 ;  D.  R.  P. 
67857. 

DiaEurineB(By.): 

CH,0-C,H,N,-CioH5(SO,H)NH, 

CH,0-C,H,-N,CoH5(SOsH)-NH8. 

Prepared  from  tetrazotised  dianisidine  and  a- 
napnthylamine-5-sulphonic  acid  (Laurent's  acid) 
(2  mols.).  The  brownish-red  aqueous  solution 
gives  a  blue  precipitate  with  hydrochloric  acid 
and  a  soluble  red  one  with  sodium  hvdroxide. 
The  solution  in  strong  sulphuric  acid  is  blue, 
giving  a  blue  precipitate  on  dilution. 

Benzopurpurine  10  B  (By.)  (Lev.)  (K.); 
Sultan  10  B  (H.).  Isomeric  with  the  preceding. 
Prepared  from  tetrazotised  dianisidine  and  2  mols. 
of  naphthionio  acid.  The  carmine-red  aqueous 
solution  gives  a  blue  precipitate  with  hydro- 
chloric acid  and  a  red  one  with  sodium  hydroxide. 
The  soluticm  in  strong  sulphuric  acid  is  blue, 
giving  a  blue  precipitate  on  dilution. 

Ltieraiure.—E,  P.  14424  of  1885 ;  D.  R.  P. 
38802  ;  F.  P.  173042  ;  A.  P.  481054. 

An>- Violet  (By.): 

CH,0-C,H»N,C,oH5(SO,H)NH, 

CH,0-(!j,H,-N,-CioH,(SO,H)-OH. 

Tetrazotised  dianisidine  (1  mol.)  is  combined 
with  1  mol.  of  naphthionic  acid,  and  then  with 
1  mol.  of  a-naphthol-4-sulphonic  acid.  Aqueous 
solution  reddish-violet,  giving  blue  precipitate 
with  mineral  acids  and  bluish-violet  coloration 
with  acetic  acid.  Solution  turned  magenta 
by  sodium  hydroxde.  Dissolves  with  a 
blue  colour  in  strong  sulphuric  acid,  giving  a 
blue  precipitate  on  duution. 

Literature.— K  P.  14424  of  1885 ;  7283  of 
1886 ;  D.  R.  P.  40247 ;  F.  P.  173042 ;  A.  P. 
447302. 

BenzoaiurineG(By.)  (A.)  (L.)  (Lev.)  (K.); 
Bengal  Blue  G  (O.);  examine  Blue  A  (B.); 
Azidlne  Blue  BA  (C.  J.): 

CH,0-C,H,N,-CioH«(SO,H)OH 

CH,0-6.H,-N,-CioH,(SO,H)OH. 

Prepared  by  the  action  of  tetrazotised  dianisi- 
dine on  a-naphthol-4-sulphonio  acid.  Aqueous 
solution  blui5i-violet,  becoming  red  on  addition 
of  sodium  hydroxide;    dark- violet  precipitate 
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with  dilute  hydrochloric  acid.  Dissolves  in 
strong  sulphuric  acid  with  a  blue  colour,  givixiff 
violet  precipitate  on  dilution.  BeniOftXurliie  R 
ia  a  mixture  of  benzoazurine  G  and  azo  blue. 

Literaiure,—!^  P.  14424  of  1886 ;  1).  R.  P. 
38802  :  F.  P.  173042  ;  A.  P.  367273. 

Beiiioanirlne8G(Bv.)  (A.)  (L.)  (Lev.)  (K.V 
Isomerio  with  the  above.  a-Naphthol-6'8ul- 
phonic  acid  (Laurent's  acid)  is  uaea  instead  of 
the  4-sulphonic  acid.  Aqueous  solution  bluish- 
violet,  giving  bluish-violet  precipitate  with 
hydrochloric  acid  and  becoming  violet-red  mth 
sodium  hydroxido.  Solution  in  strong  sulphuric 
acid  is  blue,  giving  violet  precipitate  on  dilution. 

LUercUwe. — ^As  above. 

CUoraiol  Blue  R  and  8  G  (H.) : 

CH,-0-C,H,N,Ci,H4Cl(S0,H)-0H 

CH,-0-C,H,-Na-CioH4a(SO,H)OH. 

Prepared  from  tetrazotised  dianisidine  and 
2  mols.  of  chloro-a-naphthol-4-  or  6-sulphonio 
acid.  The  violet  aqueous  solution  undergoes 
little  change  with  hydrochloric  acid,  but  turns 
crimson  with  sodium  hvdroxide.  The  solution 
in  strong  sulphuric  acia  is  greenish-blue  (R)  or 
green  (3  G). 

jAterature.^E.  P.  12085  of  1898. 

Diamine  BrflllAnt  Blue  G  (0.) : 
C'H,0  0,H,N,-C,oH,a(SO,H),-OH 

CH,0'C,H,N,<:;ioH,a(SO,H),-OH. 

Prepared  from  tetrazotised  dianisidine  and  2 
moLs.  of  8-chloro-a-naphthol-3 : 6-disulphonic 
acid.  Bluish-violet  aqueous  solution  gives  a 
soluble  violet  precipitate  With  hydrochloric  acid, 
and  becomes  onerry-red  with  sodium  hydroxide. 
Solution  in  strong  sulphuric  acid  is  greenish-blue, 
turning  violet  on  dilution. 

LiUraiure,—K  P.  1920  of  1894 ;  D.  R.  P. 
79066,  82286;  F.  P.  236271;  A.  P.  632126, 
636037. 

0xaiiiin6BliieB(B.): 

OH,0-C,H,-N,-CioH,(SO,H)OH 

CH,-0-C,H,-N,-C,oH4(SO,H)(OH)NH,. 

Prepared  from  tetrazotised  dianisidine  and  1  mol. 
each  of  6-amino-a-naphthol-3-8ulphonio  acid  and 
a-naphthol-4-Bulphonic  acid.  Dark-blue  aque- 
ous solution  turns  reddish- violet  >vith  sodium 
hydroxide,  and  pale  violet  with  hydrochloric 
acid.  The  solution  in  strong  sulphuric  acid  is 
bluish-green,  becoming  violet  on  dilution. 

Liieratwe.-^E,  P.  2370  of  1893;  D.  R.  P. 
82672 ;  F.  P.  229263  ;  A.  P.  668344. 

Chicago  Blue  6  B  ^  (A.) ;  Benxo  BrUUant  Blue 
6  B  (By.) ;  Diamine  Sky  Bine  FF  (C.) ;  Azidine 
Slcy  Blue  FF  (C.  J.) ;  Chloraiol  Sky  Blue  FF  (H.) ; 
Dianol  Brilliant  Blue  6  B  (Lev.) : 

CH,0-C,H,N,C,oH,(SO,H),(OH)NH4 

CH,OC,H,-N,-CioH,(SO,H),(OH)NH,. 

Prepared  from  tetrazotised  dianisidine  ^nd  2 
mols.  of  8-amino-a-naphthol-6 :  7-disulphonic 
acid  (S-acid).  The  comoination  is  effected  in 
alkaline  solution.  Blue  aqueous  solution  is  not 
changed  with  hydrochloric  acid,  but  becomes 
bluish- violet  with  sodium  hydroxide.    Solution 

1  Chleaoo  Blui  4  B  and  RW  and  Dianol  Blui  RW 

(Lev.)  are  mixed  aso-dyeBtuffs  from  dianisidine,  S-acid, 
and  anotlier  component. 


in  strong  sulphuric  acid  is  bluish-green,  becoming 
pure  blue  on  dilution. 

Diamine  SlQT  Blue  (C);  BenioSkyBltte(By.); 
Congo  Slcy  Blue  (A.);  Dianol  Sky  Blue  (Lev.) ; 
Renol  Pure  Blue  (T.  M.);  Aiidine  81^  Blue 
(C.  J.) ;  Chlorawl  Bine  6  G  (H.);  NaiAtliamine 
Blue  7  B  (K.).  Isomeric  with  the  preoedins. 
Two  mols.  of  8-aniino-a-naphthol-3 : 6-disul- 
phonio  acid  (H-acid)  are  used  as  components. 
Blue  aqueous  solution  is  not  changed  with  hydro- 
chloric acid,  but  becomes  redder  with  sodium 
hydroxide.  Solution  in  strong  sulphuric  acid 
is  bluish -green,  becoming  pure  blue  on  dilution. 

LUeratwrt^—K  P.  1742  of  1891 ;  D.  R.  P. 
74693 ;  F.  P.  201770 ;  A.  P.  464136. 

Indanrine  B  (BL) : 

CH,0-C,H,N,-CioH4(SO,H),OH 

CH,-0-C,H,-N,-CioH4(SO,H)(OH),. 

Prepared  from  tetrazotised  dianisidine  and  1  mol. 
eaon  of  1 :  7-dihydroxynaphthalene-4-sulphonic 
acid  and  ^-naphthoi-S :  6-disulphonic  acid. 
Blue  aqueous  solution  turns  bluer  with  hydro- 
chloric acid  and  red  with  sodium  hydroxide. 
Solution  in  strong  sulphuric  acid  is  blue,  giving 
a  reddish -blue  precipitiatd  on  dilution. 

LitmUure,-^!),  K  P.  624060. 

Brilliant  Azurine  5  G  (By.): 
CH,0-C,H,N,-CioH4(SO,H)(OH), 

CH,-0-C,H,-N,-CioH4(SO,H)(OH),. 

Pk:epared  by  combining  tetrazotised  dianisidine 
vrith  2  mols.  of  1 : 8-dih^droxynaphthalone-4- 
Bulphonic  acid  in  acetic  acid  solution.  Aqueous 
solution  is  bluish*violet ;  with  hvdrochloric  acid 

gives  a  blue  precipitate,  ana  with  sodium 
ydroxide  becomes  red.  Solution  in  strong 
sulphuric  acid  is  ^^rdenish-blue,  giving  a  dark 
reodish-blue  precipitate  on  dilution. 

Literature,— K  P.  13666  of  1889 ;  D.  R.  P. 
67166 ;  P.  P.  173042  ;   A.  P.  417294. 
Indazurine  BB  (BL) : 
CHa-0-C,H,-N,-CioH,(C08H)(SO,H)(OH), 

CH,0-C,H,N,CioH4(SO,H),-OH. 

Prepared  from  tetrazotised  dianisidine  and  1  moL 
each  of  1 :  7-dihydroxy-2-carboxyiiaphthalene- 
4-8ulphonic  acid  and  /3-naphthol-3 : 6-(usulphonic 
acid  (R-salt).  Blue  aqueous  solution  becomes 
slightiy  bluer  with  hydrochloric  acid,  and  redder 
with  sodium  hydroxide.  Solution  in  strong 
sulphuric  acid  is  sreenish-blue,  giving  a  blue 
precipitate  on  dilution. 

LiUsrature.—A.  P.  624070. 

Indazurine  6  GM(B1.): 
CH,-0<:J,H,N,CioH,(COiH)(SO,H)(OH), 

CH,0-C,H,-N,-CioH,(SO,H),(OH)NH,. 

Prepared  as  the  preceding,  excejpt  that  8-amino- 
a-naphthol-3 : 6-ai8ulphonic  acid  (H-acid)  is 
used  instead  of  R-s^t.  The  nuro  blue  aqueous 
solution  is  not  changed  with  hydrochloric  acid, 
but  becomes  redder  with  soaium  hydroxide. 
The  solution  in  strone  sulphuric  acid  is  bluish- 
green,  becoming  bluish-violet  on  dilution. 

Literature. — As  above. 

Heesian  TeUow  (L.)  (A.)  (By.) : 

CH-C,H,(SO,H)-N,C.H,(CO,H)-OH 

II 
CH-C,H,(SO,H)-N,-C.H,(CO,H)-OH. 
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Prepared  from  tetrazotiised  diaminostilbenedi- 
fiulphonic  acid  ^  and  salicylic  acid.  A<^ueoiiB 
solution  ochreous,  giving  blackish  precipitate 
with  mineral  acids.  Solution  reddened  by 
sodium  hydroxide.  Reddish-violet  solution  in 
strong  sulphuric  acid,  giving  blackish  precipitate 
on  dimtion. 

jLOeroltfre.— E.  P.  4387  of  1886;  D.  R.   P. 
38735 ;  A.  P.  350229,  350230. 

Hessian  Purple  N  (L.)  (A.)  (By.) : 

CHC.H,(SO,H)-N,CioH,-NH, 

II 

CHC.H,(SOaH)-N,C,  oH.-NH,. 

From  tetrazotised  diaminostilbenedisulphonic 
acid  and  /3-naphthvlamine.  Aqueous  solution 
red,  givinff  bluish-black  precipitate  with  mineral 
acids,  and  violet-black  precipitate  with  acetic 
acid.  Red  coloration  or  precipitate  with  sodium 
hydroxide.  Blue  solution  in  strong  sulphuric 
acid,  giving  bluish-black  precipitate  on  dilution. 

References  as  in  preoeoing. 

Hessian  Purple  B  (L.)  (A.)  (By.): 
CH-C,H,(SO,H)-N,CioH,(SO,H)-NH, 


CH-C,H,(SO,H)-N,-C4oH,(SO,H)NH,. 

Prepared  by  the  action  of  tetrazostilbenedisul- 
phonic  acid  (1  mol.)  on  2  mols.  of  crude  /3-naph- 
thylamine-8-sulphonic  acid  (a  mixture  of  the 
2  :  6-  and  2  :  7-  acids).  Aqueous  solution  red. 
giving  brownish-black  precipitate  with  mineral 
acids.  Reddish-violet  precipitate  with  sodium 
hydroxide.  Violet  solution  in  strong  sulphuric 
ncid  giving  brown  precipitate  on  dilution. 

^ferences  as  m  preceding,  and  D.  R.  P. 
40575. 

Hessian  Purple  D.  Isomeric  with  the  pre- 
ceding. Prepared  from  the  above  tetrazo-duul- 
phonic  acid  and  Dahl's  /3-naphthylamine-5- 
sulphonic  acid.  Aqueous  solution  orange,  givins 
brown  precipitate  with  mineral  acids,  and 
becomins;  redder  with  sodium  hydroxide. 
Violet  solution  in  strong  sulphuric  acid  becoming 
brown  on  dilution. 

References  as  in  preceding. 

BiflUant  Yellow  (L.)  (A.)  (By.): 
CH-C,H,(S0,H)-N,C.H40H 


CH-C,H,(S0,H)N,C.H40H. 

From  the  same  tetrazo-disulphonic  acid  and 
phenoL  Aqueous  solution  orange,  giving  violet 
precipitate  with  mineral  acids.  Dissolves  with 
a  reddish-violet  in  strone  sulphuric  acid,  giving 
a  violet  precipitate  on  culution. 

References  as  in  preceding. 

Clurysophenlne  (L.)  (A.)  (By.) ;  durysobarlne 
G  eitra  eone.  (T.  M.) ;  Phenlne  Yellow  (P.) ; 
Aildino  Yellow  CP(C.  J.): 

CHC,H,(S0.H)-N,C,H40H 

II 
CHC,H,(S0,H)N,C.H4-0-C,H,. 

Prepared  by  ethylating  the  preceding  colouring 
matter.    Aqueous  solution  orange,  giving  brown 

*  DlamlnoBtilbenedlfiidphoiiic  acid 


9O3H 


SOsH 


NH2 


I 
NHg 


Ib  prepared  by  boiling  ])-nttrotolueDe-o-0iilphonic  acid 
wtUi  Bodium  hydroxide  and  reducing  the  product  with 
zinc-dust. 


precipitate  with  mineral  acids.  Dissolves  with 
a  reddish-violet  colour  in  strong  sulphuric  acid, 
giving  blue  precipitate  on  dilution. 

f.tterature.—t.  P.  3994  of  1887 ;  D.  R.  P. 
42466  ;  Ber.  1894,  27,  3357. 

Hessian  Violet  (L.)  (A.)  (By.) : 

CH-C,H,(SO,H)-N,-C,oH.-NH, 

CHC,H,(SOaH)N,CioH.-OH. 

Prepared  by  combining  1  moL  of  tetrazotised 
diaminostilbenedisulphonic  acid  with  1  mol.  of 
a-naphthylamine,  and  then  with  1  moL  of  /3- 
naphthol.  Aqueous  solution  reddish-violet,  be- 
coming bluer  with  acetic  acid,  and  giving  a  blue 
precipitate  with  mineral  acids.  Solution  in 
strong  sulphuric  acid  blue,  giving  a  violet  pre- 
cipitate on  dilution. 

Liierature.—E.  P.  4387  of  1886;  D.  R.  P. 
38735,  40575. 

Brilliant  Hessian  Purple  (L.)  (A.)  (By.) : 

CH-C,H,(SO,H)-N,C.oH.(SO,H)NH, 

II 
CH-C,H,(SO,H)N,-CioH,(SO,H)NH,. 

Prepared  from  tetrazotised  diaminostilbenedi- 
sulphonic acid,  and  2  mols.  of  /3-naphthylamine- 
6-sulphonic  acid.  Purple-red  aqueous  solution 
gives  bluish- black  precipitate  with  h^drochlorio 
acid  and  carmine-red  precipitate  with  sodium 
hvdroxide.  Solution  in  strong  sulphuric  acid 
blue,  giving  a  bluish-black  precipitate  on 
dilution. 

References  as  for  Hessian  Yellow. 

Stflbene  Colouring  Matters. 

The  colouring  matters  which  have  hitherto 
been  classified  under-  this  head  are  produced  by 
alkaline  condensation  and  oxidation  of  p-nitro- 
toluenesulphonic  acid  under  various  conditions. 
They  have  generally  been  considered  to  be 
nitroso-  or  azoxy-  stilbene  derivatives,  but  the 
recent  researches  of  A.  G.  Green  and  his  colla- 
borators have  shown  that  all  the  colouring 
matters  of  this  group  must  be  regarded  as  azo- 
dyes  (Chem.  Soc.  Trans.  1904,  85,  1424,  1432  : 
J.  Soc.  Dyers,  1907,  23,  162).  The  first  action 
of  alkali  hydroxide  on  p-nitrotoluenesulphonic 
acid  leads  to  the  formation  of  a  dinitrosostilbene- 
disulphonic  acid,  one  molecule  of  which  is  oxi- 
dised at  the  expense  of  a  second  molecule,  and  the 
remaining  two  nitrogen  atoms  of  two  molecules 
combine  to  form  an  azo-  group  in  a  distilbene 
molecule : 

CH-C,H,(SOaH)NO 
2  11  -> 

CH-C,H.(SO,H)NO 
CHC,H,(SO,H)-N -^      .NC,H,(SO.H)-CH 

li  II 

CH-C,H,(SOaH)-NO,    NO,C,H,(SO,H)CH. 

The  equation  represents  the  formation  of  the 
greenest  yellow  of  the  series  (stilbene  yellow 
8G :  see  bieiow).  The  redder  yellows  and  oranses 
may  be  regarded  as  formed  therefrom  by  Uie 
reduction  of  the  two  nitro-  groups,  first  to  an 
azoxy-  and  finally  to  an  azo-  group. 

Sun  Tdlow  (G.);  Afghan  TeUow  (H.); 
Cureumine  S  (L.) ;  Naphthamlne  Yellow  (K.) ; 
DIreet  Yellow  J  (P.) ;  Azidlno  Vut  Yellow  O 
(C.  J.) ;  IHreet  Yellow  RT  (a.  Co.).  Prepared 
by  heating  p-nitrotoluenesulphonic  acid  with 
aqueous  sodium  hydroxide.    Direct  yellow  RT, 
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which  was  analysed  by  Green  (/.c.)>  is  considered 
to  have  the  constitution : 

CHCeH3(S0,H)N=NC,H,(S0,H)-Cir 

il  II 

CHCeH,(SOaH)-N— NC,H,(SO,H)'CH. 

\-^ 
O 

(the  colouring  matter  being,  of  course,  the 
sodium  salt). 

Aqueous  solution  is  brownish- yellow.  Solu-. 
tion  in  strong  sulphuric  acid  is  violet,  becoming 
yellow  on  dilution. 

Literature.'-l^.  P.  4387  of  1886 ;  B.  B.  P. 
38735;  F.  P.  176630;  A.  P.  360563;  BulL 
Mulhouse,  1887,  99,  Ber.  1886,  19,  3234. 

Naphthunine  YeUow  G  (K.) ;  Direet  Yellow 
R  (By.) ;  Reno!  YeUow  R  (T.  M.).  Prepared  as 
above,  but  the  temperature  of  the  reaction 
is  60^-86^.  Reddish-yellow  aqueous  solution 
gives  brown  precipitate  with  excess  of  hydro- 
chloric acid  and  a  yellow  precipitate  with 
sodium  hydroxide.  Solution  in  strong  sulphuric 
acid  is  cherry- red,  becoming  yellow  on  dilution. 

/Atero^ure.— E.  P.  23672  of  1892 ;  D.  R  P. 
79241;    F.  P.  226635;    Ber.  1893,  26,  2233; 

1896  28  2281. 

Mikado  YeDow  (L.) ;  Hilkado  Gold  YeUow  2  G, 
4  G,  6  G,  8  G  (L.) ;  Naphthamine  YeUow  2  G,  3 
G  (L.).  Prepared  by  treating  the  products  of 
condensation  of  p-nitrotoluenesulphonio  acid 
and  sodium  hydroxide  with  oxidising  agents. 
Yellow  aqueous  solution  gives  a  brownish-yellow 
precipitate  with  hydrocmorio  acid,  and  yellow 
solution  or  precipitate  with  sodium  hydroxide. 
Solution  in  strong  sulphuric  acid  is  orange  to 
red,  becoming  yellow  on  dilution. 

Literature.--^.  P.  23672  of  1892 ;  D.  R.  P. 
42466:  F.  P.  226635;  Ber.  1893,  26,  2234; 
1897,  30,  2618,  3097  ;  1898,  31,  354, 1078. 

Stttbene  YeUow  G,  4  G,  6  G,  8  G  (a.  Co.). 
The  constitution  of  the  last  brand  has  already 
been  given.  The  colouring  matters  are  alkaline 
condensation  products  of  dinitrodibenzyldisul- 
phonic  acid,  and  dinitrostilbenedisulphonio  acid. 
Solution  in  strong  sulphuric  acid  is  orange  to 
yellowish-red,  becoming  yellow  on  dilution. 

Litereaure.—E,   P.    5361,   21563.   21399,   of 

1897  ;  3393  of  1898  ;  D.  R.  P.  113613,  113514 ; 
F.  P.  272384,  273018,  273037;  Ber.  1897,  30, 
3097  ;   1898,  31,  1078. 

Diphenyleltronliie  G  (G.).  Prepared  by  con- 
densing dinitrodibenzyldisulphonic  acid  with 
aniline  in  presence  of  sodium  hydroxide  or  by 
condensing  similarly  dinitrostilbenedisulphonio 
acid.  Yellow  aqueous  solution  gives  a  brownish- 
yellow  precipitate  with  hvdrocidoric  acid,  and 
an  orange- yellow  one  with  sodium  hydroxide. 
Solution  in  strong  sulphuric  acid  is  orange,  giving 
a  brownish-yellow  precipitate  on  dilution. 

Literature.— E.  P.  18990,  21399,  21663  of 
1897  ;  D.  R.  P.  101760,  113614 ;  F.  P.  269466, 
273018  ;  A.  P.  613911. 

Dlphenyi  Fast  YeUow  (G.).  Prepared  by 
condensing  dinitrodibenzyldisulphonic  acid  or 
dinitrostilbenedisulphonic  acid  with  primuline 
or  dehydrothio-p-toluidinesulphonic  acid  in 
presence  of  sodium  hydroxide.  Yellow  aqueous 
solution  gives  a  brownish-orange  yellow  precipi- 
tate with  hydrochloric  acid,  and  an  orange- 
yellow  one  with  sodium  hydroxide.  Solution 
in  strong  sulphuric  acid  is  red,  giving  a  brownish- 
yellow  precipitate  on  dilution. 


Liter(Uure.--E.  P.  18990,  21399,  21553  of 
1897 ;  D.  R.  P.  100613,  113614;  F.  P.  269466, 
273018. 

MUcado  Brown  B,  3  GO.  M  (L.).  Prepared 
bv  the  action  of  alkaUs  on  p-nitrotoluenesul- 
phonic  acid  in  presence  of  oxidisable  substances. 
Brown  aqueous  solution  gives  a  brown  pre- 
cipitate with  hydrochloric  acid.  Solution  in 
strong  sulphuric  acid  is  violet-black,  giving  a 
brown  precipitate  on  dilution. 

LUeraiur€,—E.  P.  2664  of  1888;  D.  R.  P. 
46252, 48528  ;  A.  P.  395115,  396527. 

lUkado  Orange  G  to  4  R  (L.) ;  Naphthamine 
Orange  2  R  (E.) ;  IHreet  Orange  0  (G.).  Pre- 
pared by  the  same  reaction  as  the  preceding, 
and  by  the  action  of  alkaline  reducing  agents 
on  direct  yeUow.  Orange-yeUow  aqueous  solu- 
tion gives  a  dark- brown  precipitate  with  hydro- 
chloric acid,  and  an  orange  one  with  sodium 
hydroxide.  Solution  in  strong  sulphuric  acid 
IB  violet  to  blue,  giving  a  brown  precipitate  on 
dilution. 

BOkado  Orange  S  RO  (L.)  has  the  constitution  : 
CHC,H,(80,H)N :  N-C,H,(SO,H)CH 

I  li 

CH-C,H,(SO,H)N :  N-C,H,(SO,H)CH. 

Brands  4  RO  and  5  RO  are  redder  shades. 

LiUrature.—E.  P.  2664  of  1888 ;  D.  R.  P. 
46252,  48628,  46929;  F.  P.  189697;  A.  P. 
895115,  396527  ;  Ber.  1893,  26,  2233  ;  1895,  28, 
2281. 

Polyehromine  R  (G.) ;  Fast  Cotton  Brown  R 
(O.);  DIreet  Brown  R  (G.).  Prepared  bv 
boiling  equal  molecules  of  p-nitrotoluenesul- 
phonic  acid  and  p-phenylenediamine  with 
sodium  hydroxide.  Orange  -  brown  aqueous 
solution  gives  a  blue-black  precipitate  with 
hydrochloric  acid.  Solution  in  strong  sulphuric 
acid  is  reddish- violet,  giving  a  bluish -black 
precipitate  on  dilution. 

LitercUure.—E.  P.  16671  of  1890 ;  D.  R.  P. 
59290  ;  F.  P.  208626  ;  A.  P.  455962. 

I>tohenyl  Orange  RR  (G.) ;  AzMlne  Orange  D 
2  R  (0.  J.).  Prepared  by  condensing  2  mols.  of 
p-nitrotoluenesulphonic  acid  with  2  mols.  of 
p-phenylenediamme  in  presence  of  concentrated 
aqueous  sodium  hydroxide.  Orange -veUow 
aqueous  solution  gives  a  bluish-black  precipitate 
with  hydrochloric  acid,  and  an  orange  one  with 
sodium  hydroxide.  Solution  in  strong  sulphuric 
acid  is  red,  giving  a  bluish-black  precipitate  on 
dilution. 

LitenUure.—K  P.  6651  of  1899;  D.  R.  P. 
appL  G  13069 ;  F.  P.  286620 ;  A.  P.  636065. 

Chleago  Orange  RR  (G.).  Prepared  by  con- 
densing p-nitrotoluenesulphonio  acid  with  benzi- 
dine in  presence  of  sodium  hydroxide.  Onnge- 
yeUow  aqueous  solution  gives  a  brown  precipi- 
tate with  hydrochloric  acid,  and  an  oran^  brown 
one  with  sodium  hydroxide.  Solution  m  strong 
sulphuric  acid  is  violet,  giving  a  brown  pre- 
cipitate on  dilution. 

itteraftwe.— E.  P.  788  of  1893 ;  D.  R.  P. 
76326  ;  F.  P.  227271. 

Arnica  YeUow  (G.).  Pre|)ared  by  condensing 
p-nitrotoluenesulpnonic  acid  with  p-amino- 
phenol  in  presence  of  boiling  aqueous  sodium 
hydroxide.  Brownish-yeUow  aqueous  solution 
gives  a  brownish- black  precipitate  with  hydro- 
chloric acid.  Solution  in  strong  sulphuric  acid 
is  violet,  giving  a  dark- brown  precipitate  on 
dilution. 
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Literaiurc^F.  P.  222554. 

Diphenyl  Clliyioiiie  G  (O.).  Prepared  by 
ethylatin^  the  preceding.  Golden-yellow  aque- 
ous solution  gives  a  blackish- brown  precipitate 
with  hydrochloric  acid,  and  an  orange  one  with 
sodium  hydroxide.  Solution  in  strong  sulphuric 
acid  is  yiolet-red,  giving  a  blackish-brown 
precipitate  on  dilution. 

JMeraiure.—E,  P.  6661  of  1899;  D.  R.  P. 
(appl.  G.)  13069;  F.  P.  286620;  A.  P.  636065. 

IMphenyl  Chrysoine  RR  (G.).  Prepared  by 
diazotising  the  condensation  product  of  dini- 
trodibenzyldisulphonio  acid ,  and  aniline  in 
alkaline  solution,  combining*  the  diazo-  com- 
pound with  phenol  and  eth^dating  the  product. 
Reddish  -  orange  aqueous  solution  gives  a 
blackish-brown  precipitate  with  hydrochloric 
acid,  and  a  reddish  -  brown  one  with  sodium 
hydroxide.  Solution  in  strong  sulphuric  acid 
is  pure  blue^  giving  a  brownish-black  precipitate 
on  dilution. 

Literature.—^,  P.  6651  of  1899 ;  D.  R.  P. 
117729 ;  F.  P.  286620 ;  A.  P.  644462. 

Diphenyl  Fast  Brown  G  (G.).  Prepared  as 
the  preceding,  but  the  diazo-  compound  is  com- 
bined with  7-phenyIamine-a-naphthol-3-sul- 
phonio  acid.  Hie  dark  vellowish-brown  aque- 
ous solution  gives  a  blackish-brown  precipitate 
with  hydrocUoric  acid,  and  a  dark- brown  one 
with  sodium  hydroxide.  Solution  in  strong 
sulphuric  acid  is  dark  blue,  giving  a  blackish- 
brown  precipitate  on  dilution. 

References  as  above. 

Diphenyl  Cateehine  G  (G.).  Prepared  as 
above,  but  the  diazo-  compound  is  combined 
with  7  -  dimethylamino  -  a  -  naphthol-3-sulphonic 
acid.  YeUowish-brown  aqueous  solution  gives 
a  dark-brown  precipitate  with  hydrochloric  acid, 
and  a  brown  one  with  sodium  hydroxide. 
Solution  in  strong  sulphuric  acid  is  blackish 
violet- blue,  giving  a  blackish-brown  precipitate 
on  dilution. 

References  as  above. 

Curenphenine  (CL  Co.).  Prepared  by  con- 
densing p-nitrotoluenesulphonio  acid  with  de- 
hydrotnio-p-toluidinesulphonic  acid  in  presence 
of  very  dilute  aqueous  sodium  hydroxide. 
Yellow  aqueous  solution  gives  a  brown  precipi- 
tate with  hydrochloric  acid.  The  solution  in 
strong  sulphuric  acid  is  red,  giving  a  brownish- 
yellow  precipitate  on  dilution. 

Literature.— E.  P.  12922  of  1896 ;  D.  R.  P. 
99575 ;  F.  P.  264755. 

Chlorophenine  Orange  RR  and  RO  (CL  Co.) 
are  reduction  products  of  the  preceding. 
IV.  Tbisazo-  Colouring  Mattbbs.* 

These  colours,  as  their  name  implies,  contain 
three  azo-  groups. 

Janns  Brown  B(M.): 

X(CH3)aClC,H4-Ni-C,oH,-Nt-CeH»(NHt)t*N,-C,H». 
Prepared  by  combining  diazotised  m-amino- 
phenyltrimethylammonium  chloride  with  a- 
naphthvlamine,  diazotising  the  product  and 
combining  with  oluysoidine.  Aqueous  solution 
*  is  brown,  giving  a  soluble  brown  precipitate  with 
hydrochloric  acid  or  sodium  hydroxide.  Solu< 
tion  in  strong  sulphuric  acid  is  dark  green,  be- 
coming brown  on  dilution. 

Literature.— 1^.  P.  9343  of  1896;  D.  R.  P. 
95530. 

1  Chrome  iMbtont  green  A  (K.),  which  belongs  to 
this  series,  Is  no  longer  In  oommeroe. 


Janus  Brown  R  (M.)  is  prepared  from  diazo- 
tised ;>-aminobenzyldiethyIamine  and  a-naph- 
thylamine,  the  product  being  diazotised  and 
combined  with  chrysoidine,  resorcinol,  or  m- 
phenylenediamine.  Reactions  are  similar  to 
those  given  by  the  preceding  colour. 

Literature.— E.  P.  19976  of  1896 ;  D.  R.  P. 
99127  ;  F.  P.  256166  ;  A.  P.  610845. 

Melogene  Blue  BH  (K.  S.) ;  Diamine  Beta 
Blaek(C.): 

j^  ^CaH.-N,.C,oH,(SO,H)a(OH)NH, 
*^CiA-N,-CjoH,(SO,H),(OH)-NH^ 
Tetrazotised  benzidine  is  combined  with  1  moL 
of  p-zylidine,  the  product  diazotised  and  com- 
bined with  2  mols.  of  8-amino-a-naphthol-3  :  6- 
disulphonic  acid  (H-acid).  The  violet- blue 
aqueous  solution  gives  a  violet  precipitate  with 
hydrochloric  acid,  and  becomes  violet  with 
sodium  hydroxide.  The  solution  in  strong 
sulphuric  acid  is  blue,  giving  a  bluish-violet 
precipitate  on  dilution. 

Uterature.—E.  P.  28810  of  1896;  F.  P. 
262109 ;  A.  P.  591616. 

DIreet  Black  V  and  RR  (P.)  are  analogous 
colours  derived  from  benzidine,  8-amino-a- 
naphtholsulphonio  acid,  a  primary  amine,  and  a 
m-diamine. 

Benxo  Gray  (By.) : 

J,  ^CioH..N,-CioH,(SO,H)OH 
*"^0,A-N,-C,H,(CO,H)-OH. 
The  colouring  matter  from  tetrazotised  benzidine 
and  1  moL  each  of  salicvlio  acid  and  a-naphthyl- 
amine  is  diazotised  and  combined  with  a-naph- 
thol-4-sulphonio  acid.  The  Bordeaux-brown 
aqueous  solution  gives  a  black  precipitate  with 
hvdrochloric  acid.  The  solution  in  strong  sul- 
phuric acid  is  blue,  giving  a  black  precipitate  on 
dilution. 

Literaiure.—E.  P.  13235  of  1890 ;  D.  R.  P. 
57331 ;  F.  P.  187365. 
Benzo  Olive  (By.)  : 

N  ^xoH,N,.C.oH,(SO,H),(OH)-NH, 
'^^i,Hg-N,-C«H,(CO,H)OH. 
Prepared  as  the  preceding,  except  that  8-amino- 
a-naphthol-3 : 6-disulphonio  acid  (H-acid)  is 
used  as  the  end  component.  The  dark  moss- 
green  aqueous  solution  gives  a  blackish-grey 
Srecipitate  with  hydrochloric  acid,  and  becomes 
ark  brown  with  sodium  hydroxide.  Solution 
in  strong  sulphuric  acid  is  violet,  giving  a 
greenish-black  precipitate  on  dilution. 

Literature.— E.  P.  3439  of  1891 ;  D.  R.  P. 
65480 ;  F.  P.  187366. 
Congo  Fast  Blue  R  (A.): 

^  ^C,oH.-N,C,oH,(SO,H),-OH 
*^Ci  A  ,-N,-CioH4(SO,H),-OH. 
Tolidine  is  tetrazotised  and  combined  with 
1  moL  of  a-naphthylamine,  the  product  diazo- 
tised and  combined  with  2  mols.  of  a-naphthol- 
3  :  8-disulphonic  acid  (c-acid).  The  blue  aque- 
ous solution  is  precipitated  with  acids  or  alkalis. 
The  solution  in  strong  sulphuric  acid  is  blue, 
giving  a  blue  precipitate  on  dilution. 

Literature.— E.  P.  6932  of  1890 ;  D.  R.  P. 
60921. 

Benzo  Blaek  Blue  R  (By.) : 

^  ^,.-C,oH.-N,-C,oH,(SO,H)OH 
*"^Ci4H,  ,-N,-C,  oH,(SO,H)-OH. 
Tolidine   is  tetrazotised   and  combined   with 
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,oH.-N,C,,H,(SO,H)(OH)a 


1  mol.  of  a-naphthylamine  and  the  intermediate 
product  diazotised  and  combined  with  2  mok. 
of  a-naphthol-4-8ulphonio  acid.  Bluish-yiolet 
aqueous  solution  gives  a  violet  precipitate  with 
hydrochloric  acid.  Solution  in  strong  sulphuric 
acid  is  blue,  giving  a  bluish- violet  precipitate  on 
dilution. 

LUeratwre,—E.  P.  16484  of  1887;  F.  P. 
187365;  A..  P.  440639. 

Banco  Indigo  Blue  (By.)  : 

^*<-c!"h„.N,-C,oH,(SO.H){OH),. 
The  same  intermediate  tetrazo-  compound  as 
above  is  combined  with  2  mols.  of  1 : 8-dinydrozy- 
naphthalene-4-sulphonic  acid  (S-acid).  The 
violet  aqueous  solution  gives  a  bluish-violet  pre- 
cipitate with  hj^drochlorio  acid,  and  becomes 
reddish-violet  with  sodium  hydroxide.  Solution 
in  strone  sulphuric  acid  is  ffreenish-blue,  giving 
a  violet- blue  precipitate  on  dilution. 

Literature,— E.  P.  3397  of  1890 ;  D.  R.  P. 
67912  ;  F.  P.  200620  ;  A.  P.  601118. 

Congo  Fast  Bine  B  (A.) : 
j^  ^,oH.N,-C,oH,{SO,H),.OH 

•\C„H„08N,C,oH4(SO,H),OH. 
Diamsidine  is  tetrazotised  and  combined  with 
1  moL  of  a-naphthvlamine  and  the  intermediate 
product  diazotised  and  combined  with  2  mols. 
of  a-naphthol-3  :  8-diBulphonic  acid  (c-acid). 
Blue  aqueous  solution  gives  a  blue  precipitate 
with  acids  or  alkalis.  Solution  in  strong  sul- 
phuric acid  is  cornflower  blue,  giving  a  blue 
precipit|ite  on  dilution. 

Literature^—E.  P.  6932  of  1890 ;  D.  R.  P.67444. 

ColambU  Blaek  FB  and  FF  extra  (A.); 
Azidlne  Blaek  FF  (G.  J.) ;  Titan  Blaeks  (H.) : 

^  ^C.H,N,C,oH,(SO,H)NH, 

'\C,oH4(SO,H)(OH)-N,-CeH,(NH,),. 

p-Aminoacetanilide  is  diazotised  and  combined 
with  7-amino-a-naphthol-3-suli>honic  acid  {y 
acid),  the  product  saponified  with  sodium  hydro- 
xide, the  resulting  aiamino-compound  tetrazo- 
tised and  combined  first  with  1  mol.  of  a-naph- 
thylamine-6-  (or  7)-sulphonic  acid  (Cleve's  acids) 
and  then  with  1  mol.  of  m-phenvlenediamine. 
The  aqueous  solution  is  violet-black,  and  is 
precipitated  by  acids  or  alkalis.  Solution  in 
strong  sulphuric  acid  is  blue,  giving  a  precipitate 
on  dilution. 

Literature.—E.  P.  12804  of  1900 ;  D.  R.  P. 
131986,  131987 :  A.  P.  679221. 

Direet  Blaek  BMP  (P.)  has  the  same  or  a  very 
similar  constitution,  and  dyestufifs  belonging  to 
the  same  diss  are  Carbon  Blaeks  AW,  CW, 
CDW,  Naphthamlne  Direet  Blaeks  FF,  B,  FG 
and  CS  (K.)  and  Dlanol Blaeks  FF  and  FB  (Lev.). 

TltanBlaek  J(H.): 
^C,H,N,C,oH,(SO,H)NH. 

'^»^-<!joH4(SO,H)(OH)-N,-C,H,(NH,),. 

p-Aminoacetanilide  is  diazotised  and  combined 
with  6-amino-a-naphthol-3-sulphomc  acid  (J- 
acid),  the  product  saponified,  tetrazotised,  and 
combined  with  1  mol.  each  of  a-naphthylamine- 
6-(or  7)-8ulphonio  acid  (Cleve*s  acids)  and  m- 
phenylenediamine. 

Oxydlamine  Blaek  If  (C.)  : 
^.x<l,H,-Na-CxoH,(SO,H)(OH)NH, 
'\CjoH,(SO,H)(OH)'N,-C,H,(NH2),. 
Prepared  like  Ck)lumbia  black  FB,  except  that 


7-amino-a-naphthol-3-8ulphonio  acid  (y-acid)  is 
used  instead  of  Cleve's  acid.  Blue-black  aqueous 
solution  gives  a  black- violet  precipitate  with 
hydrochloric  acid,  and  a  red -violet  one  with 
sodium  hydroxide.  Solution  in  strone  sulphuric 
acid  iH  greenish-blue,  giving  a  violet-black  pre- 
cipitate on  dilution. 

Literatwre,—A,  P.  626763. 

Isodlphenyl  Blaek  (G.): 

^  ^^,H,-N,-C.H,(OH), 
"^^,oH4(SO,H)(OH)N,-C,H,(NH,),. 

Prepared  as  Columbia  black  FB,  except  that 
resorcinol  is  used  instead  of  Qeve's  acid.  Violet- 
black  aqueous  solution  gives  a  black  precipitate 
with  acids  or  alkalis.  Solution  in  strong  sul- 
phuric acid  is  blackish-blue,  giving  a  olack 
precipitate  on  dilution. 

Z/iferoiwe.— E.  P.  20278  of  1897;  F.  P. 
270161 ;  A.  P.  616497. 

Direet  Blaek  V  (K.  S.): 
^ioH.(SO,H),(OH)N,C,oH.NH, 

"^  »\C,aH,N,CioH  JSO,H)(OH)NHa. 

7-Amino-a-naphthol-3 :  6-di8ulphonio  acid  (2  R- 
acid)  is  diazotised  and  combined  with  1  mol.  of 
a-naphthylamine  in  acid  solution.  The  mono- 
azo-  dyestuff  is  then  dissolved  by  adding  sodium 
hydroxide  and  tetrazotised  benzidine  added,  the 
combination  being  effected  in  presence  of  sodium 
carbonate.  To  this  intermediate  product  is  then 
added  1  mol.  of  7-amino-a-naphthol-3-Bulphonic 
acid  (7-acid).  Violet-black  aqueous  solution 
gives  a  blue-black  precipitate  with  hydrochloric 
acid,  and  becomes  reddish- violet  with  sodium 
hydroxide.  Solution  in  strong  sulphuric  acid  is 
blue,  giving  a  blue-black  precipitate  on  dilution. 
Xftero/ure.— E.  P.  16294  of  1896 ;  D.  R.  P. 
109161 ;   F.  P.  266960 ;  A.  P.  601033. 

Direet  Indone  Blue  R  (K.  &) : 
xr  ^^,oH,(SO,H)5(OH)N.C,oH,-NH, 
'^*^^^i,He'N,-CioH,(SO,H),(OH)NH,. 
Prepared  as  the  preceding,  except  that  8-amino- 
a-naphthol-3 : 6-aisulphonio    acid    (H-acid)    is 
used  as  the  end-component.     Blue-black  aque- 
ous solution  gives  a  dark-blue  precipitate  with 
hydrochloric    acid,    and    becomes    violet    with 
sodium  hvdroxide.    Solution  in  strong  sidphuric 
acid  is  blue,  giving  a  dark-blue  precipitate  on 
dilution. 

References  as  abbve. 
Diamine  Bronze  6  (C): 
xr  ^ioH3(SO,H),(OH)-N,-C.H,(NH.). 
»^X:;i  jHs  N, •C,H,(CO,H)  OH. 

The  dyestuff  from  tetrazotised  benzidine  and 
1  mol.  each  of  salicylic  acid  and  8-amino-a- 
naphthol-3  :  6-disulphonic  acid  (H-acid)  is  diazo- 
tised and  combined  with  1  moL  of  m-phenylenc- 
diamine.  The  chocolate-brown  aqueous  solu- 
tion ^ives  a  purple-brown  precipitate  with  hydro- 
chloric acid,  and  becomes  yellower  with  sodium 
hydroxide.  Solution  in  strong  sulphuric  acid 
is  bluish- violet,  giving  a  black  precipitate  on 
dilution. 

Literalfure.—E,  P.  6972  of  1891 ;  D.  R.  P. 
76762  ;  F.  P.  201770. 

Trlsulphone  Browns  B,  G  and  2  0  (K.  &). 
These  are  constituted  similarly  to  the  preceding, 
except  that  a  non -specified  diamine  is  used  and 
7-amino-a-naphthol-3  :  6-disulphonio  acid  (2  R- 
acid)    is    employed    instead   of    H-acid.     (The 
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diamiiios  used  are  probably  benzidine,  tolidine, 
and  dianisidine.)  Mark  B  gives  a  brown  solu- 
tion in  water,  which  yields  a  blackish-brown 
precipitate  with  hydrochloric  acid,  and  becomes 
rod  with  sodium  hydroxide.  The  solution  in 
9tronff  sulphuric  acid  is  bluish- violet,  giving  a 
dark-orown  precipitate  on  dilution. 

Literaiurt.—E,  P.  6746  of  1898 ;   D.  R.  P. 
114638  ;  F.  P.  275733  ;  A.  P.  608024. 
Chlonzol  Deep  Brown  B  (H.) : 
J,  ^,^,oH,(SO,H),(OH)-N,<J,H.(NH,)3 
•"^Ci,H8-N,-C,H,(C0,H)-0H. 

Benzidine  is  tetrazotised  and  combined  with 
1  mol.  each  of  salicylic  acid  and  7-amino-a-Raph- 
thol-3 : 6-disulphonic  acid  (2  R-acid),  the  pro- 
duct being  diazotised  and  combined  vrith  m- 
tolylenediamine. 

Columbia  Blaek  R  (A.) : 

xr  ^ioH,(SO,H),(OH)N,C,H,(NH,), 

Tolidine  is  tetrazotised  and  combined  with  1  mol. 
each  of  7-amino-a-naphthol-3 : 6-disulphonic 
acid  (2  R-acid)  and  m-tolylenediamine,  and  the 
product  is  diazotised  and  combined  with  m- 
tolylenediamine.  Brown-black  aqueous  solu- 
tion gives  a  black  precipitate  with  hydrochloric 
acid,  and  becomes  brown  with  sodium  hy- 
droxide. Solution  in  strong  sulphuric  acid  is  pure 
blue,  giving  a  violet- black  precipitate  on  dilution. 

LUerahire,—^  P.  14895  of  1893 ;  D.  R.  P. 
108215. 

ColiimbiaBlaekB(A.);  Titan  Black  M  (H.). 
Prepared  as  the  preceding,  except  that  diani- 
sidine is  used  instead  of  benzidine.  The  violet- 
black  aqueous  solution  gives  a  dark  flooculent 
precipitate  with  hydrochloric  acid,  and  becomes 
reddish- violet  with  sodium  hydroxide.  Solution 
in  strong  sulphuric  acid  is  blue-black,  giving  a 
violet-black  precipitate  on  dilution. 

LUerature,^lL  P.  14895  of  1893 ;  B.  R.  P. 
111744. 

Columbia  Blacks  2  BX  and  2  BW  (A.)  belong 
to  the  same  class. 

Beuo  Black  Bine  G  (By. ) : 

N  ^C,oH..N,C,oH,(SO,H)OH 
*^<J„H,(SO,H),N,-C,oH5(SO,H)OH. 
Benzidinedisulphonic  acid  is  tetrazotised  and 
combined  with  1  mol.  of  a-naphthylamine,  the 
product  diazotised  and  combined  Mith  2  mols. 
of  a-naphthol-4-sulphomc  acid.  The  blue-black 
aqueous  solution  gives  a  black-blue  precipitate 
^ith  hydrochloric  acid,  and  becomes  blue  with 
sodium  hydroxide.  The  solution  in  strong 
sulphuric  acid  is  blackish-green,  giving  a  blackish- 
blue  precipitate  on  dilution. 

LUeraiuft,—^.  P.  16484  of  1887. 

Benzo  Black  Blue  5  G  (By.).  As  the  pre- 
ceding, except  that  1 :  8-dihydroxynaphthalene- 
4-Bulpnonic  acid  is  used  instead  of  a-naphthol- 
4-8ulphonic  acid.  The  blackish-blue  aqueous 
solution  gives  a  dark  greenish-blue  precipitate 
with  hydrochloric  acid.  The  solution  in  strong 
sulphuric  acid  is  black-green,  giving  a  dark 
greenish- blue  precipitate  on  dilution. 

Colombia  Gieen  (A.) ;  Diieet  Green  CO  (L.) : 
N,-OiaH,N,-C,H,(COtH)OH 


Benzidine  is  tetrazotised  and  combined  with 
1  mol.  of  salicylic  acid,  and  the  intermediate 
product  is  combined  in  alkaline  solution  \iith 
the  product  of  the  'action  of  diazotised  sul- 
phanilic  acid  on  8-amino-a-naphthol-5-sulphonic 
acid  (S-acid)  in  acid  solution.  The  green 
aqueous  solution  gives  a  green  precipitate  with 
hydrochloric  acid,  and  becomes  greenish-black 
with  sodium  hydroxide.  The  solutien  in  strong 
sulphuric  acid  is  blue- violet,  giving  a  groen  pre- 
cipitate on  dilation. 

Diamine  Gieen  B  (C);  Dianol   Green  B 

iLev.);  Renol  Gieen  B  (T.  M.);  Direct  Green 
m  (p.) ;  Addine  Green  2  B  (C.  J.) : 
N,-Ci,H,-N,-C,H40H 

CioH,(S03H),(OH)-NH, 


i 


,oHj(SO,H)(OH)'NH, 
.•CgH^SOgH. 


j-C.H^NO,. 

Prepared  in  a  similar  manner  as  the  procedins. 
Tetrazotised  benzidine  is  combined  with  1  mol. 
of  phenol  and  the  product  is  combined  with  the 
azo-  colour  from  diazotised  |>-nitroaniline  and 
8-amino-a-naphthol-3 :  6-diBulphonio  acid  (H- 
acid).  DuU-green  aqueous  solution  ^ves  a 
bluish-black  precipitate  with  hydrochloric  acid, 
and  becomes  yellower  with  sodium  hydroxide. 
Solution  in  strong  sulphuric  acid  is  violet,  giving 
a  black  precipitate  on  dilution. 

LUeraHre,—^.  P.  16725  of  1891 ;  D.  R.  P. 
66351 ;  F.  P.  201770 ;  A.  P.  514599. 

Diamine  Green  G  (G.) ;  Chlorazol  Gieen  G 
(H.);  Dianol  Green  G  (Lev.);  Azidine  Green 
2  G  (C.  J.). — ^Rrepared  as  the  preceding,  except 
that  salicylic  aoia  is  used  instead  of  phenol. 

Reactions  and  literature  as  above. 

Diphenyl  Green  G  (G.).  Prepared  like 
diamine  ^p^een  B  (above),  except  that  o-chloro- 
j)-nitroaniline  is  used  instead  of  |>-nitroanilinc. 
The  reactions  are  also  similar  to  those  given  by 
this  colour. 

Liierature.—A.  P.  710693. 

Diphenyl  Green  3  G  (O.).  Prepared  like 
diamine  green  G,  o-chloro-j^-nitroaniline  being 
used  instead  of  p-nitroaniline.  The  green 
aqueous  solution  eives  a  sreen  precipitate  with 
hydrochloric  acid,  and  oecomes  duller  with 
sodium  hydroxide.  Solution  in  strong  sulphuric 
acid  is  reddish-violet,  giving  a  green  precipitate 
on  dilution. 

Reference  as  the  preceding. 

Chloramine  Green  B  (K.  S.).  Benzidine  is 
tetrazotised  and  combined  with  1  mol.  of  either 
phenol  or  salicylic  acid,  and  the  product  com- 
oined  in  alkaline  solution  with  the  azo-  colour 
from  diazotised  dichloroaniline  and  8-amino-a- 
naphthol-3  :  6-disulphonic  acid  (H-acid)  (com- 
bined in  acid  solution).  The  green  aqueous 
solution  gives  a  violet- black  precipitate  with 
hydrochloric  acid,  and  becomes  olack-groen 
with  sodium  hydroxide.  Solution  in  strong 
sulphuric  acid  is  violet,  giving  a  violet-black 
precipitate  on  dilution. 

LUeraiurc^K,  P.  8503  of  1899 ;  D.  R.  P. 
112820  ;  F.  P.  287971 ;  A.  P.  627679. 

Chloramine  Blue  HW  (K.  S.) : 

N,-C„H,NaCioH4(SO,H)(OH)-NH, 

CioH,(SO,H),(OH)-NH, 

l!l,-C,H,a,. 
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Prepared  as  the  preceding,  except  that  8-amino- 
a-naphthol-S-sulphonio   acid  (S-acid)    is    used 
instead  of  phenol  or  salicylic  acid. 
Chloramlne  Blue  3  O  (K.  S.) : 

n,c„h,-n,<:Ji,h,(so,h).(oh)NH, 


,oH,(SO,H),(OH)NH, 


I 

Tetrazotised  benzidine  is  combined  with  1  mol. 
of  8-amino-a-naphthol-3  :  6-disulphonio  acid  (H- 
acid)  and  then  with  1  mol.  of  H-aoid  to  which 
has  been  added  1  mol.  of  diazotised  dichloro- 
aniline  in  acid  solution. 

References  for  the  last  two  colours  as  for 
chloramine  green  B. 

Dlamiiie  Blaek  HW  (C.) ;  Ingrain  Blaek  G 
(H.);  Naphthamlne  BUek  H  CK.): 

N,<:Ji,H8-Ns-CioH4(SOaH)(OH)NH, 


i 


,oH.(SO,H),(OH), 


,oH.(SO,H),(OH)NH, 


Prepared  like  diamine  green  B  (above),  except 
that  7-amino-a-naphthol-3-sulphonic  acid  {y- 
acid)  is  used  instead  of  phenol.  Blackish-blue 
aqueous  solution  gives  a  blue  precipitate  with 
hydrochloric  acid.  Solution  in  strong  sulphuric 
acid  is  blue,  giving  a  blue  precipitate  on  dilution. 

Literature,'-'^,  P.  16726  of  1891 ;  D.  R.  P. 
6e361, 70399 ;  F.  P.  201770 ;  A.  P.  514699. 

DianU  Black  R(M.): 

N,Ci,H,-N,-C,H3(NH,). 

C 

NaCioH.SO,H. 

Tetrazotised  benzidine  is  combined  with  1  mol. 
of  m-phenylenediamine  and  then  with  1  mol.  of 
1:8-  dihydroxynaphthalene-3  :  6  •  disulphonic 
acid  (ohromotrope  acid),  to  which  has  been  added 
1  mol.  of  diazotised  naphthionic  acid.  The 
reddish-violet  aqueous  solution  sives  a  precipi- 
tate with  hydrochloric  acid,  and  becomes  blue 
with  sodium  hydroxide.  Solution  in  strong 
sulphuric  acid  is  dark  blue,  giving  a  reddish- 
violet  precipitate  on  dilution. 

IMer(Uwre.—D.  R.  P.  89285. 

Congo  Brown  6  (A.);  Naphthamlne  Brown 
40  (K.) : 

N,"Ci,H8N,C,H,(C0,H)0H 


i 
i 


.H,(OH), 
.•C.H^SOjH. 


The  dyestuff  from  tetrazotised  benzidine, 
salicylic  acid  and  resorcinol  is  treated  with 
diazotised  sulphonilic  acid  or  the  intermediate 
product  from  tetrazotised  benzidine  and  1  mol. 
of  salicylic  acid  is  combined  with  1  mol.  of 
resorcinol  to  which  1  moL  of  diazotised  sulphan- 
ilic  acid  has  been  added.  The  red  aqueous 
solution  gives  a  brown  precipitate  with  hydro- 
chloric acid.  Solution  in  strong  sulphuric  acid 
is  reddish-violet,  giving  a  reddish-brown  pre- 
cipitate on  dilution. 

LUerature.—E,  P.  10663  of  1888 ;  D.  R.  P. 
46328,  46601 ;  F.  P.  192331 ;  A.  P.  399581. 

Congo  Brown  R  (A.) : 


C.H,(OH), 


N,C,«H,SO,H. 

Prepared  as  the  preceding,  except  that  a-naph- 
thyliamine-6-sulphonic  acid  (Laurent's  acid)  is 
used  instead  of  sulphanilic  acid.     Reactions  and 
references  as  the  preceding. 
An>^rlnth(0.): 

N,-Ci4Hi,N,-C,H,(S0,H)(0H)NH, 


.H,(OH), 


ij,CioH,SO,H. 

Tetrazotised  tolidine  is  combined  with  1  moL 
of  3-aminophenol-6-sulphonio  acid  (acid  III.) 
and  1  mol.  of  resorcinol,  and  the  colouring  matter 
so  obtained  is  treated  with  1  mol.  of  diazotised 
naphthionic  acid.  Reddish-brown  aqueous  solu- 
tion gives  a  reddish-brown  precipitate  with 
hydrochloric  acid,  and  is  turned  blui^-red  with 
sodium  hvdroxide.  Solution  in  strong  sulphuric 
acid  is  bluish-violet,  giving  a  redaish-broi^'n 
precipitate  on  dilution. 

Xltmrfttre.— E.  P.  13402  of  1893;  D.  R.  P. 
71182;  A.  P.  516381. 

V.  Tbtrakibazg-  Ck>LOUBiNa  Mattbrs. 

These  contain  four  azo-  groups. 
Benzo  Brown  G  (By.) : 

^N,C,H,(NH,),N,C,H,SO,H 

^*    *^--NjC,H,(NH,),-N,-C,H4S0,H. 

Prepared  by  the  action  of  diazotised  sulphanilic 
acid  (2  mols.)  on  Bismarck  brown  (1  moL). 
Reddish-brown  aqueous  solution  gives  a  brown 
precipitate  with  acids  and  alkalis.  Solution  in 
strong  sulphuric  acid  is  violet-brown,  giving  a 
brown  precipitate  on  dilution. 

LUer(Uure,—E,  P.  16493  of  1887 ;  D.  R.  P. 
46804 ;  A.  P.  384316. 

Benco  Brown  B  (By.) : 

^N,-C,H.(NH,)..N.-C.oH,SO,H 

^•'^*\N,-CeH,(NHa),N,<JioH,SO,H. 

Prepared  as  the  preceding,  except  l^at  naph- 
thionic acid  is  used  insteMi  of  sulphanilic  acid. 

Reactions  and  references  as  above. 

Toluylene  Brown  R  (O.)  (By.);  Azldlne 
BrownT2R(C.  J.): 

HSO   C  H  ^N.-CeH,(NH,),N,CoH,SO,H 
•    '    »^N,-C,H,(NHg),-N,-CioH,-SO,H. 

Prepared  by  treating  the  colour  from  tetrazo- 
tised 2 :  6-tolylenediamine-4-suli^onic  acid  and 
2  mols.  of  m-phenylenediamine  with  2  mols.  of 
diazotised  naphthionic  acid.  Brown  aqueous 
solution  gives  a  brown  precipitate  with  hydro- 
chloric acid.  Solution  in  strong  sulphuric  acid 
is  dull  reddish-violet. 

Lttero^wrc— E.  P.  11000  of  1889;  D.  R.  P.  ' 
68657;  A.  P.  465116. 

Hessian  Brown  BB  (L.) : 

^  „  ^N.-C.H,(OH),N,C,H,SO,H 
^"    •^N,C.H,(0H),N,C,H4S0,H. 

Prepared  by  the  action  of  tetrazotised  benzidine 
on  2  mols.  of  the  monoazo-  dyestuff  from  diazo- 
tised sulphanilic  acid  and  resorcinol.  Aqueous 
solution  is  brown,  giving  a  brown  precipitate 
with  hydrochloric  acid,  and  becoming  red  with 
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flodiam  hydroxide.  Solution  in  strong  sulphurio 
aoid  i^  violet-black,  giving  a  broivn  precipitate 
on  dilution. 

Hessian  Brown  MM  (L.).  Prepared  as  the 
preceding,  tolidine  being  used  instead  of  benzi- 
dine. 

Reactions  as  above. 

Mekong  Yellow  G  (D.  H.): 

C,H4-Nj-C,H,(C0,H)0H 

C,H,.N,-C.H,(OH)>v^^ 
C,H4-N,-C,H,(0H),x>^**« 

C,H4-N,-C,H,(C0,H)-0H. 

Tetrazotised  benzidine  (2  mols.)  is  combined 
with  salicylic  acid  (2  mols.)  and  the  intermediate 
product  is  combined  with  dihydrozydiphenylme- 
thane  (1  mol.).  Yellowish-brown  aqueous  solu- 
tion gives  a  brown  precipitate  with  hydrochloric 
acid,  and  becomes  reddish-brown  with  sodium 
hydroxide.  Solution  in  strong  sulphuric  acid 
is  violet,  giving  a  brown  precipitate  on  dilution. 

Litercrfwe.— E.  P.  8611  of  1893 ;  D.  R.  P. 
80816 ;  F.  P.  228593  ;  A.  P.  519523. 

Mekong  Yellow  R  (D.  H.).  Prepared  as  the 
preceding,  but  tolidine  is  used  insteiekd  of  benzi- 
dine. 

Reactions  and  literature  as  above. 

Cuba  Blaek  (Petersen) ;  DIanllBlaek  (M.): 

HSOa-CijH,  '^2ioH4(S08g;(OH)-N2-C«H8(HH2)2 
xious  viinT  ^CioH4(808H)(OH)-N2-CeH,(NHj)2. 

Benzidinesulphonio  acid  is  tetrazotised  and  com- 
bined with  2  molB.  of  7-amino-a-naphthol-3- 
sulphonic  acid  (^-aoid)  in  alkaline  solution,  and 
the  product  is  tetrazotised  and  combined  with 
2  mols.  of  m-phen^'lenediamine.  Black  aqueous 
solution  is  precipitated  with  hydrochloric  acid 
or  sodium  hydroxide.  Solution  in  strong 
sulphuric  acid  is  dark-blue,  giving  a  black  pre- 
cipitate on  dilution. 

LiUr€awre.—E,  P.  13743  of  1896;  F.  P. 
257245 ;  A.  P.  578580. 

Anthraeone  Aold  Brown  B  (C.) : 

N02-OeH2(C02H)(OH)-N2CioH«'N2V 

N02-C,Ha(002H)(OH)-N2-CioH«-N2/^*^'^^°^^** 

Nitroaminosalicylio  acid  is  diazotised  and  com- 
bined with  a-naphthylamine.  Two  mols.  of  this 
are  diazotised  and  combined  with  1  mol.  of  m- 
phenylenediamine.  Brown  aqueous  ^lution 
gives  a  violet  precipitate  with  hydroehloric  acid. 
Solution  in  strong  sulphuric  acid  is  greyish- violet, 
giving  a  brown-violet  precipitate  on  dilution. 

lMerature.—E,  P.  2446  of  1896;  D.  R.  P. 
92656.  J.  C.  C. 

AZO-  AOID  YBLLOW,  -ALIZARIN 
YELLOW,  -BLACK  BASE  0,  -BORDEAUX, 
-CHROMINE,  -GOCCINE,  -COCHINEAL, 
-CORALLINE,  -EOSINE,  -FLAVINE,  -FUCH- 

SINES   (V,  AZO-  COLOUBINO  HATTSBS). 

AZOERYTHRD1 1;.  Abghil. 
A2X>FLAVIN  v.  Azo-  ooloubing  matters. 
AZOOEN  RED  v.  Azo-  coloitbino  matters. 
AZ06RENADINES     v.     Azo-     coLonRiNO 

MATTERS. 

AZOUODES,    AROMATIC  v.   Diazo  com- 

P0UKD8. 

AZOUTMIN.    A    substance    assumed    by 
ELane  to  ejdst  in  litmus  (Annalen,  39,  25)- 
AZOMETHANE  v.  Diazo  ooMPOXTin>s. 
AZOORSBIUilN  V.  Azo-  colouriko  matters. 


AZOPHENYLENE  v.  Azinbs. 

AZOPHOR  -BLACK,  -BLUE, -RED, -ROSE  v. 

Azo-  COLOURING  MATTERS. 

AZOPHOSPHINES     v.     Azo-     colouring 

MATTERS. 

AZO-REDS,  AZ0RUBINESt7.  Azo-  oolottrino 

MATTERS. 

AZOTE.  A  name  given  to  nitrogen  by 
Lavoisier,  and  hence  commonly  used  in  French 
literature  to  designate  that  element. 

AZOTINE.  ^  explosive  made  in  Austria- 
Hungary  (J.  Soc.  Chem.  Ind.  4,  366). 

/&OTOL  V.  Azo-  COLOURING  MATTERS. 

AZOTOMETER.  A  term  appHed  by  W.  Knop 
to  an  apparatus  designed  to  measure  the  nitrogen 
evolved  by  the  action  of  sodium  hypochlorite  or 
hypobromite  on  ammonium  salts  and  certain 
organic  substances. 

AZO-  TURKEY  RED   v.  Azo-    colouring 

MATTERS. 

AZO-VIOLET  V,  Azo-  colouring  matters. 
AZOXINE     COLOURING      MATTERS     v. 

Oxazinb  colouring  matters. 

AZOXYBENZENE  C,,H|oN,0.  A  product 
of  the  partial  reduction  of  nitrobenzene  with 
alcoholic  potash  (Zinin,  J.  pr.  Chem.  36,  93 ; 
Schmidt  and  Schultz,  Annalen,  207,  325 ;  Ber. 
12,  484) ;  or  with  sodium  amcdgam  containing 
3-8  p.c.  of  sodium  (Alezejeff,  J.  1864,  525; 
Moltschanowsky,  Ber.  15,  1575). 

Preparation, — Azozybenzene  is  best  prepared 
by  dissolving  1  part  of  sodium  in  25  parts  of 
methyl  alcohol,  adding  3  parts  of  nitrooenzene 
and  heating  for  5  or  6  hours  on  a  water-bath  in 
a  flask  provided  with  a  reversed  condenser.  The 
methyl  alcohol  is  then  distilled  off  and  the  residue 
treated  with  water,  which  dissolves  the  sodium 
formate  formed  in  the  reaction,  and  leaves  the 
azozybenzene  as  a  yellow  oil;  this  soon  solidi- 
fies, and  is  obtained  pure  by  one  crystallisation 
from  alcohol  (Klinger,  Ber.  15,  866;  Molt- 
schanowsky, Lc  and  Ber.  16,  81 ;  Klinger, 
Ber.  16,  941,  footnote). 

Azozybenzene  is  also  prepared  by  the 
reduction  of  nitrobenzene  with  araenious  ozide 
and  caustic  soda  (Loesner,  Eng.  Pat.  1555, 
J.  Soc.  Chem.  Ind.  1895,  31) ;  by  the  reduction 
of  nitrobenzene  with  alkali  sulphides  in  alkali 
hydrozide,  the  products  being  mainly  azozy- 
benzene and  azobenzene.  in  proportions  varying 
with  the  amount  of  sulphide  and  the  time  of 
reduction  (Farb.  vorm.  Meister,  Lucius,  and 
Bruning,  D.  R.  P.  216246,  J.  Soc.  Chem.  Ind. 
1909,  1310) ;  by  boiling  nitrobenzene  with 
60  p.c.  aqueous  sodium  hydrozide  and  iron 
pyrites,  or  other  heavy  sulphides,  90  p.c.  of  the 
product  being  azozybenzene  (Farbeniab.  vorm. 
Fried.  Bayer  &  Co.,  D.  R.  P.  204653,  Chem.  Soc. 
Abst.  1909,  L  272) ;  by  heatinsf  nitrobenzene 
with  charcoal  and  alkali  (FarDenfab.  vorm. 
Fried,  Bayer  &  Co.,  D.  R.  P.  210806 ;  Chem. 
Zentr.  1909,  ii  163) ;  and  by  the  electrolytic 
reduction  of  nitrobenzene  in  the  presence  of 
alke^  (Farb.  vorm.  Meister,  Lucius,  and  Bruning, 
D.  R.  P.  127727 ;  Chem,  Zentr.  1902,  L  446, 
and  Farb.  vorm.  Weiler-ter-Meer,  D.  R.  P. 
138496 :  Chem.  Zentr.  1903,  L  372). 

Azozybenzene   or   its   homolognes   can   be 
obtained  b^  heating  nitrobenzene  or  the  corre- 
sponding nitro-  compound  with  an  equal  weight 
of  zinc-dust  and  of  an  aqueous  solution  of  cal- 
I  cium  chloride  boiling  at  130®  ;  aqueous  solutions 


308 


AZOXYBENZENE. 


of  other  salts  may  be  employed,  and  the  reaction 
ensues  at  the  boiling-point  of  theaqaeous  solu- 
tion {v.  Dechend,  D.  R.  P.  43230. 

Prapertiea. — ^Azoxybenzene  crystaUises  in 
pale  yellow  rhombio  needles,  melts  at  36°,  and 
is  soluble  in  alcohol  or  ether,  insoluble  in  water. 
When  heated  with  non-volatile  substances,  such 
as  iron  filings,  it  decomposes  into  aniline  and 
azobenzene.  Weak  reducing  agents,  such  as 
sodium  amalgam  in  alcoholic  solution,  convert  it 
into  hydrazooenzene  (Alezejeff,  J.  1867,  503) ; 
but  more  powerful  agents,  such  as  zinc  chloride 
in  acid  solution,  reduce  it  chiefly  to  aniline,  a 
small  quantity  of  hydrazobenzene  and  bases 
derived  from  it  by  molecular  changes  being 
also  formed  (Schmidt  and  Sohultz).  Azozy- 
benzene  yields  two  isomeric  nitroazozjrbenzenes 
when  heated  with  concentrated  mtric  acid 
(Linin,  Annalen,  114, 217),  and  when  heated  with 
concentrated  sulphuric  acid  to  a  moderate 
temperature  is  converted  into  the  isomeric 
hydrozyazobenzene  (Wallaoh  and  Kiepenheuer, 
Ber.  14,  2617). 

In  addition  to  azozybenzene  other  azozy- 
compounds  have  been  prepared  by  reducing  the 
corresponding  nitro-  denvatives  either  with 
sodium  amaJ^am  in  methyl  alcohol  solution  or 
with  zinc-dust  and  soda  (c/.  Limpricht,  Ber.  18, 
1406;  Klinffer  and  Pitsohke,  Ber.  18,  2653; 
Janovsb^  and  Beimann,  Ber.  22, 41 ;  v.  ]>echend, 
Z.C.).  The  azozy-  compounds  derived  from 
metanitraniline,  the  nitrotoluidines  melting  at 
78°  and  107°,  and  the  nitrozylidine  melting  at 
123°  yield,  when  diazotised  and  combined  with 
phenols,  amines  or  their  sulphonio  acids,  a  class 
of  yellow,  orange  or  red  azo-  dyes,  which  can  be 
employed  for  cotton  and  wool  (Poirrier  and 
Kosenstiehl,  D.  B.  P.  44045, 44554). 

AZOXT- COLOURING  MATTERS.  The  dyes 
formerly  classified  under  this  heading,  of  which 


'  sun  yellow  *  is  perhaps  the  best  known,  have 
been  shown  to  be  azo-  dyes  (9. v.). 

AZO- YBLIX)WS  V,  Azo-  ooloubino  matters. 

AZUUN.  Blue  colouring  matter,  contained 
in  certain  essential  oils ;  e,g.  chamomile,  mille- 
folium, and  wormwood. 

AZUUN  or  AZURIN  v.  Aurik. 

AZURE  v.  Pigment. 

AZURIN  C,.H.,N40,.  Obtained  by  heating 
salicylic  aldehyde  with  o-tolylenediamine. 
Colourless  tables,  giving  blue  fluorescent  solu- 
tions (Ladenberg,  Ber.  11,  596). 

AZURTTE  V.  Lazulite  and  Copper. 

AZURITE  or  Cbesi^lite.  I^drated  basic 
copper  carbonate,  2CuC0s*Cu(0H)|,  forming 
monoclinic  crystals  of  an  azure-blue  colour. 
Finely  crystallised  specimens  have  been  found 
in  abundance  in  an  old  copper  mine  at  Chessy, 
near  Lyon  in  the  south  of  France,  and  on  this 
account  the  mineral  is  often  known  as  chessylite 
(Brooke  and  Miller,  1852) ;  the  name  azurite 
(F.  S.  Beudant,  1824)  refers  to  the  characteristic 
colour.  Sp.gr.  3*8 ;  hardness  3i~4.  It  occurs 
as  an  alteration  product  of  copper-pyrites  and 
other  sulphide  ores  ol  copper  in  the  upper 
ozidised  zones  of  mineral  vems ;  and  it  is  itself 
often  altered  to  malachite,  the  green  carbonate 
(CuCOs'Cu(OH)i).  Fine  crystals  are  found  at 
Broken  Hill  in  New  South  Wales  and  at  Bisbee 
in  Arizona ;  at  the  latter  place  it  occurs,  to- 
gether with  malachite,  in  sufficient  abundance 
to  be  mined  as  an  ore  of  copper.  It  was  also 
formerly  mined  at  Burra-Burra,  in  South 
Australia.  From  Arizona  oome  pretty 
specimens,  with  azurite  and  malachite  bandea 
together,  which  are  polished  for  use  in  cheap 
jewellery.  Powdered  azurite  was  formerly 
used  as  a  pigment  under  the  name  '  mountain 
blue,*  but  this  ia  now  replaced  by  an  artificial 
product.  L>  J.  S. 
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BABBIT'S  METAL.  An  alloy  of  25  parts 
tin,  2  parts  antimony,  and  0*5  part  copper,  used 
as  an  anti-attrition  n^tal  (v.  Antimony). 

BABLAH  or  NEB-IIEB.  Commercial  names 
for  fruits  of  several  species  of  acacia ;  used  in  the 
East,  in  combination  with  alumina  and  iron 
mordants,  to  produce  various  shades  of  drab  and 
fawn  colour  in  calico-printing.  East  Indian 
bablah  is  largely  obtained  from  Acacia  arabica 
(Willd.)  (A,  indica  (Benth.));  Senegal  and 
Egyptian  bablah  largely  from  Acacia  arabica 
{A,  nilotica  (Delil.))-  The  aqueous  eztracts 
contain  a  red  colouring  matter  together  with 
considerable  quantities  of  gallic  and  tannic  acids. 

BAPTISIN  V,  Glucosidbs. 

BABUL  BARK.  The  bark  from  Acacia  ara- 
bica (Willd.)  which  occurs  in  India,  Arabia,  and 
tropical  Africa  :  its  Indian  vernacular  name  is 
'  babul.'    Used  in  India  as  a  tanning  material. 

BABUL  GUM.  An  inferior  kind  of  gum 
arabic  from  Acacia  airabica  (Willd. ).  Known  also 
as  '  Bengal  gum '  or  *  Gond  babul.' 

BACTERIA,  CHEMICAL  ACTION  OF,  v. 
Fermentation. 

BAEL  FRUIT.    The  dried  half -ripe  fruit  of 


^U  MarmdoR  (Correa),  from  Malabar  and 
Coromandel ;  is  uaed  in  diarrhoea  and  dysentery, 
and  the  fresh  pulp  is  sometimes  employed  as  a 
lazative. 

BAGASSE,  BEGASS,  or  MEGASS.  Terms 
'  applied  to  the  refuse  sugar-cane  after  crushing. 

BAKING  POWDERS  are  any  powders  tsed 
as  substitutes  for  yeast.  The  bread  or  cake 
is  rendered  spongy  by  the  carbon  diozide 
generated  in  the  dough  ;  this  is  effected  by  the 
action  of  an  acid,  such  as  tartaric  acid,  on  sodium 
bicarbonate,  and  some  farinaceous  substance  is 
added  to  act  as  diluent.  To  permit  the  use  o£ 
discoloured  flour,  alum  was  frequently  employed, 
this  renders  the  bread  white,  but  at  the  same 
time  indigestible.  In  1899  such  articles  as 
baking  powder  were  included  in  the  Sale  of 
Food  and  Drugs  Acts,  and  therefore  the  use 
of  alum  or  any  injurious  matter  was  prohibited. 
All  articles  are  perfectly  dried  before  mizing, 
passed  through  a  tine  sieve,  and  kept  in  air- 
tiffht  packages  in  a  dry  place.  To  every  pound 
of  flour,  1  teaspoonf  ul  of  baking  powder  is  added 
for  bread,  and  2  teaspoonf uls  for  cakes.  General 
preparations  are; 
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(1)  6.  ozs.  tartaric  acid,  2  ozs.  sodium  bi- 
carbonate, and  1  *5  ozs.  of  farina. 

(2)  16  ozs.  sodium  bicarbonate,  14  ozs. 
tartaric  acid,  and  6  ozs.  magnesium  carbonate, 
and  12  ozs.  farina  (Workshop  Receipts,  1909). 

{3)  2^  lbs.  cream  of  tartar,  2^  lbs.  sodium 
bicarbonate,  1  lb.  acid  calcium  phosphate,  and 
4  lbf«.  cornflour  (Kiarm.  Formulca,  1908,  p.  322). 

(4)  3  lbs.  acid  potassium  sulphate,  1  lb. 
sodium  bicarbonate,  and  1  lb.  of  cornflour 
(Pharm.  Formulas,  1908,  p.  322). 

(6)  5  ozs.  tartaric  acid,  15  ozs.  cream  of 
tartar,  20  ozs.  sodium  carbonate,  and  40  ozs. 
rice  flour  (Workshop  Receipts,  1909,  p.  90). 

(6)  20  parts  acid  sodium  phosphate,  20  parts 
acid  calcium  phosphate,  26  parts  sodium 
bicarbonato,  and  35  parts  starch  (Hiscoz,  1907, 
102). 

Cratnpion*8  powder  :  2  parts  cream  of  tartar, 
1  part  sodium  bicarbonate,  and  1  part  com 
starch. 

Bumford'a  powder :  (approx.)  7  ozs.  sodium 
bicarbonate,  14^  ozs.  sodium  phosphate,  and 
3}  ozs.  starch. 

BoyaL  powder :  60  ozs.  cream  of  tartar, 
28  ozs.  sodium  bicarbonate,  1  oz.  ammonium 
carbonate,  and  16  ozs.  cornflour. 

QoodaWe  powder  is  a  mixture  of  2  parts  rice 
flour  with  1  part  tartaric  acid  and  1  part 
bicarbonate  of  soda. 

Oreen^a  powder  :  36  lbs.  tartaric  acid,  56  lbs. 
of  sodium  carbonate,  and  1  cwt.  of  potato  flour. 

Horaford*»  powder  consists  of  2  packets:  (1) 
acid  calcium  and  magnesium  phospnates,  made 
up  with  a  certain  quantity  of  flour ;  (2)  bicarbo- 
nate of  soda  with  a  little  potassium  chloride. 

Borwick'a  powder  is  an  artiflcial  fermentation 
powder  compounded  with  coarse  maize. 

Self-raising  flour  may  be  prepared  by  mixing 
8  ozs.  sodium  bicarbonate,  and  18  ozs.  cream  of 
tartar  with  1  cwt.  of  flour. 

Milk  in  the  solid  form,  concentrated  in  a 
vacuum  at  50^-60^,  was  used  by  Hooker,  to 
replace  inert  farinaceous  matter.  It  is  claimed 
to  have  a  better  nutriment  value  and  increased 
leavening  power:  SK)  parts  tartaric  acid, 
54  parts  milk  powder,  and  1  part  moisture. 
The  soda  is  added  before  the  milk  is  completely 
dry,  then  the  whole  dried  and  ground  finely  in 
a  mortar  (J.  Soc.  Chem.  Ind.  27,  1908).  Oeam 
of  tartar  is  soluble  in  hot  watdr,  but  only  slightly 
so  in  cold,  whilst  tartaric  acid  dissolves  readily. 
Therefore  a  powder  containing  cream  of  tartar 
evolves  carbon  dioxide  much  more  slowly  than 
one  compounded  with  tartaric  acid.  This  is 
advantageous,  as  a  dough  containing  it  can  be 
kept  for  some  time  before  baking,  also  it  does  not 
darken  the  bread  ;  on  the  other  hand,  it  forms 
Rochelle  salt  which  has  a  very  slight  saline 
taste.  The  best  powders  are  made  from  a 
mixture  of  tartaric  acid  and  cream  of  tartar. 
Good  substitutes  for  tartaric  acid  are  acid 
ammonium  phosphate,  and  acid  potassium 
sulphate,  acid  potassium  and  calcium  phosphates, 
but  they  have  a  tendency  to  darken  the  bread. 

Ammonium  carbonate  is  used  in  very  light 
pastries,  but  it  requires  expert  handling,  and 
so  is  very  rarely  present  in  the  made-up  pre- 
parations. 

BAKUIN.  Russian  mineral  machine  oils; 
recommended  for  lubricating  heavy  machinery 
on  account  of  their  high  viscosity  and  great 


power  of  resisting  cold  (Seifenseid,  Zeit.  31, 
366 ;  32,  378  ;  J.  Boo.  Chem.  Ind.  3,  181). 

BAKUOL.  A  name  given  by  Mendelee£E  to 
an  illuminating  oil,  prepared  from  the  crude 
oils  of  Baku  by  mixmg  ordinary  kerosene  of 
sp.gr.  0-82  to  0-83  and  flashing-point  20"*  to 
30  ,  with  the  so-called  intermediate  oil,  which 
has  a  sp.sr.  of  0-86  to  0-88  at  15**,  and  is  not  in- 
flammable at  100^.  The  mixture  has  a  8p.gr.  of 
0*84  to  0-86,  and  flashes  at  temperatures  var3ring 
from  50*"  to  70^  From  100  parts  crude  naphtha 
20  to  30  parts  of  kerosene  and  10  to  20  piurts  of 
intermediate  oil  can  be  obtained. 

The  following  table  gives  the  sp.gr.,  flashing- 
point,  and  lummiferous  value  of  four  bakuols 
examined  by  Uimow  : — 


Speci- 
men of 
oil 


No. 

1 
2 
8 

4 


Sp.  gr.  iFlashing 

at       point  at 

17-^5    :760  mm. 


Consumption  per 
hoar  in  BussiAn  lbs. 


0*8280 
0*8810 
0*8860 
0-8810 


sSo 

87-5 
89*6 
49*6 


Candle- 
power 


7*40 

10-40 

9-84 

8*30 


For  the 
lamp 


0*0688 
0*0688 
0*0688 
00676 


Per 
candle 
power 


0-0080 
0*0060 
0*0064 
0*0081 


LiUrature, — ^Mondeleeff,  Zeitschr.  Technik, 
1886,  No.  109  ;  Chem.  Zeit.  1883, 231 ;  Ilimow, 
ibid.  10,  1459 ;  J.  Soc.  Chem.  Ind.  2,  238 ;  5, 
661 ;  6,  135  (r.  Petrolbum,  Russian). 

BAKURIN.  A  lubricating  oil,  prepared  by 
mixing  100  parts  of  crude  Baku  oil  with  25  parts 
of  castor  oil  and  60  to  70  parts  of  sulphuric  acid 
of  66^B.  After  standing  the  mixture  is  stirred 
two  or  three  times  with  water,  the  water 
run  off,  and  the  oil  treated  with  soda  or 
potash  (Miiller,  D.  R.  P.  35141,  DingL  poly.  J. 
260,  240). 

BALANCE.  A  seneric  term,  designating  a 
variety  of  machines  for  ascertaining  the  weight  of 
a  body  in  terms  of  the  weight,  at  the  time  and 
place,  of  a  standard  mass  (^m,  ounce,  pound, 
&c.),  and  thus  determining  its  mass.  By  means 
of  a  balance  and  a  set  of  *  weights,'  we  ascertain 
that  a  body  has  P  times  the  wei^t  of  the  unit 

?ieoe  of  the  set,  and  conclude  that  its  mass  is 
'  times  the  mass  of  this  piece  likewise,  whatever 
the  chemical  nature  of  the  body  may  be.  In 
justification  of  this  inference  we*  might  refer  to 
Newton's  pendulum  experiments,  or  to  the  often 
proved  chemical  axiom  that  the  weight  of  any 
body  or  set  of  bodies  is  independent  of  the 
state  of  combination  of  its  elements.  But  from 
the  standpoint  of  the  chemist  it  is  sufficient  to 
know  that,  supposing  even  each  element  had  its 
own  factor  for  converting  '  weight '  into  mass,  it 
would  stiU  follow  that  the  weight  of  a  body.* 
however  comjplex,  is  equal  to  uie  sum  of  the 
weights  of  what  in  any  sense  we  may  call  its 
'  components,'  and  that  the  ratio  of  the  weight 
W|  of  a  body  of  fixed  elementarv  composition  to 
the  weight  Wg  of  another  body  of  even  a  different 
fixed  composition  is  as  constant,  although 
perhaps  not  equal  to  the  ratio  of  the  masses 
M, :  Ma*  Of  all  balances  the  equal-armed  lever 
balance,  often  called  '  Me  balance '  par  exceL" 
lence,  is  by  far  the  most  important. 

The  balance  exists  in  a  variety  of  forms, 
all  of  which   seek  to    realise  the  same  ideal 
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mAchine.  An  abeolutely  rigid  beam,  bo  bus* 
pended  that  whiUt  it  oan  rotate  freely  about  a 
oertain  axis  (whioh  goes  across  it  somewhere 
above  its  centre  of  gravity,  and  of  which  every 
point  holds  a  fixed  position  in  reference  to  the 
stand)  it  is  not  capable  of  any  other  motion. 
From  two  points,  a  and  h,  which  lie  in  the  same 
plane  as  the  axis  of  rotation — one  near  the  left, 
the  other  near  the  right  end  of  the  beam — the 

Sans  are  suspended  by  means  of  absolutdy 
exible  linear  strings,  a  and  5  are  equidistant 
from  the  axis  of  rotation.  So  far  all  balances 
are  alike.  In  now  passing  to  the  actual  instru- 
ment, we  shall  confine  ourselves  in  the  main  to 
the  class  of  balances  known  as  precision  balances. 
Of  the  difficulties  involved  in  the  construc- 
tion of  such  balances,  that  of  producing  a  suffi- 
ciently lieht  and  yet  practically  inflexible  beam 
seems  to  nave  rested  most  heavily  onjthe  minds 
of  the  earlier  makers ;  but  there  can  be  no 
doubt  that  many  of  their  efforts  in  this  direction, 
which  occasionally  resulted  in  what  we  should 
now  call  fantastical  beam-forms  (hollow  ellip- 
soids, monstrous  skeleton-forms,  &c.),  must  be 
traced  back  to  their  inability  to  reach  a  sufficient 
degree  of  precision  in  the  geometric  adjustment 
of  the  thr^  pivots,  and  to  their  charging  against 
the  flexibility  of  the  beam  what  was  rcafiy  owing 
to  these  defects  in  the  adjustment.  Ab  these 
difficulties  were  overcome,  beams  assumed  less 
fantastic  forms.  Saore'  of  Brussels,  we  believe, 
never  uses  any  but  plain  rod-shaped  beams  (only 
perforated  in  the  middle  to  insert  the  bearing 
of  the  central  knife).  Most  balance  makers, 
however,  prefer  the  form  of  a  largely  perforated 
rhombus  or  isosceles  triangle  (cut  out,  virtually, 
of  a  plate  of  metal),  and  thus  attain  all  that  is 
needful  without  offending  the  eye  by  unduly 
stretching  the  middle  section,  and  without  usins 
anything  more  intrinsically  rigid  than  hammeied 
brass  or  some  kind  of  bronze.  In  reference  to 
ordinary  chemical  balances  (for  charges  up  to 
say  100  grams),  it  would  be  no  great  exag- 
geration to  say  that  any  reasonably  made  beam 
IS  sufficiently  rigid ;  only  in  the  case  of  balances 
intended  for  very  high  charees,  such  as  5~10 
kilogrammes,  is  it  at  all  worth  while  to  employ 
refinedly  designed  beam-forms,  or  to  look  out  for 
a  material  of  exceptionally  high  rigidity.  For 
these  particular  balances  hard  steel  would  be 
the  best  material;  but,  unfortunately,  steel 
beams  are  apt  to  become  magnetic.  With  small 
assay-balances  intended  for  charges  up  to,  say, 
5  grams,  on  the  other  hand,  the  question  of 
rigidity  is  practically  out  of  court,  and  the  use 
of  an  exceptionally  lieht  material— such  as 
aluminium,  or,  better,  that  alloy  of  96  parts  of 
aluminium  and  5  of  silver  (which  Sartorius  of 
Gottingen  uses  for  small  balances  generally)  is 
indicated.^  In  aU  balances  the  axis  of  rotation 
is  realised  in  a  straight  knife-edge  ground  to  a 
prism  of  hard  material,  which  is  firmly  fixed  to 
the  beam,  traversing  it  crosswise  and  resting  on 
a  hard  bearing.  In  ordinary  balances  the  middle 
knife  is  sim]^y  driven  through  the  beam,  and 
only  its  two  ends  are  supported  in  cylindrical, 
or,  what  is  better,  roof -shaped  bearings,  which 
form  secures  to  the  edge  a  sufficient  fixity  of 
position,  forward  and  back  sliding  being  pre- 
vented by  cutting  off  the  ends  of  the  knife 

1  For  a  f tiller  dlscuBsion  of  this  subject,  v.  the 
writer's  Memoir  (Bib.  6,  322). 


obliquely,  so  that  the  edge  terminates  in  two 
points,  and  closing  the  b^riiu;  at  each  end  by 
a  steel  plate,  so  that  the  knife  nas  just  room  be- 
tween without  jammin|;.  In  suspended  balances 
the  oentral  bearing  is  &ed  at  the  lower  end  of  a 
light  framework,  terminating  above  in  a  hinged- 
on  ring  for  suspending  the  instrument  from  a 
fixed  hook  or  the  thumb  of  the  operator. 

In  all  precision  balances  the  oentral  bearing 
is  attachea  to  a  fixed  pillar,  and  is  plane ;  in  the 
best  balances  the  bearing  is  made  of  one  piece, 
and  the  oentml  knifo-ed^e  rests  upon  it  in  its 
entire  length.  A  plane  oearing  necessarily  in- 
volves an  arrestment  so  constructs  that,  brides 
doing  its  primary  dutv,  it  assigns  to  each  point 
of  the  central  knife-edge  a  fixed  position  on  its 
bearing.  In  former  times  hard  steel  was  used 
exclusively  for  both  knives  and  bearings ;  sub- 
sequently asate  bearings  came  to  be  combined 
with  steel  knives.  Robinson  of  London  was 
the  first  to  make  both  knives  and  bearings  of 
apate.  The  agate  knife  adds  nothing  to  the  pre- 
cision of  a  newly-made  balance,  but  it  always 
remains  clean,  while  a  steel  knife,  in  a  chemical 
laboratory  more  especially,  is  apt  to  rust.  Steel 
knife-edffes  are  generally  ground  to  an  angle  of 
00®  (or  90®  for  very  heavy  chai^gas).  In  agate 
knives,  as  made  by  Oertllng,  omy  the  body  of 
the  agate  prism  is  groui  d  to  60%  while  the  edge 
is  formed  by  two  narrow  facets,  inclined  to  each 
other  at  a  far  more  obtuse  angle.  Such  an 
obtuse  edge  stands  many  years'  constant  use 
without  wearing  out.  American  makers  have 
introduced  the  artificially  made  osmium-indium, 
which  is  used  for  the  tipping  of  stylograph  pens, 
as  a  material  for  both  knives  and  bearings. 

For  the  realisation  of  the  two  point-pivots  a 
and  B,  a  great  many  combinations  have  been 
invented.  A  now  obsolete  construction  of 
Weber's  (Bib.  2)  adapts  itself  very  closely  to  our 
ideal  conception.  He  provides  the  beam  at  its 
two  ends  with  knife-edges  turned  sideways  and 
suspends  the  pans  by  means  of  threads  of  unspun 
silk  which  are  fixed  somewhere  in  the  back  of  the 
beam  and  hang  over  the  edge.  The  axis  of 
rotation  is  realised  similarly.  In  ordinarv 
balances,  as  a  rule,  a  vertical  slit  is  cut  into  each 
end  of  the  beam,  and  this  is  traversed  by  a  short 
prismatic  knife,  the  edge  of  which  is  a  circular 
arc  of  small  radius  which  stands  perpendicular  to 
the  line  ab.  From  each  such  knife  the  pan  is 
suspended  by  means  of  an  8  or  2-shaped  steel 
hook.  This  construction,  if  well  executed,  may 
afford  high  precision,  but  the  suspender-hook 
is  apt  to  rub  against  the  sides  of  the  slit  in  the 
beam.  Hence,  wherever  the  hook-and-eye 
arrangement  is  adopted  for  precision  balances, 
it  is  modified  in  this  sense,  that  the  knife-edge 
forms  a  circle  of  relatively  large  radius  which  lies 
entirely  outside  the  bodv  of  the  beam.  This 
system,  compared  with  tkoeo  considered  in  the 
sequel,  offers  the  advantage  of  easy  adjustment. 
It  used  to  be  very  popular  with  balance  makers, 
and  many  excellent  instruments  have  been  pro- 
duced with  it  especially  by  Deleuil  of  Paris.  For 
small  assay-balances  it  is  indeed  probably  as 
good  as  any  other  that  could  be  named ;  for 
balances  intended  for  higher  changes  it  does  not 
possess  sufficient  durability,  although,  as  the 
writer  is  able  to  say  from  his  own  experience,  if 
well  made,  it  lasts  better  than  is  generaUy  sup- 
posed.    In  modern  balances  it  is  rarely  seen ; 


ia  these,  as  ft  rule,  tbs  pane  are  suspended  from 
long  straight  knife-edoes,  simiUr  to  the  central 
one,  by  meBoa  of  broad  bearingB  which,  of  course, 
iDiut  be  arranged  so  that  they  neither  twist  nor 
slide.  A  very  efficient  and  easily  made  arrange  - 
ment  is  to  give  the  bearing  the  form  of  a  roof 
cut  and  of  one  side  of  a  pnsmatic  block  of  steel 
ol  agate,  and  to  fix  it  to  the  upper  end  of  a 
Btirrup-Bhapvd  or  "^-shaped  holdw  which  ter- 
minatea  below  in  A  eye,  from  which  the  pan 
is  eospended  by  a  suitable  book.  The  eye  stands 
at  right  angles  to  the  knife-edge  ;  its  working 
point,  when  the  instrument  is  in  use,  lies  verti- 
cally below  the  centre  of  the  respective  end-eilae, 
and  the  effect  ia  the  same  as  if  the  whole  of  the 
load  were  concentcated  in  that  one  centre -point, 
although  the  pressure  of  the  bearing  on  the  knife 
ia  eqiuuly  distributed  over  the  whole  of  it«  work- 
ing length.  This  hook'and-eye  arrangement  ia 
absolutely  indispensable  if  the  pans  are  auapended 
by  stiff  stirrupe,  becBueo.  if  these  were  rigidly 
connected  with  their  bearinga,  the  virtual  point 
of  amJication  of  the  toad  would  ahift  forwards 
and  backwarda  ou  the  edge,  and  the  least  want 
of  parallelism  between  it  and  the  aiia  of  rotation 
would   cause   the   balance   to   g 


If  the  central  bearing  forms  part  of  a  aua- 
pended frame,  an  arreetment  ia  enailv  devised  In 
the  ways  illustrated  by  Figs.  I  and  2.     Fig.  1 
eiiplaina itself;  in Fig.2 
the   balance  is  hinged 
to   the   bent-down 
end  of  a  flat  bar  which 


TheM  toof-shaped  bearings  were  formerly 
used  almoat  excluaivelv  by  German  makers, 
although  an  undoubtooly  superior  aystem  had 
been  introduoed  auccessfuUy  by  Robinson  of 
London  many  yeara  ago.  In  it  the  pans 
are  suspended  by  plane  bearinga  which  a 
suitable  extension  of  the  arrestment  keeps  in 
their  right  positions.  Robinson'a  balances 
were  justly  famous  in  Great  Britain — a  few 
of  them  ore  atill  working  to  thia  day — yet, 
after  Bobinson's  death,  Oertling  was  almost  the 
only  balance  maker  who  followed  him  in  this 
respect.  The  general  plea  against  the  system 
was  that  flat  end-bearings  were  liable  to  twint : 
and  some,  after  having  adopted  Robinson'a 


did  not  understand  their  liusiness,  beoauso 
rtaits  ptane  bearingi  as  t  matter  of  fact,  does 
not  twist  on  a  rta^  itraight  knife-edge,  even  if 
the  pan  oscillates  strongly.  The  principal 
advantage  ot  the  Bobinson  system  is  that  it 
enables  one  to  do  what  the  roof-shaped  bearing 

Chibits,  namely,  to  satisfy  himself  that  the 
ves  and  beanngs  are  geometrically  perfect. 
But  here,  aa  in  all  analogous  oaees,  we  must  not 
forget  that  the  eicelleooe  of  an  instrument — 
Bupposine  it  to  be  based  on  a  reasonable  system — 
dependsTar  more  on  the  skill  of  the  maker  than 
on  the  theoretieal  perfection  of  the  design, 

From  the  bare  realisation  of  the  ideal 
machine,  we  now  pass  to  the  accessories  whioh 
A  twiance  needs  in  order  to  become  a  convenient 
instcoment,  and  we  will  consider  theae  in  the 
order  of  their  importance. 

TA«  arrtttmeiU  is  a  meohoniool  oontrivance 
to  enable  Uie  beam  to  be  arrested  at  any  point  of 
its  angular  motion,  and  to  bring  it  to  permanent 
reet  in  its  '  normai  '  position,  in  whioh  the  plane 
of  three  axes  stands  horizontaL  If  the  tbiee 
l^ivots  ore  self -adjusting,  there  is,  strictiv  speak- 
ing, no  need  of  an  arrestment ;  still  for  the  rapid 
execution  of  pceoise  weighings  it  is  almost 
tndiipensoble. 

Vol.  L— r. 
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guides  fixed  t 
piluir  between  two  beds 
of  rollers  2x2  in  the 
guides  on  the  front  side 
of  the  bar,  and  one 
which  is  pressed  against 
its  book  by  a  spring. 
At  its  lower  end  the 
bar  has  a  small  wheel 
which  rests  on  the 
shorter  end  of  the ' 
hinged  lever  by  means 
of  which  the  balance  is 
raised  or  lowered.     A 


In 


either  c. 

improvement        to 

suspend     a    heavy 

block  of  metal  at 

the  lower  end  of  the 

frame,  to  compel  It 

to  hang  plumb,  and 

to   hinder   it   from 

oscillating-         Tho 

speciflo    advantage 

of     nt»ptnded     bd- 1 

ances  ia  that  they  I 

need  no  horizontal ' 

table    or    levelline 

screws  at  the  board 

on  whioh  they  may 

be    erected.      "But 

pillar. balanoes   are   on   the    whole    more    oon- 

venient.      In    the    ease    of    these    (supposing 

plane   bearings   to   bo  absent)   a  good  system 


Pro.  2. 


the   oentral  bearing   to   the   top  of 

up   and   down   within  the 

pillar — properly  guided  to  prevent  shaking  and 


a  rod   which  slides   i 
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by  a  Wer-  or  disc-slupod  huidlo.  The  eccentric 
must  be  HO  adjusted  th*t  when  it  is  ftt  one  of  ita 
extreme  poHitions,  the  pons  just  touch  the  boanl 
and  no  more,  while,  when  it  ia  in  ita  othei  extreme 
poaitioD,  the  beam  is  et  its  maximum  angle  o[ 
iree  play.  In  the  excellent  Tannaiagen  of 
Messrs.  Becker's  Sons,  Rotterdam,  this  system  ' 
Birestmeiit  ia  realised  to  perfection. 

The  system  needs  only  be  slightly  modJSed 
adapt  itself  to  the  ease  of  a  plane  (central  bearing, 
but  we  prefer  to  at  once  pa^  to  the  case  of  thrie 
plajie  boaringB,  and  in  domg  so  cannot  do  better 
than  describe  a  balance  (for  charges  up  to  6 
lulotL }  which  Mr.  Oertling  made  for  us  some  yeuB 
ago.  At  shown  by  ¥ia.  3,  the  instrument  rests 
on  three  pillars  atan£ng  on  a  hollow  square 
block  of  iron  which  conceals  the  eccentric. 
Firmly  fixed  to  the  top  ends  of  the  pillars  is  a 
Bubstantial  braai  frame  which  terminates  at  ib 
two  enda  in  V-shaped  supports  for  the  end' 
bearings.  These  Utter  are  agate  plates  cemented 
each  to  the  horizontal  bar  of  a  kind  of  atitrap, 
the  bar  terminating  on  eaob  side  in  a  cylindrical 
steel  pin  which,  when  the  balance  is  at  rest,  lies 
in  the  oorresponding  V  of  the  frame.  The 
oentrsl  pillar  conceals  a  movable  steel  rod,  fvo- 
vided  at  its  lower  end  with  a  wheel  which  rests 
on  the  eccentric.  Its  upper  end  carries  a  sub- 
stantial brass  block  which  divides  into  two  short 
tiers  above,  whilst  it  expands  below  into  a 
orizontal  pUto,  pierced  by  a  ciroular  perforation 
near  each  end.  These  perforations  St  exactly 
around  two  cylindrioal  steel  pins,  r,  r,  fixed  to  the 
top  plat«  of  the  pillars,  so  that  the  rod,  when 
moving  up  or  down,  cannot  turn  or  shake  in  the 
aligbtest  dearee.  The  space  between  the  two 
piers  is  bridged  over  by  the  central  bearing,  a 
plane  agate  plate  fixed  to  a  ptismatio  piece  of 
brass,  which  is  dovetailed  into  the  tops  of  the 
piers,  so  that,  while  perfectly  steady  when  in  ita 
place,  it  can  without  much  eRort  be  slid  out  or  in 
(Fig.  4).  It  is  inserted  while  the  beam  is  beins 
held  in  its  intended  position  and  passes  through 
a  large  perforation  in  the  beam  into  which  t£e 
midiUe  knife  projects.  The  beam  terminates  at 
its  left  end  in  one,  at  its  right  end  in  two,  horizon- 
tal steel  pins  whose  shoulders  are  continuous  but 
rapidly  expanding  surfaces  of  rotation,  and  these 
pins  &t,  the  single  one  int«  a  notch,  the  couple 
into  a  fork,  forming  part  of  the  fixed  arrestment 
frame.  In  the  arrested  balance  each  bearing 
is  almost  in  contact  with  its  knife ;  if  the 
eooentrio  be  now  turned,  the  central  bearing 
risee  and  lifts  the  whole,  beams  and  end-bearings, 
to  a  greater  or  less  height,  and  ultimately  into 
that  maximum  height  at  which  the  eccentric 
stands  still  witbout  being  Jttld  in  its  position. 
If  the  eccentric  be  now  turned  the  other  way, 
both  the  beam  and  the  end-bearings  fall  back, 
ultimately,  into  their  prescribed  positions  of 
rest,  even  if  they  should  have  twisted,  which, 
however,  they  never  do  in  the  instrument 
under  description.  For  a  balanoe  intended  for 
quick  work,  and  more  especially  for  one  used 
occasionally  for  the  weighing  out  of  predeter- 
mined quamities  of  solids  or  liquids,  this  system 
of  arrestment  is  the  best  that  »o  know  of,  be- 
cause it  enables  the  instrument  to  be  handled 
prcttymuch  like  an  ordinary  pair  of  scales  ;  only, 
to  be  able  to  do  so  to  the  beat  advantage,  and 
without  spoiling  the  terminal  pivots,  the  pans 
must  be  suspended  by  flexible  short-linlced  chains 


whose  length  is  so  adjusted  tha 
touch  the  table  when  the  balanoe . 
Stirrup-shaped  pan -suspenders 
in  the  figure)  are  more  convenii 
in  many  respects,  but,  for  tho 
consideration,  they  do  not  work 
bearing  The  ratchet-wheel  via 
was  intended  to  enable  the 
arrested  at  iDtermediate  position 
gamols  and  similar  operations) 
not  to  work  satisfactorily  ;  it 
better  to  have  a  block  of  wood  _ 
when  put  under  the  handle  it 


t,  the  pans  just 
is  fully  arrested. 
(as  represented 
.-nt  than  chains 
purpose  under 
itb  plane  end- 
' "  ■"  the  figure 


(in  taring  with 
'mt  was  found 
B  simpler  and 
~  adjusted  that 
just  raises  tho 


beam  sufficiently  to  enable  one  to  see  which  side 
goes  down. 

Instead  of  fixing  the  arrestment  frame  to  the 
pillar  and  making  the  central  bearing  movable, 
we  may  of  course  do  the  reverse,  and  this  latter 
system,  indeed,  is  generally  preferred  for  pre- 
oiaion  balances  of  a  higher  order. 

The  kindness  of  Messrs.  Q  Staudinger's 
Nachfoloer,  of  Oiessen,  Oermany,  enables  us  to 

CB  a  detailed  description  and  drawing  of  the 
d  of  movable  frame  arrestment  which  they 
are  in  the  habit  of  applying  to  tjieir  best  instru- 

As  shown  by  Fig.  S  (I.  to  IV.}  the  pillar  ia 
hollow  and  accommodates  a  round  bronie  rod  r. 
This  rod   itself,   however,   conceals  a  co-axiBl 


ronnd  rod  l  of  njckelled  steeL  The  bronze  rod 
F.kt  its  lower  end,  iagaided  by  perfonted  bloob, 
e,  e.  Fig.  I.,  while  at  its  upper  end  it  terminates 


m.  Section  tluoogh  pUlu  ud  m: 
IV.  Hfjruoiilai  projection. 

Fis.  6. 


perfoiftted  Mtd  guides  the  stteniuted  end  of  r  in 
its  up-snd.down  motion.  The  inner  (it«el)  rod, 
I.,  is   guided  similarly  within  the  IvonKc  rod  r 
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Knd  h»«  s  spring  t.  Fig.  II.,  about  its  lower 
end  \o  BSBist  its  nstural  tendencj  to  sink.  The 
two  rods  V  and  l  carry  two  independent  arrest- 
ment-bara  ;  l  thn  bar  Ti  for  the  end-bearingt,  r 
the  bar  T,  for  the  beam. 

A  aquare  pjUar  k  {Figs.  III.  and  IV.),  which 
rises  from  a  prolongatioa  nf  the  head  of  the  stand 
pillar  8,  by  passing  through  perforations  in  the 
two  b^  Tj  and  t„  prevents  any  motion  of 
these  about  the  axis  of  their  rods.  As  shown  by 
Fig.  IV.,  an  adjusting  screw,  passing  through  the 
bar,  and  a  flat  spring  1  on  one  side  of  the  square 
perforation  of  the  bar  (t,  or  T,),enfoioe  steadi- 
oesB  of  motion. 

The  upright  pins  g  g  (I.),  whiofa  an  tipj>ed 
with  sharp  agate  oones,  arrest  the  end-bearmKS 
by  rising  into  corresponding  conical  hollows  in 
the  latter.  (Fig.  6.  thotigh  taken  from  an 
Oertling  balance,  will  give 
an  idea  of  the  way  in  which  -i — , — 
these  pins  work.)  The  two 
slanting  lines  0  0  (Fig.  L)  li. 
are  meant  to  intucate 
two  Eupporta,  which  pass 
throvLgh  slots  in  the  pillar  s 
and  the  bronse  rod  t,  and  Fia.  6. 

are  fixed  to  the  inner  rod  I., 
to  lend  additional  rigidity  and   steadiness   of 
lOtioD  to  the  end-bearings  arrestment. 

Ttiia  wrestment  of  the  beam  is  effected  by  two 
adjnatable  piers  z  rising  from  the  bar  t,  of  the 
bronze  rod.  The  tops  of  these  piers  osrcy  toof- 
shaped  agat«  bearings,  in  whioh  the  arrested 
beam  Um  with  ita  lower  (bevelled)  edge.  This 
would  be  sufficient  to  keep  the  beam  from  turn' 
ing.  To  hinder  it  from  moving  progreesively, 
there  is  a  horizontal  frame  I.  (Fi^  IlL  and  IV.) 
united  with  bar  t,  by  two  little  pillars  o,  a,  and 
carrying  two  agate  bearings,  a  roof-shaped  one 
at  the  hinder  end  and  a  plane  one  at  the  front  end 
of  the  middle  (agate)  knife.  The  roof-shaped 
bearing  reoeivee  that  end  of  the  middle  knife 
as  the  roof-shaped  bearing  of  an  ordinary 
balance  would  (so  that  by  it,  and  the  two  beam- 
supports,  three  pointa  of  the  aireated  beam  are 
fixed  in  prescribed  positions) ;  the  plane  bearing 


by  means  of  a  screw,  so  that  the  arreeted  central 
knife-edge  can  be  made  rigorously  parallel  to 
the  fixed  central  bearing  of  the  working  in- 
strument. 

There  are  three  eccentrics,  all  attached  to 
the  same  axis  and  governed  by  the  same  handle 
(Fig.  II.),  one,  a,  for  the  bronze  rod  r,  a  second, 
s,  tor  the  inner  st«el  rod  L,  and  a  third,  c,  for 
a  pan-arreetment,  whose  mode  of  acting  wiU 
readily  be  seen  by  a  glance  at  Fig.  I.  When  the 
handle  st^ds  so  that  line  p  (Fig.  I.}  is  vertical, 
the  beam  is  arrested  ;  after  this  point  has  been 
passed,  the  beam-supports  remain  at  the  same 
altitude,  but,  on  turning  the  handle  further, 
bar  T,  is  raieed  to  lift  the  terminal  bearings  as 
soon  as  line  q  stands  vertical  The  last  third  of 
the  motion  of  the  handle  arrests  the  pans. 

The  principal  feature  in  Messrs.  Staudinger's 
Nachfoker's  airestraont  obviously  is  the  rela- 
tive intupendenoe  of  the  beam- arrestment  and 
of  the  end- bearings  arrestment.  In  most 
other  movable  frame  systems  there  is  only  one 
frame  for  both,  and  things  are  arranged  so 
tbat  the  mid<llc  edge  is  held  fast  after  the  end- 
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bearings  have  been  lifted  by  a  hair*8  breadth, 
and  that  the  upward  motion  oomee  to  an  end  as 
soon  as  the  miadle  knife  is  just  visible  above  its 
bearing.  A  refinement  upon  this  construction  is 
to  merely  effect  the  three  contacts,  and  then,  by 
means  of  a  special  eooentric,  to  let  the  middle 
bearing  drop  through  a  distance  of  0*1  or  0*2  mm. 

Whilst  all  the  several  points  of  a  rigid  though 
movable  arrestment-bar  move  up  ana  down  m 
vertical  straight  lines,  the  end-edges  of  the  vibra- 
ting beam  describe  circular  arcs.  Hence  when- 
ever the  bar  is  raised  against  the  slanting  beam, 
the  end-bearings  tend  to  slide  over  their  knives 
and  to  spoil  them.  To  preclude  the  possibility 
of  this,  Becker  ft  Sons,  m  their  finest  balances, 
make  the  bar  for  the  end  bearings  arrestment  of 
two  halves  which  are  hinged  on  to  the  pillar  in 
or  vecy  near  the  axis  of  rotation.  Sartorius 
adopted  this  system  and  brought  it  into  a  slightlv 
different  form,  regarding  which  we  refer  to  Bibl. 
4,  where  it  is  illiutratea  by  a  drawing. 

In  a  balance  which  has  only  plane  bearings, 
no  kind  of  arrestment,  of  course,  will  give  satiis- 
faotion,  unless  its  several  parts,  and  also  the 
pillar  and  the  sole,  are  sufiSoiently  substantial  to 
ensure  absolute  constancy  of  configuration  and 
absolute  stf^inesB  of  motion  even  after  long- 
continued  use.  The  old  masters  used  to  pay  great 
attention  to  this  important  point,  but  it  is  sadly 
neglected  by  the  majority  of  their  present  suc- 
cessors. 

In  a  balance  of  which  the  end-pivots  are  self- 
adjusting,  the  movable  arrestment  frame 
assumes  a  very  simple  form.  All  that  is  needed 
is  a  small  frame  bearing  V-shaped  notehes  for 
arresting  the  middle  knife  in  a  jvescribed 
position,  and  fixed  to  a  horizontal  bar  with  two 
projecting  pins,  in  order,  at  the  same  time,  to 
support  we  beam  in  a  horizontal  position.  As 
these  pins  have  no  other  function,  the  bar  may 
be  very  light,  and  the  whole  system  need  not 
have  tnat  absolute  steadiness  of  motion  which 
is  indispensable  in  the  case  of  plane  end- 
bearings. 

The  needle  and  fcdle  serve  to  define  the 
angular  position  of  the  beam.  In  all  modem 
precision  balances  the  needle  points  downwards, 
and  is  meant  to  embody  a  straight  line  passing 
through  the  axis  of  rotation  and  standing  per- 
pendiotdar  on  the  line  connecting  the  two  point 
pivots  A  and  b.  The  scale  is  attached  to  the 
pillar ;  its  zero,  if  the  stand  is  prox>erly  levelled, 
lies  vertically  below  the  axis  of  rotation.  To 
enable  the  stand  to  be  levelled,  there  must  be 
either  a  plumb  line  or  two  spirit  levels  fixed  to 
the  piUar,  and  so  adjusted  that  v^en  they  point 
to  their  zeros,  the  line  connecting  the  zero  of 
the  scale  with  ite  projection  on  the  middle 
edge  is  verticaL  The  scale  should  be  so  gradu- 
atei  that  the  needle-line,  if  produced,  would 
cut,  not  the  circle  described  by  the  needle's 
reference  point,  but  the  horizontal  tangent  to 
this  circle,  into  pieces  of  equal  length  {v.  infra). 
In  most  practical  cases,  however,  this  comes  to 
the  same  as  saying  *  into  pieces  of  equal  angular 
value.'  In  bauinces  provided  with  a  fixed  aneet- 
ment  frame  the  scale  should  be  made  to  move  up 
and  down  with  the  beam,  so  that  its  position  in 
reference  to  the  needle  remains  constant.  In 
most  balances  the  end-xx)int  of  the  needle  is 
just  dear  of  the  upper  circular  edge  of  the  scale, 
but  it  is  better  to  make  its  lowest  portion  almost 


linear,  and  let  this  project  over  the  scale  and 
almost  touch  it. 

The  rider. — Small  weights  are  difficult  to 
handle  and  easily  lost.  To  avoid  this  incon- 
venience, Berzelius  conceived  the  happy  idea  of 
dividing  the  right  side  of  the  beam,  or  rather  the 
horizontal  lever  arm  corresponding  to  it,  into  ten 
equal  parts,  and  substituting  one  rider  weighing 
ten  centigrams  for  all  the  centigram  and  milli- 
gram pieces  of  the  set  of  weights.  Obviously  the 
rider,  when  suspended  at  the  first,  second,  &c. 
mark  from  the  centre,  acts  like  1,  2,  &c.  centi- 
grams placed  in  the  pan,  and  it  is  equally  obvious 
that  every  tenth  of  a  division  on  the  beam  corre- 
sponds to  one  milligram  of  additional  weight. 
This  system  was  universally  adopted  and  is  still 
in  use,  only  with  this  qualinoation,  that  we  now 
apply  it  to  the  counting  of  the  milligrams  by 
means  of  a  rider  weighing  ten  milligrams.  The 
reason  for  the  change  is  obvious.  In  most 
balances  the  points  0  and  10  of  the  rider-scale 
are  inaccessible.  Becker  ft  Sons  avoid  this 
inconvenience  by  dividing  the  arm  into  twelve 
parts,  and  supplying  a  rider  weighing  twelve 
milli^ms.  Ottier  makers,  for  instenoe,  Messrs. 
Verlwek  ft  Peckholdt,  of  Dresden,  make  the  top 
bar  of  their  beams  exactly  horizontal,  and, 
besides  keeping  it  clear  of  impediments,  make  it 
project  beyond  the  terminal  edges.  One  of  the 
advanteges  of  this  svstem  is  that,  in  tiie  case  of 
a  short  iMam,  it  enables  us  to  double  the  degrees 
of  the  rider  scale,  by  dividing  each  arm  into  only 
five  (integer)  parts,  numbenng  these  from  the 
left  knife  onwards  and  using  a  rider  weighing 
five  milligrams.  Only,  if  we  do  so,  the  rider 
suspended  at  the  zero  must  be  counted  part  and 
parcel  of  the  instrument.  Bunge  provides  a 
special  rider-bar  so  contrived  that  the  path  of 
the  rider  lies  in  the  plane  of  the  three  axes.  This, 
theoreticaUyp  is  the  most  perfect  arrangement. 

A  rider  arrangement,  to  be  complete,  must  be 
supplemented  by  a  mechanical  contrivance  en- 
abling one  to  shift  the  rider  while  the  balance 
case  IS  closed,  and  to  do  so  with  greater  rapidity, 
ease,  and  certainty  than  would  be  afforded  by  a 
forceps,  supposing  the  case  to  be. open.  Rider- 
guides  fulmlW  this  latter  condition  are  scarce  ; 
even  with  the  TOst  the  rider  drops  down  occasion- 
ally, and  has  to  be  searched  for. 

To  avoid  this  source  of  anno vanoe  Hempel  does 
away  with  the  rider  and  substitutes  for  it  a  vane 
with  a  limb  graduated  into  milligrams  {v.  infra). 

The  gravity  bob — a  small  button  or  disc  of 
metal  so  attached  to  a  wire  standing  verticaUy 
on  the  top  of  the  beam  exactly  above  the  axis  of 
rotation  that  it  can  be  screwed  up  and  down 
along  the  whole  range  of  the  wire.  It  enables 
one  to  raise  or  lower  the  centre  of  gravity  of  the 
beam,  and  thus  to  esteblish  any  desirable  degree 
of  sensibility. 

A  bob  thus  constructed  meeto  all  the  require- 
mento  of  the  balance  maker,  but  for  the  chemist 
who  uses  the  balance  it  is  desirable  to  have  an 
arrangement  which  enables  him  at  a  moment's 
notice  to  esteblish  any  predetermined  degree  of 
sensibility.  Such  an  arrangement  was  invented 
by  the  writer  some  years  ago  (Bibl.  8  and  5).  It 
consists  of  a  small  bob  fixed  by  mere  friction 
to  the  upper  end  of  the  needle,  which  at  that 
part,  has  the  form  of  a  trian^lar  P[ism,  and 
is  provided  with  a  graduation.  The  mode 
of  stondardising  the  scue  is  explained  below. 
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Same  arrangement  for  esiahlishing  perfect 
equilibrium  in  the  unloaded  instrument  is  re- 
quired. A  small  bob  screwing  along  a  horizontal 
wire  fixed  to  some  convenient  part  of  the  beam 
answers  beet.  Lees  convenient  is  a  '  vane,' 
meaning  a  little  movable  horizontal  lever  at- 
tached to  the  lowest  point  of  the  wire,  which 
carries  the  ordinary  gravity-bob,  or  to  the 
upper  part  of  the  neecfle.  To  understand  the 
working  of  the  vane — and  at  the  same  time  that 
of  Hempel's  invention  above  refeired  to — sub- 
stitute for  the  vane  an  equivalent  rigid  line 
(Fig.  7).    If  the  vane-line  stands  in  the  position 


Fio.  7. 

00 — i.e.,  if  it  is  parallel  to  the  middle  knife— it 
adds  no  weight  to  either  side,  if  turned  through 
90^  into  position  O  (10),  it  virtually  adds,  tot 
us  say,  10  milligrams  to  the  charge  of  the  right 
pan.  Divide  the  line  O  ( 10)  into  ten  equaJ  parts, 
erect  an  ordinate  in  each  point,  and  you  find  the 
points  0,  1,2,  3,  &c.,  of  the  circular  path  of  the 
end-point  of  the  vane,  to  which  the  vane-line 
must  point,  if  the  virtual  addition  to  the  right 
pan  is  to  be  equal  to  0, 1,2....  10  milligrams.  A 
glance  at  the  figure  shows  one  weak  point  in  the 
vane  contrivance.  There  is,  however,  no  need 
of  our  dividing  the  circular  limb  exactly  in  the 
way  of  our  figure.  We  may,  for  instance,  place 
the  zero  at  the  —7  and  the  ten  at  the  +7  of  our 
figure,  divide  the  interval  between  this  projec- 
tions on  line  (10)  (10)  of  +7  and  —7  into  ten 
equal  parts,  and  so  adjust  the  mass  of  the  vane 
and  its  distribution  that,  by  turning  it  from  the 
new  zero  (at  —7)  to  the  new  *  10 '  (at  +7),  we 
virtually  add  10  milligrams  to  the  right  charge. 
The  degrees,  corresponding  each  to  1  milligpnam, 
then  become  so  nearly  eqvM  to  one  another  that 
the  subdivision  of  each  mto  ten  parts  of  equal 
angular  value  is  permissible. 

Thb  Thxoby  ov  thb  Balancb. 

For  a  first  approximation  imagine  a  balance 
which  is  ideally  perfect,  and  assume  it  to  be 
charged  with  F  grams  from  the  left  and  with 
P  grams  from  the  right  point  pivot.  The 
baluioe,  when  free  to  vibrate,  can  remain  at  rest 
in  only  its  normal  position,  and  if  brought  out 
of  it  will  vibrate  about  it  as  a  ncndulum,  because 
the  two  charges  are  equivalent  statically  to 
one  heavy  partide  weighing  2P,  situated  in 
the  central  raiife-edge.     Mow,  put  a  small  over- 


weight A  on,  say,  the  right  pan ;  the  position  of 
potential  rest  will  shift,  and  the  beam,  to  reach 
it,  must  turn  (downwards  on  the  right  side) 
through  a  certain  ansle  a,  which  depends  only 
on  A  and  on  the  weight  W  of  the  empty  beam, 
which  latter  we  may  assume  to  be  concentrated 
in  its  centre  of  gravity  o,  the  force  2P  being 
obviously  out  of  consideration.  But  the  two 
weights,  A  at  &  and  W  at  o,  are  equivalent  to  a 
point  weighing  W+A  and  lying  on  the  straight 
line  o&  at  a  point  o',  not  far  from  a  The  new 
position  of  rest  is  gained  as  soon  as  o'  lies  verti- 
cally below  the  axis  of  rotation,  or,  to  put  it 
in  other  words,  the  right  side  of  the  beam  goes 
down  until  the  leverMo  of  A  is  so  far  reduced 
and  that  of  W  has  so  tkr  increased,  that  the  two 
momenta  etaiiea  are  equal  to  each  other. 

Imanne  now  the  axis  of  rotation  weco  shifted 
vertical!^  ujftwards  through  a  small  height  h,  but 
remained  pmllel  to  itself.  The  imaginary  point 
weighing  2P  now,  as  soon  as  the  beam' turns, 
has  a  lever  and  helps  the  weight  W ;  the  beam 
will  turn  through  a  less  angle  a'  to  gain  its  new 
position  of  rest,  and,  supposing  2P  to  increase, 
a'  becomes  less  as  2P  increases. 

Imaffine  now  the  axis  of  rotation  to  be 
shifted  downwards  towards  the  centre  of  gravity. 
The  heavy  point  weighins  2P  grams  now  helps 
A,  and  the  angle  which  separates  the  two 
positions  of  rest  will  become  greater  than  the 
original  i^ngle ;  the  greater  2P  the  greater  will 
be  the  actual  angle  a".  But  the  two  weights,  W 
concentrated  in  c,  and  2P  concentrated  in  the 
centre  of  the  line  ab,  taken  jointly,  are  equi- 
valent to  one  point  o'  weighing  W+2P  grams, 
and  situated  on  the  straight  line  connecting  the 
two  points;  and  supposing  2P  to  increase 
gradually  from  nU  onwards,  if,  in  the  second 
case,  wiU  rise  and  rise,  and  at  a  certain  value  of 
2P  fall  into  the  axis  of  rotation.  The  balance 
then  has  no  definite  position  of  rest ;  and  if  o' 
rises  still  higher,  the  oalance  upsets.  However 
small  an  overweight  A  may  be  put  on  either  side, 
the  beam  would  have  to  turn  upside  down  to 
reach  its  one  (theoretical)  position  of  stable 
equilibrium. 

The  balance  maker  of  course  takes  care  so 
to  adjust  his  instrument  that  even  if  the  sensi- 
bility is  at  the  highest  value  which  the  balance 
is  meant  to  affora,  and  the  two-sided  chaige 
2P  at  its  maximum  likewise,  the  centre  of 
gravity  of  the  whole  eyetem  lies  on  the  safe  side 
of  the  axis  of  rotation. 

Assuminff  this  condition  to  be  fulfilled,  the 
balance  to  oe  exactly  equal  armed  and  to  be 
charged  with  a  pan  weishing  p,  grama  and  a 
load  of  p  grams  on  each  side,  the  angle  a  of 
deviation  is  governed  by  the  equation 

Al 
^*  =  W«  +  2(po+M    •         •  ^^^ 

where  I  stands  for  the  arm-length,  «  for  the 
distance  of  the  centre  of  gravity  of  the  empty 
beam  from  the  axis  of  rotation,  and  h  for  the 
distance  of  the  axis  of  rotation  from  the  plane 
of  the  two  end-edges,  the  axis  being  assumed  to 
lie  above  the  pluie.  In  the  opposite  case  h  must 
be  asMumed  to  be  negative,  or  the  plus  elea 
before  the  second  term  in  the  denominator  be 
replaced  by  a  minus  sign.  But  tga  is  the  ratio 
of  the  absolute  length  of  scale  (measured  tan- 
gentially,  v.  stipra)  corresponding  to  angle  a  to 
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the  difitftnoe  I  of  iho  tangent-xeio  from  the  axis 
of  rotation.     Uenoe  we  have 


f|s= 


All 


where,  supposing  I  to  be  measnred  in  tangential 
Boole  d^roes,  n  may  be  read  as  meaning  the 
number  of  degrees  through  which  the  needle 
turns  in  oonsequence  of  the  addition  of  A.  The 
product  condensed  into  *£'  we  will  call  the 
sensibility.' 
The  reciprocal  of  £,  t.e.  the  number  £~' 

ca=,  is  the  weight- value  of  1  degree  of  the  scale 

— 1.6.  the  particular  A  which  makes  fial. 
With  a  precision  balance  the  milligram  is  a 
convenient  unit  for  A. 

For  a  balance  provided  with  the  writer's 
auxiliary  bob,  eq.  (2)  may  conveniently  be 
brought  into  the  form 

-^=£ ^^ .(2a) 

where  b  is  the  weight  of  the  bob  and  yQ-\-y  the 
distance  of  its  centre  of  gravity  from  the  axis  of 
rotation  y^,  being  that  distance  which  prevails 
when  the  bob  is  at  its  highest  (zero)  position. 
In  a  well-made  balance  the  influence  oi  P  on  E 
is  small ;  we  may  therefore  assume  the  P  of  the 
equation  to  be  some  average  value,  and,  con- 
tracting constants,  say,  the  weight-value  of  one 
degree  is 

E->«A-fBy       .         .         (8) 

where  A  and  B  are  constants ;  A  obviously  being 
that  value  which  K-^  assumes  when  y=0.  —  B 
is  easily  determined  by  one  trial  at  y=to  its 
maximum,  and  the  scale  thus  standardised. 

The  theory  of  the  rider  might  be  allowed  to 
take  care  of  itself  if  it  were  a  general  practice 
to  place  the  rider's  path  exactly  into  the  plane 
of  the  three  axes.  But  such  is  not  the  case ; 
this  path,  as  a  rule,  lies  above  the  plane,  and 
each  mark  at  its  own  altitude  H.  Let  us  there- 
fore assume  that,  after  the  balance  had  been 
charged  with  P  on  each  side,  a  rider  weighing 
p  htua  been  suspended  at  a  point  of  the  beam 
corresponding  to  the  fraction  kl  of  the  arm- 
length  (at  the  lOky**  mark  counting  from  the 
centre).  If  the  beam  stand  horizontal,  and  a 
weight  iyt  be  placed  in  the  opposite  pan,  the 
beam  will  remain  in  equilibnum,  because  we 
have  l{pk)s=p{kl)  whatever  H  may  be ;  the  rider 
where  it  is  and  the  charge  kp  (virtually)  in  the 
left  knife-edge  are  conjointly  equivalent  to  a 
fixed  point  weighing  kp+p,  and  situated  on  the 
straight  line  jominff  the  left  edge  and  the  point 
(lOk)  where  the  rufer  is.  And  this  equivalence 
holds  for  the  slanting  beam  as  well,  and  is  inde- 
pendent of  P.  But  the  sensibility  of  the  beam 
with  the  rider  on  is  evidently  greater  than  it 
was  with  the  rider  o£f.  Statically  speaking, 
the  weight  of  the  beam  and  the  two  charges  F 
and  P  are  equivalent  to  a  fixed  point  Cq  weigh- 
ing W'=W+2P,  and  situated  vertically  below 
the  axis  of  rotation  at  a  distance  S^,  and  this 
particle,  conjointly  with  the  one  embodied  in 
the  rider,  is  equivalent  to  a  point  weighing 
W-f  2P4-p,  and  Hituated  on  the  straight  line 
between  Cg  and  the  point  where  the  riucr  sits. 
Referring  to  a  system  of  rectangular  co-ordinates 
whose  A-axis  passes  through  the  centre  of  the 
central  edge  and  is  parallel  to  AB,  and  whose 


Y-axis  passes  through  the  same  centre,  wo  have 
for  the  position  of  the  resultant  point  the 
equations 

z{W'  +  p)  =  Z*p  ;  and  y( W  +  p)  =  W'*,  -  pH 

We  see  that  if  H  be  constant — i.e.  if  the  rider- 
path  be  parallel  to  the  plane  of  the  three  axes — 
tga  is  proportional  to  the  overweight  kp  virtu- 
ally addea  to  the  charge  of  the  rignt  pan  ;  but 
it  is  as  well  to  notice  that  the  tga  of  our  equation 
is  different  from  the  {tga)^  which  is  brought 
about  if,  instead  of  hanging  the  rider  on  the 
(lOifc)^^  mark,  we  actually  put  kp  units  into  the 
right  pan.     Obviously 

With  a  rider  weighing  only  10  milligrams,  and, 
say,  a  hectogram  baUnce,  the  term  pK  in  the 
denominator  comes  to  very  little,  but  with  a 
rider  of  ten  times  the  weignt  it  (as  a  rule)  can 
no  lonser  be  neglected;  such  a  rider  cannot 
conveniently  be  used  unless  H  is  constant  and 
the  rider  must  always  hang  at  the  balance  (at 
its  zero,  over,  say,  the  central  knife  when  it  is 
not  used  as  a  weight),  or  else  the  sensibility 
has  one  value  with  the  heavy  rider  on  and 
another  with  the  rider  off.  Another  requisite  is 
that  notches  cut  into  the  beam  be  substituted 
for  mere  marks,  and  that  the  rider  have  a  sharp 
edge  to  give  sufficient  constancy  of  position  to 
its  point  of  application. 

From  what  we  have  said  so  far,  it  would 
appear  that  in  a  balance  provided  with  a  gravity- 
bob  we  can  give  the  sensibility  an^  value  we 
may  fancy.  And  so  we  can,  out  it  does  not 
follow  that  yre  can  command  any  desired  degree 
of  precision.  Because  the  three  edges  and 
bearings  are  not  what  they  ought  to  be,  and, 
as  a  little  reflection  shows,  the  effect  of  their 
defects  is  the  same  as  if,  say,  the  length  of  the 
right  arm,  instead  of  being  at  the  constant 
value  If  oscillated  irregularly  between  l—K  and 
l-\-K,  where  x  is  a  ve^  small  length,  which 
increases  when  W  and  f  increase,  but  is  inde- 
pendent of  I,  And  this  again  is  the  same  as 
if  X  were  nil,  but  the  chaise  of,  say,  the  right 
side«  instead  of  being  at  a  constant  value  P, 
varied  irregularly  from  P— €  to  P+€.  In  a 
given  balance  cluu^cd  with  a  given  P  at  each 
side  c  is  constant,  out  the  corresponding  angle 
of  deviation  fi  varies  when  the  sensibility  varies. 
Within  this  angle  fi  the  balance  is,  so  to  say,  in 
a  state  of  indifferent  equilibrium.  By  going  a 
little  more  deeply  into  the  matter,  we  easily 
satisfy  ourselves  that,  even  allowing  for  the  fact 
that  we  cannot  substitute  a  longer  for  a  shorter 
beam  without  increasing  the  beam-weight,  c  will 
increase  when  I  becomes  less.  In  a  balance 
meant  to  afford  a  certain  degree  of  precision, 
we  cannot  allow  the  arm-lengtn  to  fall  below  a 
certein  (very  uncertain)  value  Iq, 

A  glance  at  eq.  (2)  would  show,  if  it  were 
not  clear  without  it,  that,  if  the  three  axes  lie  in 
exactly  the  same  plane— i.e.  if  A=0 — the  sensi- 
bility "  becomes  independent  of  the  charge, 
which  is  a  great  convenience.  But  h  obviously 
cannot  be  equal  to  nil  at  all  charipes ;  hence  in 
the  case  of  the  best  instruments  it  is  regulated 
so  that  it  has  a  small  negative  value  when  only 
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the  paas  are  suspended,  and,  by  the  unavoidable 
defleotion  of  the  beam,  becomee  nil  at  some 
suitably  selected  medium  charge,  so  that,  from 
this  charge  upwards,  it  has  small  positive  values. 
That  such  a  degree  of  preoision  cannot  be 
attained  by  pure^  constructive  methods  goes 
without  saying ;  indeed,  any  precision  balance 
requires  to  be  *  adjusted '  before  it  is  fit  to  be 
used.  For  this  purpose  the  value  of  the  h  corre- 
sponding to  the  medium  charge  and  the  ratio 
of  the  actual  arm-lengths  I' :  I"  must  be  deter- 
mined and  the  errors  h  and  pf—l  corrected. 

For  the  direct  geometric  measurement  of  h 
special  apparatus  iiave  been  constructed,  which, 
in  their  present  form,  we  believe,  afford  a  suffi- 
cient degree  of  precision ;  but  the  final  test 
always  is  (or  at  least  was  until  lately)  at  a  suit- 
able position  of  the  bob,  to  determine  the  weight- 
value  E"*^  of  one  degree  of  deviation  for  a  series 
of  charges,  say,  |)=0,  60,  100  grams,  &c.,  up 
to  the  maximum  charge  which  the  balance  is 
intended  to  measure ;  and  to  at  least  virtually 
calculate  the  corresponding  values  h  by  means 
of  eq.  (2).  Whether  h  is  positive  or  negative, 
is  of  course  seen  from  the  values  £~*  without 
calculation.  Supposing  now  h  has  a  greater 
value  than  can  be  tolerated,  one  of  the  Knives 
must  be  lowered  or  raised  until  at  a  certain 
medium  charge  the  three  edses  are  as  exactly 
as  possible  in  one  plane.  Most  mechanicians 
provide  adjusting  screws  for  this  purpose  which 
enable  one  to  work  in  a  systematic  manner. 
Some,  however  (for  instance,  Becker  k,  Sons, 
foUowins  the  example  of  Beleuil),  prefer  to  fix 
all  the  knives  definitely  and  to  alter  the  form 
of  the  beam  itself  by  means  of  the  hammer.  If 
the  central  edge  has  to  be  lowered,  the  lower 
bar  of  the  beam  is  struck  (on  both  sides) ;  if  it 
is  to  be  raised,  the  upper  bar  is  struck,  until  the 
correction  is  presumaUv  almost  but  not  quite 
completely  effected.  The  values  E"^  are  then 
a^ain  determined,  and  if  they  are  not  suffi- 
ciently near  one  another,  the  hammering  is 
renewed  until  the  adjustment  is  perfect.  Li  a 
similar  manner  (or  by  means  of  adjusting 
screws)  the  two  arms  are  made  equal  to  each 
other.  The  test  here  is  very  simple.  The 
balance,  after  having  been  brought  to  the 
highest  degree  of  sensibility  which  it  will  stand 
at  the  highest  charge  P,  is' charged  with  exactly 
P  grams  on  each  side.  The  longer  arm  goes 
down,  and  by  determining  the  small  over- 
weight which  must  be  added  to  the  other  side  to 
cstaolish  equilibrium,  we  can  easily  determine  the 
ratio  V :  V*  numerically.  All  th^  adjustments 
are  effected  W  the  mechanician,  and  when  once 
effected  are  final.  Some  mechanicians — ^for  in- 
stance, the  Beckers — fix  even  the  centre  of 
gravity,  but  this  is  a  mistake.  A  balance,  to  be 
complete,  must  have  a  movable  *  bob  '  to  enable 
the  operator  to  give  the  sensibility  that  value 
which  suits  him  best.  What  degree  of  sensi- 
bility should  we  choose  7  Answer :  In  general, 
the  lowest  degree  which  suffices  for  the  purpose 
in  hand.  Supposing,  for  instance,  we  can  neglect 
the  half-milligram,  it  is  of  no  use  to  screw  up  the 
bob  any  higher  than  necessary  for  rendering 
the  angle  of  deviation  corresponding  to  0*5  mil- 
ligram conveniently  visible  and  no  more,  because 
the  less  the  sensibility,  the  greater  the  ran^e  of 
weights  determinable  by  the  method  of  vibra- 


tion, the  greater,  as  is  easily  shown  from  eq.  (2), 
the  relative  independence  of  the  sensibility  from 
the  charge,  and  last,  not  least,  the  less  the  time 
of  vibration.  The  time  of  vibration  can  of 
course  not  be  allowed  to  fall  below  a  certain 
minimum,  or  else  the  centres  of  gravity  of  the 
charges  will  not  be  able  to  follow  uie  oscillations 
of  the  beam  with  sufficient  promptitude.  But 
this  clause,  with  lai^er  balances  wrought  M  Meh 
precision,  usually  takes  care  of  itself.  The 
exact  relation  in  a  balance  between  the  time  of 
vibration  t  (in  seconds)  and  the  sensibility  E  is 
given  by  equation : 

<«  =  j[i{A;W  +  2P}-E      .         .  (6) 

where  R  is  the  length  of  the  mathematical 
pendulum  beating  seconds  at  the  place  of  obser- 
vation, P  the  total  charge  on  one  side,  and  k 
a  numerical  factor,  kWl*  being  the  momentum 
inertice  of  the  empty  beam.  With  the  customary 
perforated  rhombus  or  .triangle,  k  is  very  nearly 
equal  to  4.  From  the  equation  we  clearly  see  that 
with  a  *  bob '  of  sufficient  range  we  can  choose 
our  own  time  of  vibration  or  our  own  sensibility, 
but  we  cannot  choose  both,  in  a  ready-made 
balance.  It  stands  differently  with  a  hcuance  to 
he  constructed.  To  avoid  indefiniteness,  lot  us 
assume  that  we  wished  to  design  a  balance  for 
weighing  quantities  up  to  100  grains  with  a 
toleration  of  0*1  mgr.  Let  us  assume  also  that 
we  had  made  up  our  minds  regarding  the  mate- 
rial and  the  general  form  for  the  beam,  and  that 
we  had  defined  the  latter  so  that  the  relation 
between  arm-length  I,  and  weight  W,  \i'ere  in 
accordance  with,  an  equation  of  the  form 

W  =  C  +  BZ  .  .  .  (7) 
where  W  includes  the  empty  pans,  C  designates 
the  conjoint  weight  of  all  that  which  is  inde- 
pendent of  I ;  and  B  stands  for  the  weight  of  the 
rest  if  the  arm-length  2=1.  Our  equation  now 
assumes  this  form 

/•  =  4{C»  +  2i)  +  6z}e    .         .  (8) 

where  p  stands  for  the  charge  in  each  pan. 
This  equation  affords  some  guidance  in  the 
selection  of  {.  Assuming  for  £  a  value  which 
renders  the  decimilligram  just  visible,  and 
taking  p=0,  we  substitute  for  t  the  smallest 
admissiole  value  and  solve  our  equation  in 
resard  to  {.  Of  course  cannot  be  allowed  to  fall 
b^ow  that  minimum  Zq  (v.  supra)  at  which  the 
inherent  error  would  rise  to  anything  like  0*1  mgr. 
Where  does  this  limit  value  u  lie  ?  Staudinger 
used  to  draw  the  line  at  200,  Oertling  at  180 
millimetres,  and  similar  values  were  adopted  by 
other  makers,  until  Bunge,  some  twenty- five 
years  ago,  showed  in  the  most  direct  manner 
possible  that  a  sufficient  degree  of  constancy 
can  be  attained  with  an  arm-length  of  as  little  as 
60  millimetres.  Thanks  to  the  general  excellence 
of  Bunge's  work  his  short  beams  soon  became 
very  popular  with  chemists,  and  the  fact  that 
almost  ful  other  German  makers  have  since  come 
to  adopt  the  Bunge  system  shows  that  the 
additional  perfection  in  the  pivots  which  the 
short  beam  undoubtedly  demands  is  not  so 
difficult  to  realise  as  an  outsider  might  bo  in- 
clined to  think.  Assuming  this  difficuUv  to  be 
overcome,  it  cannot  be  denied  that  the  short  in 
opposition  to  the  long  beam  does  offer  certain 
advantages.    Ist.  It  is  relatively  light,  and  hence 
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the  workinff  of  the  arrestment  is  a  less  effort. 
2nd.  It  is  less  liable  to  inegularities  through 
one-s»led   elevation  of   temperature.    Perhaps 
v^-e  may  add  that,  3rd,  it  is  easier  in  its  case  than 
in  that  of  the  long  beam  to  make  a  smooth- 
workins  arrestment,  and  on  this  account  chiefly 
it  enables  one  to  weigh  more  quickly.    4th,  and 
least  in  our  opinion,  it  vibrates  more  quickly. 
Not  that  we  vidue  this  last  advantage  at  nothing. 
The  writer's  auxiliary  bob  indeed  was  invent^ 
with  the  very  object  of  remedyins  the  corre- 
sponding defect  in  the  older  form  ^  the  instru- 
ment, being  orisinallv  intended  to  be  used  thus. 
In  the  out^t,  place  the  bob  far  down,  say  to  the 
mark  where  1^  of  deviation  corresponds  to  2 
mgrs.  or  some  other  value  securins  great  rapidity 
of  vibration,  and  establish  equiliorium  as  far  as 
thus  possible.     Then  raise  the  bob  to  the  mark 
at  which  l^BsO'l  mgr.,  allow  to  vibrate,  shift  the 
rider  correspondingly,  and  verify  your  result. 
The  writer,  however,  soon  came  to  find  this 
method  less  convenient  than  he  had  expected, 
and  adopted  another  very  obvious  expedient. 
It  is  easy  in  any  beam  to  bring  down  tne  time 
of  vibration  to  the  least  value  one  could  reason- 
ably wish  for  by  screwing  do^-n  the  bob  to  the 
corresponding    place.    This,    of    course,    may 
render  the  deoimilligram  invisible  to  the  naked 
eye.     But  why  not  help  the  eye  by  optical 
means  ?    An  ordinary  lens  magnifying  six  times 
linearly  affords  more  than  there  is  any  occasion 
for ;   only  it  magnifies  the  parallactic  error  as 
well,  and  the  effoH  to  avoid  this  error  strains  the 
eye  very  unpleasantly.    This  experience  led  the 
writer  to  the  following  combination,  which  he 
found  to  give  perfect  satisfaction.    A  narrow 
ivory  scale  divided  into  degrees  of  about  0*1  mm. 
is  fixed  slantingly  to  the  needle  prettv  far  down, 
yet  far  enough  up  for  not  obscuring  the  ordinary 
scale  which  does  duty  as  usual ;    on  the  other 
hand,  a  compound  microscope  of  feeble  power, 
which  passes  through  the  central  fixed  portion  of 
the  front  pane  of  the  case,  is  fixed  slantingly,  to 
the  pillar.    The  microscox>e  has  one   vertical 
'  wire  *  in  its  f  oons  which  acts  as  a  needle.     As 
the  microscope  inverts  its  images,  the  apparent 
motion  of  the  wire  in  reference  to  the  scale 
(which  one  easily  persuades  himself  is  fixed)  is 
the  same  in  sense  as  the  real  motion  of  the 
needle  in  reference  to  the  ordinary  scale,  so 
that  mistakes  in  regard  to  the  +  <^d  —  are 
avoided.     The  ordinary  scale  is  graduated  after 
the  micro-scale  so  that  each  of  it<s  degrees  is 
equal  in  angular  value  to   10®  of  the  latter. 
The   writer  some   five  years  ago  caused  Mr. 
Oert'ling  to  apply  this  smrangement  to  two  of 
his  balances,  and  he  has  found  it  to  work  very 
satisfactorily.     Although  it  was  originallv  in- 
tended chiefly  for  special  occasions — ^the  aaj  list- 
ing of  weights,  &c.-^it  is  used  even  for  our  every- 
day work,  as  it  was  found  that  the  microscope 
puts  a  less  strain  on  the  eye  than  the  naked-eye 
reading    of    the    ordinary    scale.     The    micro- 
scopic arrangement  described  adds  about  32.  to 
the  cost  of  the  balance.    A  cheaper  arrangement 
is  the  following.     A  micro-scale,  divided  con- 
veniently into  fifth-millimetres,  is  fixed  slantingly 
to  the  pillar,  the  needle  at  the  corresponding 


pirt  is  shaped  thus. 


and  a  hair  by  moans 


of  capillary  perforations  is  stretched  out  between 
a  and  h  ;  the  hair  is  parallel  to  the  face  of  the 
scale,  and  only  some  0*2  to  0*5  mm.  removed 
from  it.  A  short  terrestrial  telescope,  fixed  in 
the  central  (fixed)  part  of  the  front-pane  of  the 
case,  serves  for  the  readings.  The  object  glass 
serves  only  to  produce  an  image  of  the  scale  and 
hair  within  the  tube,  which  the  eye-piece  (a 
compound  microscope)  magnifies  as  far  as  neces- 
sary. As  the  telescone  need  not  be  perfectly 
steady,  it  can  be  fixea  at  a  relatively  low  cost. 
We  have  used  this  arrangement  in  connection 
With  one  of  our  balances  for  over  two  years,  and 
found  it  to  be  almost  as  good  as  the  one  first 
described. 

On  the  SBirriKQ  up  and  Testing  of  a 
Pbecision  Balance. 

A  real  precision  balance,  to  be  able  to  do 
justice  to  Itself,  must  stand  on  a  very  steady 
support,  in  a  room  where  it  is  not  exposed  to 
one-sided  changes  of  temperature.  The  light 
should  fall  in  from  the  back  of  the  observer. 
The  best  support,  of  course,  is  a  pillar  of  masonry, 
standing  directly  on  the  earth.  Next  after  it 
(in  a  BUDstantiaJly  built  building)  comes  a  shelf 
fixed  to  the  wall  by  strong  brackets.  A  good 
heavy  table,  however,  sufhces  in  practice.  In 
a  large  city  the  street  traffic  becomes  very  in- 
convenient in  weighuig.  Its  effect  can  be 
minimised  by  puttmg  small  pieces  of  thick 
vulcanised-rubber  {date  between  the  legs  of  the 
case  and  the  table.  In  the  examination  of  a 
newly  set-up  balance  we  naturally  begin  by 
seeing  that  the  arrestment,  the  rider-shiftinff 
apparatus,  &c.,  are  in  good  order,  we  then  level 
the  case,  and  next  leave  the  balance  to  itself 
for  some  four  hours  at  least,  to  enable  it  to 
acquire  the  temperature  of  the  room.  After 
these  preliminaries  we  proceed  to  the  following 
determinations. 

DetermiruUion  of  the  inhereTit  error  f. — ^For 
this  purpose  we  charge  the  balance  equally 
on  both  sides  ^vith  the  highest  weight  wmch  it 
is  intended  to  measure  (a  hectogram  balance,  for 
instance,  with  a  hundred-gram  piece  on  each 
side),  and  after  having  established  approximate 
equilibrium  at  the  hiffhest  degree  ot  sensibility 
which  the  balance  wilTstand  at  this  charge  with- 
out giving  obviously  inconstant  readings,  deter- 
mine the  exact  position  of  rest,  first  with  the 
two  hectograms  in  the  centres  of  their  pans, 
and  then,  m  a  series  of  successive  experiments, 
with  one  or  other  of  the  hectograms  placed 
at  some  point  of  the  edge  of  its  pan  so  as  to 
give  any  non-parallelism  in  the  axes  or  any 
other  defect  in  the  terminal  pivots  a  good 
chance  of  influencins  the  result,  taking  care  to 
interpolate  occasionally  an  experiment  with  the 
tiKX)  weights  centrally  placed  in  order  to  see  if 
the  balance  still  gives  the  same  readings  as  it  did 
at  first.  If  it  does  not,  this  is  probably  owing  to 
external  causes,  such  as  unequal  heating  of  the 
two  arms.  To  be  able  to  translate  degrees  of 
deviation  into  differences  of  weight,  we  must  at 
some  stage  make  two  successive  determinations 
of  the  position  of  rest,  one  with  P'  in  the  left 
and  P"  in  the  right  pan  (P'  and  P"  stand  for  the 
two  hectogram-pieces)  and  another  with,  say, 
one  milligram  added  to  P".  For  the  precise 
I  determination  of  a  position  of  rest,  we  cause  the 
balance  to  vibrate  moderately,  and  (neglecting 
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the  first  reading  as  being  in  general  liable  to 
irregularities),  record  3,  6,  7  .  .  .  suooessive 
turning-points  of  the  needle,  applying  a  +  to 
scale-points  lying  to  the  left,  ana  a  —  to  scale- 
points  lying  to  the  right  of  the  zero  (or  vice 
versd) ;  an  odd  number  in  any  case  in  order  to 
correct  for  the  retarding  effect  of  the  resistance 
of  the  air,  &c. ;  those  influences,  in  other  words, 
through  which  the  needle,  supposing  it  to  start 
from  — 4^  at  the  end  of  a  douole  vibration,  does 
not  come  back  to  exactly  — 4%  but  perhaps  to 
— 3*7^  The  aljgebraic  sum  of  any  two  succes- 
sive readings  gives  the  point  a  of  the  scale  at 
which  the  nerale  would  come  .to  rest,  in  half- 
degrees,  and  there  is  no  reason  why  the  half- 
de^pnee  should  not  be  adopted  as  a  convenient 
unit  for  the  purpose  in  hand.  Supposing  the 
readings  to  be 

01  O)  ^s  ^4  "^s 

(Example)  +3-7     -2-7     4-3-6    -2-4     4-3-6 
we  have  for  a  the  values  :  ai4-«i=4-l'0;  ai4-aa 
=  4-0-8;   a,4-a4=4-ll;   a44-«5=  4-11 -Mean 
=  4-1*0. 

The  mean  value  of  the  four  results  is  put 
down  as  the  value  of  a.  Supposing  a,  through 
the  addition  of  A  milligrams  to  the  right 
charge  to  increase  by  n  demi-degrees,  then 

£=--(==  2  '£*  in  the  sense  of  our  equation 
A 

(2) )  is  the  sensibility  in  demi-degrees ;  and  its 

reciprocal  E-*  =  ~(  ~  op  •  •  •  ®^  equation  (2)  j 

the  weight-value  of  the  demi-degree  in  milli- 
grams. Supposing  the  values  for  a  obtained 
with  abnormal  positions  of  the  charges  to  be 
Alt  At*  ^s'  ^C'*  instead  of  the  mean  value  a^, 
corresponding  to  the  centrally  placed  charges, 
then  (tto— ai)E-*=ri,  (aj— o,)E-'=v„  &c.,  give 
each  a  value  for  the  inconstancy  of  the  bcdaiice 
in  milligrams  (or  rather  fractions  of  a  milli- 
gram, it  is  to  be  hoped).  According  to  a  rule 
deduced  from  the  law  of  frequency  of  error,  the 
computation 


0-846     , 

,.«  tVi  +  Vt-^Vt  + 

^n{n—  1) 


.) 


where  all  the  v*a  must  be  taken  as  positive, 
gives  the  *  probable  '  weight-value  of  the  devia- 
tion of  any  one  a  from  a^  meaning  that  value  of 
(Oq— a)E-^  which,  in  a  very  large  number  of 
determinations,  is  as  often  exceeded  as  not 
reached.  But  in  practice  the  number  of  deter- 
minations made  is  never  sufficiently  great  to 
bring  out  anything  like  a  close  approximation 
to  the  law,  and  it  suffices  to  take  r  as  being  equal 
to  0-846  times  the  mean  of  all  the  values  v,  and 
adopt  it  as  sufficiently  near  to  the  theoretical  *  c* 
The  probability  that,  in  a  given  case,  (a,— a)E-^ 
exceeds 

Om  Om  ^m  Rm 

is  0-18        0-04        0-007        0-0007 

respectively. 

In  these  determinations,  if  the  balance  lacks 
a  microscopic  reading  arrangement,  it  is  as  well 
to  read  from  a  distance  with  a  telescope,  to  avoid 
the  parallactic  error  which  we  have  no  right  to 
charae  against  the  balance. 

Determination  of  k. — All  that  is  necessary  is 
to  determine  the  weight  value  of  one  decree  in 
the  sense  of  equation  (2)  for,  say,  p^^wO,  76, 


60,  26,  0  grams,  and  to  calculate  the  corre- 
sponding values  A.  In  a  good  balance  A  is  so 
small  ^t  (supposing  our  rule  regarding  the 
adjustment  of  the  bob  to  be  followed)  the  sensi- 
bility remains  almost  constant  from  paO  to 
J7»100  grams.  Hence,  practically,  it  suffices 
to  adjust  the  bob  so  that  at  a  convenient  average 
charge  (where  *  average '  refers  to  the  most 
frequently  occurring  values  of  p)  one  demi- 
degree  corresponds  to  say  j^  or  }  of  a  milligram 
ejoctlyf  and  then  to  see  what  it  is  at  other 
charges.  If  there  is  no  sufficient  constancy  we 
enter  the  values  £— '  found  on  a  system  of  rect- 
angular co-ordinates  in  function  of  the  charges 
p,  and  draw  the  nearest  curve  to  the  points. 
Tliis  curve  (if  h  were  absolutely  constant)  would 
be  a  straight  line.  In  any  case  it  supplies  the 
data  for  a  table  of  values  for  E-^  This  table, 
however,  must  not  be  relied  on  in  standard 
weighings,  because  the  value  h  is  subject  to 
changes,  for  this  reason  amonest  others,  that  the 
agate  of  the  knives  has  a  different  coefficient 
of  expansion  from  the  metal  of  the  beam. 

The  armAengths, — For  the  determination  of 
the  ratio  of  the  arm-lengths,  the  orthodox 
method  (for  a  hectogram  balance)  is  to  adjust  two 
hectogram-pieces  to  exact  equality,  and,  after 
havinff  established  equilibrium,  to  put  one  into 
the  left  and  the  other  into  the  right  jian,  &c. 
But  in  practice  the  following  method  is  bettor. 
Take  any  two  fairly  well  adjusted  hectograms 
and  viewing  them,  one  as  a  standard  representing 
100,000,  the  other  as  an  object  weighing  x  milli- 
grams, go  through  the  ordinary  operation  of 
weighbiff  once  with  the  object  in  the  left  pan  and 
the  standard  in  the  right,  and  once  the  other  way. 

Supposing  (using  S  as  a  symbol  for  100,000 
milligrams)  we  find 

xV  =(S4-«i)i"      ....    I 
xl"  =  (S  4-  9^)1'      '         .         .         .II 
(where  any  8  may  be  negative),  we  have  b^  divi- 
sion of  I  by  II,  and  subsequent  multiphcation 
with  I" :  V, 


«'\«_Sjfr 

S4-8» 


(9  = 


!  +  ?!- 

■+5 


') 


whence,  as  a  sufficient  approximation, 

v  -  ^  +*v    s 

No  maker  who  has  a  name  to  lose  would 
care  to  send  out  a  precision  balance  in  which 

I" 
l—\p   is  more  than  10-00006  at  the  outside, 

although  for  any  scientific  purpose  a  considerably 
greater  error  could  be  tolerated.  The  corre- 
sponding adjustment  indeed,  while  of  the  first 
importance  in  commercial  balances,  in  precision 
balances  is  in  a  sense  irrelevant. 

Ukxqual-abmsd  Lbver  Balances. 
(1)  The  steelyard  or  Soman  balance, — In  it 
only  the  shorter  arm  (of  the  length  I)  bears  a 
pan ;  the  longer  arm,  by  notohes  cut  into  its 
back,  is  divided  into  parts  of  equal  length,  I 
being  the  unit.  The  working  points  or  lines  of 
the  notohes  should  lie  in  the  plane  of  the  two 
edges,  being  so  many  bearings  for  the  knife-edge 
forming  part  of  a  sliding  weight  adjusted  to  F 
units,    'iho  unloaded  b^anoe  is  in  its  position 
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of  mat  when  the  beam  Btands  horixontaL  To 
wei^b  a  body,  it  is  plaood  in  the  pan  Kud  the 
aJiding  weight  ehift<Kl  forwards  from  notch  U> 
notoh  until  (when  the  weight  hanga  at  the 
distance  nl  from  the  axis  of  rotation)  the  beam 
is  again  at  rest  in  its  horizontal  position.  W? 
then  have  for  the  weight  sought 
xl=nlP  ot  x=nP. 
As  fully  erpluaed  above,  the  principle  of  the 
steelyard  is  discounted  in  the  modern  precision 
balance  for  the  determinatiaa  of  SDUuI  difFer- 
cnoee  of  weight.  In  theory  there  is  no  objection 
to  ite  extension  to  the  determination  of  weights 
generally,  but  the  techutoal  difficulties  to  be 
OTeroome  are  gi«at.  On  an  equal-armed 
balance,  whose  beam  is  divided  into  lOO  equal 
parts  (from  end  to  end),  all  weighle  from  0-0001 
to  100  grams  might  be  determined  with  three 
rider*  woiebing  half  of  (100,  1,  and  O-Ol)  gram 
reapectively,  but  the  realisation  of  101  eiact 


principle.  It  strikes  us  that  the  steelyard 
princi[de  might  be  disoounted  for  the  decimal 
subdivision  of  weights,  thus : 

Imagine  a  precisioa  balance  whose  two  arms 
measuie  101  and  111  units.  10  grams  placed 
in  the  pan  of  the  longer  arm  are  balanced  by 
lO+l  grams  placedin  that  of  theshorter  ;  hence 
a  1-gram  piece  tnay  be  adjusted  after  two  exact 
lO-gmm  pieces,   &c. 

The  tangtni  balanct  has  only  one  short  arm, 
from  which  the  pan  is  suspended  ;  its  centre  of 
firavity  lies  low,  so  that  the  tnomenfum  itaticvm 
Ws  of  the  beam  assumes  a  high  value,  and  even 
a  considerable  weight  placed  in  the  pan  produces 
only  a  moderate  angle  of  dcviatioii.  The  needle 
moves  along  a  circular  limb  divided  so  that 
the  leadings  are  proportional  to  the  tangents  of 
the  respective  angles  of  deviation,  and  give  the 
corresponding  weights  directly.     The  equation 


A=— , —  (m<  equation  (1),  above)  holds  theo- 
retically for  any  value  A,  but  the  angular 
deviation  corresponding  to  1  gram  of  additional 
charge  becomes  less  and  leas  an  tbe  charao  in- 
creases. Tbo  tangent  balance,  though  useful  for 
the  rough  weighing  of  letters,  parcels,  Ac,  is  not 
available  for  exact  gtaviroeinc  work. 

CoHFOUND  Lever  Balances. 
In  all  these,  practical  convenience  and  rapid 
worliingaregainedsttheeipciiBeof precision-  In 

_^B  the  Boberval  balance 
the  pans  are  above 
the  system  of  levers 
(which  as  a  rule  is 
■-^b  concealed  in  a  box), 
BO  that  there  is  room 
for    bodii 


Our 


lismm, 


teiiili'd  loeiplain  only 
tbo  prhiripU  of  the  machine,  which  in  practice 
assumes  an  endless  variety  of  forms. 

The  beam   consists  of  two  parallel  vertical 
parallclugrams  of  which  only  the  front  one  is 


represented  in  our  figure,  f  and  /  [and  w"  aad 
f  in  the  other  parallelooram)  are  fixed  pivots, 
A,  a,  a  and  b  (A',  b',  a',  c',  behind)  are  ntovable 
joints.  On  each  side  •  boriKOUtal  bridge  con- 
nects a  point  D  on  the  vertical  side  Aa  (and  a 
similar  point  on  ab)  with  a  oorresponding  point 
d'  on  the  back  parallelogram  (so  that,  for  in- 
stance, An,  A'a',  SD'  form  one  piece)  and, 
from  the  centres  of  these  bridges,  verttoal  rods 
are  arising  which  support  tbe  pans.  Supposing 
each  pan  to  be  charged  with  F  pounds,  the  centre 
of  gravity  of  either  of  these  two  equal  charges 
may  lie  in  any  of  a  great  many  positions  about 
the  respective  pan,  yet  the  statical  effect  is  the 
same  as  if  it  were  concentrated,  one  in  the  centre 
of  the  one  bridge,  and  the  other  in  the  centre  of 
the  other ;  the  two  charges  will  balance  each 
other,  beoause,  if  the  centre  of  gravity  of  one 
descends  bv  h  mm.  that  of  the  other  rises  bv 
h  mm.,  so  that  the  work  PA  is  tbe  same  on  both 
sides.  An  over-weight  added  to  one  of  the 
charges  will  bring  down  that  side.  The  bars 
AB  and  a'b'  are  relatively  heavy  beams,  the 
lower  bars  ab  and  a'b'  are  light.  Hence  it 
depends  chiefly  on  the  distribution  of  the  mass 
in  the  beami  ab  and  a'b'  whether  the  balance 
(if  nearly  equally  charged)  has  a  definite  posi- 
tion of  rest ;  but  even  if  it  has,  it  will  never 
vibrate  like  an  ordinary  balance,  on  aeooilnt  of 
(he  great  friction  in  the  numerous  pivots.  If  it 
couid  only  l>e  cured  of  this  defect,  the  Roberval 
would  be  the  ideal  balance  for  the  counter  or 
ordinary  weighings  in  the  laboratory.  This 
problem  has  been  to  some  extent  solved  b  tbe 
torsion  balance  of  Springer,  in  which  the  axes 
sre  realised  in  stretohea  out  boricontal  bands 
of  elastio  st«e],  which  act,  so  to  say,  as  knives 
and  btaringii  in  one. 

The  '  iornon  balanct '  is  made  '  in  a  great 
vsriety  of  forms,  but  the  principle  of  uoiutruction 
is  the  same  in  all.    The  following  dcacriptiou  is 


based  upon  the  examination  of  what  was  sold  as 
a  bigh-closs  pair  of  counter-scales  for  loads  up 
to  SO  lbs.  As  shouTi  by  Fig.  li,  the  balance  con- 
Hists  of  two  parallel  beams  united  into  a  flexible 
parallrlogram  by  means  of  three  vertical  frames, 
the  bond  of  union  in  the  case  of  each  frame  con- 
sisting of  two  horiiontal  bands  of  elastic  steel. 


wbich  bridge  over  owteiD  gape  of  tho  frtioeB, 
Ihe  middle  portion  of  each  band  being  Srmlj 
united  with  the  leapective  beam  end  at  its  lower 
side  by  meaiu  of  a  Bcrewed-on  block  of  motal. 
In  this  inBtiument  the  beami  measure  290  mm. 
from  end  pivot  to  end  pivot,  the  steel  bands  are 
6-6  mm.  broad  and  0-40  mm.  thick  ;  the  length 
of  the  working  part  of  a  band  is  58  mm.,  29  on 
each  side  of  the  beam.  The  middle  buid  lies 
below  the  plane  of  the  two  end  bands  by  about 
2  mm.  The  oentral  frame,  which  does  servioe  as 
a  pillar,  is  fixed  to  the  sole  of  the  inatrument, 
the  end  frames  are  Gzed  only  to  their  i«BpecUve 
beam  ends.     Fig.  JO,  which  is  drawn  to  scale. 


Fia.  10. 

represents  one  of  the  end  frames.  The  two  Eteel 
bsjids  of  each  frame,  though  independent  of  each 
other  in  their  sotion.  are  really  parts  of  one 
continuous  band  which  is  wound  tightly  round 
tho  edge  of  the  frame,  the  ends  meeting  in 
B  or  b',  where  they  nre,  we  presume,  riveted  on. 
To  give  them  the  requisite  degree  of  high  tension, 
the  frame,  of  which  part  of  the  right  aide  is 
movable,  is  stretched  laterally  (by  means  of  pegs 
fixed  to  the  two  sides  of  a  vioe  and  slipped 
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identical  with  the  ideally  perfect  '  Ruberval,' 
and,  if  the  centrM  of  gravity  of  the  beauts 
ore  in  their  axes  of  rotation,  the  paraUelogram 
will  be  in  a  stAte  of  indifferout  equilibrium  at 
any  ahape  which  it  may  assume.  To  give  it  a 
definite  position  of  rest,  we  must  either  shift  (let 
us  say  one  of)  the  centres  of  gravity  vertioallj' 
downwards,  or  else  we  tnuit  endow  our  ideal 
wires  with  torsional  elasticity,  which,  of  course, 
brings  us  baok  to  the  aotual  instrument.  But 
the  totsional  elasticity  of  tho  steel  bands  is  vor3- 
considerably  more  than  we  want ;  its  effect  on 
the  sensihiliCy  is  the  same  as  if  (supposing  tho 
upper  beam  is  suspended  at  its  centre  of  gravity) 
that  of  the  lower  lay  at  a  very  considerable  depth 
below  its  axis  of  rotation.  To  give  the  balajice 
a  ButEciont  degree  of  sensibility,  v 


due.     In  the  actual  ii 


through  the  two  holes  of  the  frame)  and  tho  gap 
which  is  thus  produced  between  the  two  halves 
of  tbe  right  side  of  the  frame  is  made  permanent 
by  mcons  of  mctsl  plates  wedged  into  it.  The 
centra]  frame  is  somewhat  differently  shaped 
from  the  lateral  ones  ;  tho  upper  ring,  r,  is 
omitt«d,  to  enable  the  upper  beam  to  pass  freely 
through  between  tho  \e^  of  a  stool  fixed  to  the 
lower  and  terminating  mto  a  vertical  peg  which 
serves  as  a  needle  and  carries  a  globular  gravity 
bob.  liie  bob,  which  in  the  case  of  the  balance 
nnder  consideration  weigbi  453  grams,  i.e.  more 
than  a  pound,  can  be  raised  or  lowered  to  enable 
the  sensibility  of  the  instrument  to  be  varied. 
The  system  of  Ixams  is  inclosed  within  a  case 
of  plate-gloss ;  tho  top  plate  supports  an  arch 
made  of  a  metal  tube  from  which  an  iror^'  scale 
graduated  on  both  sides  is  suspended  vertically 
BO  that  its  lower  edge  runs  through  a  notch  in 
the  upper  sharpened  end  of  the  iieixlle  to  enable 
the  vibrations  to  be  read  from  either  side. 

To  explain  tho  working  of  tho  instrument, 
let  UB  for  a  moment  substitute  for  tho  steel  bands 
so  many  linear  wires,  which,  though  uubondable, 
offer  no  resistance  to  torsional  disfigurement. 
The  torsion  balance  thus  modified  is  in  theory 


a  sufficiently  small  i 
Birument  this  is  effectec 
gravity  bob  above  refer 

The  principal  advantage  claimed  for  the 
torsion -balance,  in  contradistinction  to  the 
Roberval  balance,  is  its  freedom  from  friction  ; 
and  this  advantave  it  undoubtedly  possossoa,  but 
it  is  compensated  for  to  a  large  exl«nt  by  tho 
unavoidable  viscosity  in  the  elastic  bands.  Tho 
instrument  described  above,  when  equally 
charged  on  both  sides,  and  with  the  bob  suffi- 
oienUy  far  down,  vibrates  like  a  precision  balance 
of  a  high  order ;  the  position  of  rest  aa  calculated 
from  a  aeries  of  couples  of  suooessive  deviations 
of  the  needle,  is  remarkably  constant  up  to  at 
least  a  charge  of  6  kilos,  ou  each  side  ;  but  once, 
when  we  determined  the  sensibility  at  first  with 
no  charge,  then  at  a  charge  of  2  kilos.,  and  lastly 
for  a  charge  of  6  kilos.,  and  then  redetermined 
the  sensibility  of  the  unloaded  instrument,  we 
found  that  it  was  out  of  equilibrium  to  the  extent 
of  more  than  a  decigram.  We  also  found  that 
the  reading  of  the  biuanoe  is  not  quite  indepen- 
dent of  the  position  of  the  loads  on  the  pans. 

TlKordijiarydeci>nalbalanet,aBaBtidioTViiigh- 
ing  heavy  loads,  is  a  combination  of  lovers  as 
shown  in  Fig.  1 1.   a,  b,  c,  d,  e,  f,  g,  h,  are  all  joints 

""  ^h f 
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ground, 

a  rests  on  the  lever  oi.  In  the  actual  machine 
cd  supports  the  bridge  which  accommodatos 
the  load,  while  a  pan  suspended  at  /  receives 
the  weights.  The  pan  is  so  adjusted  that  it 
oounterpoises  the  bridge.  Suppose  the  load 
amounts  to  P  units  and  its  centre  of  gravity 
liee  vertically  above  i ;  a  portion  Pc  presses  on 
the  faiife-odoe  at  o  and  the  rest  P^  =  P-P„  pulls 
at  d  and  with  the  same  force  at  g.  Now  P^  pull< 
ing  at  c  is  equivalent  to  a  less  force  bP^  puIUng  at 


and  tl'c-  "i  =  P, .  n',  whence  bPt - 
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BALANCE. 


th     oh 
The  dimenBionB  are  so  adjoBted  that    jc  =  ~ 

th    QC 

whenoe   ~l  *  ^  ™  1  >  henoe  the  joint  effect  of 

Po  and  Pd  at  9  ifi  the  same  as  if  they  both,  f.e. 
P,  were  suspended  at  g ;  and  if,  for  instance,  gh 
is  <|^  of  A/,  ^gP  units  in  the  pan  will  balance 
the  P  units  lying  on  the  bridge.  In  many 
balances  of  this  kind  the  long  arm  hj  is  divided 
so  that  lesser  weights  can  oe  determined  b> 
means  of  a  rider. 

Elasticity  Balances. 

Imagine  an  elastic  solid  body — ^beam,  wire, 
sjpiral,  Ac. — ^to  be  held  fast  in  one  or  more 
fixed  point«,  and  suppose  some  one  other  point 
a  to  oe  used  as  a  pivot  for  the  suspension 
of  a  load  of  P  units.  Point  a  will  sink  until, 
at  a  certain  depth  A,  the  strain  developed  by 
the  deformation  of  the  working  body  balances 
that  weight  P.  As  lon^  as  the  workmc;  body  is 
not  stretched  beyond  its  limit  of  perfect  elas- 
ticity, the  lenffth  A,  if  not  proportional  to,  is  at 
least  a  fixed  mnction  of  P ;  hence  the  path  of 
a  can  be  graduated,  at  least  empirically,  so  that 
each  point  of  the  scale  corresponds  to  a  fixed 
number  of  units  of  weight.  This  is  the  general 
principle  of  the  multitude  of  spring  halaiicu, 
Sometimes  a  relatively  strong  spring  is  used  to 
effect  only  a  small  displacement  of  a  even  with 
the  highest  charge,  but  this  displacement  is 
then  multiplied  by  a  system  of  levers,  so  that 
the  least  difference  of  weight  which  the  balance 
is  meant  to  show  becomes  visible.  In  a  very 
neat  kind  of  spring-balance,  which  has  become 
popular,  the  displMement  of  a  is,  by  means  of 
levers  and  a  toothed  wheel,  translated  mto  the 
circular  motion  of  a  needle  which  moves  along  a 
divided  circular  limb  like  the  hands  of  a  clock 
on  their  diaL 

Jolly  constructed  a  ^iMMi-precision  spring- 
balance  for  sp.gr.  determinations  thus  : — A  long 
spiral  of  wire  is  suspended  verticaUy  in  front 
oi  a  vertical  millimetre-scale,  etched  on  a  strip 
of  plate  glass  which  is  silvered  behind,  so  as  to 
avoid  the  error  of  parallax.  From  the  lower  end 
of  the  spiral  a  light  pan  is  suspended ;  the  index 
is  close  above  the  pan  at  a  convenient  point. 
The  instrument  has  never  come  into  general 
use,  because  any  second-class  precision  balance 
beats  it  in  every  sense.  A  similar  remark 
applies  to  an  ingenious  little  instrument  invented 
by  Ritchie  for  the  determination  of  minute 
wei^ts. 

Ritehit^s  halomce  consists  of  a  very  light 
beam  whose  axis  of  rotation  passes  through  its 
centre  of  gravity,  and  which  is  firmly  united 
with  a  thin  horizontal  wire  which  lies  in  the 
axis  of  rotation.  The  hidd  end  of  the  wire  is 
absolutely  fixed  to  the  stand ;  the  front  end 
forms  the  continuation  of  the  axis  of  a  circular 
pin  revolvable  within  a  circular  bearing.  A 
needle  fixed  radially  to  the  pin  points  to  a 
divided  circular  limb.  The  empty  balance  is  so 
arranged  before  use  that  the  beam  when  hori- 
sontal  is  at  rest.  To  determine  a  small  weight 
(x  mgr.),  it  is  placed  in,  say,  the  right  pan,  and 
the  wire  turned  from  the  right  to  the  left  by 
turning  the  pin  imtil  after  the  needle  has  passed 
through  a  degrees  (where  a  may  be  more  than 
360^) ;  the  bc»m  is  again  at  rest  when  horizontal. 
We  then  have  a;=oon8t.  a.    The  constant  must 


be  determined  by  experiments  wiUi  known 
wei^ts.  Sartorius  of  Gottingen  used  to  apply 
the  Ritchie  arrangement  to  his  precision  balances 
for  the  determination  of  dil^enoes  of  weight 
from  10  mgrs.  downwards  (BibL  6),  but  he  has 
lonff  since  given  up  the  notion  :  at  any  rate  it  is 
no  longer  to  be  seen  in  his  price 'list.  A  Ritchie 
balance  mi^ht  perhaps  do  well  for  the  adjustinff 
of  small  weights,  but  a  small  precision  steelyard 
would  work  infinitely  better. 

Sartorius*  combination,  if  provided  with  a 
relatively  strong  wire,  might  make  a  handy 
instrument  for  the  rapid  (approximate)  deter- 
mination of  weights  without  the  use  of  any 
standard  mass  less  than  1  gram. 

Thx  Hydrostatic  Balancb 

is  a  hydrometer  provided  with  a  relatively  large 
body  and  a  narrow  neck,  and  so  adjusted  that  it 
weighs  considerably  less  than  its  own  volume  of 
water.  The  top  end  of  the  neck  bears  a  hori- 
zontal table,  which  serves  as  a  pan,  or,  what  is 
bettor,  is  provided  with  a  horizontal  system  of 
cross-bars,  from  whose  ends  a  pan  is  suspended 
by  means  of  wires  or  chains,  below  the  shelf 
supporting  the  vessel  conteining  the  floating 
hydrometer.  A  oertoin  weight  P,  placed  in  the 
pan,  brings  down  the  hydrometer  so  far  that  the 
surface  of  the  water  touches  a  certein  mark  on 
the  stem.  If  an  unknown  weight  x  requires  to 
be  supplemented  by  standard  weighte  equal  to  p 
units,  to  produce  the  same  effect,  a;-hj7s=P,  or 
xebP— jp.  Even  for  P=  let  us  say  2  kilos.,  the 
neck  need  not  be  thicker  than  an  ordinary 
knitting  needle,  so  that  the  milligram,  as  a  differ- 
ence of  weight,  becomes  perceptible.  Wherever 
a  precision  balance  has  to  be  extemporised 
this  instrument  is  useful ;  but  it  has  no  other 
raison  d*itre.  Indeed  of  all  the  multitude 
of  machines  which  the  science  of  mechanics 
places  at  our  disposal  for  the  measurement  of 
weights,  the  equal-armed  lever-pendulum  is  the 
only  one  which,  so  far,  has  worked  satisfactorily 
for  precise  gravimetric  determinations. 

A  balance  based  on  dynamical  principles  has 
been  proposed.  Imagine  a  pendulum  provided 
with  a  snifteble  bob  above  the  fulcrum,  and 
carrying  a  pan  attached  to  the  bottom  end  of  the 
rod  Dy  a  hook-and-eye.  In  a  given  instrument 
the  time  of  vibration  is  a  function  of  the  distance 
of  the  bob  from  the  fulcrum,  and  of  the  weight  x 
of  the  object  in  the  pan,  and  consequently  the 
weight  a;  is  a  function  of  the  other  variables. 
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BALANOPHONE  WAX  o.  Waxes. 

BALATA  is  the  product  obtained  by  coagu- 
lating the  latex  of  Mtmuwps  glcbosa^  Gaertn., 
a  large  forest  tree,  belonging  to  the  natural  order 
SapotaceiB,  which  is  a  native  of  British,  Dutch, 
and  French  Guiana,  Venezuela,  Trinidad, 
Jamaica,  and  probably  Brazil  north  of  the 
Amazon.  In  British  Guiana  and  the  West 
Indies  the  tree  is  known  as  the  *  bullet '  or 
*  bully  *  tree. 

In  physical  properties  and  chemical  composi- 
tion, balata  resembles  true  guttapercha,  for 
which  it  is  the  best  natural  suMtitute,  and  it  is 
of  interest  in  this  connection  that  the  tree 
yielding  it  belongs  to  the  same  order  as  the  trees 
{Pahquiuin  spp. )  which  furnish  guttapercha. 

The  balata  trees  are  tapped  by  making  a 
series  of  incisions  in  the  bark,  so  arranged  that 
the  latex  can  run  down  to  the  base  of  the  trunk, 
where  it  is  collected  in  a  calabash.  The  latex 
is  afterwards  poured  into  shallow  wooden  vessels, 
which  are  usually  greased  or  rubbed  with  soap 
to  prevent  the  balata  from  adhering  to  them, 
and  allowed  to  stand  exposed  to  the  air  until  it 


has  coagulated  spontaneously ;  a  sheet  of  balata 
is  thus  formed,  which,  when  sufficiently  hard,  is 
removed  from  the  vessel  and  hung  up  to  dry. 
The  coagulation  of  the  latex  may  also  be  brought 
about  by  boiling,  in  which  case  the  balata  is 
obtained  in  the  form  of  '  block.'  Formerly  it 
was  the  custom  to  fell  the  trees  and  then  to  out 
rings  in  the  bark  in  order  to  obtain  the  latex, 
but  this  practice,  which  involves  the  destruction 
of  the  trees,  is  now  prevented  as  far  as  possible. 

The  latex  of  balata  trees  usually  flows  froely, 
and,  in  favourable  circumstances,  the  yield  from 
a  tree  15-20  inches  in  diameter,  tapped  to  a 
height  of  8  feet,  is  about  3  pints,  representing 
from  1}  to  2  lb.  of  dry  balata. 

Commercial  balata  may  be  either  grey, 
pinkish  or  brown.  When  immersed  in  hot 
water  it  behaves  like  guttapercha,  becoming 
soft  and  plastic,  and,  on  cooling,  it  slowly 
hardens  again  without  becoming  brittle. 

Balata  is  also  similar  to  ^ttaperoha  (q,v.)  in 
chemical  composition,  consisting  essentially  of 
A  hydrocarbon  (guUa),  of  empirical  formula 
^iifii9>  associated  with  resins ;  the  commercial 
product  also  includes  varying  amounts  of 
msoluble  matter  (dirt)  and  moisture.  Balata 
contains  a  muoh  higher  proportion  of  resins 
than  good  guttapercha,  ana  is  therefore  inferior 
in  quality  to  the  latter ;  when  compared  with 
guttapercha  containing  a  similar  amoimt  of 
resin,  it  is  found  to  be  a  little  softer  and  more 
flexible. 

The  composition  of  balata  is  shown  by  the 
following  typical  analyses  : — 


Description. 

Source. 

Moitture 
percent. 

GutU 

per 

cent. 

49-7 
46-7 
41-5 
43-6 

Betin 

per 

cent. 

Proteid 

per 

oeot. 

3*8 
3-0 

Dirt 

per 

cent. 

Specially  prepared  sheet  ^ 
Block  balata  ^ 
Commercial  specimens  * ' 
Balata*  .     . 

British  Guiana 

Venezuela 

Mostly  British  Guiana 

Dutch  Guiana 

1-9 

1*8 

13-8 

5-3 

440 
44-2 
34-8 
36-9 

nfl 
6-3 
9-9 
14-3 

AMh 

per 

cent. 


0-6 

[1-28] 


The  gutta  of  balata  is  very  tenacious  and  of 
excellent  quality ;  it  is  insoluble  in  alcohol, 
acetone,  etner,  or  cold  petroleum  spirit,  but  is 
readfly  dissolved  by  chloroform,  carbon  disul- 
phido,  or  boiU^  petroleum  spirit.  The  resins 
present  are  similar  to  those  of  guttapercha,  and 
consist  of  (1)  a  white  orvstalline  resin  {aV)ane) 
soluble  in  hot  but  insoluble  in  cold  alcohol ; 
and  (2)  an  amorphous  yellow  resin  iJluaviU) 
soluble  in  cold  alcohol.  An  examination  of  the 
total  resin  of  balata  by  Obach  showed  that  it 
consisted  of  about  2  parts  of  albane  to  3  parts  of 
fluavile. 

Balata  is  utilised  commercially  as  a  substitute 
for  guttapercha.  Its  chief  applications  are  for 
the  manufacture  of  belting,  in  which  the  balata 
is  interposed  between  layers  of  canvas;  for 
insulating  purposes ;  and  for  the  manufacture 
of  the  covers  of  golf  balls,  after  the  removal 
of  the  greater  part  of  the  resin  by  solvents.  It  is 
also  employed  to  a  considerable  extent  for  mixing 
with  mober,  and  for  numerous  minor  purposes. 

The  bulk  of  the  oommercial  supplies  of 

1  Axutlyted  at  Imperial  Inftitiite. 
*  Analysed  by  Dr.  Obaeb. 

"  Avenge  flgures  for  nineteen  commercial  lots 
representing  60  tons. 


balata  are  obtcuned  from  British  and  Dutch 
Guiana  and  Venezuela.  H.  B. 

BALLISTITE  v.  Ezplosivbs. 

BALLOON  or  FLEXIBLE  VARNISH  v. 
Vabnish. 

BALL  SODA  v.  Soda  manxttaotitbb,  art 
Sodium, 

BALM  OF  OOPAIBA  v,  Olso-bssins. 

BALM  OF  GILEAD,  Mecca  or  Opobalsam 
{v.  Olso-ebsins). 

BALSAMS.  The  exudations  of  plants, 
whether  spontaneous  or  promoted  by  incisions 
made  in  tneir  stems  or  roots,  consist  chiefly  of 
resin,  gum,  volatile  oil,  and  certain  aromatic 
acids,  or  mixtures  of  these.  The  resifts  are 
characterised  by  insolubility  in  water  and 
solubility  in  alcohol,  the  gums  by  solubility 
in  water  and  insolubility  in  alcohol,  and 
both  by  not  being  volatile  without  decom- 
position. VoUUiU  oiU  may  be  distilled  un- 
chaoffed,  and  are  solvents  of  resins.  They  are 
not  ODtained  by  the  method  of  exudation  except 
when  they  hold  large  quantities  of  resin  in  solu- 
tion, givinff  rise  to  the  important  dass  of  oleo- 
resina — such,  for  instance,  as  the  so-called 
Canada  balsam.  Gum  arabio  is  a  familiar  in- 
stance of  a  gum  obtained  direct  from  the  plant ; 
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mastic  is  an  instance  of  a  resin.     The  class  of 
gum-resins  may  be  represented  by  myrrh. 

Now,  amongst  these  resinp  and  oleo-resins 
there  is  a  group  the  members  of  which  are  marked 
by  possessing  a  peculiar  fragrant  odour  and 
agreeable  pungent  taste,  which  is  due  to  the 
presence  of  free  or  combined  cinnamio  or  ben- 
zoic acid.  These  are  the  baUams,  and  it  is 
convenient  to  consider  them  as  a  class  by  them- 
selves. The  word  *  balsam,*  it  is  true,  has  some- 
times been  used  in  a  wider  sense — indeed,  it  was 
originally  employed  for  an  oleo-resin  resem- 
bling the  so-called  Canada  balsam ;  but  it  is 
more  convenient  to  restrict  the  term  to  resins  or 
oleo-resins  which  contain  cinnamio  or  benzoic 
acid.  The  balsams  have  long  been  familiar  to 
writers  on  materia  medica,  some  of  them  being 
known  to  Plim ,  and  even  earlier  to  the  Greek 
physicians.  They  are  favourite  constituents  of 
the  incense  used  in  the  Greek  and  Roman 
churches,  and  while  they  cannot  be  said  to  have 
an  important  therapeutic  value,  they  are  reputed 
mild  tonics  and  stimulants  and  are  a  common 
flavouring  agent  in  expectorant  medicines.  The 
following  are  the  more  important : — 

BaiUSOtll.  Oum  Benjamin;  Betizc/inum, 
{Benzoin^  Fr. :  BenzoHJiarZy  Qer.)  The  benzoin 
of  Java  and  Sumatra  is  derived  from  the  thick- 
stemmed  trees  of  Styrax  BenzoHn  (Dryander,  Phil. 
Trans.  1787,  303;  BentL  a.  Trinu  169),  while 
the  more  highly  prized  Siam  benzoin  is  probably 
obtained,  according  to  Rojle,  from  the  Styrcus 
Finlaysoniana  (Wall).  The  source  of  Siam 
benzoin  is,  however,  still  uncertain  (Holmes, 
Pharm.  J.  [3]  1 4, 354).  The  first  European  writer 
to  mention  oenzolo  is  Batuta,  who  travelled  in  the 
EJast  eariy  in  the  fourteenth  century,  and  from 
that  time  to  the  i>resent  day  the  drug  has  been 
sn  established  article  of  materia  memos.  It  is 
largely  used  for  incense  and  in  the  preparation 
of  fumigating  pastilles,  and  enters  into  the 
well-known  friar's  Balsam  or  compound  tincture 
of  benzoin,  a  favourite  dressing  for  wounds. 

The  juice  exudes  from  the  trees  as  the  result 
of  incisions,  and  it  is  allowed  to  harden  before 
it  is  removed.  During  the  first  three  years 
of  the  life  of  a  tree  the  balsam  dries  in  the  form 
of  tears.  This  is  called  head  benzoin,  and  is 
the  most  highly  reputed.  A  less  esteemed 
variety  is  obtained  during  the  following  seven  or 
eight  years,  which  is  browner  in  colour  and  is 
oiuled  belly  benzoin.  Lastly,  the  trees  are  split, 
and  the  commoner  fool  benzoin  is  scraped  off 
(c/.  fluck.  a.  Hanb.  405). 

Benzoin  oon^ists  essentially  of  a  mixture  of 
resins  together  with  uncombined  benzoic  and 
sometimes  cinnamio  acids.  The  resins  are 
entirely  soluble  in  solution  of  potash  and  in 
idcohol,  but  by  their  behaviour  toward  other 
solvents  they  have  been  distinguished  as  a-resin, 
fi-resin,  &c.  (Unverdorben,  Poeg.  Ann.  8, 
397;  Kopp,  Compt.  rend.  19,  1269;  Van  der 
Vliet,  Annalen,  34,  177).  The  yield  of  benzoic 
acid  varies  from  12  to  20  p.c.,  being  on  an 
average  about  14  p.c.  Two  methods  are  adopted 
for  its  extraction.  By  the  first  the  benzoin  is 
mixed  with  sand  and  heated  in  a  suitable  vessel, 
over  which  is  placed  a  paper  or  other  receiver 
to  collect  the  vapours  of  benzoic  acid,  which 
condense  in  beautiful  tufts  of  acicular  crystals. 
The  second  method  consists  in  boiling  the 
benzoin  with  milk  of  lime,  filtering,  and  after 


concentration  of  the  calcium  benzoate  solution 
thus  obtained,  precipitating  the  benzoic  acid 
by  hydrochloric  acid.  Ludy  (Arch.  Pharm. 
231,  43)  has  shown  that  the  a-,  /3-,  and  y-  resins 
of  the  earlier  investigators  are  mixtures  of  the 
partially  hydrolysed  cinnamatee  of  the  resin 
alcohols  present,  the  a-resin  being  the  least  and 
the  7-  the  most  hydrolysed.  He  also  finds  that 
benzoin  from  Sumatra  contains  benzoic  acid, 
cinnamene,  traces  of  berusaldehyde  and  benzene^ 
1  p.c.  of  vaniUin,  1  p.c.  of  phenylpropyl  dnna- 
mate,  2-3  p.c.  of  ctnnamyl  cinnamate,  and  a 
mixture  of  a  little  benzoresinol  cinnamate  with 
much  reMnotannol  cinnamate,  this  mixture 
forminff  the  main  constituent  of  the  balsam. 
In  adoition,  woody  impurities  occur  to  the 
extent  of  14-17  p.c.,  also  free  cinnamic  acid,  but 
to  a  less  extent  than  free  benzoic  acid.  By 
hydrolysis  of  the  mixture  of  benzoresinol  and 
rcsinotannol  cinnamates  the  two  alcohols  are 
obtained,  benzoresinol  CxcH^eOt,  consisting  of 
white  crystals,  and  rcsinotannol  OigHso04, 
a  brown  amorphous  powder. 

Siamese  benzoin  also  examined  by  Ludy 
(Arch.  Pharm.  231,  461)  differs  from  Sumatra 
benzoin  by  containing  no  cinnamio  acid  either 
free  or  combined,  the  main  constituent  being  a 
mixture  of  a  little  benzoresinol  benzoate  with 
much  siaresinotannol  benzoate.  The  alcohols 
obtained  by  the  hydrolysis  of  the  resin  are 
present  in  the  proportion  of  about  1 :  11.  The 
benzoresinol  is  identical  with  that  obtained  from 
Sumatra  benzoin  and  crystallises  in  white 
pisms;  m.p.  272^  Siaresinotannol  CitHi^O. 
LS  a  brown  powder  very  similar  to  resinotannol 
obtained  from  benzoin  of  Sumatra. 

Benzoin,  with  the  exception  of  woody  frag- 
ments always  present  in  the  cake  variety,  should 
dissolve  in  five  times  its  weight  of  alcohol,  and 
this  solution  should  give  with  water  a  milky 
emulsion  having  an  acid  reaction.  When 
benzom  is  boiled  with  milk  of  lime,  the  hot 
filtrate  should  not  give  off  the  odour  of  oil  of 
bitter  almonds  on  the  addition  of  a  solution 
of  potassium  permanganate.  This  latter  test 
guards  against  the  addition  of  cinnamic  acid  (c/. 
U.S.  and  Ger.  Pharm.). 

Peru.  Balsamum  Peruvianum,  {Baume  de 
Pirou,  Fr. ;   Perubdlsam,  Ger.) 

A  dark  molasses-like  liquid  obtained  in  the 
State  of  Salvador  in  Gentral  America  from  trees 
of  Myroxylon  Pereira  (Elotzsch).  Description, 
p.  Bentl.  a.  Trim.  83.  Balsam  of  Peru  was  pro- 
bably introduced  into  Ehirope  soon  after  the 
Spamsh  conquest  of  Guatemala  in  1524  (Muck.  a. 
Hanb.  206).  The  bark  is  bruised  and  scorched 
late  in  the  autumn,  and  the  exudation  excited 
by  this  means  is  collected  (Fliick.  a.  Hanb.  207 ; 
Dorat,  Amor.  J.  Pharm.  [3]  8,  302 ;  Hanbury, 
Pharm.  J.  [3]  5,  241,  315). 

Balsam  of  Peru  sinks  in  water,  in  which  it 
is  insoluble.  It  has  a  sp.  gr.  of  1  *135  to  1  -150. 
It  is  soluble  in  absolute  alcohol,  chloroform, 
acetone,  and  glacial  acetic  acid.  Examined  by 
Kraut  (Annalen,  152,  129)  and  Kachler  (Ber. 
2,  512),  the  chief  constituent  of  Peru  balsam  was 
supposed  to  be  cinnameXn,  benzyl  cinnamate 
CeHjCJH :  CH<X)0C,H7.  Kachler's  analysis  of 
Peru  balsam  is : — cinnamio  acid  46  p  c, 
benzyl  alcohol  20  p.c,  resin  32  p.c.  Cf.  Attfield 
(J.  1863,  557);  Delafontaiae  (Z.  1869,  156) 
finds  in  addition  to  benzyl  cinnamate,  cinnami^ 
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cinnamaU  or  styracin,  Trog  (Aroh.  Pharm. 
232,  70)  by  suitable  treatment  has  divided  Peru 
balsam  into  two  constituents,  an  oil  and  a  resin. 
The  liquid  portion  known  as  cinnamein  to  the 
earlier  investigators  consists  of  benzyl  benzoate 
with  a  small  quantity  of  benzyl  cinnamate ; 
cinnamio  acid  and  vanillin  are  found  to  be 
present  in  very  small  proportions.  The  resin 
when  hydrolysed  yields  cmnamic  acid  and  a 
small  proportion  of  benzoic  acid  and  peruresino- 
tannol,  a  resin  alcohol  of  the  formula  CigH^oOg 
The  balsam  has  also  been  examined  by  Thoms 
(Arch-  Pharm.  237,  271). 

Balsam  of  Peru  has  been  much  adulterated. 
Alcohol,  fixed  oils,  copaiba,  Canada  turpentine, 
colophony,  &c.,  have  been  used  for  this  purpose. 
To  ascertain  its  purity  many  methods  have 
been  devised.  The  specific  gravity  is  impor- 
tant ;  this  at  once  indicates  alcohol  if  present. 
Alcohol  may  also  be  washed  out  by  water  and 
the  reduction  in  volume  noted.  The  U.S. 
Pharm.  directs  10  drops  of  the  balsam  to  be 
triturated  with  20  drops  of  sulphuric  acid,  when 
a  tough  homogeneous  cherry -red  mixture  should 
result.  If  this  be  washed  after  a  few  minutes 
with  cold  water  it  should  be  converted  into  a 
resinous  mass,  which  is  brittle  when  cold.  This 
test  indicates  the  absence  of  fixed  oils  and  oleo- 
resins.  (For  other  modes  of  testing,  v.  Hirschsohn 
(Pharm.  Zeit.  16,  81):  Fluokiger  (Pharm.  J.  [3] 
12,  45);  Schlickum  (Arch.  Pharm.  [3]  20,  498) ; 
MacEwan  (Pharm.  J.  [3]  16, 236) ;  Andree  (Arch. 
Pharm.  [3]  22,  661);  Benner  (J.Pharm.  Ghim. 
[5]  18,  ^9).  Testing  of  balsams,  resins,  and 
gum-resins:  Pharm.  J.  [3]  17,  647.) 

A  White  Peru  Balaam  is  sometimes  pre- 
pared in  Salvador  by  expression  from  the  miit 
of  the  Mvroxylon  Pereira,  It  is  a  golden  yellow 
semi-fluid  panular  ciystalline  mass  containing 
a  ciTstallme  resin,  myroxocarpin  CxtHi^O^, 
together  with  siyrolene,  styracin,  and  cinnamtc 
actd  (Stenhouse,  Annalen,  77,  306;  Pereira, 
Annalen,  77,  309  ;  Scharling,  Annalen,  97,  70  ; 
Harrison  a.  Malsch,  J.  1875,  856).  (For  more 
recent  investigations,  see  Germann  (Arch.  Pharm. 
234, 641) ;  BUtz  (C9iem.  Zeit.  26, 436) ;  Thoms  a. 
Biltz  (Chem.  Zentr.  1904,  ii.  1047) ;  Hellstrom 
(Arch.  Pharm.  243,  218).  For  other  varieties 
of  Peru  balsam,  v.  Fliick.  a.  Hanb.  210.) 

Storai.  Liquid  Siorax ;  BaUamum  Sturacis, 
(8iyrax  Liquide,  Fr. ;    FlUasiger  Storax,  Qer.) 

Storax  balsam  is  derived  from  trees  of 
Liquidambar  orienUdis  (Miller),  which  are 
natives  of  Asia  Minor  (c/.  Benti.  a.  Trim.  107). 
This  liquid  storax  is  nearly  related  to  another 
harder  resin — ^the  exudation  of  the  Siyrax 
officinale  (linn.).  Both  have  been  known 
smce  the  later  Greek  period,  but  the  latter  is 
now  no  longer  an  article  of  commerce.  To 
obtain  the  storax  the  outer  bark  of  the  tree  is 
removed,  and  the  inner  bark  is  collected  and 
boiled  in  water.  The  balsam  melts  and  rises 
to  the  surface  and  is  skimmed  off. 

Liquid  storax  is  heavier  than  water,  about 
the  consistence  of  honey,  and  of  a  greyish-brown 
colour.  It  always  contains  a  little  water,  which 
imparts  to  it  a  greyish  opacitv.  .When  this  is 
removed,  by  long  standing  or  by  heat,  the  resin 
becomes  quite  transparent.  Dried  in  this  way  it 
is  soluble  in  alcohol,  ether,  carbon  disulphide, 
and  volatile  oils ;  but  not  in  light  petroleum. 
The  odour  of  storax  is  agreeably  balsamic  and 


the  taste  aromatic  and  pungent.  Examined 
with  a  microscope  crystals  may  be  detected 
which  have  been  identified,  the  feathery  spicular 
crystals  as  styracin,  and  the  rectangular  tables 
and  short  prisms  as  cinnaroic  acid. 

Storax  contains  10  p.c.  to  20  p.c.  of  water,  13 
p.c.  to  18  p.c.  of  woody  and  inorganic  impurities, 
leaving  56  p.c.  *to  72  p.c.  of  matter  soluble  in 
alcohol,  which  consists  chiefly  of  styrolene, 
metastyrolene,  cinnamic  acid,  styracin,  and  a 
large  proportion  of  resin  (Fliick.  a.  Hanb.  276). 

Styrolene  or  phenylethylene  C,Hj-CH:CHs  is 
obtained  as  a  colourless  mobile  liquid  by  distill- 
ing storax  with  water  (Bonastre,  J.  Pharm.  Chim. 
16,  88;  Simon,  Annalen,  31,  267).  The  solid 
polymeride  of  stjrrolene,  metastyrolene,  is  also  said 
to  exist  in  storax.  Cinnamic  acid  to  the  extent 
of  6  p.c.  to  12  p.c.  is  obtained  bv  boiling  the 
balsam  with  sodium  carbonate  solution,  which 
extracts  it  as  a  sodium  salt  from  which  the  free 
acid  is  liberated  by  mineral  acids. 

Styracin  or  cinnamyl  cinnamate 

C.H.CH :  CH-COOC^H, 

was  originally  discovered  in  storax  by  Bonastre. 
It  may  be  obtained,  after  removal  of  the  styro- 
lene and  cinnamic  acid  by  treatment  of  the 
residue  with  ether,  alcohol,  or  light  petroleum 
in  the  form  of  a  liquid,  which  with  difficulty 
assumes  a  solid  crystalline  form,  the  crystals 
melting  at  44^  (Simon,  Annalen,  31,  273;  Toel, 
Annalen,  70,  1;  Miller,  Annalen,  188,  200). 
Styracin  is  readily  converted  by  alkali  into 
styrone  or  cinnamyl  alcohol  and  cinnamate. 
Benzyl  alcohol  has  been  detected  as  a  constituent 
of  storax  by  Laubenheimer  (Annalen,  164,  289). 
A  ffood  biblio^phy  will  be  found  in  W.  von 
MiUer's  memoir  on  the  Chemical  Compounds 
contained  in  Liquid  Storax  (Annalen,  188,  184), 
in  which  the  author  describes  as  present,  in 
addition  to  the  constituents  already  mentioned, 
phenylpropyl  cinnamate,  ethyl  cinnamate,  ethyl 
vaniUin,  large  quantities  of  two  alcoholic  com- 
pounds, a-  and  fi-storesin,  and  their  cinnamic 
esters,  a  sodium  com/pound  of  storesin  and  a  resin. 
According  to  v.  Itallie  (Chem.  Zentr.  1901,  ii. 
866),  a  good  specimen  of  storax  contains  about 
2*4  p.c.  of  substances  insoluble  in  ether,  23*1  p.c. 
of  froe  cinnamic  acid,  14  p.c.  of  water,  22'5  p.c. 
of  aromatic  esters,  2  p.c.  of  styrene  and  vaniUin, 
and  36  p.c.  of  resin.  The  total  proportion  of 
cinnamic  acid  is  about  43  p.c. ;  the  combined 
acid  occurring  partly  in  the  resin  and  partly  in 
the  aromatic  esters. 

Storax  is  sometimes  adulterated  with  turpen- 
tine. To  detect  this  Hager  dissolves  the  balsam 
in  a  little  warm  alcohol,  and  shakes  this  solution 
with  light  petroleum.  The  light  petroleum  on 
evaporation  leaves  a  residue  in  which  the  tere- 
binthinous  odour  is  concentrated,  and  may  be 
readily  detected.  Further,  the  residue  so  ob- 
tained, in  the  case  of  genuine  storax,  is  colourless 
with  a  bluish  opalescence,  and  represents  46-65 
p.c.  of  the  original  balsam  ;  but  if  turpentine  be 

E resent  the  percentage  is  larger,  and  the  residue 
as  a  yellowish  colour  (Ph.  Centh.  16,  163). 
Closely  allied  to  liquid  storax  are  the  exuda- 
tions from  the  Styrax  officinale  (Linn.),  Liquid' 
arnbar  styraciftua  (Linn.),  a  native  of  North 
America,  the  balsam  of  which  was  examined 
by  FlUckiger  and  v.  Miller  (Arch.  Pharm. 
[3]   20,   646  a.    648).     It   is   obUined   in  the 


416 


BALSAMS. 


form  of  a  sticky  grey  mass  oontaining  white 
crystalline  portions  mixed  with  fragments  of 
wood  and  bark.  Its  composition  does  not 
dififor  essentially  from  that  of  Asiatic  Storaz 
(t^.  Itallie).  Ltquidambar  formo&ana  (Hance); 
and  AUingia  exctha  (Noronha)  (c/.  Fliick.  a. 
Hanb.  276 ;  Tschirch  a.  v.  Itallie,  Arch.  Pharm. 
239,  541). 

Tola.  Bahamum  tolutanum.  {Baume  de 
tolu,  Fr. ;    Tolubalsam,  Ger.) 

Monardes,  in  his  book  published  in  1674, 
describing  the  products  of  the  West  Indies,  is 
the  first  to  mention  balsam  of  tolu.  Soon  after- 
wards it  was  introduced  into  England.  Tolu  is 
the  product  of  the  trees  of  Myroxylon  ToUUfera 
(H.  B.  a.  K.),  natives  of  Venesuela  and  New 
Qranada,  and  probably  also  of  Ecuador  and 
BrauL  (For  botanical  characters,  v.  Bentl.  a. 
Trim.  84.)  V-shaped  incisions  are  made,  and  the 
concreted  juice  from  time  to  time  collected.  This 
draining  of  the  trees  goes  on  for  eight  months  of 
the  year  (Weir,  Joum.  R.  Hort.  Soc,  May,  1864). 

Balsam  of  tolu  is  a  viscid  resin,  wbdch  on 
exposure  hardens  to  a  vitreous  mass.  It  has 
an  agreeable  odour  suggestive  of  vanilla,  and 
has  a  decided  aromatic  taste.  Crystals  of 
cinnamio  acid  may  be  seen  in  tolu  when  thin 
layers  are  examined.  It  is  soluble  in  alcohol, 
glacial  acetic  acid,  acetone  and  chloroform,  also 
in  caustic  potash.  In  benzene  it  is  insoluble,  and 
nearly  so  in  carbon  disulphide,  volatile  oils,  and 
ether.  Balsam  of  tolu  consists  for  the  mQst 
part  of  an  amorphous  resin  similar  to  that  left 
oy  carbon  disulphide  in  the  case  of  Peru  balsam, 
lliis  resin  on  hydrolysis  yields  tohuresinoiannol 
Cifiifi^f  a  lower  nomologue  of  peruresino- 
tannol,  a  dark  brown  powcfer  decomposing  at 
100^  without  melting.  It  gives  colour  reactions 
with  ferric  chloride  and  potassium  dichromate, 
and  precipitates  with  lead  acetate  and  gelatin 
(Oberlander,  Arch.  Pharm.  232, 609).  Treatment 
with  water  extracts  from  balsam  of  tolu  ctn- 
namic  add  (Carles,  J.  Pharm.  Chim.  19, 112),  and 
according  to  Busse  (Ber.  9,  830)  it  contains  also 
benzoic  acid,  and  both  benxyl  henioate  and  einno' 
mate.  Distilled  with  water,  small  quantities  of 
a  peculiar  hydrocarbon  pass  over  which  has  been 
called  tolene.  The  yield,  according  to  Deville,  ia  2 
p.c.  (Ann.  Chim.  Phys.  [3]  3, 162).  Tolene  has 
the  formula  CioH^,.  Its  sp.  gr.  at  10^  is 
0-868  (Kopjp),  and  it  boils  at  170^  according  to 
Deville  and  Scharling»  or  at  164*-160^  (Kopp). 
Deville  found  tolene  to  have  a  vapour  densily 
of  6*1.  This  hydrocarbon  does  not  appear  to 
have  been  further  studied  or  to  be  Imown  in 
any  other  chemical  relation. 

Turpentine  present  as  an  adulteration  in 
tolu  may  be  detected  by  treatment  with  carbon 
disulphide,  which  has  scarcely  any  solvent  action 
on  the  genuine  balsam ;  or  by  sulphmic  acid, 
which  imparts  to  tolu  a  cherry-red  colour, 
whereas  wnen  turpentine  is  present  the  mixture 
turns  black.  A  specimen  of  spurious  tolu 
examined  by  Naylor  was  completely  soluble  in 
carbon  disulphide  (Pharm.  J.  [3]  8, 624).  To  test 
for  added  colophony,  the  sample  is  agitated  with 
4  to  6  times  its  weight  of  light  petroleum  and 
the  filtrate  shaken  with  its  own  volume  of  copper 
acetate  solution  (1 :  1000)  when  no  green  colour 
should  be  seen  in  the  petroleum  layer  (Hirsch- 
sohn,  Chem.  Zentr.  1896,  iL  694). 

XanthoirhoM  Balsams.    A  number  of  bal- 


samic resins  are  obtained  from  the  xanthoirhoeas 
or  grass  trees  of  Australia.  Seven  species  of 
these,  the  arborea,  australis.  Hostile^  media^ 
minor,  bracteata,  and  PumUio  were  described  as 
early  as  1810  by  Brown  (Prodromus  Novas 
Hollandice).  The  first  two  are  arborescent  trees, 
the  third  and  fourth  have  short  stems,  and  the 
last  three  are  stemless.  Hirschsohn  (Pharm. 
2«eit.  16,  81)  distinguishes  three  xanthorrhcBa 
balsamic  exudates ;  but  of  these  only  two  are 
important,  the  yeiiiyw  or  acaroid  bcdsam  and  the 
redbaUam  (Pereira,  Mat.  Med.  3rd  ed.  1099). 

Acaroid  Balsam,  Acaroid  Resin,  Resina 
Acaroides,  Besin  of  Botany  Bay,  This  bfldsam 
was  first  mentioned  by  Governor  Phillips  in 
1789  (Voyase  to  Botanv  Bay).  It  exudes  spon- 
taneously from  the  AanOurrrkiBa  Hostile  and, 
according  to  some  writers,  from  the  X,  arborea. 
It  has  a  yellow  colour  resembling  gamboge, 
but  sometimes  has  a  deep  red  tint,  and  when 
heated  evolves  a  balsamic  odour.  It  is  used 
in  the  preparation  of  sealing-wax  and  lacquers 
and  japanner's  gold-size.  Among  those  who 
have  investigated  acaroid  balsam  are  Lichsten- 
stein  (Crell'sAnn.  2,  242);  Schrader  (Tromms- 
dorfPs  Ann.  6,  96) ;  T^augier  (Ann.  Chim.  Phys. 
76, 266) ;  Widmann  (Buchner's  Repert.  22, 198) ; 
and  Stenhouse  (C.  S.  Mem.  3, 10 ;  Annalen,  67, 84). 
Its  chief  constituents  are  resin,  a  trace  of  vola- 
tile  oil,  and  cinnamic,  benzoic,  and  para-coumarie 
aeids,B!^para'hydr(wybenzalikhydeaiid  probably 
vanillin  (Bamberger,  Monatsh.  14,  333).  The 
resin  consists  of  xanthoresinoiannoi  C4.H4,Oio, 
chiefly  in  form  of  para-coumarate  (Hildebrand, 
(Arch.  Pharm,  234,  698).  (For  properties  of 
xanthorrhosa  resin  oil,  see  Schimmel  and  O). 
(Chem.  Zentr.  1898,  i.  268) ;  Haensel  (Chem. 
Zeit,  1908,  i.  1837).)  By  distilling  aoaioid 
balsam,  Stenhouse  obtained  a  light  neutral  oil 
containing  benzene  and  cinnamene,  and  by  treat* 
ment  witn  nitric  acid  the  same  observer  finds 
acaroid  balsam  to  give  so  large  a  yield  of  picric 
acid  that  he  recommends  it  as  a  convenient 
source  of  that  compound.  Aa  much  as  13  p.c. 
of  parahydroxybemoic  acid  is  formed  when 
acaroid  balsam  is  fused  with  potash.  Amongst 
the  other  products  of  this  reaction,  are  resorci- 
ncl,  pyrocatechol,  and  a  double  compound  of 
para-hydro3n^>enzoic  and  prolocatechuic  acids 
Ci4H.207,2H.O,  which  has  been  likewise  ob- 
tamed  from  benzoin  (Hlasiwetz  and  Barth,  J. 
1866,  630). 

Bed  Balsam  of  XanthorrhcBa,  ^ack-hoy 
Own,  A  red  balsamic  resin  resembling  dragon's 
blood.  When  heated  it  evolves  a  balsamic 
odour.  This  resin  does  not  contain  cinnamic 
or  benzoic  acid,  it  contains  a  small  quantity  of 
para-hudroaBybenzaldehvde,  and  consists  mainly 
of  eryAroresinotannol  Ot^^tfiiQ,  chiefly  as  para- 
coumarate  (Bamberger,  Hildebrand).       A.  S. 

BAMBARA  FATo.  Bassia  oils. 

BAMBOO.  The  ash  of  the  shoots  of  these 
grasses  {Bambusa  arundinacea  (Willd),  Oigan^ 
tochloa  verticiUata  (Munro),  &c.)  contains  from 
30  to  40  p.c.  of  potash  (K.O),  and  constitutes  a 
good  source  of  potash.  The  fibres  of  the  shoots 
supply  an  excellent  paper-making  material, 
and  have  been  used  for  this  purpose  by  the 
(Chinese  from  time  immemorial  (Romanis, 
Caiem.  News,  46,  168 ;  46,  61 ;  Nature  18,  50). 

BAMBOOI  FAT  or  BAMBUK  BUTTER  tr. 
Bassia  oils. 
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BANANA.  The  fruit  of  Mwa  sapieniium, 
a  plaot  growing  freoly  in  tropica]  oountries. 
When  ripe  the  pulp  is  rich  in  sucrose  and  invert 
sugar,  but  in  the  unripe  condition  contains  much 
stsxoh,  and  is  extensively  used  for  the  prepara- 
tion of  banana  flour  in  the  Indian  Archipelago, 
Brazil,  the  west  coast  of  Africa,  and  the  Pacific 
Islands. 

Analysob  by  Leuscher  (Zeitsch.  d£fentL 
Cliem.  1002,  8,  126)  of  (1)  green  husks,  (2)  ripe 
husks,  (3)  unripe  fruit  (pulp),  (4)  ripe  fruit  (pulp), 
and  (5)  banana-meal,  are  as  follows : — 


Water        .      . 
Crude  protein  . 
Crude  fat  . 
Crude  fibre 
N-free  extract  . 
Starch 
Dextrin 
Tannin 
Sucrose 


(1)  (2)  (3)  (4)        (5) 

70-0  700  70-5  671     16-0 

2-0      2-9  3-9  5-0      7-0 

4-6      41  01  0'2      0-3 

9-9      8-6  04  0-3      6-9> 

8-3  104  —  —     70-0 

^       __  19.1  _ 

—  —  20  1-0 

—  —  2-2  01 
_       _  _-  15.8 


Invert  sugar     . ,    —       — 
Ash  .         .      .      5-3      3-9 


M 


9-7 
0-9 


1-8 


Only  the  quite  green  fruit,  containing  mere  traces 
of  su^ar,  can  be  used  for  preparing  the  meal. 

Ripe  bananas  contain  invertase  (Mirran, 
(Jhem.  Zeit.  1894,  17,  1283).  American  analyses 
show  much  less  protein  in  ripe  bananas  than  is 
given  in  Leuscher's  figures,  the  average  being 
only  1*3  p.c.  (Bulletin  28,  U.S.  Bept.  of 
Agriculture,  1899).  H.  I. 

BAPTISIN  V.  Glucosidbs. 

BARBALOIN  v.  Glucosidks. 

BARBATIC  ACID.  Barbatic  acid  Ci.H.oO, 
was  first  isolated  from  the  lichen  Usnea  barhaia 
by  Stenhouse  and  Groves  (Chem.  60c.  Trans.  1880, 
37,  406)  in  which  it  occurs  in  conjunction  with 
usnic  acid.  Zopf  (Annalen,  1897,  297,  271) 
found  barbatic  acid  in  the  Usnea  longissima,  in 
the  EUdora  ochroUvca  (Ibid,  1899,  306,  282), 
and  in  the  Usnea  dasffpoyi  {ibid.  1902,  324,  39) ; 
Hesse  (J.  pr.  Chem.  1898  ii.  67,  232)  describes 
its  presence  in  the  Usnea  hngissima,  Usnea 
bawata,  and  Usnea  ceratina.  Hesse  (I.e.) 
originally  considered  that  barbatic  acid  had  the 
composition  C-gHj^Og,  and  described  potassium 
barium  and  copper  salts  and  an  ethyl  ester 
m.p.  132,  which  apparently  established  this 
formula,  but  in  a  later  paper  (J.  pr.  Chem.  1903, 
ii.  68,  1)  he  confirms  Stenhouse  and  Groves* 
formula,  C| »H 2 qO  7.  The  sodium  salt  C,  ,H  „0  / 
Na,2HgO  crystallises  in  straight-sided  leaflets 
(compare  idso  Zopf,  1902,  789).  The  action  of 
acetic  anhydride  on  barbatic  acid  leads  to  the 
formation  of  what  is  probably  the  Witone  of 
acetylbarbatic  acid ;  this  melts  at  260®  and  on 
recrystaUisation  from  acetic  anhvdride  yields 
acetyl  barbatic  ac*rfC„Hi,(CjH,0)07,  m.p.  172°. 
The  hydrolysis  of  barbatic  acid  with  aqueous 
alkalis  yields  belorcinol  and  rhizoninic  acid. 
Barbatic  acid  crystallises  in  colourless  needles, 
nup.  184°  (Hesse,  J.  pr.  Cliem.  1906  [2],  73,  113). 

A.  G.  P. 

BARBERRY  ROOT.  The  root  of  Berberis 
vulgaris f  a  wild  shrub  common  to  Europe  and 
Asia.  The  active  principle  which  it  contains  is 
the  alkaloid  berberine  (',oH,-N04,6H<0,  which 
may  be  prepared  by  boiling  the  root  ^ith  water 
containing  a  slight  excess  of  lead  acetate,  filter- 

>  Including  taonin  and  colouring  matter. 
Vol  I.— T. 


ing,  and  evaporating  the  filtrate  to  crystallisa- 
tion. Berberine  crystallises  in  fine  yellow 
prisms,  very  soluble  in  hot  water  and  alcohol, 
out  insoluble  in  ether.  It  begins  to  sublime  at 
200^.  The  salts  of  berberine  are  sparingly 
soluble.  The  hydrochloride  and  phosphate  are 
used  medicinally. 

Berberine  is  also  found  in  the  root,  wood,  or 
bark  of  the  following  plants  :  Berberis  aristata, 
Berberis  cetnensiSf  zanthoxylum  Clava-Heradis 
(Linn.),  Hydrastis  canadensis  (Linn.),  Coscinium 
fenestratum  (Colebr.),  JcUeorhiza  Cclumba 
(Miers.),  Xylopia  pciycarpa  (Oliver),  Podo^ 
phyllum  peUatum  (Linn.),  Aanthorissa  apiifoHa^ 
Coptis  Teeta  (WalL),  Soddalia  aculeata,  Evodia 
meticsfolia. 

The  root,  root-bark,  and  especially  their  con- 
centrated liquid  extracts,  are  used  to  a  small 
extent  for  dyeing  silk  and  leather  yellow.  It 
is  the  only  natural  basic  colouring  matter  at 
present  employed.  Wool  and  silk  are  dyed  in 
a  neutral  bath,  or  with  a  slight  addition  of  alum 
to  the  dyebath.  It  gives  somewhat  clear  yellow 
shades,  not  remarkable,  however,  for  any  special 
quality  eitiier  of  fastness  or  purity  of  colour. 

Literature. — Buchner,  Annalen,  24,  228; 
Fleitmann,  ibid.  69,  160;  Boadeker,  ibid.  66, 
384;  69,  40;  Dyson  Perrins,  ibid.  Suppl.  2, 
171,  and  83,  276;  Stenhouse,  ibid.  96,  108. 
Repert.  chim.  appl.  4,  469 ;  Repert.  chim.  pure, 
3,  106;  4,  367;  6,  423;  Annalen,  116,  132; 
122,  266 ;  Suppl.  1863,  2,  191 ;  Joum.  chim. 
med.  1826,  2,  314;  Chem.  Soo.  Trans.  16,  339. 
Bull.  Soc.  Chim.  1863,  423 ;  Chem.  Soc.  Abetr. 
1886,676;  1886,  633,  1041;  1887,  174,  383, 
606,  1067  ;  Chem.  Soc.  Trans.  1889,  63  ;  Arch. 
Pharm.  HS]  26,  329 ;  26,  164 ;  Amer.  J.  Sci. 
[2]  33,  43  ;  Annalen,  24,  228 ;  Annalen,  Suppl. 
2,  197  ;  Perkin  and  Hummel,  Chem.  Soc.  Trans. 
67,  416;  Perkin,  ibid.  71, 1196). 

BARBITURIC  ACID  v.  Malonyl  cabbamide. 

BARILLA  or  BARILLOR.  (Fr.  BanUe,) 
Commercial  name  of  an  imnure  soda  obtained 
from  the  ashes  of  the  Stuscila  Soda  (Linn.), 
formerly  grown  specially  in  Spain,  Sicily, 
Sardinia,  the  Canary  Islands,  and  the  Levant. 
The  seed  was  sown  at  the  end  of  the  year,  and  the 
plants  were  ready  for  cutting  in  September  of  the 
following  year  ;  they  wer^  usually  burnt  during 
October.  A  hole  capable  of  holding  one  or  two 
tons  of  soda  was  dug  in  the'ground  and  covered 
over  with  an  iron  grating ;  the  dried  plants, 
mixed  with  canes,  were  heaped  on  this  and  set 
on  fire.  The  heat  was  sufficient  to  melt  the  ash, 
which  ran  down  and  collected  in  the  hole.  More 
material  was  supplied  to  the  fire  till  the  hole  was 
full  of  fused  soda ;  it  was  then  covered  with 
earth  and  left  to  cool,  after  which  the  porous 
mass  was  broken  out  and  was  ready  for  shipnjent. 
Contained  about  20  p.c.  alkali,  together  with 
chlorides  and  sulphates  of  sodium,  calcium  and 
aluminium  and  very  little  sulphur.  Formerly 
much  used  for  making  soda  soap ;  little,  if  at 
all,  used  now. 

Kelp  is  sometimes  called  British  Barilla. 

BARIUM.     Symbol,  Ba.     At.  wt.  137-37. 

The  name  *  l>aroto  '  (from  0apvs,  heavy)  'was 
given  to  the  earth  contained  in  heavy-spar 
{terra  ponderasa)  by  Guyton  de  Morveau  in 
1779,  and  was  afterwards  altered  to  '  baryta  '  by 
Lavoisier ;  the  name  itself,  therefore,  is  indictv- 
tive  of  the  great  density  of  its  compounds. 
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Barium  oocura  prinoipally  as  the  Bulphate, 
haryUa  or  heavy-spofr  BaSOf,  and  w  generally 
found  associated  with  metallic  ores  containing 
sulphur.  Dieulafait  (Ann.  Ghim.  Phys.  [6]  16, 
530)  has  shown  that  all  primary  rooks  contain 
barium  in  sufficient  quantity  to  be  easily 
detected.  Barium  also  occurs  in  nature  as 
witkeriU  BaCO,,  harytoceUHiU  (BaSrOa)S04, 
haryUxaleiU  (BaGa)00„  dhUmf'U  (BaCa)CO„ 
ana  in  certain  varieties  of  the  ores  of  manganese ; 
also  in  certain  silicates,  as  brewsterite  Ii4(SrBa) 
AliSicOi„3H,0,  kturmotome  H,(K,Ba)AltSuOu- 
4£L,0,  and  hffolophane  or  hary/ta-ftUtpar  !EL,Bia* 
2Al,8i80,4,  and  frequently  in  mineral  waters. 
Barium  is  also  frequently  found  in  calcium  and 
strontium  minerals,  replacing  a  portion  of  those 
elements  with  which  it  is  isomorj^ous. 

It  is  never  found  native.  Its  oxide,  baryta 
BaO,  was  first  recognised  as  a  peculiar  earth 
distinct  from  lime  by  Scheele  in  1774. 

Pfe«aratt<m.— I>avy  (PhiL  Trans.  1808,  354) 
eleotrofyBed  a  moist  paste  of  a  barium  salt, 
usin^  a  cathode  of  meroiuy.  He  thereby 
obtamed  a  poor  amalgam  which  on  distillation 
yielded  a  silver-white  solid  that  he  believed  to  be 
metallic  barium,  but  which  in  reality  was  only 
a  rich  amalgam  as  shown  by  Donath  (Ber. 
12,  745). 

Bunaen  (Pogg.  Ann.  91, 619)  slightly  modified 
Davy's  process,  heating  the  amalgam  in  a 
charcoal  boat  in  a  current  of  hydrc^n,  obtaining 
a  tumefied  mass  which  was  probably  a  mixture 
of  hydride  and  carbide.  Gunts  has  also  shown 
that  Kem*s  method  (Chem.  News,  31,  243)  of 
heating  the  iodide  with  sodium  yields  a  sub- 
iodide  which  decomposes  water. 

Clarke  (Ann.  Plm.  17,  419)  exposed  baryta 
to  the  action  of  the  oxy- hydrogen  blow-pipe 
flame  on  charcoal  and  obtained  metallic-looking 
globules  probably  of  barium  carbide. 
,  Mattniessen  (Annalen,  93,  277)  electrolysed 
the  fused  chloride  and  obtained  metallic- 
looking  globules  which  were  probably  sub- 
chloride. 

Maquenne  (Bull.  Soc.  chim.  (3)  7,  308) 
heated  the  amalgam  in  vacuo,  but  owing  to 
decrepitation  of  the  substance  and  rupture  of 
the  tube  he  was  unable  to  obtain  satisfactory 
results. 

GnntK  (BulL  Soo.  chim.  [3]  29,  483),  by 
8tud3rinc  the  same  process,  was  finally  able  to 
distil  on  all  the  mercury  without  decrepitation 
or  bursting  of  the  tube.  After  many  experi- 
ments, he  finally  adopted  the  following  method : 
An  amalgam  oontaininff  3  p.c.  of  bturium  was 
prepared  according  to  Davy's  original  process, 
and  5  to  6  kilos  of  it  were  distiUea  in  an  atmo- 
sphere of  hydrogen  under  reduced  pressure  to 
such  a  point  as  to  obtain  an  amalsam  having  a 
close  grain  and  not  readily  oxidisaUe,  containmg 
about  10  p.c.  barium.  About  half  a  kilo,  of 
it  was  then  placed  in  an  iron  boat  contained  in  a 
large  porcelain  tube.  Over  the  boat  was  placed 
a  nickel  spiral  to  prevent  spurting  and  loss. 
The  tube  was  then  heated  very  slowly  by  an 
electric  current  circuit  so  as  to  arrive  at  a  dull 
red  heat  in  about  four  hours,  a  vacuum  being 
maintained  in  the  tube.  The  amalgam  slowly 
loses  mercury  without  change  of  form,  and 
towards  900^  it  suddenly  liquefies,  when  the 
current  is  turned  off  to  avoid  ebullition  and 
loss.    The   amalgam    so   obtained,   containing 


about  06  p.0.  barium,  has  a  coarsely  faceted 
crystalline  structure,  and  quickly  oxidises  in 
air.  For  the  last  operation  it  is  {daced  in  a 
nickel  boat  containea  in  a  porcelain  tube  lined 
with  nickel  foiL  The  latter  is  necessary  as 
when  the  barium  distils  towards  the  end  of  tho 
operation  its  corrosive  action  on  the  glass 
causes  rupture.  The  tube  is  maintained  at 
900*  for  two  or  three  hours  under  diminished 
pressure,  keeping  the  ends  of  the  tube  suitably 
cooled  ;  then  at  950^  for  one  hour  during  which 
time  there  is  a  considerable  loss  of  Barium. 
The  barium  so  obtained  is  kept  in  an  atmosphere 
of  dry  carbon  dioxide.  A  sample  obtained  by 
distilling  half  the  barium  had  the  composition 
Ba  98-35,  Hg  0*83,  Fe  0-40.  In  repeated  experi- 
ments   Gunts  failed  to   obtain   riarium  much 

Eurer  than  98  p.c.  He,  however,  found  in  his 
iter  experiments  that  by  preparation  of  the 
hydride  a  much  purer  metal  could  be  obtained 
(Comnt.  rend.  141,  1240).  The  method  is  a 
modincation  of  the  earlier  experiment.  After 
the  preparation  of  the  metal  in  the  above  way 
pure  dry  hydrogen  is  allowed  to  ent^r  the 
tube,  maintained  at  900^  It  is  then  heated 
to  1200^,  just  below  the  fusion  point  of  the 
hydride  ;  by  this  means  every  trace  of  mercury 
can  be  removed.  The  hydride  contained  in  a 
nickel  boat  is  then  placed  in  the  nickel-lined 
tube,  heated  in  a  vacuum  at  1200^,  whereby 
the  hydride  is  completely  decomposed  and  the 
volatilised  barium  is  condensed  on  a  polished 
steel  tube  cooled  by  circulating  water  placed 
inside  where  the  vapours  are  being  liberated. 
The  metal  so  obtainM  assayed  99*6  p.c.  burium 
and  was  free  from  hydrogen. 

A  very  convenient  laboratory  method  for 
preparing  small  quantities  of  barium,  also  due 
to  Guntz,  is  to  heat  barium  oxide  with  one-tenth 
its  weight  of  metallic  aluminium  at  1200^  in  a 
vaouunL  The  metal  condenses  in  the  cooler 
part  of  the  tube  and  assays  as  much  as  98*8  p.c. 
barium. 

The  preparation  of  the  metal  by  electrolysis 
of  the  fused  oxide  or  chloride  does  not  appear  to 
be  attended  with  success  ;  sub-salts  are  formed, 
and  the  current  passes  without  further  action 
(Z.  Electroch.  9,  291.) 

Properties. — ^Barium  when  absolutely  pure 
is  a  silver  white  metal  with  a  drauBity  of.  3*78. 
It  is  slightly  harder  than  lead.  It  melts  at 
about  8^^  and  commences  to  volatilise  at  960^. 
Barium  oxidises  rapidly  in  air  yieldine  princi- 
pally the  monoxide;  the  powder  easOy  takes 
fire  spontaneously.  Gimtz  states  that  molten 
barium  attacked  all  the  metals  he  tried,  iron 
and  nickel  being  the  most  resistant.  Barium 
decomposes  watwand  alcohol  in  the  cold,  yield- 
ing in  the  latter  case  barium  ethoxide. 

Oxides  of  barium.  Three  oxides  of  barium 
are  known — barium  suboxide  Ba^O,  barium 
oxide  or  baryta  BaO,  and  barium  peroxide  BaO^. 

Barium  suboxide  Ba.O  is  obtained,  according 
to  Guntz  (Ck)mpt.  rend.  143,  339),  by  heating 
the  protoxidcf  with  magnesium  or  barium  to  a 
temperature  of  1100*.  It  is  a  black  mass  which 
decomposes  water. 

Barium  oxide,  protoxide,  monoxide,  or 
baryta,  BaO,  is  the  oxide  formed  when  the  metal 
bums  in  air.  It  is  more  readily  obtained  by 
heating  (1)  the  nitrate  or  (2)  the  carbonate  of 
barium. 
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(1)  Barium  nitmte  heated  progressively, 
fuses,  then  decomposes  with  the  liberation  of 
nitric  fumes  and  much  frothing  leaving  a  porous 
mass  of  barium  oxide. 

(2)  The  carbonate  may  also  be  converted  into 
barium  oxide  by  exposing  it  to  the  strongest  heat 
of  a  forge  fire ;  but  the  last  traces  of  carbonic 
acid  are  only  eirpelled  with  difficulty.  However, 
at  an  ordinary  white  heat,  this  may  be  aocom- 
plished  by  mixing  the  carbonate  with  one-tenth 
of  its  weight  of  lampblack  or  charcoal  and 
makinff  into  a  thick  paste  with  oil  or  tar,  carbonic 
oxide  being  evolved,  thus : 

BaCO,+C=BaO+2CO. 

The  mixture  should  be  heated  in  an  earthen 
crucible  lined  with  lampblack  and  fitted  with 
a  tight  cover;  on  the  large  scale  witherite  is 
thus  converted  into  baryta  for  use  in  separating 
crystalUsed  sugar  from  molasses.  In  a  second 
baiyta-manufacturing  process  a  mixture  of  the 
carbonates  of  barium  and  calcium  is  ignited  in 
a  current  of  aqueous  vapour. 

(3)  Chi  the  small  scale,  baryta  ma^  be  easily 
obtained  by  heating  barium  iodate,  which  readily 
gives  up  ail  its  io£ne,  together  with  five-sixtlis 
of  its  oxygen,  without  fusing  or  frothing : 

Ba(I08),=BaO+I,0,. 

Barium  oxide  as  prepared  by  the  above 
methods  is  |;enerally  a  greyish-white  friable 
mass  of  specific  gravity  4*7-^ '5.  Brfl^elmann 
(Annalen,  [2]  4, 277),  by  heating  barium  nitrate  in 
a  porcelain  flask,  obtained  minute  crystals  of 
BaO  belonging  to  the  regular  system,  of  sp.er. 
6-722.  He  found  later  that  by  heating  tne 
oxide  in  a  clay  or  graphite  crucible  he  obtained 
needles  belonging  to  the  hexagonal  system 
sp.gr.  0-32,  but  if  heated  in  a  platmum  crucible 
tne  oxide  is  obtained  in  cubic  forms,  sp.gr. 
5-74.  It  is  therefore  dimorphous  (Zeitsch. 
anal.  Ghem.  29,  127).  It  is  only  just  melted 
even  by  the  heat  of  the  oxyhydrogen  blow- 
pipe; but  in  the  electric  furnace  it  may  be 
readily  liquefied  and  volatilised.  The  liquid 
on  cooling  yields  a  crystalline  mass  (Moissan, 
Ann.  Ohim.  Phys.  [7]  4,  139);  it  is  a  non- 
conductor of  electncity,  but  in  presence  of 
mercury  may  be  electroHsed  into  barium  and 
oxygen.  BaO  is  strongly  alkaline,  caustic,  and 
poisonous.  Fluorine  attacks  it  in  the  cold, 
libevating  oxysen,  the  mass  becoming  incandes- 
cent. Dry  chforine  has  little  or  no  action  on  the 
perfectly  anhydrous  baryta.  It  is  deoxidised 
by  potassium  at  a  red  heat,  and  slakes  with 
water,  forming  barium  hydrate  Ba(OH),  with 
such  energy  that  the  whole  mass  becomes 
incandescent  provided  the  amount  of  water 
be  not  too  large.  It  rapidly  absorbs  moisture 
from  the  air.  it  unites  iiith  methyl  and  ethyl 
alcohols,  forming  the  compounds  BaO,2CH40 
and  BaO,2G,H,0.  Heated  in  the  vapour  of 
carbon  disulphide,  it  forms  barium  carbonate 
and  barium  sulphide : 

3BaO + CS, = BaCO, + 2BaS. 

It  dissolves  readily  in  dilute  nitric  and  hydro- 
chloric acids,  but  with  most  other  acids  forms 
insoluble  salts.  When  vapour  of  sulphuric  an- 
hydride is  passed  over  it,  heated  to  low  redness 
in  a  glass  tube,  formation  of  barium  sulphate 
BaS04  occurs  with  incandescence. 

Barium  perozUo  or  dioxide  BaO,  is  formed 
when  anhydrous  baryta  is  heated  to  a  dull  red 


heat  in  a  stream  of  oxygen  or  of  air  freed  from 
carbonic  acid.  Barium  hydroxide  may  be  similarly 
converted  into  the  peroxide,  but  less  readily,  as 
it  fuses  below  the  temperature  of  absorption  of 
oxygen ;  but  the  absorption  may  be  rendered 
rapid  by  mixing  the  hydroxide  with  lime  or 
magnesia  which  prevents  fusion  and  keeps  the 
mass  porous.  Peroxide  of  barium  may  also  be 
obtained  by  sprinkling  red-hot  bar3rta  with  four 
times  its  weignt  of  powdered  potassium  chlorate 
in  successive  small  portions ;  the  potassium 
chloride  simultaneously  formed  may  be  washed 
out  with  water,  leaving  the  peroxide  in  the  form 
of  a  hydrate. 

The  peroxide  obtained  by  these  means  is  not 
pure,  bein^  contaminated  with  a  little  uncon- 
verted banum  oxide,  iron,  silica,  and  other  sub- 
stances derived  from  the  preparing  vessels.  In 
order  to  purify  it  the  finely  powdered  crude  pro- 
duct is  gradually  added  to  an  excess  of  dilute 
hydrocl&ric  acid,  avoiding  any  considerable  rise 
of  temperature ;  the  cructo  substance  dissolves, 
forming  barium  chloride  and  peroxide  of  hydro- 
gen. The  solution  is  filtered  from  insoluble 
matters  and  treated  with  baryta  water  until  the 
silica  and  ferric  oxide,  together  with  a  little 
hydrated  barium  peroxide,  regenerated  by  action 
of  the  peroxide  of  hydrogen  upon  the  barium 
hydroxide,  are  precipitated.  The  liquid  is  again 
filtered  and  then  supersaturated  with  baryta. 
By  this  means  the  whole  of  the  peroxide  of 
hydrogen  re^nerates  barium  peroxide,  which  is 
precipitated  in  minute  prisms  or  lamine  of  the 
hydrate  BaOsySHjO,  in  which  condition  the  per- 
oxide is  best  preserved,  and  is  a  suitable  form  for 
use  in  the  preparation  of  peroxide  of  hydrogen. 
Chi  drying  at  130^  or  at  ordinary  temperatures  in 
vacuo  it  is  converted  into  pure  anhydrous  barium 
peroxide. 

Barium  peroxide  is  a  grey,  impalpable  powder, . 
slightly  more  fusible  tluoi  the  monoxide.    The  v 
temperature  of  dissociation  depends  upon  the 
pressure.    According  to  Le  Chatelier  (Ck>mpt. 
rend.  115,  654),  the  figures  are  as  follows : — 

Temp.  C."  520  656  650  070  720  785  750  775  785  790 
PresB.  mm.    20    25    05    80  210  260  340  610  020  670 

These  pressures  vary  according  to  the  degree  of 
decomposition  being  highest  at  the  commence- 
ment of  the  operation.  Brin's  method  of 
preparing  oxygen  depends  upon  the  above 
physical  factors.  The  f^pongy  protoxide  of 
tiarium  prepared  as  indicated  above  is  placed  in 
thin  beds  in  iron  retorts  heated  by  special 
furnaces.  The  temperature  is  maintained  as 
constant  as  possible  between  600^  and  600°. 
Air  which  has  been  freed  from  moisture  and 
carbon  dioxide  by  passing  first  over  quicklime 
and  then  over  caustic  8o<&  is  forced  by  pumps 
throuch  the  retorts  whereby  the  BaO  is  con- 
vertea  to  BaO^.  The  residual  nitrogen  is 
allowed  to  escape  into  the  atmosphera  When 
the  peroxidation  is  complete  a  set  of  valves 
places  the  retorts  in  connection  with  the  exhaust 
pumps,  the  reduction  of  pressure  causing  libera- 
tion of  oxygen.  The  first  portions  are  allowed 
to  escape  until  the  pressure  measures  66  cm. 
mercury,  another  set  of  valves  then  comes  into 
play  and  automaticalh'  connects  the  retorts 
with  the  gasometer.  The  oxygen  obtained  is 
97  to  98  p.c.  pure.  Barium  peroxide  is  used 
in  the  preparation  of  hydrogen  peroxide  or 
dissolvea  in  acidulated  water  as  a  bleaching  agent. 
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Peroxide  of  barium  is  decomposed  by  sul- 
phuretted hydrcM[en  at  ordinary  temperatures^ 
and  when  heatea  in  a  ourrent  of  carbonio  oxide 
it  becomes  white  hot.  It  becomes  incandescent 
when  heated  in  sulphur  dioxide.  When  treated 
with  strong  sulphuric  acid  at  a  temperature 
exceeding  70*,  oxygen  is  given  off;  at  lower 
temperatures  the  oxygen  is  mixed  with  oione. 
When  the  peroxide  is  mixed  with  acidulated 
water  in  presence  of  oxide  of  silver,  peroxide 
of  manganese,  or  peroxide  of  lead,  oxygen 
is  evolvMl  both  from  the  peroxide  of  barium  and 
from  the  other  oxide.  A  small  quantity  of  a 
silver  compound  is  capable  of  decomposing  a 
Urge  quantity  of  barium  peroxide,  but  iocune 
decomposes  an  exactly  equivalent  quantity : 

BaO,+Ii=BaI,+0,. 

The  amount  of  active  oxvgen  in  BaO,  may 
be  determined  by  adding  a  known  quantity  of 
the  peroxide  to  pure  hydrochloric  acid,  then 
potassium  iodide  me  from  iodate  toother  with 
excess  of  bicarbonate  of  soda,  and  titrating  the 
liberated  iodine  with  a  standard  solution  of 
sodium  thiosulphate.  It  may  also  be  estimated 
by  titrating  an  acidulated  solution  with  standard 
potassium  permanganate  (Bertrand,  BulL  Soo. 
chim.  [2]  33,  148). 

Barium  hydroxide,  Hydrate  oj  Barvta,  or 
Causiie  Baryto  Ba(OH)s  or  BaO-H.O,  is  formed, 
with  great  evolution  of  heat,  when  water  is 
added  to  anhydrous  baryta  (barium  oxide) : 

BaO+HtO-Ba(OH)r 

A  hot  concentrated  solution  of  equivalent 
quantities  of  barium  nitrate  and  sodium  or  po- 
tassium h3rdroxide  deposits,  on  cooling,  crystals 
of  barium  hydroxide.  Soda  is  usually  employed, 
of  sp.gr.  1  •10-1*15,  and  the  crvstals  obtained  are 
freed  nom  mother  liquor  by  draining,  or  better, 
by  means  of  a  centrifugal  machine. 

Commercial  caustic  baryta  is  prepared  oi 
the  large  scale  by  igniting  the  native  sulphate 
or  heavy  spar  with  coal  or  charcoal,  whereby  an 
impure  barium  sulphide  is  obtained,  and  heating 
this  is  earthenware  retorts  into  which  a  current 
of  moist  carbonic  acid  is  passed,  thus  converting 
it  into  carbonate : 

Ba6+C0,+H,0=-BaC0,+H,S. 

Superheated  steam  is  then  passed  over  the 
heated  carbonate,  when  the  following  decom- 
position takes  place : — 

BaCO,+H,0=Ba(OH),+CO,. 

According  to  B.  Heintz  (Chem.  Zeit.  1901, 
199),  only  the  carbonate  is  used  to  any  extent. 
The  calcination  is  conducted  in  specially  con- 
structed furnaces  lined  with  basic  material 
and  heated  with  producer  gas.  The  product 
contains  95  p.c  BaO.  The  same  author  reviews 
the  methods  that  have  been  suggested  for  the 
manufacture  of  baryta  from  barytes,  and  con- 
siders them  too  costlv  for  the  production  of  a 
cheap  commercial  oxide. 

Caustic  baryta  crystallises  from  water  in 
large,  transparent,  colourless,  quadratic  prisms 
capped  by  pyramids.  The  crystals  Ba(OH)„ 
8HsO  are  ipomorphous  with  the  corresponding 
strontium  compound.  They  dissolve  in  20  parts 
of  water  at  16  ,  and  in  2  parts  of  boiling  water. 
The  aqueous  solution  known  as  baryta  water  is 
highly  caustic  and  of  strong  alkaline  reaction, 
rapidly  becoming  covered  with  a  film  of  car- 
bonate owing  to  absorption  of  atmosphenc  car- 


bonio acid;  hence  it  is  frequently  used  in  the 
determination  of  the  amount  of  carbonic  acid 
contained  in  the  air.  On  exposure  to  air  the 
crystals  fall  tn  a  white  powder,  with  loes  of 
seven  molecules  of  water.  De  Forcrand  (Compt. 
rend.  103,  59)  isolated  the  hydrate  Ba<0H),,ir2O 
by  allowing  the  compound' BaO,2CH,0-f2H£0 
to  evaporate  over  sulphuric  acid  in  vacuo. 
H.  LesooBur  (Compt.  rend.  96,  1578)  shows  that 
at  lOO'*  Ba(OH).,HtO  has  a  tension  of  dissocia- 
tion of  45  mm.,  and  that  this  hydrate  is  com- 
pletely converted  to  Ba(OH),  when  heated  to 
100^  in  vacuo,  Lescosur  also  proves  that  the 
dissociation  tension  of  Ba(0H)s,8H,0  is  213 
mm.  at  75^  so  that  at  this  temperature  all  three 
hydrates  of  BaO  may  exist  simultaneously. 
&(OH)s,  when  heatea  alone,  is  only  reduced 
to  baryta  above  a  red  heat ;  if  not  heated  above 
redness,  it  re-forms,  on  cooling,  a  aystalline 
mass  of  Ba(0H)2,  but  when  heated  in  a  current 
of  air  it  takes  up  oxy^n  and  is  converted  into 
peroxide  of  banum  with  loss  of  water;  when 
heated  in  a  current  of  carbonic  acid  it  also  loses 
water  and  is  converted  into  barium  carbonate : 

Ba(OH),4-0=BaOt+HjO. 

Ba(OH),+CO,=BaCO,+HjO. 
Baryta  has  until  recently  been  used  in  the 
processes  of  sugar-refining,  iiuutmuch  as  it  forms 
the  compound  Cx|Hx,OiiBaO  with  cane-sugar, 
which,  when  treated  with  carbonic  acid  gas,  is 
decomposed  into  insoluble  barium  carbonate  and 
sugar,  nence  affording  a  means  of  separating  the 

Eure  sugar  from  the  molasses ;  but  as  strontium 
ydrate  acts  in  a  similar  manner,  and  is  not 
poisonous,  it  has  been  substituted  for  barjrta  in 
sugar-refining. 

HydnUed  barium  peroildo.  Schone  has 
shown  (Ber.  13,  803)  that  only  one  hydrate  of 
BaOt  exists,  containing  8  molecules  of  water, 
BaOs,8H,0.  This  hy&ate  is  precipitated  in 
ciystalline  scales  when  peroxide  of  hydrogen  is 
added  to  concentrated  solutions  of  barium 
hydroxide.  It  is  slightly  soluble  in  cold  water,  but 
decomposes  in  boiUng  water,  forming  Ba(OH)s 
and  evolvinic  oxygen. 

Barium  subchloride  Bad  is  obtained  (Guntz, 
Bull.  Soc.  chim.  [3]  29,  490)  when  equal  amounts 
of  BaClt  and  Ba  are  heated  together  tii  vacuo  at 
850''.  The  fragments  of  BaQ^  absorb  the 
molten  barium  without  change,  and  are  mior9- 
crystalline.  The  material  so  obtained  is  not 
pure.  It  decomposes  water.  By  using  Na, 
a  definite  compound  NaClBaCl  can  be  obtained. 
BaCl  appears  to  be  formed  when  electrolysing 
fused  Baa,. 

Barium  chloride  Bad,.  Ciystallised  {terra 
ponderoea  aaliia)  Badct^^t^*  Barium  chloride 
may  be  prepared  either  from  witherito,  the 
native  carbonate,  or  from  heavy-spar,  the  native 
sulphate.  The  witherite  is  diissolved  in  dilut« 
hydrochloric  acid  and  the  solution  allowed  to 
stand  some  time  in  contact  with  excess  of  the 
carbonate,  which  is  added  to  precipitate  iron  and 
other  foreifrn  metals  present  in  the  mineral; 
the  rapidity  of  precipitation  is  much  increased 
by  the  addition  of  a  little  baryta  water.  The 
filtered  liquid  is  then  neutralised  with  hydro- 
chloric acid,  and  the  salt  crystallised  out  and 
purified  by  recrystallisation. 

From  the  native  sulphate  barium  chloride 
may  be  prepared  in  two  ways : 

(1 )  By  heating  the  sulphate  in  a  crucible  with 
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powdered  ooal  and  decomposing  a  filtered  solu- 
tion in  water  of  the  barium  siUpnide  formed  with 
hydrochloric  acid:  BaS+2Hdl=Baa,+H,S. 

Excess  of  hydrochloric  acid  is  added,  and 
the  liquid  boiled  till  free  from  sulphuretted 
hydrogen  ;  it  is  then  filtered,  cooled,  and  evapo- 
rated to  the  crystallising  point. 

(2)  Bv  heating  a  mixture  of  100  parts  finely 
powdered  heavy-spar,  40  parts  of  charcoal,  20 
parts  of  limestone,  and  60  parts  of  calcium 
chloride  to  a  red  heat  in  a  reverberatory  furnace, 
by  which  barium  chloride  and  calcium  sulphide 
are  formed.  The  mass  is  lixiviated  with  water, 
when  the  barium  chloride  is  dissolved  out, 
leaving  an  insoluble  calcium  oxysulphide  formed 
by  the  union  of  the  sulphide  with  the  oxide  of 
calcium  produced  by  ignition  of  the  limestone. 

In  this  process  the  manganese  chloride  left 
as  a  by-product  of  the  cmorine  manufacture 
may  be  used  in  place  of  calcium  chloride,  a  little 
sand  beinff  added  along  with  the  limestone  or 
chalk,  and  heated  on  a  Mst-iron  plate.  Wacken- 
roder  (Din^L  poly.  J.  263,  440)  has  proposed  to 
prepare  barium  chloride  by  addini^  an  equivalent 
of  calcium  chloride  to  a  solution  of  barium 
sulphide,  and  passing  a  stream  of  carbonic  acid 
eas  into  the  mixture,  whereby  calcium  carbonate 
IS  precipitated. 

Commeroial  barium  chloride  generally  con- 
tains small  quantities  of  strontium  and  calcium 
chlorides,  together  with  traces  of  the  chlorides 
of  iron,  aluminium,  copper,  and  lead.  Washing 
the  crystals  with  alcohol  removes  both  the 
strontium  and  calcium  chlorides,  whilst  calcium 
chloride  may  also  be  removed  by  digesting  with 
barium  caroonate  suspended  in  wat^,  when  the 
calcium  chloride  becomes  converted  to  car- 
bonate, or  more  rapidly  by  adding  barvta  water 
and  passing  carbonic  acid  eas  into  the  liquid. 
Digestion  with  barium  carbonate  also  precipi- 
tates the  sesquioxides  of  iron  and  alumina. 
Lead  and  copper  may  best  be  removed  by  the 
addition  of  a  fittle  barium  sulphide. 

Barium  chloride  may  be  recovered  from 
mixt'Ures  of  chlorides  of  the  alkalis  and  alkaline 
earths  by  treating  the  concentrated  liquor  with 
a  hot  saturated  solution  of  salt,  when  on  cooling 
a  mixture  of  barium  and  sodium  chlorides 
crystallises  out;  by  treating  a  cold  saturated 
solution  of  this  mixture  with  twice  its  volume  of 
hydrochloric  acid,  barium  chloride  is  precipitated 
(bingl.  poly.  J.  260,  91). 

£urium  chloride  crystallises  from  aqueous 
solution  with  two  molecules  of  water  BaClt»2H,0 
in  transparent,  colourless,  rhombic  tables; 
sp.gr.  2*66-3*06.  The  crystals  decrepitate 
when  heated.  They  have  an  unpleasant,  bitter, 
Bharply  saline  taste,'  exciting  nausea,  and  are 
very  poisonous. 

One  hundred  parte  of  water  at  0^  dissolve 
32*62  parts  of  anhydrous  barium  chloride,  and 
0*2711  part  for  every  degree  above  0^;  100 
parts  of  water  at  16*6^  d&solves  43-6,  and  at 
106*6^  78  parts  of  the  crystallised  chloride.  One 
part  of  orystalliaed  barium  chloride  at  18*1^  dis- 
solves in  2*267  parts  of  water  to  form  a  solution 
of  sp.gr.  1*28261  (Karsten).  A  solution  satu- 
rated at  8^  has  a  sp.gr.  of  1  *270  ( Anthon). 

Barium  chloride  is  almost  insoluble  in  strong 
hydrochloric  acid,  so  that  it  is  precipitated  from 
its  solutions  b^  hydrochloric  acid,  and  a  few 
drops  of  the  acid  reduces  the  solubility  consider- 


ably. Hot  absolute  alcohol  dissolves  only  ^ 
part  of  the  crystals ;  but  according  to  Fresenius, 
1  part  of  the  salt  dissolves  in  8108  parts  of 
alcohol  of  99*3  p.c.  at  14^  and  in  4867  parte  of 
the  same  alcohol  at  its  boilii^  point. 

The  crystals  are  not  efflorescent,  but  give  up 
the  whole  of  their  water  at  100^  leaving  a 
white  mass  of  the  anhydrous  salt,  which  melts 
at  a  rod  heat,  forming  a  translucent  mass  on 
coolinff.  Specific  gravity  of  the  anhydrous 
chloriae  is  given  by  various  observers  as  3*70  to 
4*16.  When  heated  in  a  current  of  steam  it 
evolves  hydrochloric  acid  below  its  fusing  point. 

A  concentrated  solution  of  barium  ch&ride  is 
decomposed  by  sodium  or  potassium  nitrate 
forming  barium  nitrate  and  a  chloride  of  the 
alkaU-metaL  With  glycocol  CH,(NH,)*COOH 
it  forms  a  crystalline  compound,  and  aJso  acts 
upon  blood  as  a  preventive  of  putrefaction  and 
coagulation. 

Barium  chloride  is  extensively  used  as  a  re- 
asent,  especially  for  the  detection  and  estimation 
of  sulphuric  acid.  It  is  also  used  for  the  prepa- 
ration of  artificial  sulphate  or '  permanent  white,' 
and  for  preventing  the  incrustation  of  steam 
boilers  by  decomposing  the  gypsum  of  hard 
waters. 

Barium  oxyehlorldo.  Andr^  (Oompt.  rend. 
93,  68)  obtained  an  oxychloride  of  barium  by 
addinff  60  grams  of  Ba(0H)2  to  200  grams  of 
crystallised  barium  chloride,  and  bofling  the 
mixture  with  600  grams  of  water,  filtering,  and 
aUowing  to  cool,  when  nacreous  lameUe,  to 
which  he  ascribed  the  formula  BaGl,*BaO,6H,0^ 
separated  out  (Gompt.  rend.  98,  672).  Beck- 
mann  (J.  pr.  Chcm.  [2]  27,  126)  also  obtained 
nacreous  plates  by  similar  means  to  which  he 
gave  the  formula  Isaa(OH),2H20.  These  plates 
lose  |ths  of  their  water  at  120^  and  the  remaining 
fifth  at  the  fuaing-point  by  prolonged  heating 
in  a  stream  of  hydrogen.  This  oxychloride  is 
readily  decomposed  by  water  or  alcohol. 

Barium  eUorato  Ba(aO,),.  Dry  Ba(OH), 
does  not  absorb  chlorine,  but  in  presence  of 
water  it  rapidly  takes  it  up,  forming  first  hypo- 
chlorite and  chloride,  the  former  of  which  breaks 
up  into  chlorate  and  chloride 

6BaO+6a,=6Baat+Ba(aOs)t 

(Konigel-Weisberg,  Ber.  12,  346). 

As  it  is  difficult  to  separate  from  the  chloride, 
the  chlorate  is  best  prepared  by  neutralising  a 
solution  of  chloric  acid  with  barium  carbonate 
and  evaporating  to  the  crystallising  point.  It 
crystallises  in  colourless  monoclinio  prisms  with 
1  molecule  of  water,  soluble  in  4  parts  of  cold  and 
less  than  1  part  of  boiling  water. 

Barium  chlorate  is  also  slightly  eolublo  in 
alcohol,  and  the  alcoholic  solution  bums  with  a 
green  flame. 

If  strongly  heated  fused  barium  chlorate  be 
plunged  into  a  jar  of  coal  gas,  a  brilliant  com- 
bustion of  the  carbon  and  hydrogen  contained  in 
the  coal  gas  occurs  at  the  expense  of  the  oxygen 
of  the  cmorate. 

Barium  perohlorate  Ba(a04).,4H,0  is  readily 
formed  by  neutralising  perchloric  acid  with 
barium  hydrate  or  carbonate.  It  crystallises 
from  the  solution  in  long  deliquescent  prisms 
very  soluble  in  water. 

Barium  bromide  BaBrg.    Crystallised 

BaBr„2HjO. 
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This  salt  is  prepared  by  saturating  bar3rta 
T^ater  or  barium  carbonate  or  sulphide  with 
hydrobromic  acid ;  or  by  decomposing  the 
sulphide  with  free  bromine,  sulphur  being  pre- 
cipitated. 

The  most  convenient  method  is  to  bring  to- 
gether under  water  12*6  parte  of  bromine  and 
1  part  of  amorphous  phosphorus,  by  which  a 
solution  of  hydrobromic  and  phosphoric  acids 
is  formed,  which  is  neutralised  with  barium  car- 
bonate rendered  alkaline  by  baryta  water.  The 
insoluble  barium  phosphate  may  then  be  filtered 
off  and  the  bromiae  obtained  by  evaporation  and 
crystallisation. 

Barium  bromide  is  very  soluble  in  water,  and 
crystallises  with  difficulty;  it  is  isomorphous 
with  the  chloride,  but  unlike  the  latter  salt  is 
soluble  in  strong  alcohol.  It  loses  one  molecule 
of  water  at  75^,  and  the  second  at  120^  (Beck- 
mann,  J.  pr.  Chem.  [2]  27,  126). 

Barium  oxybromides.  Two  oxybromldes 
have  been  prepared  by  Beokmann  (Z.C.). 

BaBr(0H),2H,0  resembles  the  corresponding 
ozyohloride.  BaBr(0H),3H^0  was  obtained  by 
adding  alcohol  to  mixed  solutions  of  BaBr^  and 
Ba(OH),. 

Barium  Iodide  Bal^  OystaUiscd  BaIs,7H20. 
Barium  iodide  is  formed  when  hydriodio  acid  gas 
is  passed  over  baryta  at  a  red  heat,  a  violent 
action  occurring  attended  with  incandescence. 
It  is  generally  prepared  by  mixing  barium  mono- 
sulphide  witn  a  saturated  solution  of  iodine  in 
alcohol  as  long  as  sulphur  is  precipitated ;  the 
filtrate  is  then  boiled  rapidly  to  near  dryness, 
redissolved  in  a  little  water  and  again  evaporated, 
this  time  to  dr3niess,  preventing  the  access  of  air 
as  much  as  possible  by  performing  the  operation 
in  a  glass  bolt-head.  On  redissolving  the  mass 
in  hot  water  and  allowing  to  cool,  slender  needles 
separate  out  of  the  composition  "BAlfyTHfi 
((>oft,  Gazz.  chim.  itaL  1850,  125;  Thomsen, 
Ber.  10,  1343). 

These  oi^stals  are  very  deliquescent  and 
readily  soluble  in  alcohol.  They  lose  6  molecules 
of  water  at  125^  and  the  remainder  at  150^ 
(Beckmann,  J.  pr.  Chem.  [2]  27,  126).  They 
decompose  slowly  at  ordinary  temperatures,  and 
quickly  when  warmed,  giving  off  violet  vapours 
of  iodine.     - 

The  double  iodide  of  barium  and  mercury 
has  a  sp.gr.  of  3  -588  higher  than  that  of  Thoulet^ 
solution,  and  may  be  of  use  for  petrographical 
purposes  (Rohrbach,  Jahrb.  Miin.  1883,  2, 
Mem.  186). 

Barium  oxyiodido.  Beckmann  (J.  pr.  Chem. 
[2]  27,  126)  prepared  an  ozyiodide  of  barium 
of  the  formula  BaI(OH),4HaO  which  crystallises 
in  short  thick  needles. 

Btfium  lodate  Ba(IO,)t  is  largely  used  for 
the  preparation  of  iodic  acid,  and  »  obtained  as 
a  white  granular  precipitate  by  adding  potassium 
iodate  to  barium  chloride. 

It  is  soluble  in  3000  parts  of  cold  and  600 
parts  of  boiling  water.  It  dissolves  in  hot  nitric 
acid,  and  cr3r8tallises  out  on  cooling  in  bright, 
glittering,  monoclinio  prisms  isomorphous  with 
the  chlorate.  Hydrochloric  acid  dissolves  it 
with  evolution  of  chlorine. 

Barium  periodate.  By  passing  iodine  vapour 
in  a  current  of  dry  air  over>  heated  oxide  of 
barium  a  basic  periodate  of  the  formula  Ba^IjOij 
or  Ba(I04)s*4BaO  is  formed.    The  same  basic 


periodate   is   formed   when   barium   iodate   is 
heated  to  a  high  temperature : 

5Ba(IO,),=Ba,I,Oi,-f4l,+0O, 

or  on  heating  barium  iodide  m  a  current  of  air 
until  no  more  iodine  is  given  off : 

5BaIa-f60,=Ba,I,Oi,4-4It. 

Hence  Sugiura  and  Cross  (J.  Chem.  Soc.  1879* 
118)  conclude  that  BagltOjs  is  the  most  stable 
combination  of  barium,  iodine,  and  oxygen. 

Barium  fluoride  BaF,  is  obtained  by  neutral- 
ising hydrofluoric  acid  with  barium  hydroxide  or 
recently  precipitated  carbonate ;  or  by  precipita- 
ting a  solution  of  barium  nitrate  with  sodium  or 
potassium  fluoride.  It  forms  a  white,  granular, 
crystallme  powder,  sparingly  soluble  in  water, 
but  readily  soluble  in  nitric,  hydrochloric,  or 
hydrofiuonc  acids. 

It  combines  with  fluorides  of  silicon  and 
boron,  forming  the  compounds  BaF^-SiF^ 
barium  silicomioride  and  BaF,'2BF,.  The 
former  is  precipitated  by  adding  hydrofluosilido 
acid  to  soluble  barium  salts  as  a  Grystalline 
precipitate  totally  insoluble  in  alcohol,  and 
serves  as  a  means  of  separating  barium  from 
strontium  and  calcium,  which  are  not  precipi- 
tated by  hydrofluosilicic  acid. 

Banum  fluoride  forms  a  crystalline  compound 
with  the  chloride  of  barium  BaCl^'BaF,  when  a 
solution  of  barium  chloride  is  mixed  with  one  of 
sodium  or  potassium  fluoride ;  this  double  com- 
pound is  more  stable  than  the  fluoride  itself,  and . 
remains  as  a  granular  mass  on  evaporation  of 
the  solution. 

Barium  earblde  BaC,  was  first  obtained  by 
Maquenne  (Ann.  Chim.  Phys.  (6)  28,  250)  by 
heating  a  mixture  of  the  carbonate  and  carbon 
with  magnesium  or  by  the  action  of  carbon  on 
the  ama%am  in  an  atmosphere  of  hydrogen  at 
a  red  heat.  Moissan  (Compt.  rend.  118,  683) 
obtained  it  in  a  pure  crystalline  condition  by 
heating  a  mixture  of  the  carbonate  or  the  o3nde 
with  carbon  in  an  electric  furnace.  Its  specific 
gravity  is  3-75,  and  it  possesses  properties 
similar  to  CaCg,  but  is  more  fusible. 

Barium  carbonate  BaCO,.  The  native  car- 
bonate was  first  noticed  to  occur  at  Leadhills  in 
Scotland,  in  1783,  by  Withering,  and  hence 
received  the  name  ivitherite.  It  is  found  in 
many  places  in  England,  specially  fine  crystals 
being  met  with  at  Fallowneld  in  Northumber- 
land :  it  is  also  found  in  Silesia,  Hungary, 
Styria,  Russia,  South  America.  Witherite 
crystallises  in  the  rhombic  83r8tem  isomorphous 
with  aragonite.  It  occurs  also  in  globular, 
tuberose,  and  botryoidal  forms ;  more  frequently 
massive.     Sp.gr.  4*29-4-35;  hardness  3-3*75. 

Knop  (likndw.  Versuchs-Stat.  17,  65)  found 
0*02  p.o.  of  barium  carbonate  in  Nile  mud 
from  Minich  and  Achmin ;  and  Dworzack 
(Landw.  Versuohs-Stat.  17,  65)  found  baryta  in 
the  ash  of  the  wheat  grown  thereon.  AlsUmite 
(BaCa)COt  contains  barium  and  calcium  in 
varying  proportions,  and  is  isomorphous  with 
witherite.  Baryto-cidciU  BaCO,+CihCO,  crys- 
tallises in  the  monodinic  system. 

Barium  carbonate  is  rapidly  formed  when 
baryta,  hydrated  or  anhydrous,  is  exposed  to 
the  atmosphere.  When  BaO  is  heated  in  CO  a 
it  absorbs  the  gas,  becoming  incandescent ;  the 
basic  carbonate  being  formed  (Raoult,  Compt. 
rend.  92,  1,  110). 
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It  is  readily  prepared  by  precipitating 
aqueous  solutions  of  the  nitrate  or  chloride  with 
ammonium  carbonate,  filtering,  and  washhig 
with  hot  water ;  or  by  igniting  a  mixture  of  10 
parts  powdered  heavy-spar,  2  parts  charcoal,  and 
5  parts  pearl  ash  (potassium  carbonate).  Potas- 
sium sulphide  and  oarium  carbonate  arc  obtained 
and  may  be  separated  by  water.  The  impure 
carbonate  thus  produced  may  be  used  to  prepare 
other  salts  of  barium,  but  these  salts  will  contain 
iron. 

Artificial  barium  carbonate  is  a  dense  soft 
white  powder,  poisonous,  and  hence  used  for 
destr03'inf^  rats.  It  is  ver^  sparingly  soluble  in 
water,  slightly  soluble  m  water  containing 
carbonic  acid,  owing  to  the  formation  of  an  acid 
carbonate  which  is  stable  only  in  solution.  It 
dissolves  readily  in  ammonium  chloride,  nitrate, 
and  succinate,  and  when  boiled  with  ammonium 
chloride  is  totally  decomposed,  forming  ammo- 
nium carbonate  and  barium  chloride. 

It  is  not  decomposed  at  a  strong  red  heat, 
but  at  the  heat  of  a  forge  fire  it  fuses  with  loss 
of  carbon  dioxide ;  the  tension  of  CO^  emitted 
at  1100^  is. 20  mm.;  at  leOO""  dissociation  is 
complete.  The  decomposition  is  much  more 
easily  effected  in  presence  of  carbon,  being 
complete  at  1450°.  It  is  decomposed  by  steam 
at  a  red  heat,  and  very  easily  if  mixed  with 
an  equal  weight  of  chalk  or  slaked  lime. 

llie  artificial  carbonate  is  of  considerable 
use  in  chemical  analysis. 

Barium  nitride  BagN,.  Maquenne  (Bull.  Soc. 
chim.  [3]  7,  308)  obtained  this  compound  by 
passing  nitrogen  into  a  tube  containing  a  25  p.c. 
amalgam  at  a  red  heat.  Guntz  and  Mentrel 
(ibid,  (3)  29,  581)  obtained  it  by  heating  barium 
ammonium  at  430^  So  obtained  it  is  a  light 
porous  material  of  a  canary->yellow  colour.  It 
decomposes  water  in  the  cola,  giving  ammonia 
and  Ba(OH)«. 

Barium  ammonium  is  formed  by  the  action 
of  ammonia  gas  on  barium  or  barium  amalgam 
below  28° ;  but  it  is  best  prepared  by  dissolving 
barium  in  dry  liquid  ammonia  at  —50°,  when 
it  forms  a  dark-blue  ofly  liquid  immiscible  with 
the  liquid  ammonia.  The  compound  is  some- 
what indefinite,  but  a  body  having  the  formula 
Ba(NH,),  appears  to  exist. 

Barium  amide  Ba(NH,),  is  obtamed  by 
heating  barium  ammonium  to  60^  or  by  passing 
ammonia  over  barium  at  280*C. 

Barium  nitrite  Ba(NOs)|,HaO  is  prepared 
by  heatinf;  the  nitrate,  dissoivine  in  water,  and 
precipitatmg  any  baryta  formea  by  passing  a 
stream  of  carbonic  gas  through  the  solution, 
adding  alcohol  to  tne  filtrate  to  precipitate 
the  unreduced  nitrate,  and  evaporating  to 
the  crystallising  point.  Or  by  passing  nitrous 
vapours  into  baryta  water,  evaporating  to 
dryness,  digesting  m  a  small  quantity  of  water 
(not  sufficient  to  oissolve  the  nitrate)  and  crystal- 
lisixijg.  It  is  most  readily  prepared  pure  by 
adding  barium  chloride  to  a  ooiling  solution  of 
silver  nitrite,  filtering  off  the  silver  chloride,  and 
evaporating. 

It  is  permanent  in  the  air,  readily  soluble  in 
water  or  alcohol,  and  crystallises  in  colourless 
prisms,  either  needle-shaped  or,  according  to 
Fischer,  thick  short  prisms  of  71}^. 

Barium  nitrate  Ba(NO,)s.  A  native  barium 
nitrate  has  been  discovered  in  Chili  in  the  form 


of  colourless  octahedra,    occasionally  twinned 
like  spinelle  (Qroth,  Jahrb.  Min.  1883, 1,  Ref.  14). 

Barium  nitrate  is  prepared  on  the  large  scale 
either  by  dissolving  the  native  carbonate 
(withcrite)  or  the  crude  sulphide  in  dilute  nitric 
acid,  or  by  mixing  hot  saturated  solutions  of 
barium  chloride  and  sodium  nitrate.  On  cool- 
ing, the  larger  portion  of  the  barium  nitrate 
crystalllBes  out,  and  the  evaporation  of  the 
mother  liquors  yields  the  remaining  portion. 

Barium  nitrate  crystallises  in  lustrous,  colour- 
less, regular  octahedra,  frequently  modified 
by  faces  of  the  cube,  of  sp.gr.  3*2.  The 
crystals  are  permanent  in  the  air,  decrepitating 
when  heated,  and  melting  at  597^  (Oarnelley). 
At  a  red  heat  the  salt  decomposes,  evolvms 
oxygen,  nitrogen,  and  nitrogen  peroxide,  and 
leavmg  a  resioue  of  pure  ba^ta.  It  detonates 
slightly  with  combustible  bodies,  and  decomposes 
with  a  yellowish  light  when  thrown  upon  the 
fire.  It  is  largely  xwed  in  pyrotechny  for  giving 
green-coloured  lights,  esx>eoially  for  the  prepara- 
tion  of  green  fire ;  and  for  the  manufacture  of  saxi- 
fraqin,  an  explosive  mixture  of  76  parte  of  barium 
nitrate,  2  parts  of  nitre,  and  22  parts  of  charcoal. 

It  dissolves  in  water,  producing  a  slight 
depression  of  temperature ;  100  parts  of  water 
dissolve  5*2  parts  of  barium  nitrate  at  0°,  9*2  at 
20°,  17  1  at  50°,  and  32*2  at  100^  It  is  less 
soluble  in  dilute  nitric  acid;  hence  a  second 
crop  of  crystals  may  be  obtained  from  cooled 
satiurated  solutions  on  addition  of  a  little  nitric 
acid.  .  It  is  quite  insoluble  in  oonoentrated  nitrto 
acid  and  in  alcohoL 

Hirzel  (Zeitsch.  f.  Pharm.  1854,  49)  obtained 
a  hydrate  Ba(NO,)2»2H20  from  a  solution  cooled 
below  12°.  Berry  (Ghem.  News,  44,  190),  by 
saturating  the  same  water  with  barium  and 
strontium  nitrates,  introducing  a  crystal  of 
Sr(NOs)i,4H.O,  and  evaporating  over  sulphurio 
acid  in  vacuo,  obtained  crystals  containing  17  p.c. 
of  a  hydrated  barium  nitrate  isomorphous  with 
the  strontium  compound. 

Barium  monosiupllide  BaS  is  obtained  in  a 
pure  state  by  passing  sulphuretted  hydrogen 
over  heated  baryta  as  long  as  water  is  formed. 
Veley  (Chem.  Soc.  Trans.  1886,  369)  prepared 
pure  crystals  of  the  hydrate  of  barium  hydroxide 
Ba(0H)„8H,0,  and  heated  them  at  80"*  in  a 
current  of  hydrogen  until  they  attained  the 
constant  composition  Ba(0H)„H20,  when  a 
stream  of  sulphuretted  hydrogen  was  passed 
over  them,  yielding  pure  BaS  and  water  : 
Ba(0H)„H,0+H^=BaS+3H,0. 

It  may  also  bo  prepared  by  passing  carbon 
disulphide  over  red-hot  baryta,  or  by  reducing 
powdered  barium  sulphate  in  a  stream  of 
nydrogen. 

On  the  marufaoturing  scale  it  is  prepared  by 
roasting  100  parts  of  heavy-spar  with  20  parts  of 
coal  clack  or  oharooaL  If  charcoal  is  used,  a 
thorough  mixture  must  be  effected,  as  the 
reaction  is  otherwise  very  imperfect,  owing  to  the 
non -fusibility  of  the  mass.  If  the  slack  of 
bituminous  coal  is  used,  the  <  caking '  supplies  a 
carbonaceous  material  which  readily  permeates 
the  mass  and  ensures  complete  reduction.  The 
admixture  of  resin,  oil,  or  sawdust  is  also  advan- 
tageous, and  the  asphalt  of  gas  works  is  a 
capital  reducing  mat^ial,  as  the  hydrogen  con- 
tamed  in  it  prevents  the  formation  of  poly- 
sulphides  of  barium.    The  mass  thus  obtained 
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contaiBs  ezcesA  of  carbon  and  some  undecom- 
posed  sulphate,  but  the  barium  sulphide  may  be 
extracted  by  treating  with  hot  water. 

Another  method  w  to  heat  a  mixture  of  100 
parts  heavy-spar,  200  of  common  salt,  and  15 
parte  charcoal  powder  in  a  reverberatory  furnace, 
the  salt  being  added  to  assist  fusion. 

Barium  sulphide  forms  a  white  mass  of 
hepatic  odour  and  alkaline  taste,  soluble  in  water, 
forming  a  mixture  of  hydrate  and  sulphydrate  : 

2BaS-|-2H,0=Ba(SH),+Ba(OH)s. 

When  exposed  to  the  air  it  becomes  converted 
into  carbonate  with  evolution  of  sulphuretted 
hydro^n,  owingto  absorption  of  moisture  and 
carbonic  acid.  When  heated  to  redness  in  pre- 
nence  of  aqueous  vapour,  it  is  converted  into 
barium  sulphate  with  elimination  of  hydrogen. 
It  is  decomposed  by  hydrochloric  and  nitric 
acids  with  formation  of  the  chloride  and  nitrate 
and  elimination  of  sulphuretted  hydrogen. 
Chlorine,  bromine,  and  iodme  decompose  it  with 
formation  of  chloride,  bromide,  and  iodide,  and 
deposition  of  sulphur. 

The  phosphorescent  material  known  as 
*  Bolognian  phosphorus '  is  a  sulphide  of  barium 
obtained  by  heating  6  parts  of  precipitated 
barium  sulphate  with  1  part  of  powdered  char- 
coal over  a  gas  flame  for  half  an  nour,  and  then 
heating  for  ten  minutes  over  the  blowpipe ;  it 
must  be  sealed  up  while  still  hot  in  glass  tubes. 
After  exposure  to  the  sun's  rays,  or  to  any  light 
rich  in  ultra- violet*  rays  such  as  that  emiUed  by 
burning  magnesium  wire  or  the  electric  arc,  it 
phosphoresces  in  the  dark  with  a  brilliant 
orange-coloured  light.  Sulphides  of  barium, 
strontium,  and  calcium  are  now  manufactured 
for  the  preparation  of  luminous  paints  which  are 
used  for  coating  clock-faces,  match-boxes,  &c. 
Their  surfaces  are  protected  from  moisture  by  a 
thin  coating  of  varnish.  Barium  sulphide  is 
now  largely  used  in  the  manufacture  of  litho- 
phone  by  adding  it  dissolved  in  water  to  a 
solution  of  zinc  sulphate.  Mutual  precipitation 
takes  place,  and  the  white  powder  formed,  con- 
sisting of  zinc  sulphide  and  barium  sulphate,  is 
used  as  a  rubber  filler. 

When  a  solution  of  5  parte  of  barium  sul- 
phide is  boiled  with  1  part  of  sulphur,  and  the 
solution  evaporated  over  sulphuric  acid  in 
vacuo,  colourless  six-sided  transparent  tables  of 
Ba8,6H,0  are  deposited,  which  are  decomposed 
by  a  small  quantity  of  water,  forming  barium 
hydrosulphide  which  dissolves,  and  barium 
hydroxide  which  remains  behind. 

Barium  hydrosnlphlde  Ba(SH)s  is  formed  by 
saturating  a  warm  solution  of  barium  hydroxide 
or  sulphide  with  sulphuretted  hydrogen,  evapo- 
rating apart  from  the  air  and  co<3ing,  when 
crystals  of  bar3rta  and  yellow  prisms  separate 
out.  The  mother  liquor  is  mixed  with  alcohol, 
filtered  from  the  sulphur  and  barium  thio- 
sulphate  formed,  and  cooled  to  —10®,  when 
colourless  transparent  four-sided  prisms  are 
obtained.  The  crystals  contain  water,  which 
they  lose  on  heating,  becoming  white.  Exposure 
to  air  decomposes  the  crystals,  uith  efflorescence, 
into  barium  thiosulphate  and  sulphate.  Heated 
in  a  retort,  they  lose  their  water  of  crystallisation 
without  fusing,  evolving  sulphuretted  hydrogen 
as  the  temperature  approaches  redness,  and 
leaving  a  yellow  mass  of  barium  monosulphide, 


which  becomes  white  on  cooling.     It  is  insoluble 
in  alcohol. 

Veley  (Ghem.  Soc.  Trans.  1886,  369)  finds  that 
the  composition  of  crystals  of  barium  sulphydrat'e 
is  Ba(SH)2,4HiO. 

Barium  trisulphldo  BaS,  is  formed  as  a 
greenish-yellow  maas  when  2  parts  of  barium 
sulphide  are  fused  with  1  part  of  sulphur,  the  ex- 
cess of  sulphur  being  distilled  off  below  360®.  It 
melts  at  400®  with  loss  of  sulphur  and  formation 
of  a  black  liquid.  On  boiling  for  some  time  with 
water  it  dissolves  to  a  red  liquid  which  deposits 
on  cooling  crystals  of  the  hydrated  mono-  and 
tetrasulpudes  of  barium. 

Barium  tetrai ulphldo  Ba84.  When  7  parts  of 
barium  sulphide  are  boUed  in  water  with  4  parte 
of  sulphur,  pale-red  rhombic  prisms  are  deposited, 
soluble  in  water  to  a  red-ooloured  liquid  from 
which  alcohol  precipitates  it  as  an  orange- 
coloured  crystalline  powder. 

Veley  (Chem.  Soc.  Trans.  1886, 369)  obtains  it 
by  dissolving  sulphur  in  a  warm  saturated  solu- 
tion of  barium  hydrosulphide;  the  cr3rBtals  which 
separate  out  have  the  composition  BaS4,2H|0. 

Barium  pentasulphide  BaS,  is  obtained  in 
solution  by  boiling  an  aqueous  solution  of  the 
monosulphide  with  sulphur.  On  evaporation  of 
the  caustic  alkaline  yellow  solution,  crvstals  of 
barium  tetrasulphide  and  sulphur  are  obtained  : 
BaSj=BaS4+S. 

Barium  sulphoearbonate  BaCS,  is  deposited 
as  a  canary-yellow  crystalline  powder  when  a 
solution  of  barium  sulphide  is  added  to  carbon 
disulphide  (Thenard,  Compt.  rend.  79,  673).  On 
the  large  scale  90  p.c.  yield  may  be  obtained, 
and  Ihimae  suggested  its  use  against  the 
phylloxera  in  wme  districts.  Thenard  was  of 
opinion  that  this  barium  salt  would  be  injurious 
to  the  soil,  and  proposed  to  convert  it  into  the 
potassium  salt  by  adding  potassium  sulphate  to 
its  solution. 

Barium  sulphite  BaSO,  is  obtained  as  a  white 
crystalline  precipitate  by  adding  potassium  or 
sodium  sulphite  to  a  soluble  barium  salt.  Is 
soluble  in  a  warm  solution  of  sulphurous  acid, 
and  crystallises  out  on  cooling  in  six-sided  prisms. 
When  heated  in  closed  vessels  it  is  converted 
into  a  mixture  of  sulphide  and  sulphate,  but 
heated  in  air  the  sulphate  is  the  sole  product. 
Bimbaum  and  Wittich  (Ber.  13,  651)  state  that 
BaO  unites  slowly  with  SO*  at  200®,  but  more 
rapidly  at  230®,  forming  BaSO,. 

Barium  sulpbate  BaS04  occurs  in  nature  as 
h<uryU8,  or  heavy-spar,  forming  fine  tabular 
crystals  belonging  to  the  rhombic  system.  It 
is  a  very  common  mineral  in  metalliferous  veins, 
and  is  more  particularly  associated  with  lead, 
silver,  and  cobalt  ores.  Clowes  (Chem.  News, 
52,  194)  states  that  the  beds  of  the  new  red 
sandstone  near  Nottingham  are  permeated  by 
minute  crystals  of  heavy-spar,  which  acts  as  a 
cementing  material. 

Crystals  of  artificial  barytes,  identical  in  form 
and  properties  iitith  native  heavy-spar,  may  be 
obtained  by  fusing  certain  metallic  chlorides, 
such  as  those  of  manganese,  sodium,  potassium, 
or  even  barium  itself,  gradually  dissolving 
barium  sulphate  in  the  fused  mass,  very  slowly 
coolinff,  and  afterwards  extracting  the  soluble 
chlorides  with  water.  By  this  means  Gorgeu 
(Compt.  rend.  96,  1734)  prepared  crystals  much 
larger  than  those  obtained  by  the  older  prooees 
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of  fusing  potassium  sulphato  with  barium 
chloride.  The  sp.gr.  of  the  mineral  and  of  the 
artificial  crystals  varies  from  4*3  to  4*7. 

Barium  sulphate  has  been  formed  by  Spring 
(Bull.  Soc.  clum.  46,  209)  by  subjecting  an 
intimate  mixture  of  molecular  proportions  of 
sodium  sulphate  and  barium  carTOnate  to  great 
pressure.  It  is  precipitated  as  a  heavy  white 
amorphous  powder  of  sp.gr.  4  ■0-4 -6,  when 
sulphuric  acid  or  a  soluble  sulphate  is 
added  to  the  solution  of  a  barium  salt ;  this 
precipitate  is  insoluble  in  water,  very  slightly 
soluble  in  dilute  acids,  more  so  in  strong  acids. 
Concentrated  sulphuric  acid  does  not  attack 
anhydrous  baryta,  but  pyrosulphuric  acid 
attacks  it  so  violentlv  that  the  mass  becomes 
incandescent^  and  forms  barium  sulphate. 
When  freshly  precipitated,  it  is  readily  soluble 
in  concentrated  sulphuric  acid  at  100®,  the 
solution  depositing  on  cooling^ lustrous  prisms 
of  the  add  barium  wlphate  'BtM.^{SO^).^  If  the 
acid  solution  be  exposed  to  the  air,  moisture  is 
taken  up,  and  silky  needles  of  a  salt  having  the 
composition  BaHt(S04)t,2H,0  are  deposited. 
Both  these  acid  salts  are  decomposed  by  water, 
^deldin^  sulphuric  acid  and  the  neutral  salt. 

Barium  sulphate  is  also  soluble  to  a.  per- 
ceptible extent  in  ammonium  nitrate.  Hydro- 
Jbromic  acid  solution  containing  40  p.c.  HBr 
dissolves  it  to  the  extent  of  1  in  2500  parts  acid 
(Haslam,  Chem.  News,  53,  87). 

Barium  sulphate  is  peurtially  decomposed  by 
boiling  with  a  concentrated  solution  of  a  fixed 
alkaUne  carbonate  into  alkaline  sulphate  and 
barium  carbonate,  but  the  reaction  is  much  more 
complete  when  the  sulphate  and  alkaline  ccr- 
bonate  are  fused  together.  It  is  reduced  to 
sulphide  by  ignition  with  charcoal  or  organic 
matter,  also  by  ignition  in  a  stream  of  cou  gas 
or  of  hydrogen  mixed  with  vapour  of  carbon 
disulphide. 

Powdered  heavy-spar  is  used  to  adulterate 
white  lead,  but  has  not  sufficient  body  to  form 
a  pigment  by  itself ;  the  amorphous  sulphate  is 
prepared  on  the  large  scale  by  precipitation  of  a 
solution  of  barium  chloride  of  sp.gr.  1*10  by  one 
of  sulphuric  acid  of  sp.gr.  1  -245,  and  is  used  as  a 
pigment  under  the  name  of  '  permanent  white  ' 
or  *  blano  fixe.* 

Barium  sodium  sulpbate  BaNas(S04),  is 
formed  as  an  opaque  hard  mass  of  pearly  lustre 
by  fusing  togeuier  equivalent  quantities  of  the 
sulphates  of  sodium  and  barium  (Berthier). 

Barium  dlsulpbate  BaS.O,.  If  precipitated, 
barium  sulphate  be  dissolved  in  fuming  sul- 
phuric acid,  and  the  solution  heated  to  1^,  on 
coolmg  a  clistening  deposit  of  granular  ci^stak 
of  the  dismphate  is  obtained.  Decomposition  of 
these  crystals  occurs  at  a  low  red  heat  without 
previous  fusion. 

Barium  dithlonate  BaS,0e,2H,0.    Prepared 

by  adding  barium  sulphide  to  the  manganese  salt 

formed  on  passing  sulphur  dioxide  through  finely 

divided  manganese  dioxide  suspended  in  water : 

MnS,Oc+BaS=MnS+BaS,0«. 

On  allowing  the  solution  to  evaporate  in  a 
warm  place,  glittering  monoclinic  crystals  of  the 
salt  are  deposited  of  the  composition  BaS^Oe, 
2H,0.  According  to  S^narmont  and  Bam- 
melsberg,  the  crystals  are  riiombio.  According 
to  V.  Lang  (Sitz.  B.  [2]  45,  27),  they  are  mono- 
clinic 


The  crystals  are  soluble  in  4  paris  of  water 
at  18®  and  in  11  parts  at  100®.  When  the 
dry  salt  is  heated,  it  breaks  up  into  sulphur 
dioxide  and  barium  sulphate.  The  same  de- 
composition occurs  on  boiling  with  hydrochloric 
acid,  but  the  solution  of  the  dithionate  itself  in 
water  may  be  boiled  without  decomposition. 

A  tetrahydrate  BaS20e,4H,0  may  also  be 
obtained  by  spontaneous  evaporation  m  distinct 
shining  monoclinic  crystals,  which  effloresce  on 
exposure  to  air. 

Barium  thlosulphate 

BaSjOa,H,0  or  BaH,(SOj)j 

is  obtained  as  a  white  crvstalUne  precipitate 
when  the  sodium  salt  NatS,6s  is  added  to  barium 
acetate ;  it  loses  its  water  of  crystallisation  at 
215®.  The  anhydrous  salt,  when  heated  to  red- 
ness, gives  off  sulphur  and  leaves  a  residue  of 
barium  sulphide,  sulphite,  and  sulphate  : 

6BaS20,=BaS-i-2BaSOj+3BaS04+6S. 

Barium  selenido  BaSe  is  formed  by  heating 
barium  selenite  to  redness  in  a  stream  of  hydro- 
gen. It  is  decomposed  by  water  into  barium 
hydroxide  and  a  higher  selenide,  which  is  decom- 
posed by  acids  with  evolution  of  H^Se  and 
precipitation  of  selenium. 

Barium  selenate  BaSeOi  resembles  the  sul- 
phate in  being  insoluble  in  water,  but  differs 
from  it  in  being  decomposed  by  hydrochloric 
acid  into  selenite,  which  dissolves  in  the  hydro- 
chloric acid. 

Barium  chromate  BaCr04  is  precipitated  as 
a  yellow  crystalline  powder  when  potassium 
chromate  or  bichromate  is  added  to  the  solution 
of  a  barium  salt.  The  salt  may  be  obtained  in 
ffreen  rhombic  crystate  isomorphous  with  BaS04 
by  heating  two  equivalents  of  BaQa  with  one 
equivalent  of  potassium  chromate  and  one  of 
sodium  chromate,  and  allowing  the  mixture  to 
cool ;  the  chlorides  may  be  boilM  out  with  water, 
leaving  ^e  risht  rhombic  prisms  of  BaCr04,  of 
sp.gr.  4*6.  They  are  insoluble  in  water,  but 
are  easily  soluble  in  hydrochloric  and  nitric 
acids,  and  are  deconoposed  by  sulphuric  acid  into 
BaS04  and  CrO,  (Bourgeois,  Compt.  rend.  88, 
382). 

The  precipitated  chromate  is  used  as  a  pig- 
ment under  the  name  of  'lemon  yellow  or 
'  yellow  ultramarine.*  When  strong  sulphuric 
acid  is  added  to  the  dry  pigment,  great  heat  is 
developed,  and  it  is  coloured  deep  red  from 
liberation  of  CrOg.  If  it  be  now  ground  in  a 
mortar  and  heated  to  bright  redness,  the 
chromic  acid  is  reduced  to  chromic  oxide,  and  a 
fine  green  pigment  is  obtained  (Douglas,  Chem. 
News,  40,  50). 

Barium  diehromate  BaOr^O,  is  obtained  by 
dissolving  barium  chromate  in  hot  concentrated 
chromic  acid.  On  cooliuf ,  red  crystals  of  the 
composition  BaOsO,,2H,0  are  deposited,  which 
lose  their  water  at  100®,  and  are  decomposed  by 
water  into  the  normal  chromate  and  chromic 
anhydride  (Preis  and  Rayman,  Ber.  13,  340). 

Barium  manganate  BaMn04  is  formed  when 
manganese  dioxide  is  heated  with  barium  car- 
bonate or  nitrate  as  an  emerald-green  jiowder 
consisting  of  microscopic  four-sided  pnsms  or 
six-sided  plates,  insoluole  in  water  but  decom- 
posed by  acids.  This  salt  is  now  used  in  place 
of  the  poisonous  Scheele's  sreen. 

Banum  permanganate  Ba]\in,0,  is  prepared 
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by  passing  oarbonic  aoid  gas  through  water 
containing  barium  man^anate  in  8UBpen«oii; 
after  filtering  off  the  banum  carbonate  the  red 
sohition  is  rapidly  evaporated.  Or  it  may  be 
obtained  by  the  action  of  barium  chloride  on 
silver  permanganate. 

Or  potassium  permanganate  may  be  decom- 
posed by  alight  excess  oz  hydrofluosilicic  acid, 
the  mixture  Kept  cool«  and,  after  separation  of 
the  precipitated  potassium  silicofluoride,  the 
supernatant  solution  decanted  and  saturated  in 
the  cold  with  barium  hydroxide.  After  separation 
of  the  insoluble  barium  silicofluoride,  the  solution 
is  evaporated  until  the  barium  permanganate 
separates  out  on  cooling  (Rousseau  and  Bruneau, 
Compt.  rend.  98,  229). 

It  forms  large  orthorhombic  ootahedra,  deep- 
red  and  almost  black,  with  a  violet  reflection. 

It  is  used  for  the  preparation  of  permanganic 
acid  and  of  the  ammonium  salt. 

Rousseau  and  Saglier  (Compt.  rend.  99,  139) 
find  that  on  heating  two  grams  of  barium  man- 

?[anate  with  ten  grams  of  barium  chloride  for 
our  hours  to  IHW)^,  and  extracting  with  water 
and  dilute  acid,  a  residue  of  small  opaque 
bluish-black  crystals  of  barium  manganite 
BaMnOs  remains;  sp.gr.  5*85;  readily  soluble  in 
hydrocUorio  acid  with  evolution  of  chlorine. 
The  manganite  is  also  formed  when  mixtures  of 
manganese  chloride  and  barium  oxychloride  are 
heated  below  1000*^  or  above  1100^  Between 
these  temperatures  the  product  is  barium  di- 
manganite  BaO*2MnOtt  which  crystallises  in 
briUuknt  black  lamellse.  At  1600^  the  manganite 
is  reconverted  to  manganate. 

Barium  phosphide  Ba,P|.  When  vapour  of 
phosphorus  is  passed  over  red-hot  barvta,  a 
brownish-red  mixture  of  barium  phosphide  and 
phosphate  is  obtained  commonly  known  as 
^  phosphuret  of  baryta.*  It  is  decomposed  by 
water,  forming  a  solution  of  hypophosphite  of 
barium  and  evolving  a  mixture  of  free  hydrogen 
and  spontaneously  inflammable  phosphoretted 
hydrogen. 

Jaboin  (Compt.  rend.  129,  762)  prepared  the 
phosphide  by  heating  100  parts  of  barium 
phosphate  with  16  parts  of  lamp  black  in  an 
electric  furnace.  The  product  so  obtained  has 
a  crystalline  structure.  It  decomposes  water, 
yieldinff  PH,  and  Ba(0H)2. 

Banum  monometaphosphate  is  obtained  as 
a  white  powder  by  evaporating  a  solution  of 
barium  carbonate  in  excess  of  metaphosphoric 
acid  and  heating  the  residue  to  316  .  Its 
formula  is  not  known  with  certainty. 

Barium  dimetaphosphate  Ba(PO,).,2HtO  is 
formed  as  a  crystalline  sparingly  soluble  precipi- 
tate when  barium  chloride  is  &dded  to  a  solution 
of  the  corresponding  ammonium  or  sodium  salt. 

Barium  trimetaphosphate  Ba,P«0ig,6H,0, 
apparently  a  polymeric  form  of  the  last  salt,  is 
produced  when  a  solution  of  1  part  of  the  corre- 
sponding sodium  salt  in  10  to  15  parts  of  water 
is  mixed  with  a  nearly  saturated  solution  of 
3  parts  barium  chloride.  On  standing,  the 
salt  separates  in  monoclinic  prisms,  which  give 
off  two-thirds  of  their  water  at  100**,  and  the 
rest  at  a  higher  temperature. 

Barium  hexametaphosphate  is  obtained  as 
a  gelatinous  precipitate  by  precipitating  the  cor- 
responding sodium  salt  with  barium  chloride. 

Monobarium  orthophospbate  BaH4(P04)t  is 


prepared  by  evaporating  a  solution  of  the  di-  or 
tri-barium  salt  in  aqueous  phosphoric  acid.  It 
forms  colourless  crystals — Iriclinic  accordmg  to 
Erlenmeyer,  with  acid  reaction  ;  soluble  without 
decomposition  in  a  small  quantitv  of  water,  but 
decomposed  by  excess  of  water  mto  free  phos- 
phoric acid  and  the  neutral  salt. 

Joly  (Compt.  rend.  98,  1274)  states  that  as 
the  total  weignt  of  salt  brought  in  contact  with 
the  same  quantity  of  water  increases  in  arithme- 
tical progression,  the  weight  which  is  dissolved 
without  decomposition  decreases  in  geometric^ 
progression ;  but  as  soon  as  half  the  original  salt 
has  been  decomposed  a  diacid  salt  is  formed 
Ba0*2P,0t+arH|0,  the  proportion  of  which 
increases  as  the  acidity  of  the  liquid  increases, 
and  eventuaUy  exists  alone  in  solution. 

DilMtfium  orthophosphate  BasH,(P04)t  or 
BaHP04  is  obtained  as  a  wiiite,  soaly,  crystalline 
precipitate  when  hydrogen  disodium  phosphate 
is  added  to  a  ueutral  sSution  of  a  barium  salt. 
It  is  soluble  in  20,570  parts  of  water  at  20'', 
somewhat  more  soluble  in  water  containing 
barium  or  sodium  chloride  or  ammoniac^  salts. 
From  the  solution  in  nitric  or  hydrochloric  acid 
excess  of  ammonia  precipitates  the  tribarium 
salt  or  a  salt  intermediate  between  the  two. 
Thus,  according  to  Wackenrodcr,  a  solution  of 
BaHP04  in  nitric  acid  yields,  on  addition  of 
ammonia,  a^^ecipitate  of  barium  phosphato- 
nitrate  4BaH!P04\Ba(N0,)2>  which  leaves,  on 
heating,  a  mixture  of  di-  and  tri-barium  phos- 
phates. 

By  precipitating  a  solution  of  dibarium  phos- 
phate with  alcohol,  a  salt  intermediate  between 
the  mono-  and  di-salts  is  obtained  : 

BaH4(P04),  •2BaHP04,3H,0. 

If  a  mixture  of  potassium  silicate  and  bsiyta 
water  is  boiled,  and  afterwards  mixed  with  a 
solution  of  potassium  silicate  containing  a  quan- 
tity of  potassium  phosphate,  on  cooling,  cubical 
crystals  of  the  composition  BaKPO4,10H,O 
separate  out.  BaNarO4,10H,O  was  similariy 
obtained  in  regular  tetrahedrons  (De  Sohulten, 
Compt.  rend.  96,  706). 

Tribarium  orthophospbate,  or  neutral  phos- 
phate of  barium,  Ba,(P04)s'H20  is  prepared  by 
adding  hydrogen  disodium  phosphate  to  a  solu- 
tion of  barium  chloride  rendered  strongly  alkalme 
by  ammonia,  and  separates  as  a  heavy  granular 
powder.  It  parts  with  a  portion  only  of  its 
water  at  200^ 

If  a  saturated  solution  of  tribarium  phos- 
phate in  hydrochloric  acid  is  evaporated,  on 
cooling,  crystals  of  barium  chlonde  are  de- 
posit^, more  and  more  monobarium  phosphate 
bein^  left  in  solution,  and  if  more  hydrocnloric 
acid  IS  added,  all  the  barium  may  be  crjrstallised 
out  as  barium  chloride,  and  pure  phosphoric 
aoid  remains. 

If  the  solution  of  tribarium  phosphate  in 
hydrochloric  acid  is  boiled,  shining  needles  form 
in  the  liquid,  and  on  adding  sufficient  water  to 
redissolve  them,  well-defined  crystals  of  a  phos- 
phato-chloride  4BaH4(P04)j-BaCls  are  deposited 
on  standing  (Erlenmeyer,  #1.  1857,  147). 

According  to  Ludwig,  a  solution  of  dibarium 
phosphate  in  hydrochloric  acid  also  yields,  on 
addition  of  ammonia,  a  phosphato-chloride  con- 
taining 3Ba5H,P40ieBaa,'3Hj0. 

A  salt  intermediate  between  the  di-  and  tri- 
phosphates, containing  Ba3(P04),*2BaHP04  or 
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"Btk^K^^fii^,  IB  formed  when  a  Bolution  of  the 
dilMirium  phoephate  in  hydrochloric  acid  is 
mixed  with  a  quantity  of  ammonia  just  sufficient 
to  raecipitate  it. 

Barium  pyrophosphate  BsL^Vfi^,  Pyro- 
phosphoric  acid  does  not  precipitate  harium 
salts,  but  with  baryta  water  ffives  a  precipitate 
of  barium  pyrophosphate,  fiirium  salts,  how- 
ever, give  with  sodium  pyrophosphate  a  white 
amortmous  precipitate  of  barium  pyrophosphate, 
soluble  in  aqueous  pyrophosphonc  and  sulphur- 
ous acids ;  more  soluble  in  hydrochloric  or  nitric 
acid,  but  not  perceptibly  soluble  in  water  con- 
taining ammonium  chloride  or  in  acetic  acid. 

Monobarinm  arsenate  BaH4(As04)2  is  ob- 
tained by  adding  bar3rta  water  to  aqueous  arsenic 
acid  until  a  precipitate  beeins  to  form,  or  by  dis- 
solving the  dibtu'ium  salt  in  aqueous  arsenic 
acid  and  leaving  the  solution  to  crystallise. 

Dibarlum  arsenate 

2BaHAs04,H,0  or  BaHAsO^^HsO 

according  to  Berzelius,  is  obtained  when  a  solu- 
tion of  the  djsodium  salt  is  added  to  excess  of 
barium  chloride.  It  gives  up  its  water  at  a  red 
heat,  and  in  contact  with  water  is  decomposed 
into  the  tribarium  salt,  which  is  precipitated, 
and  the  monobarium  salt,  which  dissolves. 

Tribarium  arsenate  Ba3(As04)2  is  obtained  as 
a  white  sparingly  soluble  nowder  by  precipitating 
aqueous  arsenic  acid  with  baryta  water,  or  better, 
by  gradually  dropping  trisddium  arsenate  into 
barium  chloride, 

Barium  silieate.  Solutions  of  baryta,  when 
kept  in  glass  bottles  for  any  length  of  time, 
deposit  transparent  rhombic  crystals  of  the 
composition  BaSiOayVH^O.  These  crystals  lose 
their  water  a  little  above  100^,  and  become 
turquoise-blue  :  they  are  decomposed  by  boiling 
water  (Le  Chatelier,  Ck>mpt.  rend.  92,  931) ; 
Gossa  and  Lavalle  (Zeitsch.  i.  Chem.  11,  399). 

According  to  Le  Chatelier,  they  may  be  readily 
obtaired  in  a  few  da^s,  by  suspending  calcined 
silica  in  baryta  water,  when  the  sides  become 
covered  with  crystals. 

Barium  titanate.  When  equivalent  quan- 
tities of  titanic  anhydride  and  barium  carbonate 
are  fused  at  a  brignt  red  heat  for  an  hour  with 
excess  of  barium  chloride,  and  the  product 
extracted  with  very  dilute  h3rdrochlorio  acid,  a 
residue  of  yellow  microscopic  cryst-als  resembling 
cubes  and  octahedra  of  the  composition 

2BaO-3TIO. 

and  of  sp.gr.  5*91  remains  undissolved.  These 
crystals  are  found  on  examination  by  polarised 
light  to  consist  of  aggregations  of  rhombic 
lamellse. 

Reaetions   of  the   compounds   of  barium. 

When  heated  on  a  thin  platinum  wire  in  the 
inner  blowpipe  flame,  or  when  brought  into  any 
non-luminous  flame,  barium  compounds  impart  a 
yellowish-green  colour  to  the  outer  flame.  When 
viewed  through  the  spectroscope  two  green  lines 
Baa  and  Ba^  come  out  most  intensely ;  Ba7, 
though  not  so  marked,  is  also  a  characteristic 
line.  Besides  these,  there  are  numerous  lines 
in  the  red  and  vellow  and  one  broad  indis- 
tinct line  in  the  blue,  close  to  Fraunhofer*s  F. 
Bunsen  found  that  <|^  of  a  milligram  of  barium 
salt  may  be  detected  spectroscopically.  Silicates 
of  barium  give  this  reaction  on  moistening  with 
strong  hydrochloric  acid. 


The  hydrate,  sulphide,  chloride,  bromide, 
iodide,  nitrate,  and  manv  organic  salts  of  barium 
are  soluble  in  water,  and  all  are  poisonous.  The 
majority  of  the  remaining  salts  are  soluble  in 
hydrochloric  and  nitric  acids,  whilst  the  sulphate 
and  silicofluoride  are  insoluble  in  all  acids. 

Alkaline  carbonates  precipitate  white  barium 
carbonate,  soluble  in  most  acids,  hence  ammo- 
nium carbonate  is  used  to  precipitate  it  (along 
with  the  carbonates  of  strontium  and  calcium) 
in  qualitative  analysis. 

Potassium  and  sodium  hydroxides,  free  from 
carbonates  and  sulphates,  give  a  voluminous 
precipitate  of  barium  hydroxide  Ba(OH),  with 
concentrated  solutions  soluble  in  more  water. 
Ammonia  gives  no  precipitate. 

Sulphuric  acid,  as  well  as  all  soluble  sul- 
phates, throws  down  barium  sulphate  from  all 
solutions  of  barium  salts.  Pickering  (Chem. 
News,  40,  223)  states  that  the  smallest  quantity 
of  barium  which  can  be  detected  is  1  part  in 
833,000  parts  of  water.  The  presence  of  an 
alkaline  citrate  greatly  interferes  with  the 
precipitation.  Strontium  sulphate  (which  is 
more  soluble)  forms  a  delicate  test  for  barium. 

Phosphate,  arsenate,  borate,  and  iodate  of 
sodium  also  give  precipitates  soluble  in  acids. 

Ammonium  oxalate  gives,  from  moderately 
dilute  solutions,  a  white  pulverulent  precipitate 
of  barium  oxalate. 

Potassium  chromate  precipitates  bright 
lemon-yellow  barium  chromate,  soluble  in  nitric, 
hydrochloric,  or  chromic  acid. 

Hydrofluosilicic  acid  gives  a  colourless  crys- 
talline precipitate  of  barium  silicofluoride ;  this 
reaction  will  detect  1  part  of  the  chloride  in 
3800  parts  water.  The  precipitate  is  nearly  in- 
soluble in  nitric  and  hydrochloric  acids,  more 
insoluble  in  alcohol. 

Barium  is  readily  distinguished  from  lead 
(which  also  forms  a  sulphate  insoluble  in  water)  by 
the  fact  that  sulphuretted  hydrogen  fives  a  black 
precipitate  of  lead  sulphide  with  soluble  lead  salts. 

Soluble  barium  salts  are  at  once  distinguished 
from  those  of  strontium  and  calcium  by  the  fact 
that  they  are  immediately  precipitated  by  a 
solution  of  calcium  sulphate,  which  only  sives 
a  precipitate  with  strontium  salts  on  stanoing. 
The  hydrofluosilicic  acid  reaction  is  also  of 
use  in  separating  barium  from  the  other 
two  metak.  Barium  chloride  is  insoluble  in 
alcohol,  whilst  the  chlorides  of  strontium  and 
calcium  are  soluble*  and  the  nitrates  of  barium 
and  strontium  are  insoluble,  in  alcohol,  whilst 
calcium  nitrate  is  soluble.  From  these  facts  a 
scheme  of  separation  is  readily  derived,  the  pre- 
cipitated ccu^Donates  of  barium,  strontium,  and 
calcium  being  converted  into  chlorides,  and  the 
chlorides  of  strontium  and  calcium  dissolved  out 
by  alcohol,  leaving  a  residue  of  chloride  of 
barium,  llie  strontium  and  calcium  may  then 
be  separated  by  converting  their  roprecipitated 
carbonates  to  nitrates  and  dissolving  out  the 
calcium  nitrate  {v.  Analysis). 

Estimation  of  barium.  When  no  other 
alkaline  metal  is  present,  barium  may  be  esti- 
mated as  sulphate.  A  solution  of  the  chlorides 
sliffhtly  acidified  with  hydrochloric  acid  is  best. 
Smphuric  acid  is  addea  cautiously  to  the  hot 
solution  in  slight  excess.  The  precipitate  is 
allowed  to  settle  in  a  warm  place  for  some  hours 
before  filtering. 


428 


BARIUM. 


In  its  organic  Palis  barium  may  be  estimated 
as  oarbooate  by  heating  in  a  platinum  oruoible 
and  subsequent  moistening  of  the  residue  with 
a  concentrated  solution  of  ammonium  car- 
bonate, evaporation,  gentle  ignition,  and  weigh- 
ing. 

Where  strontium  and  calcium  are  present, 
after  the  separation  of  the  other  elements,  the 
alkaline  earths  are  precipitated  by  ammonia  and 
ammonium  carbonate.  This  precipitate  is  then 
dissolved  in  acetic  acid,  and  the  CMurium  twice 
inecipitated  as  ohromate,  in  which  form  it  mav 
be  weighed  or  dissolved  in  hydrochloric  acid, 
then  precipitated,  and  weighed  as  sulphate. 

G.S.B. 

BARK  BREAD.  A  kind  of  bread  which  was 
formerly  made  by  the  peasants  in  various  parte 
of  Norway  from  the  inner  bark  of  Pinua  sylvesirU 
(Linn.).       

BARKLTITE  v.  Coeunduu. 

BARLEY.  Two  species  are  in  common 
cultivation — Hordeum  diHichwn,  two-rowed, 
and  H,  tm^ore,  six-rowed.  Many  varieties  are 
known,  differing  in  size  and  shape  of  ear  and 
grain.  The  two-rowed  varieties  are  chiefly 
grown  as  sprins-sown  crops,  while  the  six-rowed 
varieties  are  often  sown  m  the  autumn. 

The  grain  resembles  in  composition  that  of 
other  cereals,  but  contains  less  gluten  than 
wheat ;  moreover,  the  sluten  of  Iwrley  is  not 
so  tenacious  as  that  of  wheat;  consequently, 
barley  meal  does  not  yield  a  satisfactory  bread. 

Barley  is  chiefly  grown  for  cattle-feeding  and 
for  malt  production.  For  the  latter  purpose,  a 
grain  containing  but  little  nitrogenous  matter  is 
preferred,  so  that  too  lavish  nitrogenous  manur- 
mg  must  be  avoided  in  the  production  of  malting 
bariev. 

Tne  following  are  analyses  of  typical  average 
barley  as  given  l>y  1,  Warington ;  2-^  Kellner 
(German)  •  6,  Wiley  (of  American  barley). 

The  table  represents  the  composition  of 
barley  expressed  in  the  usual  manner.  The 
item  '  nitrogenous  substances '  is  simply  the 
total  nitrogen  X  6*2S.  Of  the  total  nitrogen,  a 
■mall  portion — ^probably  about  -^ — is  present  in 
non-albuminoid  form. 
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According  to  Osborne  (18th  Ann.  Rep.  Conn. 
Expt.  St.),  the  proteids  in  barley  are :  (1 )  Soluble  : 
leucosine  0*30  p.c.,  hordein  4*0  p.c.,  edestine 
and  proteose  1  •96  p.c. ;  (2)  insoluble  proteids 
4 '50  p.c.  The  eoluole  proteids  just  mentioned 
contam  an  average  of  17*6  p.c.  of  nitrogen,  so 
that  the  factor  to  convert  nitrogen  into  proteids 
in  barley  should  be  much  less  than  6*25,  probably 
about  5  *7.  Consequently,  the  amount  of  proteids 
in  barley  should  be  about  1  p.c.  less  and  that  of 
carbohydrates  (since  they  are  determined  by 
difference)  1  p.c.  more  than  the  values  given  in 
the  tables. 

Under  the  heading  *  soluble  carbohydrates  ' 
are  included :  pentosans  6*6  p.c.  (Bull.  13,  U.S. 
Dept.  of  Agric.  1898);  cane  sugar  0*8-1*6  p.c. 
(O'Sullivan,  J.  Chem.  Soc.  1886,  49,  68) ;  1  -3  p.c. 
(Banister,  Chem.  News,  1886,  298);  0*2  p.c. 
(Bull.  13,  l.c, ) ;  small  quantities  of  reducing  sugars 
(O'SuUivan) ;  dextrine  and  raffinose(0*Sullivan). 
The  remainder  is  chiefly  made  up  of  starch  and 
cellulose,  though  sum  2*8  p.c.  (Muntz,  Compt. 
rend.  102,681)  and  amylan  2-4  p.c.  (O'SuUivan, 
J.  Chem.  Soc.  41,  24)  have  also  been  found. 

Barley  contains  diastase  even  before  germina- 
tion (when  its  amount  is  enormously  increased). 
Brown  and  Morris  (J.  Chem.  Soc.  1890,  606) 
recognise  two  kinds  of  diastase — of  secretion,  as 
formed  in  germination,  which  rapidly  corrodes 
starch  granules,  and  of  displacement — ^present 
in  the  imgerminated  grain — which  slowly 
diminishes  the  volume  of  starch  granules  with- 
out visibly  corroding  them. 

The  ash  of  barley,  neglecting  the  COj,  has  tbo 
average  composition : 


CaO   I  MgO 

I 

2*44  I  8-23 
4*27  :  7*87 
2*60  '  8  62 
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34*68  !  1-69 


a 
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22-30 
20*69 
27*64 


For  a  full  yield  of  barley  the  soil  must  be  well 
supplied  with  plant  food,  including  combined 
nitrogen,  but  such  a  crop,  though  excellent  from 
the  farmer's  point  of  view  and  valuable  for 
feeding  purposes,  is  rarely  suited  to  the  maltster's 
requirement.  GJood  malting  barley  should  be  as 
rich  as  possible  in  starch  ana  low  in  albuminoids. 
Between  8  and  9  p.c.  of  nitrogenous  matter  is 
usually  regarded  as  the  most  desirable  propor- 
tion in  malting  barley.  If  grown  in  hot,  dry 
countries,  e,g.  Southern  Russia,  it  is  usually 
richer  in  nitrogen.  The  best  malting  barleys 
are  grown  on  light  soils  not  too  rich  in  nitrogen, 
and  in  temperate  climates  {v.  Brewing). 

*  Composite  samples  from  the  World's  Ck>lumbian  Ex- 
position (Wiley,  Bull.  18,  V.S.  Dept.  of  Agrlc). 


Owing  to  the  injurious  effect  ot  too  lavish  a 
supply  of  nitrogen  upon  the  maltine  properties 
of  Mrlev,  it  is  by  many  considered  best  to  take 
the  barley  crop  after  wheat,  rather  than  after 
roots,  though  the  latter  procedure  is  often 
adopted  in  &eland. 

Pearl  barley  is  barley  deprived  of  its  husk.  Ame- 
rican analyses  give  as  its  average  composition  : 
Water,  10*8  p.c;  protein,  9*3  p.c. ;  f  at,  1-0 
p.c. ;  carbohydrates,  77*6  p.c. ;  asn,  1*3  p.c. 

According  to  Wolff's  analyses,  the  ash  of  the 
barley  kernel  amounts  to  2*13  p.c.,  and  100  parts 
of  the  ash  contain  : 

CaO    KgO    Fto20t   PsOs    SOs 
3-1     12*0      1*9     47*1    2*9 

>  Of  which  10*2  p.o.  are  albuminoids. 
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Barley  straw  k  much  more  affected  in  com- 
position than  the  grain  by  the  richness  or  poverty 
of  the  soil,  ,and  by  the  conditions  under  which  it 
is  jnown.  If  the  ripening  of  the  grain  has  been 
fnfiy  completed,  the  straw  is  roblMd  of  its  nitro- 
genous matter  and  phosphates  to  a  much  greater 
extent  thua  when  the  seed  has  not  been  fully 
matured.  Thus  the  straw  of  a  crop  cut  before  it 
is  fully  ripe  possesses  much  higher  feeding  value 
than  usual. 

According  to  Kellner,  the  following  repre- 
sents the  average  composition  of  barley  straw  :— 

Soluble 
Ether  carbohy- 
Water  Protein  extract  drates  Fibre  Ash 
Summer  barley  14-3    3*6       1-4     35-9  39-5  5-4 
Winter  barley   14*3    3-2       14     33*5  42-0  5*6 

The  ash  of  barley  straw  (Wolff)  contains  : 

KiO   NasO   CaO   KgO   FosOs  FaOs   SOs     SlOs  CI 
23-3    3-5     7'2     2-6      I'l     4'2     3-9    61-0  3-2 

Barley  straw  consists  largely  of  cellulose,  and 
pentosans  and  lignose.  The  amount  of  pento- 
sans has  been  estimated  at  about  25  p.c.  The 
*  crude  protein  *  given  in  the  above  table  is 
probably  nearly  all  true  albuminoids,  since  dnrect 
experiments  showed  about  91  p.c.  of  the  total 
nitrogen  to  be  present  as  albuminoids.  The 
lowest  portions  of  the  stems  are  least  nutritious, 
while  the  uppermost  leaves  and  top  of  the  stem 
are  the  most  digestible  and  richest  in  protein. 

When  barley  precedes  clover;  as  is  often  the 
case  in  Englana,  the  barley  straw  is  enriched  by 
including  a  portion  of  young  clover  plants. 
Under  such  oircumst-ances,  the  product  is  of 
much  higher  feeding  value,  and  contains  more 
protein  (up  to  6  or  7  p.c.),  and  soluble  carbo- 
hydrates (38  or  39  p.o.),  and  less  crude  fibre. 

H.  I. 

BARUS  CAMPHOR  v,  Camfhobs. 

BARUTIK.  Trade  name  for  the  double  salt 
of  theobromine  barium  and  sodium  salicylate; 
a  white  amorphous  powder  of  sweetish  taste  and 
alkaline  reaction,  sparingly  soluble  in  water. 
Used  in  the  treatment  of  renal  disease.    F.  Syv- 

THBTIO  DEUG8. 

BARWOOD  V,  Sakdebswood. 

BARYTA,  GREEN,  v.  Barium. 

BARYTES*  Barite,  or  heavy-spar  (from 
fidpvs,  heavy) ;  a  common  mineral  consisting  of 
barium  sulphate  (BaS04),  and  crystallising  in 
the  orthorhombic  system.  The  name  ba^rtes 
is,  however,  sometimes  loosely,  but  incorrectly, 
applied  to  include  both  this  species  and  tne 
mineral  witherite  (BaCOg,  ?.v.),  or  these  are 
occasionally  referred  to  as  *  sulphate  of  barytes ' 
and  *  carbonate>  of  barytes  *  respectively.  The 
reason  for  this  confusion  is  that  the  two  minerals 
are  often  mined  together,  although  they  are  not 
always  put  to  the  same  uses. 

Barytes  is  frequently  to  be  found  as  well- 
developed  crystals,  which  vary  considerably  in 
their  appearance  and  habit.  They  possess  a 
perfect  cleavage  parallel  to  the  base,  and  per- 
pendicular to  this  are  two  prismatic  deavases 
parallel  to  ^e  faces  of  the  primitive  rhombic 
prism,  and  thus  inclined  to  one  another  at  an 
angle  of  78^  22}'*  With  these  three  directions 
of  perfect  cleavage,  massive  barytes  sometimes 
presents  a  certain  resemblance  to  calcite,  and 
its  hardness  is  also  about  the  same  (H.=3). 
The  angles  between  the  cleavages  are,  however, 
different ;   and,  further,  barytes  may  be  readily 


distinguished  from  oalcite  by  its  heaviness 
(sp.gr.  4*5),  and  from  both  caloite  and  witherite 
by  not  effervescing  with  acid.  The  massive 
material  is  often  white  and  opaque ;  but  crystals 
are  sometimes  transparent  and  colourless,  or  with 
brownish,  greenish,  or  bluish  shades  of  colour. 

Barytes  is  usually  met  with  in  veins,  often 
in  association  with  ores  of  lead.  Some  of  the 
old  lead-mines  of  the  north  of  England  and 
Shropshire  are  now  being  reworked  for  bar3rtes. 
A  remarkable  vein  of  barytes,  consisting  of  pure 
white  massive  material  with  a  thickness  varying 
from  a  few  inches  to  16  feet,  is  extensively 
worked  in  the  coal-measures  at  New  Brancepeth 
Colliery,  near  Durham  (L.  J.  Spencer,  Mineraiog. 
Mag.  1910,  XV.  302).  Beautiful  crystallised 
specimens  are  abundant  in  the  hiematite-mines 
01  west  Cumberland,  but,  owin^  to  the  brown 
or  yellow  colour  of  this  matenal,  it  is  of  no 
commercial  value. 

Barytes  is' mainly  used  in  the  manufacture 
of  paints,  not  only  of  white  paint,  but  as  an 
inert  body  in  coloured  paints.  It  is  often  sug- 
gested that  barytte  is  used  for  adulterating 
various  articles.  Barium  sulphide  and  carbonate 
are  also  prepared  from  barytes  by  roasting  it 
with  coal,  and  from  the  product,  barium  chloride 
is  largely  obtained.  £i  preparing  the  crude 
baryt^  for  the  market,  it  is  coarsely  crushed 
and  hand-picked;  or  when  mixed  with  rock  and 
dirt,  these  are  separated  by  agitation  (jig^ng) 
in  water.  Coloured  impurities  are  sometimes 
extracted  bv  steam -boiling  with  sulphuric  acid. 
The  purified  material  is  kiln-dried  and  reduced 
to  very  fine  white  powder  in  a  ball-mill  provided 
with  screens,  or  between  millstones.  The 
barytes  flour  so  prepared  still  consists  of  minute 
crystalline  (cleavage)  particles,  and  it  is  this 
tbiat  gives  the  *  tooth  or  adhesive  properties 
to  the  coarser  barytes  paints.  The  finer 
qualities  are  prepared  from  precipitated  barium 
sulphate ;  and  tms  is  also  used  for  dressing  cloth 
ana  leather,  and  for  producing  the  smooth 
coating  on  *  art '  papers.  L.  J.  S. 

BARYTIC  WmTE  or  PERMANENT  WHITE 
or  BLANC  FIXE  v.  Babium;  also  Pigments. 

BARYTO-CASLESTITE  v.  Babium. 

BASE  OILS  v.  On^  and  Fats. 

BASIC  BESSEMER  STEEL  v.  Ibok. 

BASnJCON.  Besin  cerate,  A  mixture  of 
oil,  wax,  and  resin. 

BASIL  OIL  t*.  Oils,  Essential. 

BASLE  BLUE  v.  Azikbs. 

BASSIA  or  MAHWA  FLOWERS.  The 
flowers  of  B,  {iUip4)  latifolia  (Boxh.)  or  Mahwa, 
a  tree  growing  to  the  neight  of  60  feet,  very 
abundant  in  Central  India,  are  very  succulent, 
and  fall  from  the  tree  in  laise  quantities  every 
night,  a  single  tree  affording  nom  200  to  400  lbs. 
of  flowers  in  a  season,  which  lasts  during  March 
and  April.  They  are  used  as  an  article  of  food, 
both  cooked  and  raw.  By  fermentation  and  dis- 
tillation they  yield  upwards  of  6  gallons  of  proof 
spirit  per  cwt.  It  is  of  superior  quality,  and 
when  the  operations  have  been  carefully  per- 
formed, is  very  much  like  good  Irish  whisky, 
having  a  strong  smoky  and  rather  foetid  flavour, 
which  disappears  with  age. 

They  have  also  been  used  as  a  cattle  food 
with  success.  It  is  said  that  the  flesh  of  pigs  and 
other  animals  is  much  improved,  acquiring  a 
delicate  flavour. 
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The  dried  flowers  have  been  leoommended 
as  a  source  of  sugar.  Nem  found  in  them 
67*0  p.c.  of  glucose,  yielding  26-74  p.o.  of  alcohol 
on  distillation  (Rev.  Ghim.  lied.  Pharm.  2,  384  ; 
r/.  von  lippmann,  Ber.  1902»  35,  1448). 

BASSIA  0Q£.  Under  this  name  are  com- 
prised a  number  of  oils  belonginff  to  the 
ffenus  Bassia.  The  most  important  oi^  (or  fat«) 
aerived  from  Batsia  species  are  :  Mowrah  Seed 
Oil,  Blipe  Butter,  Shea  Butter,  Njave  Oil,  and 
Phulwara  Butter. 

Mo^nmh  Seed  Oil  is  the  fat  obtained  from  the 
seeds  of  Bas&ia  kdijciia  (Rozb.)  {IUip4  latifolia, 
Boxb.  or  Engler ;  Bassia  viUosa,  Wall.),  a  tree 
widely  distributed  in  the  northern  movinoes  of 
India,  and  eeiwoially  in  BeneaL  The  tree  is 
frequently  cultivated  in  Blast  India,  and  forms 
small  plantations ;  but  even  under  the  incentive 
of  moaem  demand  for  a  solid  fat,  the  cultivation 
of  the  Mowrah  Seed  tree  for  the  production  of 
fat  is  not  likely  to  be  taken  in  hand  in  the  near 
future.  The  tree  mdually  disappears  towards 
Calcutta,  and  is  only  sparingly  met  with  in  the 
Madras  presidency,  where  its  place  is  taken  by 
Bassia  longifolia  {see  below). 

The  kernels  are  1-2  cm.  Ions,  and  are  enclosed 
in  a  light-brown  shiny  husk.  The  seeds  are  very 
similar  in  appearance  to  those  of  Bassia  longi- 
folia,  with  which  they  are  frequently  con- 
founded, much  as  the  fat  obtaineid  from  both 
species  is  frequently  confounded  in  commerce. 
This  is  partly  due  to  the  fact  that  the  two  kinds 
of  fats  are  mixed  together  when  exported  to 
Europe,  a  practice  which  is  greatly  favoured 
by  the  fact  that  both  species  are  known  to  the 
natives  under  such  similarly  sounding  names 
as  Illipi,  Elupa,  KatillipL 

The  kernels  dried  at  100^  contain,  according 
to  Valenta : 

Fat  extracted  (by  petroleum  ether)         .    51  *14 
„    soluble  in  absolute  alcohol  .7*83 

Tannin 212 

Bitter  principle,  soluble  in  water    .         .0*60 

Starch 0-07 

Vegetable  mucilage  .      1  '65 

Albuminous  substances  soluble  in  water  3-60 
Extractive  substances  soluble  in  water  .  15-59 
Insoluble  proteids  .4-40 

Total  ash 2-71 

Fibre  and  loss 10-29 

In  its  fresh  state  the  fat  is  yeUow ;  on  ex- 
posure to  the  air  the  colourins;  matter  is  bleached. 
The  oil  can  also  be  bleached  chemically,  as  has 
been  done  by  the  author,  on  a  large  scale. 

The  fat  has  the  sp.gr.  of  0*9175  at  15^  melts 
at  about  25-3*-30^  and  solidifies  at  18-5*-22*. 

The  fat  has  a  bitter  aromatic  taste  and  a 
peculiar  odour.  The  iodine  value  of  the  fat  is 
60,  thus  indicating  a  considerable  amount  of 
oleic  acid.  The  chief  constituent  of  the  solid 
fatty  acid  is  palmitic  acid ;  arachidic  acid  is 
absent;  steanc  acid  has  been  found  to  occur 
in  specimens  examined  recently  in  the  author's 
laboratory  by  Menon,  to  the  extent  of  from 
13  to  25  p.c  The  saponification  value  of  the 
commercial  fats  is  slightly  lower  than  that  of 
fats  having  the  constitution  due  to  the  fatty 
acids  named,  owin|;  to  a  somewhat  high  pro- 
portion of  unsaponifiable  matter,  viz.  2*34  p.c. 
The  fat  is  prepared  in  India  in  a  crude  manner, 
and  the  cakes  are  used  as  manure.     Owing  to  a 


bitter  principle  (saponin)  octotained  in  the  cakes, 
they  are  unnt  as  food  for  cattle.  Nevertheless, 
the  cake  is  frequently  added  as  an  adulterant  to 
the  so-called  *  native  linseed  cake,'  which,  under 
this  misleading  name,  has  lattcdy  found  ex- 
tensive sales  on  the  Continent.  The  seeds  and 
the  oil  have  recently  become  an  important 
article  of  commerce.  They  are  imported  to 
Europe  in  irregular  quantities,  and  are  chiefly 
used  in  the  soap  and  candle  industries.  En- 
deavours have  also  been  made  to  convert  the 
fat  into  an  edible  fat.  In  India,  Mowrah  seed 
oil  is  largely  used  as  an  edible  fat  under  the 
name  *  B^lia  oil,*  and  as  a  medicinal  oil  in  the 
treatment  of  skin  diseases  under  the  name  *  Me 
oil.* 

lUlpft  Batter  is  obtained  from  the  seeds  of 
Bassia  longifolia  (Linn. ),  a  tree  indigenous  to  the 
southern  part  of  India  ;  a  variety  of  this  Bassia 
species  is  Known  as /Ui;)^  malabarica  (Konig),  in 
the  Western  Ghats  from  Kanara  to  Travancore 
and  the  Anamalais,  where  the  tree  is  found  at 
an  altitude  of  about  4000  feet.  The  seeds  bear 
a  close  resemblance  to  those  of  B.  latifolia, 
but  are  mostly  3-4  cm.  lona,  and  less  rounded 
than  the  seeds  of  B.  UUifolia,  The  average 
weight  of  one  seed  is  1-4  grms.  The  kemds 
form  75  p.c.  of  the  seeds,  and  contain  <50--55  p.c. 
of  a  white  to  lisht-yellow  coloured  fat.  The  fat 
closely  resembks  Mowrah  seed  oil,  but  difiFeirs 
from  it  by  its  lower  solidifying  and  melting 
points ;  in  correspondence  therewith  the  iodine 
value  of  the  fat  is  58-64,  t.e.  higher  than  that 
of  B.  latifolia.  The  fat  contains  from  12  to 
20  p.0.  of  stearic  acid ;  arachidic  acid  is  absent 
(Menon). 

Ulip^  seeds  are  imported  into  France  and 
England  (mostly  admixed  with  Mowrah  seeds), 
where  the  fat  is  expressed  for  use  in  candle - 
making.  The  propoisal  to  employ  the  fat  as  a 
chocolate  fat  appears  to  be  due  to  the  confound- 
ing of  true  lUip^  seeds  with  seeds  from  the 
Malayan  States,  erroneously  described  in  the 
French  market  as  *  Slip^  nuts.* 

Shea  Butter  is  the  fat  obtained  from  the 
seeds  of  Bassia  Parkii,  De  C.  (Hassk.),  Btityro- 
spermum  Parkii,  [6.  Bon]  (Kotschy),  a  tree 
beloDffing  to  the  Sapotacem.  The  tree  was 
first  aesoribed  by  Mungo  Park,  who  found  it  in 
the  kingdom  of  Bambara.  Hence  the  fat  was 
known  as  Bambara  fat  and  also  Bambooi  fat. 
Other  native  names  are  Galam  Butter,  Bambuk 
Butter,  and,  in  French  West  Africa,  Karite  Oil. 
The  Shea  Butter  tree,  or  Karite  tree,  resembles 
in  appearance  the  American  oak,  grows  to  a 
height  of  about  40  feet,  and  occurs  in  enormous 
quantities  on  the  West  Coast  of  Africa,  and 
tnrouffh  the  centre  of  Africa  in  the  French  and 
English  Soudan.  It  i&  especially  abundant  in 
the  middle  basin  of  the  Niger,  and  is  as  oha- 
lacteristic  of  the  region  of  t&e  middle  Niger  as  is 
the  palm  tree  of  the  lower  reaches  of  the  rivers 
and  of  the  coast  line.  The  Shea  nut  has  the 
size  and  shape  of  an  ordinary  plum  ;  the  ovtet 
shell  of  some  specimens  is  covered  with  fine 
fibres,  whereas  the  shell  of  nuts  coming  from 
the  middle  Niger  district  has  a  polished  surface. 
Owing  to  the  wide  distribution  of  the  tree,  the 
difierent  specimens  of  nuts  and  fats  exported 
to  Europe  show  characteristic  differences.  A 
special  variety  appears  to  be  represented  by 
the  specimen  known  as  Bassia  nuoiicum  (Kot- 
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sohv  et  Ghevalier).  (For  a  table  8tatin|;  the 
dinerent  yields  of  fat  from  differeut  specimens, 
and  some  of  their  characteristics,  see  Lewko- 
witaoh,  (Chemical  Technology,  ^.,  ii.  433.) 
The  natives  extract  the  fat  by  pounding  the 
kernels  and  boiling  the  paste  with  water.  The 
fat  rises  to  the  surface  and  is  skimmed  off  into 
large  calabashes,  in  which  it  is  carried  to  the 
river  for  shipment.  Since  little  care  is  taken 
in  the  preparation  of  the  exported  oil,  most 
of  the  shea  butter  that  came  until  recently 
to  Europe  had  a  dark-grey  colour,  which  was 
considered  to  be  charactezistio  of  shea  butter. 
The  fat  used  by  the  natives  for  their  own  pur> 
poses  is,  however,  prepared  in  a  more  careful 
manner,  made  into  cakes  and  wrapped  round 
with  leaves,  so  that  the  fat  may  keep.  Tlus 
fat  is  of  a  white  colour,  and  keeps  well  for  several 
months. 

Shea  butter  plays  a  very  important  part 
in  the  economy  of  the  natives  as  an  edible  fat, 
and  also  as  a  bumins  oil,  and  for  cosmetic 
purposes.  Attempts  have  been  frequently 
made  to  ship  the  fat  and  the  nuts  m  bulk  to 
Europe,  (hnng  partly  to  the  careless  prepara- 
tion, and  partly  to  a  resinous  substance  oissolved 
by  the  fat,  shea  butter  contains  considerable 
amounts  oi  unsaponifiable  matter  which  imparts 
to  the  fat  an  indiarubber-like  taste.  This  large 
amount  of  unsaponifiable  matter  precludes  the 
employment  of  the  fat  for  soap-making  pur- 
poses ;  it  is,  however,  used  in  candle-making. 

The  specific  gnivitv  of  the  fat  h  0-0177  ;  its 
melting-point  varies  m>m  26^  to  28^.  Owing 
to  the  considerable  amount  of  unsaponifiable 
matter,  the  saponification  value  varies  from  171 
to  192.  The  iodine  value  varies  from  56  to  63, 
so  that  the  proportion  of  oleic  acid  in  the  fat 
may  be  taken  to  reach  about  60  p.o.  The 
author  found  in  a  number  of  shea  butters  from 
33  to  37  p.c.  of  stearic  acid.  The  remainder 
of  the  fatty  acid  appears  to  consist  of  laurio 
acid  (Southcombe,  J.  fioc.  Chem.  Ind.  1909, 499). 

NJave  Oil,  Njave  BtOitr,  Nari  OH,  Nvumgou 
Oilf  Adjab  O^,  is  the  oil  obtained  from  the  seeds 
of  Mimuaops  Njave  (De  Lanessan),  syn.  Btuaia 
Djave  (De  Lanessan) ;  Baseia  ioxieperma  ^Raoul) 
TieghaneUa  afiricana  (Pierre);  BaiUoneua  tosn- 
sperma  (Pierre) ;  BaiUoneua  Djave  (Pierre) ; 
TieghemeUa  Jouyana  (Pierre),  a  tree  belonging 
to  the  familv  of  the  Sa/polacem,  The  wood  of 
this  tree  is  known  in  commeroe  as  'Cameroon 
mahogany.'  The  tree  is  indigenous  to  West 
Africa,  the  Oameroons,  Gaboon,  Nigeria,  and 
furnishes,  like  most  trees  belonging  to  the 
SapotacecB,  guttapercha.  The  fruits  are 
known  in  commerce  as  *  Blahogany  nuts ' ;  in  the 
Gold  Ooast  Colony  they  are  £iown  as  '  Abeku  ' 
and  '  Bako '  nuts.  The  weight  of  the  nuts 
varies  between  10  and  21*6  grams.,  one-third  of 
which  is  made  up  by  the  shell.  The  kernels 
contain  43-64  p.c.  of  a  white  fat,  which  the 
natives  (the  Jaundes  and  the  Ngumbae)  prepare 
by  dicing  the  seeds  over  fire  and  breaking  the 
shell  with  stones.  The  kernels  are  then  pounded 
in  a  mortar  or  comminuted  by  rubbing  oetween 
stones.  The  mass  is  next  boiled  out  with 
water,  the  fat  is  skimmed  off  by  hand,  and 
freed  from  the  bulk  of  water  by  squeezing 
between  the  hands,  and  then  subjecting  it  to  a 
somewhat  stronger  pressure  in  baskets,  by 
heaping  stones  on  the  mass.     By  this  process 


an  extremely  poisonous  saponin,  contained  in 
the  fresh  seeds,  is  completely  removed,  so  that 
the  fat  can  be  used  for  edible  purposes.  In 
case  the  seeds  should  be  expressed  on  a  large 
scale  the  press  cakes  would  retain  the  poisonous 
substance,  and  hence  be  viJueless  as  a  feeding 
cake  (Der  Tropenpflanzer,  1910,  29),  unless  the 
saponin  be  removed  completely  by  boilii^  out 
with  water.  But  even  if  this  process  wore 
feasible,  a  considerable  amount  of  nutritive 
substances  would  be  removed  thereby.  The 
economic  prospects  of  the  seeds  are,  there- 
fore, still  doubtful;  nevertheless,  the  exports 
from  the  German  Cameroons  have  increased 
from  3  tons  in  1906  to  183  tons  in  1908. 

Plnilwira  Batt«r  is  the  fat  expressed  from 
the  kemelB  of  Baesia  {lUipi)  hviyracea  (Boxb.), 
the  *  Indian  butter  tree,'  which  is  indigenous  to 
the  Himalayas.  The  seeds  are  smaller  and 
thinner  than  those  of  B.  laiifoUa  and  longifolia. 
The  average  weight  of  one  seed  is  one  gram. 
The  kemeb  form  67*5  p.c.  of  the  total  seed; 
they  contain  60-65  p.c.  of  a  white  fat,  having 
the  consistence  of  tard.  Phulwara  Butter  is 
one  of  the  most  important  foodstuffs  amongst 
the  natives  of  the  North- West  Provinces,  on 
account  of  its  pleasant  odour  and  affreeable 
taste.  The  butter  is  also  highly  valued  by  the 
natives  as  an  ointment  when  properly  perfumed. 
The  melting-point  of  the  fat  is  39^,  and  its 
iodine  value  42**.   Stearic  acid  is  absent  (Menon). 

Less -known  Bassia  Oils  are :  Payena  Oil  or 
Kansive  Oil,  from  Payena  oleifera  (CShemical 
Technology  and  Analysis  of  Oils,  Fats,  and 
Waxes,  ii  800),  and  Katio  Oil,  from  an  undeter- 
mined species  of  Bassia  (Brooks,  Analyst,  1909, 
207).  J.  L. 

BASSWOOD  OIL.  An  oU  from  TUia  ameri- 
cana,  resembling  cotton-seed  oil,  and  consisting 
of  glyoerides  rich  in  butyric  acid  (Wiechmann, 
Amer.  Chem.  J.  1895,  17,  305). 

BAST  FIBRES.  Elongated  narrow  plant- 
cells  that  form  strengthening  tissue  in  stems  and 
leaves,  especially  in  connection  with  the  fibro- 
vasculu  bundles,  but  not  belonging  to  the  wood. 
The  raw  material,  bast  or  bast-like  fibre,  used  for 
textile  purposes  or  for  the  manufacture  of  paper, 
ropes,  and  the  like,  is  of  varied  nature  and 
source,  but  is  always  characterised  by  the 
abundance  in  it  of  bast  fibres.  It  may  bo 
composed  of  a  number  of  fibro-vascular  bimdles, 
or  one  such  btmdle  (e.g,  coco-nut  fibre),  or  part 
of  nbro -vascular  bundle  {e,g,  fibre  from  leaves  of 
monocotyledons),  or  merely  a  bundle  of  true 
bast  fibres  (from  the  fibro-vascular  bundles  or 
bark  of  dicotyledonous  steins). 

A  typical  bast  fibre  has  a  thick  wall,  with 
slit-like  oblique  pits,  and  a  relatively  small 
lumen.  The  ends  usually  taper  to  fine  points, 
but  may  be  blunt  or  even  branched.  The  cell- 
>vall  varies  in  thickness  in  different  species,  from 
comparatively  thin  to  extremely  thick,  and  may 
vary  in  the  same  fibre,  so  that  the  lumen  is  alter- 
nately wider  and  narrower.  When  the  wall  is  very 
thick  the  lumen  is  reduced  to  a  line,  and  may 
be  locally  evanescent.  There  are  similar  differ- 
ences in  the  width,  lenj;Ui,  and  strength  of  the 
raw  material  and  individual  bast  fibre.  The 
colour  varies  from  the  usual  whitish-grey  or 
green  or  yellow,  through  yellow  and  brown  to 
black. 

The  cell-wall  is  mainly  composed  of  celluloses 
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and  in  certain  speoiee  (flax,  Caiciropis  gigatUea^ 
and  others)  is  entirely  soluble  in  ammoniacal 
cuprio  oxide,  and  gives  the  oolour  reactions  for 
ceUuloses ;  but  the  bast  fibres  of  certain  other 
species  (jute,  hemp,  esparto,  and  others)  show 
hgnifioation,  and  give  corresponding  colour 
reactions. 

Bast  fibres  in  commercial  use  are  mainly 
obtained  from  comparatively  few  alliances  and 
families  of  dicotyledons,  and  genera  of  mono- 
cotyledons, namely,  Mai  vales  (Malvaceae), 
Tiliaoee,  Sterouliaoese,  Urticales  (Moraoen, 
Urticacee,  UlmacesB),  LesuminosaB,  LinaoesB, 
ApocynaoeA,  and  Asclepiaaacen,  BoraginaoesB ; 
Agave  and  Fourcroya,  Ato^,  Bromelia,  Sanseviera, 
Musa,  SiipOf  Pandanus,  and  several  palms 
{See  articles  on  any  of  these,  and  Jutb  and 
HsHP.  For  a  full  authoritative  account  of 
vegetable  fibres,  ses  Wieener,  Die  Rohstoffe  dee 
Pflanaenreichs,  1903,  Bd.  iL  167-463.) 

BATATAS,  or  Sweet  Fbtatoes,  the  tubers  of 
Ip&omcBa  haiaias  or  Baiaki  edvlig,  a  convolvulus- 
like  plant,  usually  with  purple  flowers,  growing 
freely  in  tropical  and  sub-tropical  countries.  The 
tubers  are  sometimes  of  great  size— up  to  12  lbs. 
or  more  in  weight. 

It  can  be  propagated  by  cuttings  or  by  the 
tubers,  and,  once  established,  often  yields  several 
crops  in  succession.  An  average  crop  is  about 
6  tons  per  acre.  light  friable  soils  are  most 
suitable. 

Average  composition  of  sweet  potatoes  and 

their  vines : 

Soluble 
carbohy- 
Water    Protein    Fat     drates    fibre    Ash 
Tubers  .     71-1        1-6      0-4     24-7      1-3     lO 
Vines     .     41*6        7-6      2  1      29-3    13-6     5-8 

A  more  detailed  analysis  of  the  tubers  as  spown 
in  Monte  Video,  is  given  by  Sacc  (Bied.  Zentr. 
1883,  337) : 

Pectlc 
Water  Protein  Qlnoose  Mucilage  add  Starch  Fibre  Aah 
67-0     OM       0-3       116     1-27     13      10    1-0 
to         to         to  to     to 

68-2    0-64       40  15    17-8 

The  sweet  potatoes  are  laigely  used  as  food, 
and  also  in  the  manufacture  of  alcohol. 

According  to  Stone  (Ber.  1890, 23, 1406),  they 
contain  from  1*6  to  20  p.c.  of  cane  sugar,  and 
baking  converts  the  starch  into  the  soluble  form 
and  hydrol3rses  the  cane  sugar.  The  tops  of 
sweet  potatoes  are  needily  eaten  by  farm 
animals,  but  shoidd  be  used  with  care,  since 
they  sometimes  contain  a  poisonous  cvanogetic 
slucoside.  Amounts  of  hydrocyanic  acid,  varying 
nom  0  014  to  0  -019  p.c.  ox  the  green  materia],  have 
been  found.  Sweet  potato  vines  have  often 
proved  fatal  to  pigs  in  Queensland.        H.  1. 

BATH  BRICK.  A  brick  made  from  deposits 
of  silicious  and  calcareous  earth  at  Bridgewater, 
Highbridge,  and  dsewhere,  and  used  for  polish- 
ing metals. 

BATH-METAL.  An  alloy  of  copper  and 
zinc,  containing  a  larger  proportion  of  copper 
than  ordinary  brass,  viz.  83  p.c.  copper  to  17  p.c. 
zinc ;  sp.sr.  8*461 ;  fracture  crystalline,  and 
colour  yellowish-red. 

BATIST.  A  material  consisting  of  cotton 
impregnated  with  caoutchouc  on  one  or  both 
sides,  largely  used  in  the  French  army  for 
compresses  suid  antiseptic  dressings. 


BAUXITE.  A  day-like  aluminium  hydroxide 
first  noticed  by  P.  Berthier  in  1821  (cdumine 
hydraUe  dee  Beaux),  and  named  beauxite  by 
A.  Bufr^oy  in  1847,  and  bauxite  by  H.  Sainto- 
Claire  Beville  in  1861 ;  this  name  being  from 
the  village  Les  Beaux,  or  Les  Baux,  near  Aries, 
dep.  Bouches-du-Rhdne,  in  the  south  of  France, 
where  the  material  was  found.  This  material 
came  to  be  regarded  as  a  mineral  species  with 
the  composition  Mfi^t^Hfi  or  A1(0H)2,  corre- 
sponding with  AltO,,  73*9 ;  and  H,0,  26*1  p.c. ; 
that  is,  intermeduite  between  the  definite 
crystallised  species  diaspore  (Al.O^H^O)  and 
hydrargillite  or  ^bbsite  (Al203,3H(0).  It, 
however,  varies  widely  in  composition,  owing 
to  intermixture  with  quartz -sand,  clay,  and 
iron  hydroxide,  and  it  passes  insensibly  into 
days,  iron-ores,  and  latmte.  The  vanations 
shown  by  difierent  analyses  are :  A1,0„  30*3- 
-76*9;  H,0,  8*6-31*1;  FcaO,,  0-1-48-8: 
SiO,,  1*1-41*6;  TiO„  1-6-40  (from  table  of 
analyses  quoted  by  G.  P.  Merrill,  The  Non- 
metallic  Minerals,  New  York,  1904).  (For 
other  analyses  of  French  bauxite,  see  H. 
Arsandaux,  Compt.  rend.  1909,  148,  936,  1116.) 

The  material  never  shows  any  indications 
of  crystalline  structure,  being  always  com- 
pact or  earthy,  or  often  \vith  a  concretionary 
(pisolitic  or  oolitic)  structure.  In  colour  it 
ranges  from  white,  through  creamy  and  yellow, 
to  brown  and  deep  red.  Under  the  microscope 
it  shows  only  optically  isotropic,  flocculent 
grains.  Bauxite  is  thus  no  doubt  a  mixture 
of  colloidal  aluminium  hydroxides  (for  which 
the  mineralc^ical  name  kliachite  has  been 
proposed  by  F.  Gomu,  1909)  with  various  iron 
hyc&oxides,  clays,  &c.,  and  possibly  also  the 
crystalloids  diaspore  and  hydrargillite;  and  it 
is  thus  rather  of  the  nature  of  a  rock  than  a 
simple  mineral. 

In  its  mode  of  occurrence,  and  no  doubt  also 
in  its  mode  of  origin,  it  also  shows  wide  differ- 
ences. The  extensive  deposits  in  the  south  of 
France  have  the  form  of  beds  interstratified  with 
limestones  of  Cretaceous  age.  or  of  irregular 
pockets  in  the  limestone.  Those  of  Go.  Antrim 
and  of  the  Vogelsbere  and  Westerwald  in 
Germany,  are  associated  with  laterite,  and  are 
interbedded  with  basaltic  lava-flovra.  In  Ar- 
kansas the  bauxite  .deposits  occur  only  in 
Tertiary  areas  in  the  neignbourhood  of  eruptive 
syenites,  while  in  Alabama  and  Geoivia  they 
overlie  ancient  sedimentary  rocks.  The  Se- 
quent presence  of  pisolitic  structures  in  the 
material  and  its  association  with  limestones,  has 
led  to  the  suggestion  that  bauxite  has  been 
deposit^  by  hot  springs  containing  aluminium 
salts  in  solution  (probably  aluminium  sulphate 
from  the  decomposition  of  pyritous  shales), 
where  these  have  come  into  contact  with  lime- 
stone rocks.  On  the  other  hand,  the  material 
associated  with  laterite  and  basalt  has,  no 
doubt,  been  produced  by  the  weathering  under 
special  conditions  (the  agency  of  bacteria  has 
been  suggested)  of  basalt  or  of  other  igneous 
and  crystalline  rocks.  (For  papers  on  the  con- 
stitution of  bauxite  and  laterite ;  see  e.g.  M. 
Bauer,  Jahrb.  Min.  1898,  ii.  163;  and  T.  H. 
Holland,  Geol.  Mag.  1903,  69.) 

The  alum -clay  or  bauxite  mined  in  Go. 
Antrim  is  all  sent  to  the  aluminium  works  at 
Foyers    and    Kinlochleven    in    Scotland.    In 
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France  the  present  source  of  supply  is  mainly 
in  dep.  Var;  and  in  America  the  production 
is  confined  to  the  states  of  Alabama,  Georsia, 
and  Arkansas.  The  French  bauxite  is  rougnly 
divided  into  three  classes ;  (1)  white  bauxite^ 
with  60  p.c.  alumina,  not  more  than  4  p.o.  iron, 
and  no  silica, — ^this  being  used  for  the  manu- 
facture of  aluminium  salts  and  alum ;  (2)  red 
bauxite,  with  60  p.c.  alumina  and  3  ]>.c.  silica, — 
used  for  the  manufacture  of  altxminium ;  (3)  a 
special  kind  of  white  bauxite,  with  46  p.c. 
alumina,  a  trace  of  iron,  and  much  silica, — ^used 
for  making  refractory  bauxite  bricks.  The 
greater  part  of  the  material  is  used  in  the 
manufacture  of  aluminium,  but  in^  America 
large  quantities  are  fused  in  the  electric  furnace 
to  produce  artificial  corundum,  which,  under  the 
name  of  alundum,  is  largely  used  as  an  abrasive 
agent.  L.  J.  S. 

BAYBERRY  TALLOW  v.  Waxes. 

BAY-LEAF  OIL  v.  Oils,  Essbntial. 

BAY-SALT  t;.  Sodium  chlobidb. 

BDELLIUM  V,  Gum  besins. 

BDELLIUM  RESIN  v,  Besiks. 

BEAN.  The  name  siven  to  many  seeds  which 
resemble  in  size  and  shape  the  onfinary  kidney 
bean.  Thus  the  seeds  of  coffee,  cocoa,  castor,  &c., 
are  often  known  as  *  beans.  *  Usually,  however,  the 
term  is  restricted  to  seeds  of  various  leguminosce. 


The  most  important  species  of  beans  are : 

(1)  Adzuki  beans  (Phaseoiua  radiatus). 

(2)  Field  or  horse  beans,  of  which  the  broad 
bean  w  a  variety  ( Vieia  faba), 

(3)  French  or  kidney  bean  {Phaseoiud 
tmigaria). 

(4)  Java  or  Lima  bean  [Phaseolus  lunatus) 
(6)  Soy  or  Soja    bean  (Qlycine  hiapida  or 

8oja  hisptda). 

(6)  Velvet  bean  {Mucuna  utilis). 

(7)  Garob  or  locust  bean  (Cera<onta  siliqua). 
In  chemical  composition  beans  are  remark- 
able for  the  large  proportion  of  albuminoid 

;  matter  which  they  contain.  They  thus  possess 
high  nutritive  value  as  foods. 

In  some  oases  the  seed  only  is  eaten,  either 
ffreen  as  in  broad  beans,  or  dried  as  in  huricot 
beans,  which  are  a  variety  of  Phtueolus  vulgaris. 
In  others,  e,g.  in  the  kidney  bean,  the  whole 
pod,  in  the  unripe  condition,  is  eaten ;  whilst  in 
the  case  of  the  carob  bean,  the  dried  pod  rather 
than  the  seeds  is  the  valued  product.  The 
velvet  bean  is  usually  grown  for  its  foliage, 
either  for  making  into  hay  for  cattle  or  for  green 
manuring. 

In  the  following  table  are  given  analyses 
of  various  beans,  as  far  as  possible  of  the 
products  as  they  are  usually  consumed  as 
food: — 


« 

(1) 

(2) 

(3) 

(4) 

(6) 

(«) 
10-0 

(7) 

(8) 

(9) 

Water 

13-6 

87-3 

IM 

68-5 

14-4 

16-0 

9-3 

19-7 

Protein 

231 

22 

16-9 

71 

23-9 

33-2 

17-2 

13-3 

5-5 

Fat           ..... 

2-3 

0-4 

1-8 

0-7 

1-6 

17-6 

2-2 

2-6 

0-8 

Soluble  carbohydrates 
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(1)  Phaseolus  vuigoris,  dried  seeds,  as  used  as 
haricot  beans. 

(2)  Phaseolua  wJgaris,  green  pods,  as  used  as 
kidney  beans. 

(3)  PhoMolus  lufuUua,  dried. 

(4)  „  „        green. 
(6)  Vkia  faba,  dried. 

(6)  Soja  hiapidai  dried  seeds. 

(7)  „        „       hay. 

(8)  Mucuna  vtilis,  hay. 

(9)  Ceraionia  ailiqua,  whole  pod. 

The  albuminoids  of  beans  were  thought  to 
consist  largely  of  legumin,  or  *  vegetable  casein,' 
first  obtained  from  them  by  Emhof  in  1805, 
but  Hoppe-Seyler  has  shown  that  the  vegetable 
casein  is  produced  by  the  action  of  the  alkali 
used  in  extraction  upon  the  globulins  and 
albumins  present  in  the  seeds. 

The  proteids  of  Phaseolus  vulgaris  axe  chiefly 
phaseolin,  a  globulin  containing  16-45  p.c.  N  and 
0*5  p.c.  S,  and  phaselin  (Osborne,  J.  Amer. 
Ghem.  Soc.  1894,  16,  633).  In  Phaseolus 
radiatus  are  present  phaseolin  and  another 
globulin  contaming  16*31  p.c  N  and  0*88  p.c.  S 
(Osborne  and  CSampbell,  J.  Amer.  Ghem.  Soc. 
1897,  19,  509).  In  Yicia  faba,  the  same  investi- 
gators found  legumin,  vicilin,  legumelin,  and 
a  proteose  (same  Journal,  1898,  20,  393).  In 
8o^  hispida  they  found,  as  the  chief  proteid, 
a  globulin  resembling  legumin,  but  containing 
Vol.  L—T. 


twice  as  much  sulphur,  for  which  they  propose 
the  name  glyoinin.  Legnmelin,  a  trace  of  a 
proteose,  and  a  globulin,  probably  identical  with 
phaseolin,  were  also  present  {Lc.  20,  419). 

According  to  Fleurent  ((>>mpt.  rend.  1898, 
126,  1374),  Man  flour  contains  31  p.c.  of  nitro- 
genous matter,  comprising  legumin,  18-9  p.c. ; 
vegetable  albumin,  0*2  p.c. ;  glutenin,  9-5  p.c. ; 
and  gliadin,  2*4  p.o. ;  and  has  been  used  to  add 
to  wheaten  flour,  since  the  addition  of  2  or  3  p.c. 
to  the  latter  increases  the  ratio  of  glutenin  to 
gliadin  in  the  mixture,  and  thus  in  many  cases 
improves  the  flour  for  bread  making.  The 
flour  made  from  haricot  beans  contains  starch 
as  ovoid  grains  with  distinct  elongated  or 
fissured  hila,  and  square  or  rectangular  cells 
containing  prismatic  crystals  of  calcium  oxalate. 

The  fat  of  beans  contains  choline,  cholesterol, 
and  glycerides  of  valeric,  oleic,  and  palmitic  acids, 
but  no  stearic  acid  ( Jacobson,  Zeitsch.  physioL 
Ghem.  1889,  13,  32).  According  to  Kosutany 
(Landw.  Versuchs-Stat.  1900,  54,  463),  bean 
oil  resembles  olive  oil  in  appearance,  has  a 
sp.^.  of  0*967,  Reiohert-Messel  number  2*46, 
iodme  number  (H^bL)  119*9,  and  contains  much 
lecithin  and  sulphur.  St«n^  (Zeitsch.  physiol. 
Ghem.  1906,  48,  334)  found  both  betame  and 
choline  in  horse  beans. 

Several  varieties  of  beans  contain  a  cyano- 
genetic  gluooside.   In  Pheiseolus  luTialus,  Dunstan 
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and  Henry  (Proc  Roy.Soc.  1903,  72,285)  found 
a  gluooeide  which  they  named  phaseolunatin 
CtoHi^OsN,  yielding  dextrose,  pruBsic  acid,  and 
acetone  on  hydrolysis.  The  wild  plant  contains 
it  in  much  larger  quantity  than  the  cultivated 
one.  fVom  haricot  beans  Tatlock  and  Thomson 
(Analyst,  1906,  31,  249)  obUined  from  0-001- 
0*009  p.c.  of  hydrocyanic  acid.  Most  of  the 
cyanogen  compound,  and  the  whole  of  the 
enzyme  which  nydrolyses  it,  are  destroyed  by 
boiling. 

The  carob  or  locust  bean  is  remarkable  for 
the  large  amount  of  sugar  (cane  sugar  23  p.c., 
glucose  11  p.c.)  contained  in  the  pod,  while 
the  seed  contains  a  carbohydrate,  caroubin, 
a  white,  spongy,  friable  substance,  of  the  same 
composition  as  cellulose  (Effront,  Ck>mpt.  rend. 
1897,  125,  38),  which  yields  in  contact  with 
water  a  very  syrupy  liquid  or  jelly,  3  or  4  grams 
of  the  substance  being  sufficient  to  convert  a 
litre  of  water  into  a  thick  syrup.  CSaroubin 
might  be  used  with  advantage  in  the  prepara- 
tion of  nutrient  media  for  bMteriological  work. 

It  has  been  introduced  imder  the  name  of 
'  tragasol '  as  ^  gum  for  sizinff,  colour  printing 
and  dyeing  (J.  Soc.  Chem.  Ino.  1894,  410,  ana 
1896, 112). 

Effront  (Oompt.  rend.  1897,  125,  309) 
states  that  by  hydrolysis,  either  by  dilate 
acids  or  the  enzyme  oaroubinase,  preeent  in  the 
seeds,  caroubin  yields  a  sugar,  wnich  he  calls 
caroubinose,  resembling  dextrose,  but  with  lower 
rotatory  power. 

Van  Ekenstein  (Compt.  rend.  1897, 125,  719), 
however,  finds  this  sugar  to  be  identical  with 
ci-mannose.  So,  too,  fiourquelot  and  Herissey 
find  that  the  action  of  dilute  acid  upon  the 
carob  seed  yields  a  mixture  of  mannose  and 
galactose  so  that  caroubin  apparently  consists 
of  mannans  and  galactans  ((>>mpt.  rend.  1899, 
129,  228  and  391).  For  analyses  of  commercial 
carobs  v,  Balland,  J.  Pharm.  chim.  1904, 19, 569. 

All  species  of  beans,  like  other  leguminose, 
serve  as  nosts  for  the  tubercle-forming,  nitrogen- 
fixing  organisms  (Bacillus  radicocola),  and  thus, 
under  suitable  conditions,  are  independent 
of  supplies  of  combined  nitrogen  in  tne  soil. 
Beans  are  therefore  sometimes  used  for  enriching, 
soils  in  combined  nitrogen,  being  emploved  for 
green  manuring,  though  the  root  dibris  of  a  crop 
of  beans,  even  after  the  removal  of  the  seed  and 
haulms,  often  effects  this  object  to  a  considerable 
extent.  H.  I. 

BEAN  OIL.    See  Soita  bsak  oil. 

BEBEERU  BARK.  The  dried  bark  of 
Nectandra  Bodicei  (Hook.),  the  greenheart  tree, 
obtained  from  British  Guiana,  contains  bebeer- 
ine  or  bebirine 

Gi,H,iNO„  or  0HOi,H,40(0Me) :  NMe, 
to  which  its  strong  persistent   bitter  taste  is 
due.     Occasionally  used  as  a  tonic  and  anti- 
periodic. 

Bebeerine  is  a  tertiary  amine,  m.p.  214^  and 
forms  crystalline   salts.     Is   optically   active : 

1  -6  p. c  sol.  in  alcohol,  has  a  rotation  [a]^ss — 298o 

(Scholtz,  Ber.  1896,  29,  2054). 

BEECH  NUT  OIL  v.  Oils  and  Fats. 

BEECH  TAR.  According  to  Fisher,  100 
parts  of  beech  wood  yield  on  dry  distillation  45 
parts  of  acetic  acid,  23  p^tB  of  charcoal,  4  of 
oil,  and  28  of  gas,  consistmg  of  20  parts  carbon 


dioxide,  7  of  carbon  monoxide,  0*5  of  marsh 
gas,  0*05  of  hydrogen,  and  0-45  of  water  (Dingl. 
poly.  J.  238,  55). 

The  tar  contains  phenol,  cresol,  phlorol, 
guaiacol,  and  creosol,  the  dimethyl  ether  of 
propvl  p^rrogallol,  the  dimethyl  ether  ofpyro- 
gallol,  which  on  oxidation  yield  cosrulignone  or 
cediret,  pittacal,  and  picamar. 

Aooorainff  to  Gratzel  (J.  Pharm.  [5]  6,  520), 
ferric  chloride  colours  beech  tar  creosote  a  blue 
passing  to  brown. 

(For  a  history  of  the  investigations  made  upon 
wood  tars,  v,  Schorlemmer,  J.  Soc.  C!hem.  Ind. 
4,  152,  where  also  will  be  found  a  bibliography 
of  the  subject ;  v.  also  Obsosote,  and  Wood, 
Bbstbuctive  disttllatiok  or.) 

BEESWAX  V,  Waxes. 

BEET-ROOT.  The  root  of  Beta  vulgaris 
(Linn.).  Many  varieties  are  known,  differing  in 
colour,  shape,  and  size.  Mangel-wurzel,  or 
manffold,  as  it  is  often  called,  ia  a  variety  (of 
which  there  are  many  sub-varieties),  largely 
grown  as  winter  food  for  cattle ;  garden  beet-root, 
employed  as  salad  or  vegetable,  is  often  under- 
stood when  the  term  '  beet-root '  is  used.  The 
most  important  variety,  however,  is  the  sugar 
beet,  of  which  many  sub-varieties  aro  known. 
These  have  been  ol>tained  by  careful  s^ection 
wiUi  a  view  to  obtaining  the  highest  proportion 
of  cane  sugar. 

The  presence  of  sugar  in  the  juice  of  beet-root 
was  observed  in  1747  by  Maiggraf,  who  suggested 
its  extraction  on  a  commereial  scale.  The 
early  attempts,  however,  proved  failures,  as 
the  process  coiUd  not  compete  with  the  cane- 
sugar  industry.  This  is  not  surprising  when  it  is 
remembered  that  the  beets  then  grown  only 
yielded  about  2  p.c.  of  sugar. 

Gareful  selection  of  seed,  and  improved 
cultivation  and  methods  of  extraction,  aided 
by  a  system  of  bounties  by  continental  Govern- 
ments, have  resulted  in  beet  sugar  almost 
entirely  replacing  cane  sugar  in  the  principal 
markets  of  Europe  (v.  Sugar). 

Beet-root  contains  water,  nitrogenous  mat- 
ters (including  true  albuminoids  and  the  bases 
slutamine,  betaine,  and  choline),  pectins,  sugars 
(of  which  cane  sugar  and  raffinose  are  the  chief), 
colouring  matter  of  an  unstable  character 
(Formanek.  J.  pr.  Ghem.  1900,  iL  62,  310), 
and  ash.  It  will  be  well  to  consider,  in  turn,  the 
composition  of  average  specimens  of  the  three 
principal  varieties  of  beet-root  mentioned 
above. 

(a)  Manqd'Wurzel,  or  Mangolds,  called  some- 
times field  beets.  Many  varieties,  differing  in 
colour,  size,  and  shape,  are  in  cultivation.  They 
may  be  classified  into  long,  tankard,  and  globie 
forms. 

Mangolds  grow  best  in  deep,  somewhat 
clayey  soils,  and  in  warm,  fairly  dry  climates. 
They  demand  abundant  supplies  of  plant  food, 
and,  under  favourable  conmtions,  yield  very 
heavv  crops,  from  20  to  30  tons  per  acre  being 
usuaUy  obtained.  They  aro  better  as  food  for 
cattle  and  sheep  after  they  have  been  stored 
for  some  weeks. 

As  in  almost  all  root  crops,  large  mangolds 
aro  distinctiy  moro  watery  tnan  smiftll  ones. 

The  following  is  the  average  composition 
of  mangolds,  according  to  (1)  Warington,  (2) 
Kellner : — 
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The  nitro^nous  substances  comprise  real 
albuminoids*  m  proportion  varying  from  33  to 
60  p.c.  of  the  whole  (being  lowest  in  the  large 
ana  highest  in  the  small  roots),  and  amides. 
Quite  considerable  quantities  of  nitrates  are 
often  present  in  the  juice. 

The  soluble  *  carbohydrates '  consist  chiefly 
of  sugars,  pectins,  cellulose,  and  pentosans ; 
starch  is  not  present.  The  ash  of  mangolds, 
according  to  Wolff,  contains : 

EtO     IVaaO    MgO  CaO    PgOs     SOs      CI     SiOa 
631      14-8    5*1    4-6     9*6     3-3      6-6    3-3 

The  unusually  large  proportion  of  chlorine  is  a 
noticeable  feature.  Beets,  being  descendants  of 
a  maritime  plant,  are  found  to  be  benefited  by 
applications  of  common  salt  to  the  soil  in 
wnich  they  are  grown.  Oxalic  acid,  to  the 
extent  of  about  0*1  p.c.,  is  present  in  beet- 
root. 

(6)  Cfarden  beet-rooi.  These  are  almost  al- 
ways red-fleshed.  In  composition  they  resemble 
the  mangel-wurzel. 

The  average  of  17  American  analyses  shows : 
Water,  87*6  p.c. ;  nitrogenous  substances, 
1  *6  p.c. ;  fat,  0*1  p.c. ;  soluble  carbohydrates  and 
fibre,  9-6  p.c. ;  ash,  1*1  p.c. 

(c)  Svgar  beeia.  Of  these,  many  varieties 
have  been  obtained  by  careful  selection.  They 
are  usuallv  white-  or  yellow-fleshed,  conical  in 
shape,  and  grow  with  the  root  entirely  under- 
ground. The  sugar  content  now  ranges  from 
10  or  11  to  16, 18,  or  even  20  p.c. 

Roots  not  exceeding  11  to  2  lbs.  in  weight 
are  preferred.  A  deep  meoium  loam  containmg 
a  fair  proportion  of  lime  is  the  soil  best  suited 
for  their  growth.  Nitrogenous  manuring  must 
be  only  sparingly  done,  or  the  roots  become 
watery  and  deficient  in  sugar. 

It  is  difficult  to  give  the  typical  composition 
of  sugar  beets,  since  their  sucar  content  varies 
so  greatly  with  variety  of  ^nt,  season,  size 
of  root,  cultivation,  and  manuring.  Small  roots 
are  almost  invariably  richer  tluin  larse  ones, 
other  things  being  equal ;  a  dry  period  during 
the  ripening  and  maturing  of  the  roots  is  also 
favourable  to  sugar  formation  ;  well-tilled  soil, 
regularity  of  shape  of  root,  and  suitable  manur- 
ing, are  all  important  factors  in  determining  the 
yield  of  sugar. 

There  is  evidence  that  the  careful  selection  of 
beets  for  sugar  production  has  altered  the 
plant  considerably,  so  far  as  content  of  ash  is 
concerned  (Schneidewind,  Bied.  Zentr.  1900, 
29,  81).  The  proportion  of  ash  is  much  lower 
than  formerly,  the  quantity  of  potash  is  only 
about  half  of  what  it  was,  while  the  soda  has 


doubled ;    magnesia  has  remained  unchanged, 
while  phosphoric  acid  is  less. 

According  to  Kellner,  the  average  composi- 
tion of  sugar  beets  is :  Water,  76  p.c. ;  crude 
Srotein,  1*3  p.c. ;  fat,  0*1  p.c. ;  soluUe  carbohy- 
rates,  21*4  p.o. ;  fibre,  1*6  p.c. ;  ash,  0*7  p.c. 
In  addition  to  the  sugar  content,  the  purity 
coefficient  (the  ratio  of  cane  sugar  to  total  sugar) 
is  of  importance  {see  Sugar). 

The  leaves  of  mangolds  and  sugar  beets 
contain  much  oxalic  acid,  up  to  8  p.c.  of  the 
dry  matter  (Stoklasa,  Bied.  Zentr.  1901,  30, 
393),  and  their  ash  is  rich  in  lime,  magnesia,  and 
soda.  They  contain  about  84  p.c.  water, 
2*3  p.c.  nitrogenous  matter,  0*4  p.c.  eUier 
extract,  7*4  p.c.  soluble  carbohydrates,  1*6  p.c. 
fibre,  and  4*8  p.c.  ash. 

They  are  sometimes  used  as  cattle  food, 
either  in  the  fresh  or  dried  condition,  or  some- 
times as  silage.  In  order  to  prevent  ill  effects 
from  the  oxalic  acid  present,  it  is  recommended 
to  sprinkle  powdered  calcium  carbonate  on  the 
leaves  before  giving  them  to  animals.  About 
1  lb.  calcium  carbonate  to  1000  lbs.  of  leaves  is 
sufficient  (Kellner).  The  leaves  are  sometimes 
dried  by  artificial  heat,  and  ihen  furnish  a 
valuable  food,  equal  to  meadow  hay.       H.  I. 

BEET-ROOT  GUM  v.  Gums. 

BEHENIC  ACID  C„H«,0OOH  is  contained 
as  a  glyceride  in  oil  of  ben,  obtained  from  the 
seeds  of  Moringa  <Mfera  (Volcker,  Annalen,  64, 
342),  and  has  been  prepared  by  reduction  of 
ipdobehenic  acid,  obtained  from  erucic  acid 
(Filed  and  Ponzio,  Gazz.  chim.  itaL  23,  ii  392: 
27,  ii  798) ;   m.p.  84« 

BELLADONNA.  (Fr.  BeOedame.)  The 
Afropa  belladonna  (Linn.),  or  deadly  nightshade. 
A  poisonous  plant  of  the  SolanacecB  order. 
Employed  in  medicine  as  an  anodyne,  &c.,  and 
for  dilating  the  pupiL  The  name  appears  to 
have  been  derived  m>m  the  circumstance  of  its 
employment  in  an  Italian  cosmetic.  Its 
physiological  action  is  due  to  atropine  (v. 
Vbobto- alkaloids). 

BELLITE.  An  explosive  prepared  by  mixing 
a  nitrate  with  a  nitro-  compound  such  as  dinitro- 
benzene,  trinitronaphthalene,  or  nitrotoluene, 
and  then  subjecting  the  mixture  to  a  temperature 
of  from  60*  to  100^  (Eng.  Pat  13690,  Nov.  10, 
1886;  V.  ExFLOsrvxs). 

BELLITE.  This  name  has  also  been  used 
(W.  F.  Petterd,  1906)  for  an  incompletely 
determined  mineral,  described  as  a  chromo- 
arsenate  of  lead,  and  oocurrinff  as  bright-red  or 
yellow  velvety  tufts,  or  as  powdery  encrustations, 
at  Magnet  in  Tasmania.  L.  J.  S. 

BELL-METAL.  An  alloy  of  copper  and  tin 
used  in  the  manufacture  of  bells.  Contains  from 
3  to  ^JMLrts  of  copper  to  1  part  of  tin. 

BElXMETAL  ORB  v.  Stannits. 

BENGALDfE  t\Azo-  coloubino  matters. 

BENGAL  LIGHTS.  Those  fires  may  be  made 
by  mixing  potassium  chlorate,  carbon,  antimony 
sulphide,  strontium  nitrate,  &c.,  together  in 
suitable  proportions ;  but  all  such  mixtures  of 
potassium  cnlorate  and  sulphur  are  dangerous 
from  their  tendency  to  inflame  spontaneously 
owing  to  sulphur  frequently  containing  sulphuric 
acid.  Saunders  suggests  that  120  grains  of 
potassium  bicarbonate  should  be  iMided  to 
each  pound  of  sulphur  to  neutralise  the  free 
acid. 
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An  improvement  in  the  manufacture  of 
Bengal  ligbta  has  been  auggesited  by  Chertier 
( Wagner's  Jahr.  24, 464),  who  obtains  a  smokelees 
and  odourless  fire  by  melting  shellac  and  adding, 
with  continuous  stirring,  the  nitrate.  The  pro- 
portions ffiven  are :  for  red  fires,  one  part  of  shellac 
to  five  m  strontium  nitrate;  for  green,  one  of 
shellac  to  five  of  barium  nitrate;  and  for  yeUow, 
one  of  shellac  to  three  of  sodium  nitrate.  They 
bum  slowly,  and  are  well  adapted  for  theatres,  &o. 

C.  Schmidt  has  patented  (B.  R.  P.  34020, 
1885)  the  following  process.  From  1  to  10 
grams  of  magnesium  dust  are  added  to  100 
grams  of  collodion,  and  3  grams  of  barium  or 
strontium  chloride  are  added.  On  evaporation 
of  the  ether,  thin  plates  are  obtained  which  bum 
with  great  brilliancy. 

Another  formula  recommended  by  a  German 
firm  is,  for  white  fires,  to  fuse  one  part  shellac 
with  six  barium  nitrate,  grind  and  mix  with  2*6 
parts  magnesium  powder.  For  red  firee,  five 
parts  strontium  nitrate  is  used  instead  of  the 
CMtrium  nitrate.  These  mixtures  can  be  made 
into  ribbons  or  charged  into  thin  sine  tubes  so  as 
to  make  torches  (Dinsl.  poly.  J.  266,  618).  (See 
also  Flash  lights;  Fybotxchky.) 

BENITOITE.  This  interesting  mineral  is 
an  acid  titano-silicate  of  barium  BaTiSi^O*, 
and  forms  beautiful  sapphire-blue,  transparent 
crystals  suitable  for  cutting  as  gems.  The 
crystals  afford  the  only  known  example  (except 
Ag^HPO.  (H.  Dufet,  1886))  of  the  ditrigonal- 
bipyramidal  class.  Sp.gr.  3 '64-^ -67;  H.  6^. 
The  dichroism  is  intense,  the  ordinary  ray  being 
colourless,  and  the  extraordinarv  ray  greenish- 
blue  to  indiffo-blue.  The  mineral  was  fint  found 
(and  described  by  G.  I).  Louderback)  in  1907, 
near  the  source  of  the  San  Benito  river  in  Siui 
Benito  oo.,  CSalifomia,  the  crystals  occurring 
embedded  in  natrolite  veins  traversing  schistose 
rocks.  Lh  J.  S. 

BENJAMIN,  GUM,  v.  Balsams. 

BEN  OIL,  Behen  Oil,  is  obtained  from  the 
seeds  of  the  Ben  ntU,  from  Moringa  plerygo' 
sperma  (oUxfera)  and  Moringa  <»ptera  (Gart.). 
The  Moringa  trees  are  indigenous  to  India, 
Arabia,  and  Syria,  and  were  introduced  to 
Jamaica  from  the  East  Indies  in  1784.  Moringa 
pUrygosperma  has  also  been  found  in  Northern 
Nigeria  and  Dahomey.  Ben  oil  has  a  slightlv 
yeSowish  colour,  is  odourless,  and  has  a  sweetish 
taste.  The  oil  consists  of  the  slyceridee  of 
oleic,  palmitic,  and  stearic  acids;  it  also 
contains  a  solid  acid  of  high  melting-point,  which, 
according  to  Vdkker  (Annalen,  64,  342),  is 
identical  with  behenic  acid,  of  the  melting  point 
76® ;  possibly  the  solid  acid  is  identicu  with 
arachidic  acid.  In  the  East,  ben  oU  is  used  for 
cosmetic  purposes ;  it  is  also  employed  in  the 
'  maceration  process  for  extracting  perfumes 
from  flowers.  In  the  West  Indies  the  oil  is 
used  for  edible  purposes.  The  statement 
contained  in  the  older  literature,  that  ben  oil 
does  not  turn  rancid,  and  that  it  is  for  that 
reason  the  best  lubricating  oil,  is  erroneous  (see 
(Chemical  Technology  and  Analysis  of  Oils,  Ac, 
ii.  307).  J.  L. 

BENZACETIN  v,  Stnthshc  dbttgs. 
BENZAL  CHLORIDE.     Benzylidmt  chioride, 
Benzidene  Monde  {v.  Tolubkb,  Chlobink  ds- 
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zoic  aldehyde.  Benzoyl  hydride.  Ethereal,  or 
volatile,  or  essential  oil  of  biter  almonds.  Essence 
of  bitter  almonds,  {Aldehyde  benzoHque,  Fr.  ; 
Bittermandeldl,  Ger.)  Mortrte  showed,  in  1803, 
that,  in  addition  to  the  fatty  oil,  a  volatile 
oil  could  be  obtained  from  bitter  almonds ;  but 
pure  benzaldehyde  was  first  isolated,  its  compo- 
sition determined,  and  its  reactions  studied,  by 
Liebig  and  Wdhler  in  1837  (Annalen,  22,  1). 
Benzaldehyde  is  not  contained,  as  such,  in  bitter 
almonds :  it  is  produced  by  the  action  of  a 
soluble  ferment,  emulsin  (also  termed  synaptase), 
present  in  the  almond,  on  amygdalin  GtoHsfNOt  j. 
In  this  fermentation,  which  occurs  when  the 
bruised  almonds  are  mixed  with  cold  water,  the 
amygdalin  is  hvdrolysed,  yieldmg  benzaldehyde, 
together  with  hydrocyanic  acid  and  glucose : 

0,pH,;N0uH-2H,0  =  0^.0+ HON +2C«Hi,0« 

If  boiling  water  is  used,  the  ferment  is  destroyed 
and  the  reaction  does  not  take  pUoe.  Peach 
kernels  and  kernels  of  other  stone  fruits  contain- 
ing amygdalin  also  yield  benzaldehyde.  It 
occurs,  ready  formed,  in  the  leaves  of  the  cherry 
laurel  (Prunns  laurocerasus),  of  the  bird  cherry 
{Prunus  padus),  and  of  the  peach  (Amiygdalus 
persieay. 

Preparation. — 1.  From  bitter  almonds.  The 
bitter  almonds  (or  more  rarely,  peach  kernels) 
are  ground  and  then  cold-pressed,  to  extract  the 
fatty  oil.  The  press  cake  is  made  into  a  thin 
cream  with  cola  water,  introduced  into  a  still, 
allowed  to  stand  for  24  hours,  and  then  distilled 
either  by  blowinff  in  superheated  steam,  or, 
less  advantageously,  over  a  fire,  in  which  case 
meoUnioal  stiiring  most  be  employed  to  prevent 
the  charring  of  the  vegetable  matter.  The 
distillation  is  continued  as  long  as  the  distillate 
appears  milky.  Most  of  the  crude  benzaldehyde 
separates  as  an  oily  layer  under  the  aqueous 
distillate ;  some,  however,  remains  in  scMution 
and  may  be  recovered  by  distilling  the  aqueous 
liquid,  when  the  benzaldehyde  passes  over  with 
the  earlier  portions. 

Michael  Pettenkofer  (Annalen,  122,  77) 
modifies  the  foregoing  process  as  follows: — 
12  parts  of  the  coarsely  powdered  press  cake  are 
added  to  100-120  parts  of  boiling  water,  stirring 
during  the  process,  and  the  mixture  ib  kept 
boiling  for  about  half  an  hour.  In  this  way  all 
the  amygdalin  is  obtained  in  solution.  The 
liquid  is  uien  allowed  to  cool ;  1  part  of  ground 
bitter  almonds,  suspended  in  6-7  parts  of  cold 
water,  is  added,  and  after  standing  for  12  hours 
the  whole  is  slowly  distilled.  Aooordin^  to 
Pettenkofer,  the  maximum  yield  of  benzaldehyde 
is  thus  obtained,  no  amygdalin  remainiog  unde- 
composed.  Pelz,  however,  states  (J.  18M,  654) 
that  the  yield  of  benzaldehyde  in  this  process 
is  no  greater  than  is  obtained  by  macerating 
merely  the  above-mentioned  1  part  of  ffround 
bitter  almonds  with  cold  water  and  then 
distilling. 

The  oil  prepared  by  either  of  these  methods 
contains  hydrocyanic  acid,  from  which  it  may 
be  freed  by  fractional  distillation,  the  hydro- 
cyanic acid  coining  over  with  the  first  part  of 
the  distillate.  The  hvdxocyanic  acid  may  also 
be  removed  without  distillation  by  shaking  l^e 
oil  with  a  mixture  of  milk  of  lime  and  ferrous 
sulphate  (Liebig  and  Wohler).  The  purest  ben> 
zaldehyde  is  obtained  by  shaking  the  crude 
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product  with  3-4  timee  its  volume  of  a  conoen- 
trated  solution  of  sodium  bisulphite,  washing 
the  crystals  of  the  double  compound 

(C,HgO,NaHSO,),H,0 

with  alcohol,  reciystallising  them  from  water, 
and  distilling  them  with  a  solution  of  sodium 
carbonate  (Bertagnini,  Annalen,  85,  183; 
Muller  and  Limpricht,  ibid.  Ill,  136). 

2.  From  toluene.  At  the  present  day  benz- 
aldehyde  is  generally  prepared  artificially  from 
chlorinated  deriYatiyee  of  toluene.  The  follow- 
ing are  the  chief  processes  that  have  been  pro- 
posed : — 

Lauth  and  Grimaux  (Bull.  Soc.  chim.  12]  7, 
106)  boil  1  part  of  benzyl  chloride  CgH, -011x01, 
1|  parts  of  lead  nitrate  (or  copper  nitrate),  and 
10  parts  of  water  with  a  remix  condenser  for 
seyeral  hours,  passing  a  current  of  carbon 
dioxide  throush  the  apparatus  to  prevent 
oxidation.  Half  the  liquid  is  then  distilled  off, 
and  the  oil,  which  separates  in  the  distillate,  is 
rectified.  The  product,  which  consists  mainly 
of  benzaldehyde,  may  be  further  purified  by 
converting  it  into  the  bisulphite  compound. 

H.  Schmidt  (D.  R.  P.  20009 ;  J.  Soc.  Chem. 
Ind.  1883,  274)  chlorinates  boiling  toluene  until 
it  attains  a  sp.gr.  of  1*175,  when  it  consists 
essentially  of  a  mixture  of  2  mols.  of  benzy] 
chloride  with  1  mol.  of  benzal  chloride.  Tlus 
product  is  boiled  with  six  timee  its  volume  of 
water  and  a  quantity  of  powdered  black  oxide 
of  manganese  containing  two  atoms  of  available 
oxygen  to  the  above  molecular  proportion. 
The  reaction  is  supposed  to  take  place  according 
to  the  equation 

2C,Hj-CH,a+C,H,CHa,H-2MnO, 

=3C,H50HO+2MnCl,+H,0. 
The  product  is  steam-distilled,  and  the  aldehyde 

Eurined  in  the  usual  way.    A  mixture  of  benzyl 
romide  and  benzal  bromide  may  be  substituted 
for  the  chlorine  compounds. 

Another  method  now  seneraUy  employed 
consists  in  heating  benzal  chloride  Avith  milk  of 
lime  under  pressure. 

CsHs'CHGla  +  C»(OH)8  =  GkHsGHO  +  CaOs  +  HsO. 
According  to  Espenschied  (D.  B.  P.  47187),  the 
reaction  takes  place  under  ordinary  pressures  if 
insoluble  substances  such  as  chaUc  or  barium 
sulphate  are  added  along  with  the  milk  of  lime, 
so  as  to  produce  an  emulsion  of  the  benzal 
chloride. 

K  Jacobsen  (B.  R.  P.  11494  and  13127 ; 
Ber.  13, 2013,  and  14, 1425)  heats  benzal  chloride 
with  an  oiganic  acid  (or  an  ethereal  salt  of  an 
orsanic  acid)  and  a  metellic  chloride,  oxide,  or 
sulphide.  Thus  benzal  chloride,  when  heated 
on  the  water-bath  with  acetic  acid  and  a  little 
zinc  chloride,  yields  benzaldehyde,  acetyl 
chloride,  and  hydrochloric  acid 
CsHs'CHCli+CHs'COtH = C^HsCHO+CHjCOCHHCl. 
The  acetyl  chloride,  owing  to  ite  much  lower 
boiling-point,  may  be  readuy  removed  from  the 
benzaldehyde  bv  distillation. 

Benzaldehyae  can  be  prepared  by  oxidising 
benzyl  aniline  to  benzyudene  aniline,  which, 
on  addition  of  acids,  splits  into  benzaldehyde 
and  aniline.  For  this  purpose  100  kiloa  of 
benzyl  aniline,  and  from  500-1000  litres  of 
water  are  placed  in  a  large  retort  fitted  with  an 
aeitator;  during  agitetion  and  boiling  the 
flowing  mixture  is  gradually  run  in  during  a 


few  hours :  potassium  or  sodium  bichromate, 
60  kilos. ;  water,  200  litres,  acidulated  with 
h^'drochloric  acid  (20®B.),  165  kiloa,  or  ite 
equivalent  of  sulphuric  acid ;  distillation  ensues, 
water  and  benzaldehyde  coming  over.  The 
nitrobenzaldehydes  may  be  obtamed  by  sub- 
stituting the  correspondii^  nitrobenzylaniline. 
Another  method  consisto  m  oxidising  the  salt 
of  the  benzylaniline  sulphonio  acid  to  the 
benzylidene  compound,  ana  then  treating  it  with 
the  salt  of  an  aromatic  base,  followed  by  hydro- 
chloric acid.  The  aldehyde  is  formed,  and  the 
aromatic  base  can  be  recovered  and  used  for 
another  operation  (Farb.  vorm.  Meister,  Lucius 
and  Brtlning,  Eng.  Pat.  10689  and  30118; 
D.  R.  P.  110173;  J.  Soc.  C^iem.  Ind.  1897, 
558,  and  1899,  36).  It  has  been  prepared  by 
passing  a  current  of  air  charged  with  the  vapour 
of  toluene  through  a  chamber  containing  a 
catalyser  such  as  oxide  of  iron,  and  heated 
between  150^  and  300^  By  substituting  porous 
carbon  for  oxide  of  iron  and  using  a  ni^her 
temperature,  benzoic  acid  may  be  obtemed 
(Ghavy,  Belage,  and  Woog,  Fr.  Pat.  379715; 
J.  Soc.  Chem.  Ind.  1907,  1254 ;  Ipatioff,  Ber. 
1908,  993). 

It  has  also  been  prepared  by  the  oxidation  of 
benzyl  aniline,  or  benzyl  toluicune  with  chromic 
acid  mixture  or  with  potassium  permanganate 
solution  in  acetone  (D.  R.  PP.  91503,  92084 ; 
Frdl.  iv.  129,  131). 

It  has  also  been  prepared  from  phenyl 
magnesium  bromide  and  orthoformic  ester 
(Farb.  vorm.  Fried.  Bayer  &  Co.  I).  R.  P. 
157573 :  Chem.  Zentr.  1905,  i.  309).  By  using 
15  grams  of  magnesium,  100  srams  of  bromo- 
benzene,  and  60  srams  of  orthoformic  ester,  a 
90  p.c.  yield  can  be  obteined  (B(^roux,  Compt. 
rend.  1904,  L  92).  It  has  been  prepared  by  the 
oxidation  of  toluene  with  manganese  dioxide  and 
sulphuric  acid  (Soc.  Chim.  des  Usines  du  Rh6ne, 
D.  R.  PP.  101221  and  107722;  Chem.  Zentr. 
1899,  i  959;  1900,  i.  1113),  or  by  heating 
toluene  with  nickel  oxide  (Bad.  AniUn  u.  Sod. 
Fab.  D.  R.  P.  127338;  Chem.  Zentr.  1902, 
i.  150). 

It  has  been  prepared  by  heating  benzal 
chloride  with  water  at  90^-96^  in  the  presence 
of  small  quantities  of  iron  or  salto  of  iron 
(Schultze,  D.  R.  PP.  82927,  85493 ;  FrdL  iv.  143, 
145) ;  by  passing  a  stream  of  carbon  monoxide  and 
hydrochloric  acid  cas  (2:1)  through  a  cooled  mix- 
ture oonsisting  of  equal  weighte  of  aluminium 
bromide  and  benzene,  and  ^  their  weight  of 
copper  chloride,  a  solid  mass  is  obtained :  this 
\a  aecompoeed  by  ice  water,  extracted  with 
ether,  and  fractionated.  The  yield  is  S6-90  p.c. 
(Reformatsky,  D.  R.  P.  126421 ;   Chem.  Zentr. 

1901,  i.  1226';  ii.  1372). 

Benzaldehyde  has  also  been  prepared  by  the 
electrolytic  reduction  of  benzoic  acid  or  ite  salts. 
An  electrode  of  finely  divided  graphite  and 
benzoic  acid  is  employed  as  the  cathode  of  the 
cell,  the  anode  beins  of  lead  or  platinum.  The 
solution  in  the  ceU  is  20  p.c.  sulphuric  acid, 
saturated  with  benzoic  acid,  the  current  used 
is  1-5  amp.  per  sq.  dcm.,  and  12-15  volte 
(Mithack,  I).  R.  P.  123564 ;    Chem.  Soc.  Abstr. 

1902,  L  291).  Mettler  (Ber.  1908,  4148)  uses  a 
sodium-amalgam  electrode ;  and  Moest  (D.  R.  P. 
138442  ;  C!hem.  Zentr.  1903,  i.  370)  electrolyses 
a  solution  of  sodium  phenylacetete. 
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A  method  has  been  deeoribed  for  purifying 
benzaldehyde  by  dissolving  it  in  sulphurous  acid 
and  preoipitating  the  biralphite  compound  by 
adding  potassium  chloride  (Ghem.  Fab.  Grei- 
sheim-KIektron,  D.  R.  P.  154499 ;  Chem.  Zentr. 
1904,  ii.  965). 

Other  modes  of  fomuUion. — Benzaldehyde  is 
also  formed  in  the  following  reactions,  which, 
however,  are  not  of  praoticM  importance.  Bv 
distilling  a  mixture  of  calcium  benzoate  and  cal- 
cium formate  (Piria,  Annalen,  100, 106) ;  by  the 
oxidation  of  benzyl  alcohol  (Ouinizzaro,  Ann. 
Ghim.  Ph3rs.  [3]  40,  234);  of  cinnamic  acid 
(Dumas  and  Peligot,  Annalen,  14,  50  ;  Harries, 
Ber.  1903,  1296) ;  or  of  stilbene  (Harries,  /.c.) ; 
by  the  reduction  of  benzoic  acid,  either  with 
sodium  amalgam  in  acid  solution  (Kolbe, 
Annalen,  118,  122),  or  by  passing  its  vapour 
over  heated  zinc-dust  (^eyer,  ^nalen,  140, 
296) ;  by  treating  toluene  with  chromyl  chloride 

and  then  with  water  (£tard,  Ann.  Chim.  Phys. 
[5]  22,  226) ;  b^  treating  1  molecule  of  benzal 
chloride  with  slightly  more  than  2  molecules  of 
acetic  acid  (Behal,  Gompt.  rend.  148,  179) ; 
bv  acting  on  benzophenoneoxime  with  phos- 
phorus pcntasulphiae,  and  decomposing  the 
thiobenzanilido  tnus  formed  with  boiling  alkali 
and  zinc-dust  (Cuisa,  Chem.  Zentr.  1907,  i.  28). 

Properdes, — ^Benzaldehyde  is  a  colourless, 
strongly  refractive  liquid  with  a  pleasant  aro- 

.  rimtic  odour,  boiling  at  179®-180*,  and  solidi- 
fying  at    —  n-S**    (Piotet,    Compt.  rend.    119, 

.955  ;  Altschul  and  Schneider,  Zeitsch.  physical. 
Chem.  1896, 24) ;  sp  gr.  1  0504  1574*  (Mendel^flP, 
J.  I860,  7).  It  is  soluble  in  300  parts  of  wat^, 
and  miscible  in  all  proportions  with  alcohol 
and  ether.  It  is  non-poisonous,  the  poisonous 
properties  of  ordinary  oil  of  bitt«r  almonds 
oeing  due  to  the  presence  of  hydrocyanic  acid. 
Its  magnetic  Totatoir  power  lias  been  studied 
by  Perkin  (J.  Chem.  Soc.  1896,  1064). 

Reactions. — Benzaldehyde  readily  undergoes 
oxidation  ;  thus  it  absorbs  oxygen  from  the  air, 
forming  benzoic  acid.  The  presence  of  hydro- 
cyanic acid  protects  it  from  oxidation  ;  accord- 
ing to  Dusart  (Bull.  Soc.  chim.  8,  459),  it  is 
therefore  usual  to  add  hydrocyanic  acid  to 
artificial  benzaldehyde.  Taken'  internally, 
benzaldehyde  is  oxidised  in  the  organism,  re- 
appearing in  the  urine  as  hippuric  acid  and 
benzamiae.  Aqueous  caustic  pdash  converts  it 
into  benzoic  acid  and  benzyl  alcohol 

2C.H4-CHO+KOH=C,H,-CO,K-fC,H5-CHjOH 

It  forms  crystalline  compounds  with  the  bisul- 
phites of  the  alkali  meitUs ;  thus ; 

(C7H,0,NaHS03),H,0. 
Under  the  influence  of  dehydrating  agents,  it 
readily  undergoes  condensation  with  various 
other  substances  ;  thus  when  heated  with  acetic 
anhydride  and  dry  sodium  acetate  it  yields  cinna- 
mic acid 

C«HjCHO+CHaCOiH=C2H5-CH :  CHCO^H+HjO 
(Perkin,  J.  Chem.  Soc.  31,  389) ;  cinnamic  acid  is 
also  obtained  from  ethyl  acetate  and  benzaldehyde 
(Qaisen,  Ber.  1890.  976;  Farb.  vorm.  MeistCT,^ 
Lucius  and  Bi  fining,  D.  R.  P.  53671  ;  Ber. 
1 89 1 ,  Ref .  1 80 ).  With  dimethylaniline  in  presence 
of  zinc  chloride  it  forms  the  compound  CjHj* 
CH(CgH|  'NMe^)  J,  the  leuco-  base  of  benzaldehyde 
green  which,  by  oxidation  is  converted  into  that 
colourmg  matter  (0.  Fischer,  Ber.  11,  950). 


With  pyro^allol  benzaldehyde  forms  dye- 
stufEsof  the  tnphenylmethane  series  (Hofmann, 
Ber.  1893,  1139),  and  with  chloracetopyrogallol 
a  golden-yellow  dyestuff  (Kusselkaul  and 
Kostanecki,  Ber.  1896,  1886).  By  heatins 
benzaldehvde  with  a  little  sulfdhiur  in  a  sealed 
tube,  stilbene  and  benzoic  acid  are  formed 
(Barba^  and  Marquardt,  Ber.  1891,  1881). 

DerxvaUves, — ^The  ihost  important  derivatives 
are  the  sulphonic  acids,  which  are  the  parent 
substances  of  various  dyestuffs  (Gnehm  and 
Schule,  Annalen,  299,  347).  Benzaldehyde  o- 
sulphonio  acid  (Kafa,  Ber.  1891,  791 ;  WaUach 
and  Wiister,  Ber.  1893,  150;  Gnehm  and 
Schfile,  Annalen,  1898,  24;  D.  R.  P.  88952), 
Benzaldehyde  js-sulphonio  acid  (Farb.  vorm. 
Sandoz,  D.  R.  P.  154528 ;  Chem.  Zentr.  1904, 
iL  1269). 

Impurities  and  aduUeraiions. — Ben^dehyde 
very  frequently '  contains  Jiydrocyanic  acid, 
either  originally  present  or  subsequently  added 
{v.  supra),  and  benzoic  acid,  formed  by  spon- 
taneous oxidation.  The  artificial  product  gene- 
rally contains  chlorinated  benzaldenydes.  Alco- 
hol, ethereal  oils,  and  nitrobenzene  are  some- 
times fraudulently  added ;  the  latter  substance 
resembles  benzaldehyde  in  smell. 

In  order  to  test  the  purity  of  a.  sample  of 
benzaldehyde,  the  sp.gr.  and  boiling-point  should 
first  be  determined,  as  both  of  these  are  altered 
by  the  presence  of  impurities.  The  substance 
should  also  dissolve  without  residue  in  a  solution 
of  sodium  bisulphite. 

Of  the  impurities  above  mentioned,  hydro- 
cyanic acid  may  be  detected  by  distilling  the 
oil  and  then  testing  the  first  portions  iS  the 
distillate  by  the  Prussian-blue  test;  chlorine 
compounds,  by  heating  the  oil  with  metallic 
sodium,  when  sodium  chloride  will  be  formed, 
in  which  the  chlorine  can  be  detected  by  silver 
nitrate,  taking  care,  however,  to  distinguish 
between  silver  chloride  and  silver  cyanide,  as 
this  latter  will  be  formed  if  hydrooyanio  acid  or 
nitrobenzene  is  present ;  alcohol,  by  the  iodo- 
form test ;  and  ethereal  oils  or  nitrobenzene,  by 
dissolving  the  sample  in  sodium  bisulphite, 
when  these  admixtures  remain  behind.  Bour- 
goin  (Ber.  5,  293)  tests  for  nitrobenzene  in 
benzaldehyde  by  mixing  the  sami>le  with  twice 
its  volume  of  caustic  potash :  if  nitrob^izene  is 
present,  the  mixture  turns  green,  and  on  adding 
water  the  liquid  forms  two  layers,  of  which  the 
under  layer  is  yellow  and  the  upper  green, 
this  latter  turning  red  on  standix^;  for  some 
hours. 

Estimation, — The  reagent  employed  consists 
of  1  C.C.  of  freshly  redistilled  phenylhydrazinc, 
0*5  C.C.  glacial  acetic  acid  dissolved  in  1(X)  c.c. 
distilled  water.  The  liquid  containing  the 
benzaldehyde  ia  heated  on  the  water-bath  for 
half  an  hour,  set  aside  for  12  hours,  and  filtered 
through  a  Gooch  crucible,  dried  over  cone, 
sulphuric  acid,  and  weighed.  Weight  of  phenyl 
hydnizone  x  0*5481  gives  the  amount  of 
benzaldehyde  present.  Small  quantities  may 
be  satisfactorily  estimated  by  this  method 
(H^rissey,  J.  Pharm.  1906,  60;  I>ennis  and 
Dunbar,  J.  Soc.  Chem.  Ind.  1099, 488).  Another 
method  consists  in  estimating  benzaldehyde 
colorimetricaUy  with  fuchsin  decolourised  with 
sulphurous  acid  (Woodman  and  Lyford,  J. 
Amer.  Chem.  Soc.  1908,  1607). 


BENZENE  AND  ITS  HOMOLOGUES. 


439 


Substitution  Dkrivativbs  ot  Bbnzaldshyde. 

o-NltrobeiUEaldeliyde.  It  may  be  prepared 
by  the  oxidation  of  the  dimercnry  derivative  of 
o-toluene  (Reissert,  D.  R.  P.  186881 ;  Chem. 
Soc.  Abstr.  1907,  L  1046 ;  Kalle  &  Co.,  D.  R.  P. 
199147;  Chem.  Soc.  Abstr.  1909,  i.  76);  by 
the  oxidation  of  o-nitrotoluene  with  mansanese 
dioxide  or  by  passing  the  vapour  of  the  hydro- 
carbon over  manganese  dioxide  heated  to  210®- 
260"*  (Gilliard,  Monnet  and  Cartier,  D.  R.  P. 
101221 ;  Chem.  Zentr.  1899^  i.  960 ;  Bad.  Anil, 
u.  Sod.  Fab.,  Eng.  Pat.  21947 ;  J.  Soc.  ,Chem. 
Ind.  1900,  892) ;  by  the  oxidation  of  o-nitro- 
toluene  with  nickel  oxide,  nickel  chloride,  and 
hypochlorite  (Bad.  Anil.  u.  Sod.  Fab.,  D.  R.  P. 
127388 ;  Chem.  Zentr.  1902,  i.  150) ;  by  the 
oxidation  of  o-nitrobenzylaniline  {q,v,  benzalde- 
hyde) ;  by  the  oxidation  of  o-nitrobenzylalcohol 
and  its  esters  (Eug.  Fischer,  D.  R.  P.  48722 ; 
Frdl.  ii.  98 ;  Kalle  &  Co.,  D.  R.  PP.  104360, 
106712;  Chem.  Zentr.  1899,  ii.  950;  1900,  i. 
885) ;  by  the  hydrolysis  of  o-nitrobenzaldehyde 
diacetate,  which  is  obtained  by  the  oxidation  of 
o-nitrotoluene  with  a  mixture  of  acetic  anhydride, 
acetic  acid,  and  sulphuric  acid  (Thieleand  Winter, 
Annalen,  311, 366 ;  Fried.  Bayer  &  Co.,  B.  R.  P. 
121788  ;  Chem.  Zentr.  1901,  ii.  70). 

Propertiea. — Large  yellow  needles,  m.p. 
43*6®-44*5®.  When  treated  'with,  acetone  and 
caustic  soda  it  yields  indigotin  (Baeyer,  Ber. 
15,  2856).  With  methyl-  and  ethyl -aniline  or 
their  sulphonic  acids  it  condenses  to  form  leuco- 
bases  of  blue-green  triphenyl  methane  dyestuffs 
(Clayton  AnUme  Co.,  D.  R.  P.  108317;  Chem. 
Zentr.  1900,  i.  1081). 

m-Nitrobenialdehyde.  It  may  be  prepared 
by  dissolving  1  volume  of  henzaldehyde  in  a 
mixture  of  5  volumes  of  fuming  nitric  acid,  and 
10  volumes  of  sulphuric  acid,  precipitating  by 
addition  of  water  and  recrystamsine  £rom 
dilute  alcohol  (Widmann,  Ber.  13,  678 ;  Bertag- 
nini,  Annalen,  79,  260). 

Properties. — Pale-vellow  needles,  m.p.  58*. 
It  condenses  with  the  sulphonic  acids  of  the 
tertiary  aniline  bases  to  yield  dyestuffs  (Kalle  & 
Ckj.,  D.  R.  P.  73147,  Frdl;  iii.  86). 

I^-Nttrobeiizaldelqrde.  It  is  prepared  by 
similar  methods  to  those  by  which  the  ortho- 
compound  is  obtained  (D.  R.  PP.  91503,  92084, 
93539;  Frdl.  iv.  129);  by  heating  2>.nitro- 
benzylalcohol  with  copper  oxide  or  other 
metallic  oxides  (Schmidt,  B.  R.  P.  15881; 
Frdl.  i.  60). 

Properties, — Colourless  prisms,  m.p.  106*. 
It  condenses  with  benzene  and  its  homologues 
by  addition  of  sulphuric  acid  to  form  j7-nitro- 
triphenylmethane  (Stolz,  B.  R.  P.  40340 ;  Frdl. 
i.  58) ;  with  secondary  and  tertiary  amines  to  form 
alkyl-  and  aryl-  derivatives  of  p-nitrodiamino- 
triphenylmethane  (0.  Fischer,  B.  R.  PP.  16766, 
16707 ;  Frdl.  i.  54) ;  and  with  the  sulphonic 
acids  of  tertiary  aniline  bases  (Kalle  &  Co., 
B.  R.  P.  73147 ;  Frdl.  iii.  86).  The  sulphonic 
acid  of  |>-nitrobenzaldehyde  is  prepared  by  the 
oxidation  of  |i-nitrotoluene  o-sulphonic  acid,  aa^ 
from  it  blue  and  bluish-red  dyestuffs  of  the 
triphenylmethano  series  are  easily  obtainable 
(Green  and  Wahl,  Eng.  Pat.  21826;  J.  Soc. 
Chem.  Ind.  1898,  915). 

o-Chlorbenialdehyde.  It  is  prepared  by  the 
oxidation    of    o-chlortoluene  with    manganese 


dioxide  and  sulphuric  acid  (Gillard,  Monnet  et 
Cartier,  B.  R.  P.  101221 ;  Chem.  Zentr.  1899,  i. 
960),  by  extraction  from  the  products  of  the 
incomplete  chlorination  of  o-nitrotoluene  (Kalle 
&  Co.,  B.  R.  PP.  110010, 115616  ;  Chem.  Zentr. 
1900,  ii  460,  1168). 

Properties. — It  is  a  liquid  boiling  at  213®- 
214® ;  sp.gr.  1*29  at  8®.  By  heating  with  sulphite 
it  is  converted  into  henzaldehyde  o-sulphonic 
acid  (Geigy  &  Co.,  B.  R.  P.  88952 ;  Frdl.  iv. 
113).  It  is  easily  condensed  with  aromatic 
secondary  and  tertiary  amines  to  yield  dyestuffs 
of  the  triphenylmetbane  group  (Geigy  &  (}o., 
B.  R.  P.  94126 ;  Chem.  Zentr.  1898,  i.  296). 
By  sulphonation,  1:3: 6-chlorbenzaldehyde  sul- 
pnonic  acid  is  produced,  which  when  condensed 
with  secondary  or  tertiary  amines  and  then 
oxidised  yields  ffreenish-blue  or  blue  dyestuffs 
(Soc.  Chem.  Ind.  of  Basle,  Eng.  Pat.  25128; 
J.  Soc.  Chem.  Ind.  1897,  137 ;  Gnehm  and 
SchUle,  Annalen,  299,  347). 

m-Chlorbenzaldehyde.  It  is  obtained  from 
m-nitrobenzaldehyde  by  replacing  the  nitro- 
ffroup  by  chlorine  (Eramann  and  Schwechten, 
Annalen,  260,  259 ;  Eichengriin  and  Einhom, 
ibid.  262,  135).  It  crystallises  in  prisms,  m.p. 
17®,  and  boils  at  213®. 

p-Chlorbtfnzaldehyde.  It  is  associated  with 
the  ortho-  compound  in  most  preparations,  and 
may  be  obtained  from  the  mixture  by  sulpho- 
natmg  the  ortho-  compound  b}'  treatment  with 
fuming^  sulphuric  acid  (Gesel.  f.  Chem.  Ind., 
B.  R.  P.  98229  ;  Chem.  Zentr.  1898,  ii.  743) ;  by 
nitrating  the  ortho-  compound  with  nitric  and 
sulphuric  acids,  and  steam-distilling  the  para- 
compound  (Gesel.  f.  C^em.  Ind.,  B.  R.  P. 
102745;  Chem.  Zentr.  1899,  ii.  408);  by  frac- 
tionsd  distillation  (Farb.  vorm.  Meister,  Lucius 
and  Bruning,  B.  R.  P.  207157  ;  J.  Chem.  Soc. 
Abet.  1909,  L  307).  It  is  a  crystalline  solid, 
melting  at  47-5®  and  boiling  at  2]3®-214®. 

Of  the  dlehlorbenzaldenydes  the  2:5-  and 
2:6-dichlor-  compounds  are  the  parent  sub- 
stances of  many  dyestuffs.  2 : 5-dlelilorbenza!de- 
hyde  (Gnehm  and  Banziger,  Ber.  1896,  875  ; 
SchUle,  Annalen,  299, 34).  2 : 6-diehlorbtfiizalde- 
hyde  (Anil.  Fabw.  und  Ext.  Fabrik.,  B.  R.  P. 
199943 ;  Chem.  Soc  Abstr.  1908,  i.  986). 

Hydroxybenzaldehydes  {q.v.)  Salieylaldehyde. 

BENZALDEHYDE  GREEN   v.  Tbiphsmyl- 

MBTHANB  OOLOUBINO  MATTBB8. 

BENZAMIC  ACID  v»  Amiko-  acids  (aromatic). 

BENZAURIN  v.  Aurin. 

BENZENE  AND  ITS  HOMOLOGUES. 

Benzene.  {Benzol,  Benzole,  Fr. ;  Benzol, 
Ger.)  The  name  of  this  substance  was  derived 
in  its  original  form  from  that  of  gum  benzo'in, 

Erobably  as  benzoin  oleum,  hence  oenzole,  which 
ktter  form  is  still  in  use  amongst  nearly  all 
distillers  and  users  of  it  both  in  this  country  and 
on  the  Continent.  In  more  strictly  .scientific 
literature,  however,  the  name  benzene  has  now 
become  generally  accepted,  and  the  systematic 
termination  -ene  is  employed  in  the  names  of 
its  various  homologues,  as  toluene,  xylene,  cy- 
mene,  etc. 

Pure  benzene  is  a  limpid,  colourless,  highly 
refracting  liquid  at  ordinary  temx)erature8.  Its 
sp.gr.  at  0*»  is  0-8991  (Kopp),  0-90023  (Adrieenz), 
and  at  IS""  0-8841  (Mendel^eff). 

Its  refraction  index  for  the  B  line  at  15*2^  is 
1-4967  (Adrieenz);  at  9^  1-4693 for  A,  1-6060  for 
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B,  1*6037  for  H  (Gladstone);  at  8•6^  1-50381 
for  H^  (Perkin,  Chem.  See.  Trans.  1000,  77, 
273). 

When  surrounded  by  ice  it  becomes  solid, 
and  if  crystallisation  is  allowed  to  take  place 
slowly,  rnombic  crystals  are  produced,  the 
axes  of  which,  a,  b,  c,  are  0-891, 1,  0-790  (Groth). 
The  solid  melts  at  5-4^ 

It  contracts  on  solidification,  the  difference 
in  the  specific  volume  of  the  liquid  and  solid 
v  ~r  =  Av  is  between  01219  and  0-1304  at  6-36* 
(Heydweiller,  Ann.  Phys.  Chem.  1807,  (iiL)  61, 
627). 

It  exhibits  no  absorption  lines  or  bands  in 
the  visible  portion  of  the  spectrum.  Beyond 
H,  however,  photographs  show  a  series  of 
four  bands  covering  the  region  lymg  between 
W.  L.  3171  and  2190  tenth-metres.  The  methyl- 
ated benzenes,  toluene,  and  the  three  xylenes 
exhibit  a  similar  absorption,  reauiiing,  indeed, 
very  careful  measurement  to  distinguish  one 
from  the  other  (Hartley,  Chem.  Soc.  I'rans. 
1886,  47,  686;  Proc.  Roy.  Soc.  1908,  80,  A, 
162 ;  Hartley  and  Bobbie,  Chem.  Soc.  Trans. 
1898,  73,  696 ;  Baly  and  Collie,  ibid,  1906,  87, 
1332 ;  Friederichs,  Zeitsch.  photochem.  1906, 
3,  164 ;  Grebe,  ibid.  376 ;  Mies,  ibid.  1909,  7, 
367;   1910,8,287). 

Benzene  is  an  excellent  solvent,  easily  dis- 
solving caoutchouc  and  asphaltum,  if  they  have 
not  b^n  exposed  to  Ik^ht,  though  the  protective 
effect  of  the  light  on  the  asphaltum  is  but  slight, 
and  prolonged  treatment  with  benzene  causes 
it  to  dissolve.  Nearly  all  the  gum  resins,  sul- 
phur, phosphorus,  fats,  oik,  most  of  the  natural 
alkaloids,  and  many  other  organic  compounds, 
are  soluble  in  it.  ft  has  also,  in  common  with 
carbon  disulphide,  the  property  of  dissolving 
iodine  ^ith  production  of  a  violet  solution. 

Benzene  is  itself  soluble  to  a  very  slight  extent 
in  water,  considerably  more  so  in  alcohol,  whilst 
ether,  slacial  acetic  acid,  and  carbon  disul- 
phide, dissolve  it  readily. 

Benzene  boils  under  normal  pressure  at 
80-36®  (Regnault).  For  benzene  from  coal  tar, 
Adrieenz  found  80-63''  to  80-62'' ;  and  for  that 
obtained  from  benzoic  acid  prepared  from  gum 
benzoin,  80-60*'  to  80-67^  Its  specific  heat  at 
temperatures  between  — 186**  and  -f  20®  is  0-176 
(Nordmeyer  and  Bemouilli,  Ber.  Beut.  physikal. 
Gee.  1907,  6, 176)  and  at  94®  is  0-4814  (Schlamp, 
Ann.  Phys.  Chem.  1896,  (iii.)  68,  759).  The 
latent  heat  of  vaporisation  is  94-37  (Griffiths 
and  Marshall,  Phd.  Mag.  1896,  (y,)  41,  1)  or 
94-93  (Campbell  Brown,  Chem.  Soc.  Trans.  1906, 
87,  266). 

The  vapour  when  inhaled  produces  giddiness 
and  ultimately  insensibility. 

Benzene  forms  with  picric  acid  the  molecular 
compound  C,H,(NO,),OH,C,H,.  which  melts 
with  decomposition  at  90®. 

Oxidising  agents,  such  as  potassium  per- 
manganate or  manganese  dioxide  and  sulphuric 
acid,  convert  it  into  formic,  propionic,  and  oxalic 
acids,  together  with  small  quantities  of  benzoic 
and  phthalic  acids,  the  latter  substances  being 
produced  by  the  simultaneous  oxidation  of 
formic  acid  and  benzene,  the  process  of  condensa- 
tion resembling  that  occurrins  in  the  conversion 
of  dimethylaniline  into  methyl  violet.  When 
strongly  heated  in  sealed  tubes  or  when  passed 
slowly  through  strongly  heated  open  tubes,  con- 


densation and  decomposition  go  -  on  together, 
acetylene,  diphenyl,  diphen^benzene,  etc., 
being  formed  with  evolution  of  hydrogen  and 
deposition  of  carbon. 

There  can  be  little  doubt  that  toluene  and 
^lenes  can  also  be  produced  in  this  way,  and 
since  Berthelot  has  shown  that  toluene  and 
xylene  when  passed  through  strongly  heated 
tubes  can  produce  anthracene  and  naphthalene, 
and  since  he  also  obtained  anthracene  by  so 
treating  a  mixture  of  benzene  and  ethylene,  we 
may  assume  that  if  benzene  is  noi  the  mother 
suMtance  of  the  whole  series  of  hydrocarbons 
obtained  from  coal  tar,  it  is  yet  capable,  under 
proper  conditions,  of  generating  all  the  oilers. 

when  chlorine  acts  on  pure  benzene  in 
sunshine,  benzene  hexachloride  C«HfCl«  is 
formed.  The  substitution  of  chlorine  for 
hydrogen  in  the  nucleus  or  benzene  ring  is  a 
very  slow  operation  if  chlorine  alone  is  used,  but 
if  in  every  litre  of  benzene  about  10  grams  of 
iodine  are  dissolved,  and  the  liquid  kept  boiling 
while  a  brisk  current  of  chlorine  is  passed  into 
it,  substitution  readily  takes  place  and  chlorinated 
benzenes  are  produced.  The  reaction  may  be 
continued  until  the  whole  of  the  hydrogen  is 
replaced  with  production  of  hexachloroben- 
zene  C«C1«.  Corresponding  bromine  and  iodine 
compounds,  and  mono-  and  |i-di-fluoro-  deri- 
vatives are  known. 

When  subjected  to  the  action  of  strong  nitric 
acid  or  a  mixture  of  nitric  and  sulphuric  acids, 
substitution  of  hydrogen  by  NO^  takes  place  with 
great  ease.  If  the  mixture  is  kept  cool  onlv 
mononitrobenzene  is  formed,  but  if  heated, 
the  three  dinitrobenzenes  are  produced,  the 
metadinitro- product  (uLp.  89®) always  greatly 
predominating.  The  ortho-  and  para-  com- 
pounds can  only  be  produced  in  quantity  by 
indirect  methods.*  Trinitrobenzenes  can  only 
be  obtained  by  the  action  of  a  great  excess  of  a 
mixture  of  nitric  acid  and  fuming  sulphuric 
acid. 

All  the  nitro-  compounds  on  reduction  with 
appropriate  reagents,  such  as  iron,  zinc,  or  tin, 
in  the  presence  of  acid,  preferably  hydrochloric 
and  water,  peld  amino-  compounds  correspond- 
ing with  the  nitro-  compound  reduced.  Such 
are  aniline  CgH^-NH^,  the  three  diamino- 
benzenes  or  phenylenediamines 

C,H4(NH*)„  etc. 

The  amino-  compounds,  by  the  action  of 
nitrous  acid  or  nitrites  in  the  presence  of  an 
excess  of  acid,  preferably  hydrochloric,  are 
converted  into  diazo-  compounds.  If  a  diazo- 
benzene  salt,  e.g.  CqH,-N,C1,  is  dissolved  in 
absolute  alcohol,  and  the  solution  heated,  the 
nitrogen  is  evolved  as  gas  whilst  benz^ie  is 
regenerated.  If  a  diazo-  salt  is  dissolved  in 
water  and  boiled  in  the  presence  of  an  acid, 
nitrogen  is  also  evolved  and  the  corresponding 
phenol  is  produced. 

The  diazo-  compounds  react  with'  certain 
amino-  compounds  or  phenols,  giving  rise  to  the 
almost  innumerable  series  of  colouring  matters 
known  as  azo-  dyes  (q.v.).  Solutions  cooled 
with  ice  should  be  employed,  and  all  rise 
of  temperature  must  be  carefully  avoided. 
Under  proper  conditions  some  diazo-  compounds, 
however,  attack  the  aminO'  group  of  amino- 
compounds,  forming  diazoanuno-  compounds 
such  as  diazoaminoboizene  C^H^  -K :  N-NH-CgHf . 
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These  can  be  made  to  undergo  an  isomeric 
change  resulting  in  the  formation  of  what  are 
known  as  anunoaso-  oomponndsy  of  which 
aminoazobenzene  C^Hg'N :  N'O^H^-NH,  is  a 
typical  example.  Such  substances,  when  treated 
with  a  reduomg  agent,  split  up  into  an  amine 
and  a  paradiamine,  while  diazo-  compounds 
yield  hydrazines  only,  and  diazoamino-  com- 
pounds a  mixture  of  a  hydrazine  and  anamine. 

If  the  nitro-  compounds  are  submitted  to  the 
action  qi  alkaline  reducing  agents  in  alcoholic 
solution,  such  as  a  mixture  of  zinc-dust  and 
alcoholic  soda,  the  reaction  takes  a  different 
course  altogether.  The  action  of  alcoholic  soda 
and  heat  fuone  will  convert  mononitrobenzene 
into  azoxy benzene  CgHg'N N'OgHj ;  this,  by 

nascent  hydrogen,  is  converted  into  azobenzene 
C«H,-N  :  N*C«H,,  which  under  the  action  of  the 
same  reagent  is  still  further  reduced  to  hydrazo- 
benzene  CgHj-NH-NH-CgHj.  The  latter,  when 
boiled  with  an  acid,  is  converted  into  a  salt  of 
benzidine  (paradiaminodiphenyl) 

NH.CeH^CH.NH^ 

which  is  strongly  basic  compound  isomeric 
with  hydrazobenzene. 

When  heated  with  concentrated  sulphuric 
acid  or  treated  in  the  cold  with  solutions  of 
sulphur  trioxide  in  sulphuric  acid,  sulphonic 
acids  are  produced  by  suostitution  of  HSO,  for 
hydrogmi.  These  are  either  mono-,  di-,  or  poly- 
sulphonic  acids,  according  to  the  treatment 
adopted.  '  They  are  all  powerful  acids,  and 
form  well-defined  and  generally  well-crystallised 
salts  with  sodium,  potassium,  and  ammonium, 
and  equally  definite,  thouch  less  easily  crystal- 
lised salts  with  calcium,  barium,  copper,  iron, 
etc.  These,  especially  the  sodium  or  potassium 
salts,  if  fused  with  caustic  potash  or  soda,  or 
heated  under  great  pressure  (40  atmospheres) 
with  aqueous  soda  or  potash,  are  decomposed 
with  production  of  a  sulphite  of  the  alkali  metal, 
and  conversion  of  the  benzene  residue  into 
the  corresponding  hydroxy-  or  phenolic  com- 
pound. 

Only  the  methyl  homologues  of  benzene  will 
be  considered  here,  as  these  are  the  chief  ones 
which  occur  in  coal-tar. 

The  monomethyl  derivative  is  known  as 
toluene,  and  under  all  treatments  behaves  as  a 
completely  homogeneous  substance. 

The  dimethyl  derivative  is  known  as  xylene, 
the  substance  of  that  name  occurring  in  coal 
tar,  which  occurs  as  three  isomeric  compounds  : 
Orthoxylene,  boiling  at  341''-142^  whicn,  when 
gently  oxidised  with  weak  nitric  acid,  gives  a 
toluic  acid  melting  at  102^ ;  metaxylene,  boiling 
at  139^,  which  gives  a  toluic  acid  meltinc  at 
106^;  paraxylene,  melting  at  16^,  and  boiling 
at  ISJB®,  givinff  a  toluic  acid  melting  at  178^ 

Each  of  tnese  different  xylenes  is,  however, 
absolutely  identical  in  percentage  composition, 
and  this  isomerism  is  considered  to  be  due  to 
the  eonfiguration  of  the  molecule,  or,  in  other 
words,  to  the  positions  in  space  occupied  rela- 
tivelv  to  eac^  other,  and  to  tne  benzene  residue, 
by  the  two  substituting  molecules. 

This  method  of  regarding  the  constitution  of 
benzene  and  its  innumerable  series  of  deriva- 
tives is  usually,  for  purposes  of  discussion,  in- 
vestigation, or  explanation,  represented  by 
drawmg  a  hexagon  to  represent  the  molecule  of 


<     t 
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benzene,  the  six  angles  representing  the  six 
groups  of  CH  at  any  of  which  substitution  is 
supposed  to  take  place.  Since  only  one  mono- 
substitution  compound  of  a  given  kind  (i.e.  con- 
taining a  ffiven  substituting  group)  is  known,  all 
the  six  CH-  groups  in  benzene  are  supposed  to  be 
of  equal  viQue.  The  fact  that  disubstitution 
compounds  exist  in  three  distinct  isomeric  modi- 
fications (compare  the  above-mentioned  xylenes), 
is  explained  in  this  scheme  by  the  followinff 
suppositions  as  to  the  relative  positions  occupied 
by  the  substituting  sroups.  First,  substitution 
is  supposed  to  take  iSace  at  two  adjacent  angles, 
e.g.  1  and  2,  2  ana  3,  4  and  6,  &c.,  in  wbich 
case  the  word  crtho-  is  prefixed  to  the  name  of 
the  substance,  as  orthodimethylbenzene  (com- 
monly called  orthoxylene),  or  orthodiohloro-, 
orthodibromo-,  or  orthodiamino- benzene,  etc. 
Or  the  substitution  is  supposed  to  take  place  at 
two  angles  not  adjacent,  but  with  one  inter- 
posing, as  at  1  and  3,  2  and  4,  or  1  and  6,  etc. 
In  this  case  the  product  is  indicated  by  the  prefix 
meta-,  as  metadimethylbenzene  (commonly 
called  metaxylene,  &c.  Lastly,  tiie  substitution 
is  supposed  to  take  place  at  opposite  angles,  such 
as  1  and  4,  2  and  5,  3  and  6,  etc.  In  such  a  case 
the  substance  is  kno^i'n  as  a  para-  compound,  as 
paradimethylbenzene,  or  paraxylene,  paradinitro- 
benzene,  etc. 

This  theory  is  due  to  Kekul^,  and  satisfac- 
torily  agrees  with  most  of  the  phenomena. 

Toluene  and  i^lene  generally  react  under 
similar  conditions  m  the  same  way  as  benzene, 
producing  a  similar  series  of  compounds.  Since, 
however,  toluene  itself  is  a  mono-  substituted 
benzene,  mono-  substituted  toluenes  are  resJly 
di-  derivatives  of  benzene.  For  instance,  there  is 
but  one  mononitrobenzene,  but  there  are  throe 
mononitrotoluenes.  There  are  three  dinitro- 
and  three  diamino-  benzenes,  but  there  are  six 
dinitrotoluenee  and  six  diaminotoluenes,  and 
so  on. 

It  is  to  be  borne  in  mind  that  in  all  substi- 
tution derivatives  higher  than  the  di-  substitution 
series,  the  number  of  possible  modifications  is 
greater  when  the  substituting  eroups  are  dis- 
similar than  when  they  are  aSi  alike;  thus, 
although  there  are  only  tnree  isomeric  tri-  substi- 
tution compounds  of  the  formula  C«H,X'3  or 
C«H,V'„  there  are  six  such  compounds  of  the 
formula  C,H,X',Y'. 

It  follows  that  the  xylenes  being  di-  deriva- 
tives, their  mono-  are  tri-  derivatives  of  benzene, 
and  consequently  correspond  in  number  with 
the  di-  derivatives  of  toluene. 

The  introduction  of  the  methyl  group,  more- 
over, permits  of  another  kind  of  substitution 
which  gives  rise  to  a  totally  different  class  of 
compounds  from  those  described  above  as  con- 
figurational  isomerides,  in  which  substitution 
takes  place  not  in  the  benzene  nucleus,  but  in  the 
methyl  group  itself.  Such  substitution  is  said  to 
be  extra-nuctear. 

Thus,  as  mentioned  above,  there  are  three 
substances  having  the  formula  CgHjo  known  as 
ortho-,  meta-,  or  paia-xylene.  These  isomerides 
are  represented  as  dimethylbenzenes  of  the 
following  configurations : — 


\ 
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CH, 


\/ 


CH, 


CH, 


but  there  is  another  C,H]o  only  known  to  occur 
in  one  form,  and  always  behaving  as  a  mono- 
derivative  of  benzene ;  this  is  ethyl  benzene 

CH,-CH, 

/\ 

\/ 

Just  as  in  this  case  a  methyl  group  has  been 
introduced  into  the  methyl  instMd  of  into  the 
nucleus,  so  chlorine,  bromine,  etc.,  may  be  in- 
troduced, and  in  this  manner  such  compounds 
as  benzyl  chloride  C«H('CH,G],  the  di-  or  tri- 
chloride, benzaldehyde,  and  many  others  are 
formed. 

The  i^ysical  properties  of  toluene  greatly 
resemble  those  of  benzene.  As  solvents,  there 
is  little  or  no  difference  in  their  powers,  and 
though  the  boiling-point  of  toluene  is  so  much 
higher  than  that  of  oenzene,  yet  in  a  current  of 
air  at  ordinary  temperatures  it  evaporates  nearly 
as  quickly. 

Toluene  is  a  colourless  limpid  liquid  which 
solidifies  at  —94*2^  (Ladenbui^  and  Krfigel, 
Ber,  1899,  32, 1818)  or  -97*  to  -99*»  (Archibald 
and  Mcintosh,  J.  Amer.  Chem.  Soc.  1904,  26, 
306).  Its  specific  gravity  is  less  than  that  of 
benzene,  bemg  at  0*  0*882,  at  l&*  0-872,  its 
index  of  refraction  at  25*5*  is  for  A  1-4709, 
D  1*4794,  H  1-5090  (Gladstone  and  Bale),  at  8*5* 
for  Ha  1-49891  (Perkin). 

Toluene  boils  constantly  at  111* ;  the  vapour 
has  much  the  same  physiological  effects  as  that 
of  benzene,  but  its  odour  is  decidedly  less  plea- 
sant. If  ingested  into  the  stomach,  it  is 
eliminated  in  the  urine  as  hippuric  acid. 

Of  the  three  xylenes  the  meta-  is  chiefly  used 
in  commerce.  Orthoxylene  boils  at  141-142*. 
Metaxylene  boils  at  139*,  and  its  specific 
gravity  is  0*8668  at  19*.  Parai^lene  boils  at 
138*,  and  at  19*  ite  gravity  is  0-8621.  The  two 
former  are  liquid  at  all  temperatures  down  to 
at  least  —20*,  but  paraxylene  becomes  solid 
when  exposed  to  a  freezing  mixture,  and  when 
once  frozen  it  only  melts  at  16*. 

The  xylenes  are  distinctly  less  volatile  than 
toluene  and  benzene  in  an  air  current.  The 
smell  of  the  vajxiurs  is  unpleasant  and  pungent, 
and  they  possess  the  power  of  producing  un- 
consciousness when  inhaled. 

Both  benzene  and  toluene  when  prepared 
from  coal  tar  arc  accompanied  by  sulphur  com- 
pounds known  as  thiophens.  That  derived  from 
benzene,  no  doubt  by  the  action  of  sulphur  from 
the  pyrites  of  coal  at  a  high  temperature  during 
distuiation  in  the  gas  retort,  is  represented  by 

the  formula  Cfifi  or  /     ^. 


It  was  isolated  in  1882  by  V.  Meyer,  who 
obtained  by  constant  and  repeated  agitation 
with  sulphuric  acid  about  2  kilos,  bom  2000 
kilos,  of  commercial  benzene.  It  is  a  colourless 
liquid,  boiling,  constantly  at  84* ;  sp.gr.  at  15* 
1*100.  In  many  of  its  reactions  it  behaves 
exactly  like  benzene. 

Two  thiotolens  corresponding  "with  toluene, 
i.e.    being   methylthiophen,  are   known.     They 


both  boil  at  about  113*,  sp.ffr.  1-0194.  The  very 
minute  quantity  in  which  these  substanoes  occur 
renders  them  of  no  industrial  importance,  even 
as  impurities. 

Benzene  was  first  isolated  by  Faraday  in 
1825,  in  the  liquid  separating  from  condensed  oil 
gas. 

It  is  unnecessary  here  to  describe  the  pro- 
cesses by  which  Mitsoherlich,  B'Arc^^,  Kopp, 
and  many  others  obtained  benzene,  as  the  mvt 
practically  industoial  process  was  that  of  Mans- 
field, founded  entirelv  at  first  on  Faraday's,  and 
dealing  with  a  similar  product  as  the  source, 
namelv,  coal  tar  (Mansfield,  Quart.  Jour.  Chem. 
Soc.  1848,  1,  244).  Mansfield  took  the  lower 
boiling  ]x>rtion  of  coal  tar,  which  was  then  used 
under  the  name  of  naphtha  for  lightins  purposes, 
and  distilled  it  over  a  flame  in  a  stiU  provided 
with  a  jacketed  head  and  a  simple  form  of 
dephlejp;mator  made  by  connecting  the  upper 
part  of  the  condensing  worm  with  the  still  body 
by  an  inclined  tube.  The  water  in  the  jacket 
round  the  long  egg-shaped  head  partially  con- 
densed the  vapours  rising  from  the  boiling  fluid 
until  it  reached  a  temperature  of  100*,  when  those 
vapours  condensable  at  that  temperature  were 
alone  affected  and  returned  to  the  stUl,  those 
requiring  a  lower  temperature  passing  on  to  the 
worm,  and  being  condensed  and  collected.  Much 
of  the  spray  carried  upward  by  the  vapours  was 
stopped  in  the  head*  and  what  passed  it  and  was 
condensed  in  the  connecting  tube  between  the 
stUl  head  and  the  worm  flowed  into  the  inclined 
tube,  and  found  its  way  back  to  the  body  of  the 
still.  -  Finally,  yxhen.  nothing  more  could  pass 
thb  boiling  water  in  the  jacketed  head,  this  in- 
clined tuM,  on  a  cock  being  fuUy  opened,  which 
during  the  first  part  of  the  process  was  parti^y 
closed,  could  be  made  use  of  to  distil  over  the 
higher  boiling  portions. 

Such  an  apparatus  could,  of  course,  only  effect 
a  rough  separation  of  the  oil  into  a  '  benzol ' 
mainly  distilling  below  100*  and  a  *  naphtha,* 
most  of  which  would  not  distil  below  100  . 

If,  however,  the  water  of  the  water  jacket 
round  the  head  were  carefully  kept  at  a  stated 
temperature,  say  80*-82*,  a  much  purer  product 
could  be  obtained.  For  some  years  the  process 
was  only  carried  out  with  the  object  of  getting 
oils  for  the  Read  HoUiday  lamp,  and  for  uie  use 
of  rubber  manufacturers. 

The  early  demands  for  *  benzol '  for  use  in 
the  aniline  colour  industry  were  confined  to 
what  were  known  as  30  p.c.,  50  p.c.,  and  90  p.c 
benzols,  which  terms  were  understood,  to  mean 
that  30,  50,  or  90  p.c.  by  measure  of  the  sam^ 
boiled  below  100*.  Of  these  the  30  p.c  was 
mainlv  used  for  the  production  of  aniline  for  red, 
and  the  90  p.c.  for  aniline  for  Uuo.  Mansfield 
had,  however,  subjected  his  distiUates  to  a  care- 
ful but  most  laborious  fractionation  in  glass 
retorts,  finally  obtaining  perfectly  pure  beiuene 
by  recourse  to  freezing  and  pressure,  and  ho 
pointed  out  that  *  it  is  evident  that  any  of  the 
summary  processes  of  rectification  which  are 
practised  by  distillers  in  the  manufacture  of 
alcoholic  spirits  are  applicable  to  the  separa- 
tion of  benzole  from  the  less  volatile  fluids  of  the 
naphtha'  (Reports  of  the  Royal  College  of 
Chemistry,  1849,  257). 

Mansfield,  in  fact,  in  the  remarkable  paper 
just  quoted,  laid  the  foundations  of  the  whole 
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benieui)  indiutiy,  uid  his  pioceeaes  with 
Bcaroely  •  ohuige  aie  ia  uw  to  thii  day.  The 
departUTM  from  them  have  been  one  by  one 
abkodoned  in  favouT  of  his  method  of  abaolute 
aeparatioa  of  the  light  oik  into  their  coiuti- 
tuents,  and  it  is  not  too  much  to  say  that  had  it 
not  been  foi  iua  terrible  death  '  la  Febnuuy, 
18SS,  we  ehnuld  have  had  the  pore  hydrooarboiLs 
in  the  market  many  years  ago. 

The  intioduotion  of  the  aniline  black  printing 
prooeaaoB  and  other  impcovomentH  in  the  dye 
indiutry,  however,  bIowIv  save  rise  to  a  demand 
fur  a  pimr  benzene,  while  later  on  a  demand  for 
toluene  and  zjleno  stimnlated  the  improyement 
of  the  diatillation  proeeet.  ' 

The  movement  waa  naturaUy,  as  Mansfield 
had  suggested,  towarda  the  use  of  «uch  a  still 
aa  had  been  introduced  by  Mr.  Coffey  in  his 
patent  of  1832  and  suboequently  carried  to  great 
efficiency  by  auooeeding  generations  of  spirit 
distilleiB.  Coupler  of  Paris  appears  fint  to  have 
worked  on  a  lajge  scale  in  thii  direction  about 
1863.  He  modified  the  origmal  tIaiuBeld  appa- 
ratus in  the  way  mentioned  above,  and  showed 
that  at  one  operation  he  could  separate  ordinary 
fiO  p.0.  commercial  benzol  as  follows : — - 
100  Ulret  yielded : 

44  litres  between  80°  and  8Z°  ('  Pure  benzol ') 

8  „  „         82"  „  110°  (Crude  toluol) 
17     „  „       110'  „   112°  ('Pure  toluol') 

6    „  „       112"  „  IST-fOudoiyloI) 

9  „  „       137=  „  140"  ('  Pure  xylol  ■) 
13-14    „  „       140°  „  150°  last  runnings. 
In  addition  there  were  about  6  litres  between 
62"  and  SO",  consisting  of   various  impurities 
such  as  carbon  disulphide,  acetonitrile,  eto. 

Vedle,  Savalle  of  Paris,  and  others  followed 
Hith  various  improvements  in  the  same  direc- 
tion, Savalle  being  most  generally  consideml  to 
have  produced  the  best  still,  though  it  had 
two  gKat  drawbacks,  viz.  it  was  manufactured 
of  copper,  which  made  it  very  costJy,  and  it  was 
hampered,  as  far  as  its  condensation  arrange- 
iTioQte  were  conoemed,  by  an  expensive  and  use- 
loss  attempt  to  use  air  from  a  fan  driven  by 
steam  as  a  means  of  cooling  the  condensers. 

The  latter  attempt  was  soon  given  up.  In 
Fig.  1  (p.  443)  is  seen  the  apparatus  in  its 
latest  form  as  made 
by  the  Metallwerke 
vormals  T.  Adera,  of 
Magdeburg-  Neusuidt. 
The  BtiU  being 
charged  with  the 
proper  quant  ity  of 
naphtha  or  crude  ben- 
Eof,  which  has  under- 
gone the  necessary 
washingi  with  sul- 
phuric ac  id  and  sodium 
hydroxide,  steam  is  ad- 
Flo,  2,  mitted  into  the  coils, 

where  it  circulates,  the 
cnndensedwaterescapingthroughanothertuhe  ' 
the  usual  fashiorL  As  soon  as  the  liquid  beg[i.„ 
to  boil,  the  vapour  aacenda  into  the  head  a  and 
paasDHtfarougb  the  curved  tube  a' into  the  bottom 
of  the  column  B.  Hiis  contains  2G  to  30  flat 
diaphr^ms,  each  pierced  \iith  a,  number  of  small 
'  HsiuBeld  W.U  burned  to  deatli  hj  the  twIUng  over 


holes,  and  one  la^er,  into  which  is  fitted  a  short 
wide  overflow  tDOe.  the  end  of  which  stands  up 
about  2  inches  above  the  level  of  the  plate.  On 
the  opposite  side  of  the  plate  is  a  small  depreesion 
about  2  inches  deep  and  4  inches  in  diameter,  into 
which  the  overflow  tube  from  the  jilBAe  above 
dips,  its  own  tube  dipping  in  the  same  way  into 
a  depreesion  in  the  plate  Below.  The  condensed 
fluid  acts  to  each  overflow  tube  as  a  trap  (Fig.  2), 
and  prevents  the  ascent  of  vapour  through  it. 

The  rising  vapour  condenses  rapidly  on  these 
plates,  and  the  fluid  thus  }sodui»d,  unable  to 

Kaetrate  the  small  holes  through  which  the 
t  vapour  is  rushing,  rises  to  the  brim  of  the 
overflow  tube,  and  then  pours  down  from  plate 
to  plate  into  the  still  body.  The  non-oon- 
densed  vapour  rises  through  the  perforations 
of  the  next  plate,  where  it  undergoes  a  siinllar 
operation,  and  so  on  to  the  top,  the  vapour 
passing  away  from  which  has  thus  been  sucoes- 
sively  washed  by  bubbline  through  some  thirty 
layers  of  fluid,  each  slightly  cooler  than  the  one 
beneath.  Finally,  the  vapour  passes  through  a 
surface  or  multitubular  condenser,  c,  which  is 
provided  with  a  water  supply  Bo  regulated  that 
its  temperature  is  about  that  of  the  boiling- 
point  of  the  liquid  required.  The  liquid  hrae 
condensed  flows  back  into  the  column  at  a  suit- 
able point,  while  the  now  purified  vapour  pa  mien 
on  to  the  second  condenser,  n,  and  is  finally  com- 
pletely condensed  into  the  liquid  form.  Tbeooe 
it  flows  into  the  glass  vase  E,  which  is  fitted  on 
to  a  stand-pipe  communicating  with  the  dis- 
tributing-pipes which  convey  it  to  the  storo 
tauka.  The  fractions  taken  ^ould  now  boil  as 
foltows:  Benzene,  80°;  toluene,  110";  lylone, 
140°. 

If  pure  products  are  required,  each  fraction 
is  washed  with  concentrated  sulphuric  acid, 
and  a  washing  with  soda  solution  follows. 
The  fraction  is  introduced  into  a  cast-iron 
vessel  provided  with  a  lid  with  manhole  and 
inlet  pipe.  Through  the  centre  passes  a  vertical 
shaft  rotated  by  mitre  geared  wheels.  The  shaft 
is  provided  with  arms  so  arranged  that  the  eon- 
tents  can  be  thoroughly  churned  tip.  A  good 
form  of  apparatus  is  seen  in  Fig.  3.  The  details 
need  no  description  except  to  point  out  that  the 
Screws  used  to  force  the  fluids  through  the  two 
vomiting  tubes  &  and  a'  should  be  set  on  the 
shaft  with  theit  helices  reversed  right  and  left, 
BO  that  the  lower  one  causes  the  lower  fluid  to 
rush  up,  and  the  upper  one  the  upper  fluid 
to  rush  down  ;  they  thus  cause  the  two  currents 
to  meet  together  violently  and  thoroughly 
mingle.  The  centre  shaft  may  also  consist  of 
an  Arehimedean  screw  or  of  a  tnmoated  hollow 
cone.  Air  uitation  is  not  advisable  on  account 
of  (he  loss  of  benzol  whish  it  is  apt  to  cause. 

If  the  fraction  is  of  fairly  good  quality  and 
has  been  properly  separated  from  the  omde 
benxol  or  Lght  oils,  the  amount  of  acid  required 
need  not  be  more  than  one-twentieth  of  its 
weight.  In  some  coses,  however,  where  the 
impurities  are  difficult  to  remove,  more  must 
be  used,  and  the  operation  repeated.  After 
the  acid  has  been  run  ofi,  a  washing  with  enough 
soda  solution  to  neutralise  exoees  of  acid  and 
remove  traoes  of  phenols  follows,  and  the  frac- 
tion is  then  readv  for  a  second  rectifloation. 

If  crude  naphtha  has  been  used  to  charge 
the  stiil,  it  will  have  yielded,  inter  nlia,  60  p.c  or 
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90  p.c.  benzol  accoiding  to  lequiiemente.  On 
rediatillation,  100  parts  of  the  former  Bhoulrt 
yield  45-48  parts  of  pure  benzene,  and  from 
100  parta  of  the  latter  70  parts  of  pure  benseno 
ahould  be  obtained. 

When  re-iectified,  the  benzene  and  U>Iuone 


FlO.  3. 

should  each  distil  constantly  within  0-6'  and 
I  -O"  reapeotively,  and  the  xylene  within  2°. 

The  treatment  for  obtaining  toluene  is  exactly 
the  same  as  that  desoribed  for  benzene,  the 
toluene  following  the  benzene  from  the  omde 
benzol  still  and  oeing  subsequently  re-Tootified. 
Ttduene  is  also  accompanied  by  the  correspond- 
ing tbiophen  (thiotolen),  and  requires  very 
careful  and  thorough  washing  with  sulphuric 
acid,  or  it  cannot  be  properly  nitrated. 

After  the  separation  of  the  toluene,  more  or 
less  crude  xylene  is  obtained,  and  the  residue 
in  the  stiil  is  then  cooled  and  run  out.  When 
good  crude  benzol  has  been  worked,  the  residue 
contains  a  very  large  quantity  of  naphthalene, 
which  separates  from  it  when  cold,  and  is  known 
in  the  works  as  '  naphthalene  salts.*  As  it  has 
all  been  brought  off  from  the  tar  at  a  low  tem- 
perature, it  is  extremely  free  from  higher  boiling 
anbstanoca,  and  very  pure  napktha^e  can  be 
obtained  bom  it  with  little  trouble.  Of  the 
rest,  soma  20-30  p.c.  consists  of  phenol,  to 
which  the  same  remarks  apply.  The  remaining 
thiid  oonsists  of  a  mixture  of  hydrooarbons 
from  which  some  more  xylene  could  no  doubt 
be  recovered,  but  the  bulk  of  this  '  dead  oil,'  as 
it  i«  often  called,  is  used  for  horaina.  Meta- 
xylene  can  be  prepared  from  the  puriMd  mixed 
xylenes  by  agitation  with  sulphuric  acid,  as 
described  for  Mniene  and  toluene,  to  remove  the 
ttdophens,  when  a  subsequent  treatment  with 
it«  own  weight  of  sulphuric  acid  converts  the 
metaxylene  mto  a  suTphonic  acid,  which  after 
separation  from  the  insoluble  portion  is  hydro- 
lysed,  and  metaxylene  of  great  purity  obtained . 

Valuation  of  eommerctai  '  jmre  benioL' — As 
stated  above,  die  whole  should  boil  within  0*S° 
of  the  correct  boiling-point.     It  should  give  no 


crystalline  precipitate  on  standing  with  a  few 
drops  of  phenvlhydrazine  (teat  for  carbon 
disulphide).  Wuen  shaken  ivith  concentrated 
sulphuric  acid  the  latter  should  be  only  slightly 
darkened  (thiophen  or  aliphatic  hydrocarbons). 
On  shaking  with  sulphuric  acid  and  a  traoe  of 
iutin,  no  blue  coloration  should  be  produced 
{thiophen}.  On  treatment  with  a  mixture  of 
nitric  and  sulphuric  acids,  and  subsequent  dis- 
tillation in  a  ouirsnt  of  steam,  no  unnitrated 
hydrocarbons  ahould  be  obtained  [aliphatic 
hydrocarbons).  Lutly,  it  should  solidify  when 
cooled  below  0". 

i'lire  tctvoK  of  commeroe  should  not  impart 
any  coloration  to  sulphnric  acid  when  shaken 
with  it.  On  aliating  90  cc.  of  toluene  with 
10  e.c.  of  nitric  acid  (Bp.gr.  144}  in  a  stoppered 
bottle,  the  acid  ahould  assume  only  a  red  colour, 
and  remain  quite  clear  and  bright,  not  tuming 
greenish  or  blackish.  (For  much  information  a« 
to  the  commercial  valuation  of  '  benzols,"  m« 
Luiun,  Coal  Tar  and  Ammonia,  4th  ed.  1900.) 

Ntiratian  of  bemeae,  toluene,  etc. — Nitro- 
benzene first  made  its  appearance  in  the  arts 
under  the  name  of  tMtnct  dt  myrbant,  manu- 
factured in  France  by  Collas.  It  was  used  to 
Boent  soap  and  as  a  bitter-almond  flavcnring. 
Mansfield  had  taken  out  a  patent  for  its  manu- 
facture in  lft47  from  eoal-tor  benzene.  The 
history  of  its  manufacture  is  interesting,  as 
the  <ufGcu1tiee  to  be  encountered  were  very 
consider  i'  le. 

The  Grat  really  large  quantity  produoed  was 
made  by  Messrs.  Simpson,  Maule,  t  Nioholson, 
at  Kennington,  in  1866.  They  worked  at  first 
entirely  in  glass.  Along  a  bench  a  row  of  sotae 
twenty  bolt-heads,  each  of  about  1  gallon 
capacity,  was  ranged,  with  a  confonient  water 
trough  at  hand.  Into  each  flask  from  1  to  2  lbs. 
of  benzene  was  introduced,  and  the  calculated 
quantity  of  the  mixed  acid,  divided  up  into  cor- 
reepontUng  portions,  stood  beside  each  in  a 
stoneware  lug.  Commenoins  with  the  first 
flask,  a  workman  next  prooeeded  to  add  a  small 
quantity  of  the  acid  and  thoroughly  swing  round 
and  agitate  it  with  the  benzene.  As  soon  as  he 
judged  it  to  be  safe  to  leave  this  flask,  he  treated 
the  nest  in  rotation,  and  so  on  till  the  whole 
series  hod  received  its  first  portion.  He  now 
returned  to  No.  1,  and  added  a  second  quantity 
of  acid,  and  this  waa  continued  until  all  were 
finished.  It  need  scarcely  be  said  that  the  pro- 
cess was  considered  a  dangerous  one,  and  that 
any  attempt  to  inoiease  Uie  scale  of  manufacture 
was  a  very  serious  undertaking.  The  attempt, 
however,  was  made  in  oast-iion  vessels,  furnished 
with  mechanical  stirrers,  and  the  size  uf  the 
apparatus  was  rapidly  increased  until  it  attained 
dimensions  at  which  it  waa  capaUe  of  dealing 
with  several  hundred  pounds  weight  of  benzene. 

The  usual  arrangement  now  adopted  (act 
Fig.  4)  is  OS  follows ;  '^ 

The  nitrating  pan  has  a  total  capacity  of 
1600  gallons,  and  is  capable  of  treating  SCO 
gallons  or  4420  lbs.  of  benzol  in  one  obai^ 
It  is  of  oast  iron,  1}  inches  thick,  the  sides,  from 
the  lid  down  to  a  depth  of  3  feet,  being  i  inch 
thicker.  The  vertical  aeitatin^  shaft  is  •ot- 
pended  from  the  lid  on  ball  bearings,  and  oanlea 

I  SeeChcm.TradeJoDT.  t90«,  >S,».  The  writer  Is 
indebted  to  Hnin.  Savla  Bros,  tor  p^rmliilon  to 
reproduee  ths  sketch  of  the  appantai. 
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two  propellor  agitators.  The  internal  ooolinff 
pipes  consist  of  two  separate  ooils  of  thin  lead 
pipe  2  inches  diameter,  each  coil  being  about 
150  feet  long.  They  are  supported  on  circular 
cast-iron  ffrates  or  tables,  as  shown.  The  coils 
are  spaoea  out  so  as  to  allow  free  passage  of 
the  liquid  between  them.  To  direct  the  upward 
flow  of  the  liquid,  the  lower  propellor  agitator  is 
surrounded  by  a  oast-iron  cylmder  with  large 


perforations  at  the  bottom  to  admit  the  descend- 
ing liquid.  This  serves  also  as  a  support  for 
the  grates  and  coils,  five  hundred  galloiis  of 
pure  benzol  are  first  run  by  gravity  into  the 
machine.  The  acid-mixing  tank,  which  stands 
above,  \a  charged  with  BwO  lbs.  of  nitric  »cid, 
1-43  8p.gr.  or  86Tw.,  and  6600  lbs.  of  sulphuric 
acid  of  96  p.c,  and  these  are  thoroughly  mixed  by 
air  agitation.    In  some  factories  the  acids  are 


Pig.  4. 


A,  Mized-acid  pan. 

B,  CompresAed-air  pipe. 
G,  Sulphuric  acid  inlet. 
D,  Ni^o  add  inlet. 

£,  Acid-vapour  pipe. 
F,  Nitfobenxene  pan. 


O,  Thermometer. 
H,  Propeller  agitator. 
J,  Lead  cooUng-ooils. 
K,  Supporting  gridA. 
L,  Cooung-water  outlet. 
H,    do.       do.      do. 


m.  Cooling-water  inlet. 
O,    Do.       do.     do. 
F,  Oompresned-atr  pipe. 
Q,  Water  Inlet. 


T  Nitrobensene  pipe, 
XT,  Oompressed-alr  pipe. 
V.  Wa^te-actd  pipe. 
w.  Pipe  to  N.  B.  tank. 


mixed  in  the  above  proportions  in  large  stock 
tanks.  The  mixed  acid  is  run  in  a  thin  stream 
into  l^e  benzol,  while  the  agitators  are  revolving 
at  a  BX)eed  of  about  60  revs,  per  minute.  The 
heat  of  the  reaction  is  indicated  on  a  long; 
thermometer  suspended  in  a  metal  tube,  which 
passes  through  the  lid  ftnd  dips  into  the  liquid. 
The  temperature  is  kept  below  60^  by  checking 
the  flow  of  acids  if  the  temperature  rises.    With 


B,  Nitrobenxene  washpan.  X,  Aifrpressuri^  egg, 
S,  Pipe  from  egg. 

a  good  supply  of  cooling  water  passing  through 
the  coils,  very  little  attention  is  requued,  and 
the  process,  which  a  few  years  ago  was  att^ided 
with  danger  and  frequent  loss,  is  now  carried 
on  almost  automatically.  This  is  principally 
owing  to  the  purity  of  the  benzol  employed,  and 
the  use  of  internal  cooling  coils  in  place  of  ti^e 
outside  water-jacket. 

It  is  important  that  the  coils  should  be  of 
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pure  chemical  lead,  without  flaw,  and  before 
being  used,  they  should  be  examined  minutely. 
Some  .of  these  coils  have  been  kno>vn  to  work 
nearly  4  years  continuously.  The  vertical 
portions,  connecting  the  coils  with  the  exterior, 
should  be  protected,  as  these  are  quickly 
attacked.  This  is  done  by  'threading'  them 
through  lead  pipes  of  slightly  larger  cuameter, 
and  mling  up  the  intervening  space  with  any 
acid-proof  cement.  After  the  full  charge  of 
mixed  acids  has  been  run  into  the  machine, 
the  affitation  is  continued  for  about  4}  hours, 
and  tne  benzol  will  then  be  completely  trans- 
formed into  nitrobenzol.  If  a  sample  is  then 
taken  while  the  agitators  are  running,  and 
idlowed  to  settie,  me  weak  sulphuric  (called 
waste  acid)  will  contain  lees  than  1  p.o.  of  nitric 
aoid,  and  the  upper  layer  of  nitrobenzol  will 
have  a  sp.gr.  of  1*235.  The  agitation  is  then 
stopped,  and  the  contents  of  the  machine 
allowed  to  settle  for  ^^  hgyr^  T^o  '  waste 
aoid,'  having  settled  to  thebottom,  is  run  oS 
into  the  air-pressure  egg  below,  and  blown  to 
the  sulphuric  acid  concentrating  department  to 
be  rectified.  The  nitrobenzol  is  next  run  off 
into  the  air-pressure  egg  and  blown  into  the 
washing  pan  above,  iR^re  it  is  washed  by 
violent  air  agitation  with  an  equal  volume  of 
water  containing  sufficient  sodinm  hydroxide 
to  neutralise  any  trace  of  acid  1^  m  it.  After 
settling  a  few  hours  the  nitrobenzol  settles  to 
the  bottom,  and  is  run  down  into  the  air-pressure 
egg,  and  forced  from  there  into  a  luge  store  tank, 
n^ch  is  set  at  a  high  level,  so  that  the  contents 
can  run  by  gravity  to  the  aniline  machine. 
The  wash-water,  which  contains  a  little  nitro- 
benzol in  suspension,  is  run  into  a  series  of 
settling  tanks,  and  the  oil  recovered.  Although 
it  18  possible  to  work  a  charge  of  benzol  in  each 
macmne  daily,  it  is  customary  to  have  a  duplicate 
set  of  machines,  and  to  work  each  machme  on 
alternate  days.  For  an  output  of  160  tons  of 
pure  aniline  oil  per  month,  six  nitrobenzol 
machines  are  required,  with  their  corresponding 
adjuncts,  as  shown  in  the  figure.  The  yield  m 
,  nitrobenzol  from  the  pure  Mnzol  employed  is 
154}  p.0.  by  weight,  and  this  approaches  so 
near  tne  theoretical  3rield,  viz.  157^  p.c.,  that 
there  is  little  room  for  improvement.  It  is 
possible  slightly  to  increase  this  3rield  by 
settling  the  waste  acid  for  48  hours  in  a  series 
of  tamos,  and  skimming  off  the  nitrobenzol, 
but  in  practice  it  has  not  been  found  to  pay 
for  the  trouble,  especially  if  the  previous  separa- 
tion be  carefuUy  watched.^ 

When  the  nitrobenzol  is  to  be  sold  as 
myrbane,'  it  is  distilled  under  diminished 
pressure  in  order  to  obtain  a  perfectly  clear  and 
transparent  li<}uid  such  as  the  users  of  m3rrbane 
demand.  It  is  customary  to  use  toluene  im- 
perfectly freed  from  benzene  for  this  purpose, 

I  Benzene  may  also  be  nitrated  by  aBing  sodium 
nitrate  instead  at  nitric  acid.  A  recent  recipe  is  the 
ffdlowtng :  85  kilos,  of  benzene  and  116  Idloe.  of  sodium 
nitrate  are  mixed  at  eO^-SO^,  and  160  Idloe.  of  00-06  p.c. 
sulphuric  add  added  slowly.  The  temperature  rises  to 
about  100°,  when  66  kilos,  of  benzene  are  added,  and 
wben  the  nitration  is  complete  the  lower  layer  of 
btsnlphate  is  drawn  off.  The  yield  is  stated  to  be 
160-164  kilos,  of  washed  nitrobenzene,  8p.8r.  1*18  at 
16°,  or  148  kilos,  of  the  pure  substanoe  boOing  at  08° 
under  a  pressure  of  18  mm.  (Saccharin-fabrik.  Akt.-OeB. 
vonn.  Fahlberg,  list  &  Co.  D.  B.  P.  221787,  July  21, 
1007). 
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that  article  being  cheaper  and  yielding  a  some- 
what more  fragrant  myrbane  than  benzene  alone. 

The  treatment  adopted  with  toluene  and 
xylene  is  in  all  essential  particulars  the  same  as 
with  benzene.  In  the  former  case,  however,  if 
the  nitrotoluene  is  not  employed  direct,  the 
f  product  is  separated  into  p-  and  o-nitrotoluene 
by  fractional  distillation  under  diminished  pres- 
sure through  a  Savalle  colunm.  Tlie  distillation 
is  stopped  ixiien  40  p.c.  has  distilled,  and  the 
distillate  on  redistillation  gives  nearly  pure 
4-«*nitrotoluene  (b.p.  233^).  The  residue  on 
ooolii^  deposits  cnrstals  of  2>-nitrotoluene 
(b.p.  238^;  m.p.  54^),  which  are  freed  from 
oil  by  centrifu^atin^. 

(For  the  estimation  of  o-  and  p-nitrotoluene, 
see  Reverdin  and  De  la  Harpe,  Bull.  Soc.  chim. 
1888,  (ii.)  50, 44;  Qlasmann,  Ber.  1903,  36,  4260 ; 
Chem.  Zeit.  1904,  28,  187  ;  Holleman,  Proo.  K. 
Akad.  Amsterdam,  1904,  7,  395;  Rec.  trav. 
chim.  1908,27,458.) 

Dinitrobensene  and  d%nitroU)luene  aro  obtained 
by  treating  a  charge  of  the  hydrocarbon  with 
double  the  proportion  of  the  mixed  acids,  the 
operation  being  carried  out  in  two  stages,  and 
the  second  chi^e  of  acids  run  in  directly  after 
the  first.  The  oooling  water  is  shut  off  and  the 
temperature  allowed  to  rise  rapidly.  Or  nitro- 
benzol already  manufactured  may  be  taken 
and  again  treated  with  the  necessary  acid. 

The  product  of  the  reaction  is  separated  from 
the  aoia  as  usual,  and  then  thoroughly  washed 
with  cold,  and  lastly  with  hot,  water.  As 
dinitrobenzene  is  sensibly  soluble  in  the  latter, 
the  hot  wash-water  had  better  always  be  pre- 
served and  used  for  first  wadiing  a  subsequent 
batch.  Finally,  it  is  allowed  to  settle,  and, 
while  still  warm,  run  out  into  iron  trays,  in 
which  it  solidifies  in  masses  2  to  4  inches  thick. 
The  principal  product  of  the  reaotion  is  meta- 
dinitro benzene,  m.p.  89*8^  but  orthodi- 
nitrobenzene,  mj>.  118^  and  paradinitro* 
benzene,  m.p.  172^,  are  also  produced,  the  m. p. 
of  the  commeroial  product  being  about  85^-87^. 
It  should  not  contain  any  nitrobenzene,  and 
should  be  well  crystidlised,  hard,  and  almost 
odourless,  and  should  not  ronder  paper  greasy. 

Dinitrotoluene  is  prepared  by  a  process 
similar  to  the  above,  and,  since  ortho-  and 
para-nitrotoluene  3ridd,  when  nitrated  at  a  high 
temperature,  most  of  the  2 :  4-dhutrotoluene, 
it  is  better  to  proceed  straight  on  from  the 
toluene. 

The  subsequent  treatment  is  the  same  as 
when  dinitrobenzene  is  manufactured.  Oom- 
meroial  dinitrotoluene  consists  mainly  of  the 
last-named  and  the  2 : 6-  modifications,  but 
always  contains  small  quantities  of  the  other 
isomerides.  The  2 :  6-  only  occurs  in  small  pro- 
portion, and  mainly  in  the  oily  drainings  from 
the  crude  product.  The  nitration  of  the  pure 
metaxylene  does  not  differ  from  the  processes 
already  described.  J.  C.  C. 

BBHZENE  DIAZOMIUM  SALTS  v.  Diazo 

COMPOUNDS. 

BENZmillE  and  BEMZtDIME  REARRANGE- 

HENT  V.  DiFHXNYL.  

BENZIDIlfE  AZO-  DTBB  v.  Aso-  coloubino 
MATTBB8,  and  DiSAZO-  and  Tstrazo-  coloubino 

MATTBB8. 

BENZIDINE    PUCE    v,    Azo- 


COLOURINO 


BCATTBBS. 
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BENZIT^ 


BENZIL  V,  Ketonks. 

BENZmE,  Light  petroleum  (v.  Pxtbolbum). 

BBMZOAURllfE,  -BLACK  BLUE,  -BLUE, 
-BROWm,  FAST  PINK,  -FAST  SCARLETS, 
-INDIGO  BLUE,  -OBEY,  -OLIVE,  -ORANGE, 
-PURPURINS,  -RED  BLUE,  -VIOLET  v.  Azo- 

COLOTTRTNO  MATTSBS. 

BENZOFLAVINB  v.  Aobidinb  dtsstufis. 

BENZOIC  ACID  C7H^0,orC,H,-C0,iL  {Acide 
henzt^que,  Fr. ;  Benzogsauret  Ger.)  Acidum 
henxoicum.  Blaise  de  Vi^en^re,  in  hiB  Traits  du 
feu  et  du  sel,  published  in  1608,  described  the 
preparation  of  oensoic  aoid  by  sublimation  from 
gum  benzoin.  Lemery,  in  1676,  called  attention 
to  its  acid  properties ;  and  Soheele  showed,  in 
1776,  that  it  could  be  extracted  from  gum 
bensoln  by  boiling  tLe  gum  with  lime,  concen- 
trating the  solution,  and  decomposing  the  salt 
with  hydrochloric  acid.  Scheele  also,  in  1785» 
obtained  bensBoic  acid  from  cow^'s  urine ;  but  it 
was  not  until  1829  that  Liebig  showed  that  the 
substance  contained  in  the  urine,  by  the  decom- 
position of  which  benzoic  acid  is  formed,  is 
hippuric  acid. 

Occurrence, — Benzoio  acid  occurs  in  gum 
benzoin,  tolu  balsam,  storax,  dragon's  blood, 
and  various  other  natural  resins ;  in  oil  of  her- 
gamot  and  oil  of  cinnamon  ;  in  vanilla,  calamus 
root,  and  the  ripe  fruit  of  the  dove  tree;  in 
various  sweet-smelling  flowers — ^thus  in  the 
flowers  of  Unona  odoro^iMtma,  from  which  the 
perfume  ylang-ykmg  is  prepajred;  as  hippuric 
acid  (and  sometimes  even,  it  is  asserteo,  as 
free  benzoio  acid)  in  the  urine  of  herbivora ;  and 
in  caHareum,  a  viscid,  foetid  secretion,  found  in 
pouches  situated  in  the  perimsum  of  the  beaver. 

Formation, — By  the  oxidation  of  all  com- 
pounds which  contain  the  phenyl  group  united 
to  a  single  lateral  chain,  such  as  tomene,  benzyl 
chloride,  benzyl  alcohol,  benzaldehyde,  cinnamic 
acid,  &c.  By  heating  benzotrichlonde  C.H.-OCl, 
with  water.  By  heating  benzonitrile  CsUg'CN 
with  acids  or  alkalip.  By  boiling  hippuric 
acid  with  hydrochloric  acid 

(C-H,0)NH-CH,-C0,H4-H,0 

«C\H,0,+NH,-CH,<X),H. 

By  passing  carbon  dioxide  into  benzene  con- 
taining aluminium  chloride 

C,H«-fCO,«C,H,CO,H. 

Preparation. — 1.  From  gum  hem&Cn,  In 
order  to  obtain  the  acid  from  gum  benzoin  by 
sublimation,  the  gum,  broken  up  into  small 
pieces,  is  introduce,  into  a  flat  iron  vessel,  over 
the  mouth  of  which  filter  paper  is  then  pasted.  A 
large  conical  cap  of  strong  paper,  exactly  fitting 
the  iron  vessel,  is  {dacea  over  the  filter  paper, 
tied  round  the  rim,  and  the  whole  is  gently 
heated  over  a  sand-bath  at  a  temperature  of 
about  170^  The  benzoic  acid  sublimes  through 
the  filter  paper  and  collects  in  colourless  crystals 
inside  the  paper  cone,  from  which  it  is  removed  at 
the  end  of  the  operation  (Mohr,  Annalen,  29, 177). 
The  yield  is  about  4  p.c.  of  the  gum  employed, 
and  from  three  to  four  hours  are  required  for 
the  sublimation  of  a  pound  of  benzoic  acid.  A 
trace  of  an  aromatic  oil  from  the  gum  adheres 
to  the  cr3rBtals,  imparting  to  them  a  pleasant 
odour  of  vanilla,  and  enhancing  their  value  as  a 
pharmaceutical  preparation.  On  a  manufactur- 
ing scale  a  modification  of  the  foregoing  labora- 
tory process  is  employed,  in  which  the  gum  is 


heated  in  a  dosed  vessel  and  the  vapour  of  the 
subliminff  acid  flows  over  into  a  siae  chamber 
and  conaenses  at  a  point  below  the  source  of 
heat,  thus  obviating  all  risk  of  fusing  the  sub- 
limate. The  gum  benzoin  is  introduced  by 
means  of  a  metal  drawer,  which  is  heated  from 
beneath  by  gas  jets ;  whilst  the  sublimed  acid 
collects  in  a  second  drawer,  and  can  thus  be 
removed  at  the  end  of  the  operation  (oomp. 
StaHing,  Arch.  Pharm.  231,  342).  By  other 
methods  the  yield  from  gum  benzoin  may  bo 
increased  to  25  p.c. 

Wohlor's  method  (Annalen,  49,  246)  consists 
in  dissolving  the  powdered  gum  in  an  equal 
volume  of  alcohol  of  90-95  p.c,  adding  fuming 
hydrochloric  acid  to  the  hot  solution  until  a 
precipitate  begins  to  be  formed,  and  distilling  the 
mixture.  The  distillate  contains  ethyl  benzoate, 
alcohol,  and  hydrochloric  acid.  The  residue  is 
again  distilled  with  water  as  long  as  ethyl  ben- 
zoate passes  over,  and  the  united  distillates  are 
boiled  with  caustic  potash  to  decompose  the 
ethyl  benzoate.  "From  the  solution  the  benzoio 
acid  is  precipitated  with  hydrochlorio  add.  It 
smells  like  the  sublimed  product. 

Schede*8  method  of  extracting  the  benzoic 
add  from  the  gum  with  slaked  lime  and  water 
(v.  supra)t  may  also  be  employed. 

2.  From  urine.  The  urine  of  the  cow  or 
horse  is  allowed  to  putrefy,  so  as  to  induce  a 
hydrolytic  decomposition  of  the  hippuric  add 
into  benzoio  add  and  dyoocolL  Milk  of  Ume  ia 
then  added,  the  filtered  solution  is  evaporated  to 
a  smaU  bulk,  and  the  benzoic  acid  precipitated 
with  hydrochloric  add.  In  order  to  avoid  the 
evaporation  and  the  attendant  disagreeable 
smdl,  the  excess  of  lime  may  be  removed  by 
carbon  dioxide,  the  benzoic  acid  predpitated  by 
the  addition  of  ferric  chloride,  and  tiie  feme 
benzoate,  after  separating  it  by  filtration,  de- 
composed by  hydrochloric  add.  The  add  thus 
prepared  smeUs  of  urine,  and  must  not  be  used 
in  medicine.  The  smell  may,  however,  be 
removed  or  concealed  by  mixing  the  aoid 
with  a  small  quantity  of  gum  MnzoTn  and 
subliming  it. 

The  fresh  urine  may  also  be  eva]>orated  to 
one-third  of  its  bulk,  filtered,  mixed  with  hydro- 
chloric acid,  and  allowed  to  cooL  Hippuric  add 
crystallises  out,  which,  by  boiling  with  concen- 
trated hydrochloric  acid,  is  decomposed  into 
glyoocoll  hydrochloride  and  benzoic  acid. 
Benzoic  acid  may  also  be  prepared  hj  the  action 
of  ammonia  and  zinc-dust  on  gaUic  add  and 
catechu-tannic  acid  (Quignet,  Compt.  rend.  113, 
200).     . 

3.  From  toluene.  Most  of  the  benzoic  acid 
employed  at  the  present  day,  and  certainly  all 
that  is  employed  in  the  coal-tar  colour  industry, 
is  manufactured  from  toluene  (v.  infra).  Toluene 
by  oxidation  with  nitric  acid,  may  be  directly 
converted  into  benzoic  acid ;  but  it  is  better 
to  chlorinate  it  first  to  benzyl  chloride,  which  is 
more  readily  attacked  by  the  oxidising  agent. 
Lunge  and  Petri  (Ber.  10,  1275)  boil  benzyl 
chloride  (1  part)  and  dilute  nitric  acid  (3  parts  of 
acid  of  35^Baum^  with  2  parts  of  water)  in 
a  reflux  apparatus  until  the  smell  of  benzyl 
chloride  and  benzaldehyde  is  no  longer  per- 
ceptible. A.  V.  Rad  (Dingl.  poly.  J.  231,  638), 
however,  states  that  this  method  is  unsuited  for 
preparing  the  acid  on  a  manufacturing  scale,  and 
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prefers  to  decompose  benzotrichloride  by  heating 
it  with  water  unaer  pressure : 

C,H,Caa+2H,0=CeH5C02H+3HCl ; 

but  it  is  difficult  to  prepare  pure  benzotri- 
chloride,  and  the  benzoic  acid  manufactured  by 
this  process  is  always  contaminated  with  chloro- 
benzoic  acids  formed  from  chlorinated  benzo- 
trichlorides. 

Espenschied  (D.  B.  P.  47187)  boils  the 
benzotrichloride  with  milk  of  lime,  or  with  a 
solution  of  caustic  soda  mixed  with  whiting  or 
other  insoluble  matter,  the  presence  of  which 
aids  the  reaction  by  preventing  the  benzotri- 
chloride from  forming  a  separate  layer  and  also 
by  promoting  local  superheating. 

K  Jacobsen  (D.  B.  P.  11404  and  13127) 
heats  benzotrichloride  with  acetic  acid  to  which 
a  little  zinc  chloride  has  been  added :      * 

C«H,-CClt+2CHsC02H=C«H»'COiH+2CH3COCl+HCl 
The  acetyl  chloride  is  distilled  off,  the  residue 
extracted  with  sodium  carbonate,  and  the 
benzoic  acid  precipitated  with  hydrochloric  acid. 
The  benzoic  acid  required  in  the  coal-tar 
colour  industry  is  obtained  as  a  by-product  in  the 
manufacture  of  benzaldehyde  by  heating  benzal 
chloride  with  milk  of  lime  (v.  Benzaldxhydb), 
a  portion  of  the  benzaldehyde  being  converted 
into  calcium  benzoate  in  this  process. 

4.  From  coal-iar  oU.  AktiengeseUschaft  fQr 
Theer  und  Erdol  Industrie,  Em.  Pat.  7867; 
D.  R.  P.  109122 ;  J.  Soc.  Chem.  fiid.  1899,  786. 
The  carbolic  or  creosote  oil  fraction,  obtained 
from  coal  tar,  and  boiling  between  160^  and 
240^,  contains  benzonitrile.  The  fraction  from 
which  phenol  is  obtained  is  washed  with  dilute 
soda  lye  (sp.gr.  1*1)  to  remove  the  phenol  and 
oresol,  and  the  remaining  oil  placed  in  a  jacketed 
vessel,  provided  with  an  agitator  and  connected 
with  a  condenser  and  receiver.  Caustic  soda 
lye  (8p.gr.  1-4)  is  added  in  about  twice  the 
quantity  corresponding  to  the  benzonitrile 
present.  The  mixture  is  agitated,  and  wet 
steam  passed  in  for  some  hours,  as  long  as 
ammonia  is  evolved  in  considerable  quantity. 
The  receiver  then  contains  the  lower  boiling 
constituents  of  the  oil,  together  with  a  somewhat 
concentrated  ammonia  solution,  whilst  the 
contents  of  the  still  consist  of  a  lower  alkaline 
layer  and  an  upper  oily  one.  The  former  is 
neutralised  with  carbonic  acid  or  a  mineral  acid,, 
separated  from  traces  of  phenol  or  resinous 
matters,  and  the  reeultine  solution  of  sodium 
benzoate  decomposed  whi&t  hot  by  adding  an 
excess  of  acid.  On  cooling,  pure  benzoic  acid 
separates  in  white  crystals. 

5.  From  the  napJUhola  and  other  naphthalene 
derivatives.  Basle  Chemical  Works,  J.  Soc. 
Chem.  Ind.  1901,  1139;  B.  R.  P.  136410;  Fr. 
Pat.  313187;  Eng.  Pat.  16627;  U.S.  Pat. 
702171.  (See  also  Chem.  Zentr.  1903,  i.  646,  867, 
1106;  D.  R.  PP.  138790, 139966, 140999.)  By 
heating  the  naphthols  or  other  naphthalene 
derivatives  to  about  260^,  in  presence  of  alkali 
with  metallic  oxides  or  peroxides  such  as  copper 
or  iron  oxide,  barium,  lead  or  manganese  per- 
oxide, they  yield  phthalic  and  benzoic  acids,  and 
a  few  intermediate  products.  The  excess  of 
alkali  is  removed  by  lixiviation  with  a  little 
water ;  the  acids  are  then  dissolved  in  water  and 
decanted  from  the  reduced  oxide.  This  solution 
is  saturated  with  carbon  dioxide  and  filtered  I 
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from  unchanged  nat^thol.  The  filtrate  is 
decomposed  with  sulphuric  acid  and  evapo- 
rated, the  precipitated  acids  being  purified  by 
distillation. 

6.  By  the  decirolytic  oxidaiion  of  phenanthrene. 
Farbwerke  vorm.  Meister,  Lucius  and  Brfining, 
Chem.  Zentr.  1904,  ii.  71 ;  D.  R.  P.  162063. 

Properties. — It  crystallises  in  lustrous  leaflets 
or  flat  needles  of  sp.gr.  1-2669  1674®,  melting  at 
121 -4^  It  boils  at  249^  but  is  volatile  even  at 
100®,  so  that  it  may  readily  be  sublimed ;  the 
vapour  excites  coughing.  It  may  be  distilled 
with  steam ;  2  litres  of  aqueous  distillate  con- 
tain 1  gram  of  benzoic  acid.  1000  parts  of  water 
dissolve  at 
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(Bourgoin,  Arch.  Pharm.  |^6]  16,  168) ;  it  is 
soluble  in  about  twice  its  weu;ht  of  ether  and  in 
about  its  own  weight  of  absolute  alcohol  at 
ordinary  temperatures. 

Traces  of  impurity  lower  the  melting-point 
of  benzoic  acid  very  considerably.  The  impure 
acid  is  also  deposited  from  its  solutions  in 
smaller  crystals  tnan  the  pure. 

(For  absorption  spectra^  see  Hartley  and 
Headley,  Chem.  Soc.  Trans.  1907,  319.) 

Reactions, — When  heated  with  ZtW,  benzoic 
acid  yields  benzene  and  calcium  carbonate 
(Mitsgherlich).  It  is  very  stable  towards  oxi- 
dising agents ;  dilute  chromic  acid  is  without 
action  on  it,  but  by  warming  it  with  manganese 
dioxide  and  sulphuric  acid  it  is  converted  into 
formic  acid,  carbon  dioxide,  and  phthalic  acid — 
the  latter  being  formed  by  the  simultaneous 
oxidation  of  formic  and  benzoic  acids  (Carius, 
Annalen,  148,  72).  Sodium  amalgam  reduces 
benzoic  acid  in  boiling  alcoholic  solution  to 
benzyl  alcohol,  benzaldehyde,  and  tetrahydro- 
benzoic  acid  (Aschan,  Ber.  24, 1864,  and  Annalen, 
271,  231).  By  electrolytic  reduction,  benzalde- 
hyde is  obtained  (Mettler,  Ber.  41, 4148),  and  by 
reduction  with  hydrogen  and  platinum,  hexa- 
hydrobenzoic  acid  is  the  chief  product  (Will- 
statter  and  Mayer,  Ber.  41,  1479).  When  dis- 
tilled over  heated  zinc-dust  it  yields  benzalde- 
hyde (Baeyer,  Annalen,  140,  296).  Calcium 
benzoate  yields  on  distillation  benzophenone 
CgHj-CO-C^Hj,  together  with  a  small  quantity  of 
benzene  and  ant£raquinone  C^^HgO,  (Kekul^ 
and  Franchimont,  Ber.  6,  908).  Taken  inter- 
nally, benzoic  acid  is  excreted  in  the  urine  as 
hippuric  acid  (Wohler). 

When  a  solution  of  ferric  chloride  which 
has  been  mixed  with  sufficient  ammonia  to  turn 
it  dark-red  is  added  to  a  solution  of  a  benzoate, 
a  flesh-coloured  precipitate  of  basic  ferric  ben- 
zoate (C,H502)jFe,Fe(OH)3  is  formed.  This  re- 
action is  used  in  the  separation  of  benzoic  acid, 
and  also  in  separating  iron  from  manganese. 

Uses. — Benzoic  acid  is  used  in  medicine ; 
but  for  this  purpose  only  the  natural  product, 
obtained  from  gum  benzom  bv  sublimation,  is 
suitable.  Adulteration  with  the  artificial  acid 
is  detected  by  heating  a  portion  of  the  acid  on 
platinum  wire  and  holding  a  porcelain  dish 
moistened  with  pbloroglucolvanillin  over  the 
fiame;  the  production  of  a  red  colour,  due  to 
the  presence  of  hydrochloric  acid,  indicates  the 
presence  of  the  artificial  acid.  Artificial  benzoic 
acid  is  employed  in  the  manufacture  of  aniline 
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blae.  It  has  been  used  as  a  moidaiit  in  oalioo- 
printing.  Benzoic  aoid,  diasolYed  in  a  mixture 
of  1  put  of  ether  and  20  parte  of  alcohol,  Eaa 
been  recommended  for  the  preeerration  of 
anatomical  preparations.  It  is  said  to  be  used 
in  giving  an  aroma  to  tobacco. 

As  an  antiseptic  it  is  injurious  to  health, 
producing  serious  disturbance  of  the  metabolic 
functions,  attended  with  injury  to  the  digestion 
(Wiley,  U.S.  Dept.  of  Agric,  J.  Soo.  Chem.  Ind. 
1908,  9U). 

Detection  in  foodttuffa, — By  the  production 
of  diaminobenzoic  acid  (Mohler,  Bull.  Soc.  chim. 
3,  414) ;  by  the  action  of  the  acid  on  roeaniline 
hydrochlonde  dissolved  in  aniline  oil,  when 
aniline  blue  is  formed  (De  Brevans,  J.  Phann. 
Chim.  14,438);  by  converting  the  acid  into  salicy- 
lic acid  with  hydrogen  peroxide,  and  then  adding 
ferric  chloride  (Jonescu,  J.  Pharm.  Chim.  29, 
623).  In  huiter:  By  the  formation  of  ammonium 
diaminobenzoate,  which  gives  a  brownish-red 
colouration  in  alkaline  solution  {Halphen, 
Pharm.  J.  28,  201 ;  Robin,  Ann.  dum.  anal. 
14,  63).  In  fermented  beverages  and  milk :  As 
in  butter  (Robin,  Ann.  Chim.  anal.  14,  53 ; 
Breustedt,  Arch.  Pharm.  237,  170).  In  meats 
and  fats  (Fischer  and  Gruenert,  J.  Soc.  Chem. 
Ind.  28,  849). 

Examination  of  the  commercial  product. — 
The  artificial  benzoic  acid  of  commerce  is  almost 
always  contaminated  with  chlorobenzoic  acids 
(v.  supra),  the  presence  of  which  in  any  con- 
siderable quantity  is  stated  to  be  detrimental  in 
the  aniline  blue  manufacture.  The  chlorine 
may  be  detected  by  heating  the  acid  with 
mctaUic  sodium,  extracting  the  residue  with  water 
and  testing  the  solution  with  silver  nitrate. 
The  acid  should  have  the  proper  melting-point, 
and  should  dissolve  without  residue  in  boiling 
water. 

Salli  and  esten  of  benzoic  aeids.  Benzoic 
acid  is  monobasic.  Most  of  the  benzoates  are 
soluble  both  in  water  and  in  alcohol.  Potassium 
hemoate  C7H}OtK,3H^O :  efflorescent  laminae. 
Sodium  hemoate  C^Hg02Na,H^0 :  efflorescent 
needles,  used  for  mhalation  m  tuberculosis. 
Ammonium  hemoate  C,li^O^(NHM)f  rhombic 
crystals,  also  used  in  medicine.  Calcium  hen- 
zoate  {C^lifif^)C^,2yLfi,  lustrous  needles,  used 
in  the  "preparation  of  benzophenone.  Bcuic 
ferric  hemoaU  (CiH402),Fe,Fe(0H),  («.  supra). 
Mercuric  hemoate  small  white  odourless  taste- 
less crystals  ;  powerful  antiseptic ;  successfully 
employed  in  sjrphilitic  and  similar  diseases 
(Merck's  Bull.  1890,  [6]  33  ;  [6]  49 ;  [7]  73). 

The  esters  of  benzoic  acid  are  obtained  either 
by  distilling  benzoic  acid  with  the  alcohol  and 
sulphuric  acid,  or  better,  by  saturating  a  solu- 
tion of  benzoic  acid  in  the  alcohol  with 
hydrogen  chloride,  digesting  the  mixture  on  the 
water-bath  for  some  hours,  precipitating  the 
ester  with  water,  and  purifying  by  distiluition. 
Methyl  hemoate  C^^fii-CRi  is  a  liquid  boiling 
at  198-6''  (Perkin,  Chem.  Soc.  Trans.  69,  1025). 
Ethyl  hemoate  C^Hfi^Cfi^,  boils  at  211-8'' 
(Perkin,  Z.c).  Propyl  bemoaU  C^HgOj-CaH,, 
boUs  at  230-7*'  (Perkin,  Ic). 

Benzyl  benzoate.  This  ester  forms  the 
^therapeutically  active  portion  of  Peru  balsam, 
'and  also  the  larger  fraction  of  the  product 
formerly  known  by  the  name  of  cinTiameln,  and 
generally    described    as    consisting    chiefly    or 


entirely  of  beoqrl  cinnamate.  Benzyl  benzoate 
is  a  colourless  oil,  boiling  at  173"  under  9  mm. 
pressure,  whilst  the  benzyl  cinnamate  is  crys- 
talline, melting  at  37^  and  boiUng  at  213'*- 
214*  under  9  mm.  pressure.  It  is  stated  that 
benzyl  benzoate  is  as  efficacious,  therapeutically, 
as  the  ester  obtained  direct  from  Peru  balsam, 
whilst  it  has  the  advantages  that  it  is  free  from 
colour  and  smell,  is  constant  in  composition, 
and  does  not  cause  the  irritation  sometimes 
occasioned  by  Peru  balsam  owing  to  the  free 
acids  present  (E.  £Mmann,  Pharm.  J.  65, 
387). 

BENZOIC  ANHYDRIDE  (C.HsCO)^  First 
prepared  by  Qerhardt  (Ann.  CSiim.  Phys.  [31  37, 
299)  by  the  action  of  benzoyl  chloride  on  sodium 
benzoate  or  on  sodium  oxalate,  or  of  phosphorus 
oxychloride  on  sodium  benzoate : 
C,H.C0,Na+C,H,-C0a=(C,H,-C0)40+Naa; 
2CeH,COCl-fNa,C,04 

=(C,H,CO)20+2Naa+CO+CX),  ; 
4C,H,'C0,Na+P0Cl, 

«2(C,H5CO),0+NaPO,+3Naa. 

Preparation, — Pour  100  grams  of  phosphorus 
oxychloride  over  500  grams  of  dry  sodium  ben- 
zoate contained  in  a  flask;  complete  the  re- 
action by  heating  at  150"  ;  remove  sodium  salts 
by  washing  the  cooled  mass  with  dilute  sodium 
carbonate,  and  purify  the  anhydride  by  dis- 
tillation. 

Anschiitz  (Annalen,  226,  16)  heats  benzoyl 
chloride  with  anhydrous  oxalic  acid.  This 
avoids  the  formation  of  metallic  salts  altogether. 

It  may  also  be  prepared  by  heating  Mnzoyl 
chloride  with  fused  and  powdered  sodium  nitrite 
for  12  hours;  the  product  is  extracted  with 
ether  and  freed  from  traces  of  benzoic  acid  by 
rapidly  washing  with  a  very  dilute  solution  of 
sodium  carbonate,  and  finally  with  distilled  water ; 
yield  70  p.c.  (Minunni  and  Caberti,  Gazz.  chim. 
ital.  20,  656).  By  mixing  together  benzoyl 
chloride  and  pyridine  and  adding  water  after  huf 
an  hour,  pure  benzoic  anhydride  is  precipitated ; 
yield  80  p.c.  (Minunni,  Gazz.  chim.  ital  22,  ii. 
213).  By  treating  benzoyl  chloride  with  sodium 
carbonate  and  pyridine;  yield  quantitative 
(Denineer,  J.  pr.  Chem.  50,  ii.  479).  By  treating 
benzoyl  chloride  with  sodium  hyposulphite  in 
the  presence  or  absence  of  pyridine  (Binz  and 
Marx,  Ber.  40,  3855) ;  by  treating  benzene- 
sulphonic  chloride  with  sodium  benzoate  (Chem. 
Fab.  von  Heyden,  D.  R.  P.  123052;  Chem. 
Zentr.  1902,  2,  518 );  by  treating  benzoic  acid 
or  sodium  benzoate  with  meth^chlorsulphate 
(Bad.  AniL  and  Sod.  Fabrik,  D.  R.  P.  146690 ; 
Chem.  Zentr.  1904,  i.  65) ;  by  treating  benzoic 
acid  with  acetic  anhydride  in  the  presence  of  an 
indifferent  solvent  such  as  benzene  or  xylene 
(Kaufmann  and  Luterbacher,  Ber.  42,  3483) ; 
from  benzotrichloride  and  acetic  acid  (Behal, 
0)mpt.  rend.  148,  648). 

Properties, — Rhombic  prisms,  sp.gr.  1*1989 
1674^  melting  at  42**,  and  boiling  at  360'  (corr.) 
(Lumsden,  Chem.  Soc.  Trans.  1905, 93).  Insoluble 
in  water ;  readily  soluble  in  alcohol  and  ether. 

Reactions, — ^Water  decomposes  it  veiy  slowly 
in  the  cold,  more  rapidly  on  boiling,  with  forma- 
tion of  benzoic  acid.  Towards  ammonia,  amino- 
and  imino-  compounds,  alcohols  and  phenols,  it 
behaves  like  benzoyl  chloride,  replacing  by  a 
benzoyl-  group  a  hydrogen  atom  attacmed  to 
nitrogen  or  oxygen.    For  this  reason  it  is,  like 
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benzoyl  chloride  (q.v,),  used  as  a  reagent  for 
amino-,  imino-,  and  hydroxyl-  groups,  and  it  has 
the  advantage  over  the  latter  reacent  that  no 
hydrochloric  acid,  a  substance  which  has  a  very 
prejudicial  effect  on  man^  organic  compounds, 
is  liberated  during  its  action. 

BENZOIN  GUM  v.  Balsams. 

BENZOIN  YELLOW.  This  compound  is 
obtained  by  condensing  benzoin  with  ffallio  acid. 
Benzoin  is  added  to  a  solution  of  gaUic  acid  in 
sulphuric  acid,  kept  at  a  temperature  of  O*'-^*^, 
ana,  after  being  stirred  during  24  hours,  the 
mixture  is  poured  into  water,  the  dye  beins 
precipitated.  It  crystallises  from  a  mixture  <u 
acetic  acid  and  alcohol  in  yellow  needles.  Its 
constitution  is  given  as 
CH^C CPh 

I         I  \)     rO:(OH),:CO=l:2:3:4] 

CO— C,H(OH),/        L      V       ^a  J 

(Bad.  Anil.  Sod.  Fab.  D.  R.  P.  95739 ;  Chem. 
Zentr.  1898,  i.  870,  and  Graebe,  Ber.  31,  2975) 
(v.  Alizarin  and  allibd  coloubino  mattebs). 

BENZONAPHTHOL  v.  Syittbetic  dsvgs. 

BENZOPHENONE  (Diphenyl  KeUme)  (v. 
Ketones). 

BENZOSAUN.  Trade  name  for  benzoyl- 
salicylic-acid-methyl  ester,  used  in  the  treatment 
of  articular  and  muscular  riieumatism,  neuritis, 
neuralffia,  and  sciatica.     F.  Synthetic  drugs. 

BENZOSOL  V,  Synthetic  dbttgs. 

BENZOTRICHLORIDE  v.  Toluene,  Ghlob- 

INE  DEBIVATIVES  OF. 

BENZOYL  CHLORIDE  G^H.-COCO.  First 
obtained  by  Liebi^p  and  Wohler,  by  passing 
chlorine  into  benziudehyde  (Annalen,  3,  262). 
By  the  action  of  phosphorus  pentachloride  on 
benzoic  acid  (Gahours,  Ann.  Ghim.  Phys.  [3]  23, 
334). 

Preparation, — ^Benzoic  acid  is  heated  with 
slightly  more  than  the  molecular  proportion  of 
phosphorus  pentachlpride 

C,H,COOH-i-Pa,=G,H,GOa+POCl,+Ha 

The  resulting  benzoyl  chloride  is  freed  tcom  the 
phosphorus  oxy chloride  by  fractional  distillation. 
.Ck>mmercial  l)enzoyl  chloride  is  usually  con- 
taminated with  chlorbenzoylchloride  and  fre- 
quently with  small  quantities  of  benzaldehyde 
(V.  Meyer,  Ber.  24,  4251,  and  25,  209). 

From  oxalvl  chloride,  benzene,  and  alu- 
minium caloride  (Staudinger,  Ber.  1908,  3566). 
From  benzoic  acid  or  ^dium  benzoate  and 
methylchlorosulphate  (Bad.  Anil,  and  Sod. 
Fabrik,  D.  R.  P.  146690 ;  Ghem.  Zentr.  1904, 
L  65). 

From  salts  of  benzoic  acid.  By  treatment 
with  sulphur  dioxide  and  chlorine  (Farb.  vorm. 
Meister,  Lucius  and  Brfining,  D.  R.  P.  210805 ; 
Ghem.  Zentr.  1909,  279). 

Properties. — Golourless  liquid,  with  a  punsent 
odour,  boiling  at  199**  (Lumsden,  Ghem.  Soc. 
Trans.  1906,  94);  197-2**  (corr.)  (Perkin,  Chem. 
Soc.  Trans.  69,  1244).  Its  vapour  attacks  the 
eyes,  causing  a  flow  of  tears.  Sp.gr.  1-2122 
2074**  (Brtthl,  Annalen,  235, 11). 

Beaciions. — Benzoyl  chloride  reacts  with 
toaier,  slowly  in  the  cold,  rapidly  on  heating, 
with  formation  of  benzoic  and  hydrochloric  acids. 
With  ammonia  it  forms  benzamide 

G,HjGO-NH, 

together  with   ammonium  chloride.      In    like 


manner  it  reacts  with  compounds  containing 
hydroxyl-,  amino>,  or  imino-  groups,  introducing 
benzoyl  in  place  of  hydrogen,  and  is  therefore 
employed  in  organic  chemistry  as  a  test  for  the 
presence  of  these  groups  in  a  compound.  Thus 
with  alcoM  it  yields  ethyl  benzoate;  with 
aniline^  benzanilide  and  dibenzanilide. 

BENZOYL  GLYCOCOLL  v.  Htfpubic  acid. 

BENZOYL  PINK  v.  Azo-  coloubinq  mattebs. 

BENZOYL  SULPHONIC  IIODE  and  BEN- 
ZOIC SULPHINIDE  V.  Sagchabin. 

BENZYLAHINE  CARBOXYUC  ACIDS  v. 
Amino-  acids  (aromatic). 

BENZYL  BLUE.  A  dye  made  by  the 
AktiengeseUschaft  fiir  Anilinfabrikation,  Berlin, 
by  substituting  three  atoms  of  hydrogen  in 
rosaniline  by  three  benzyl-  groups.  It  is  easily 
soluble,  in  water;  dyes  ailkSp  wools,  and  cotton 
(Reimann's  Farber-Zeit,  1879,  251 ;  Industrie- 
Blatter,  39,  360). 

BENZYL  CHLORIDS  v.  Toluenx,  Ghlob- 

INE  DBBIVATIVES  OF. 

BENZYLDIPHENYLAHINE    v,   Difhbntl- 

AMINE. 

BENZYLPHENYLHYDRAZONES  v,  Hydba- 

ZONXS. 

BERBERINE  v.  Babbbbby  boot  and  Veoeto- 

ALKALOIDS. 

BEREN6ELITE.  A  bituminous  resinous 
mineral  from  St.  Juan  de  Berengela,  Peru, 
melting  at  100^,  soluble  in  alcohol  and  ether. 
According  to  Dietrich,  specimens  from  Trinidad 
and  Arien,  Peru,  contained  71*84  G,  9*95  H,  and 
18-21  of  0  (Ghem.  Zentr.  80,  559).  Used  for 
caulking  ships. 

BERGAHOT  v.  Oils,  Essential. 

BERGMANN'S  POWDER.  An  explosive 
composed  of  50  parts  potassium  chlorate,  5  of 
pyrolusite,  and  45  of  bran,  sawdust,  or  tan  (J. 
37,  1748). 

BERLIN  BLACK.  A  black  yamish  drying 
with  a  dead  surface,  used  for  coating  iron- 
work. 

BERLIN   BLUE   or   PRUSSIAN   BLUE   «. 

BERNTHSEN*S  VIOLET.  Isolhionine.  fi- 
Amidothiodiphenvlimide*  Formed  by  reduc- 
ng  /3-dinitrodiphenylaminesulphoxide  and  oxi- 
dising the  leuco-  base  with  ferric  chloride.  The 
hydrochloride  crystallises  in  needlea  Byes 
reddish-violet,  l^merio  with  LaviiCa  violet 
(Bemthsen,  Annalen,  230,  133). 

BERRY  WAX  v.  Waxes. 

BERTHIERTTE.  Iron  sulphantimonite  {v. 
Antimony). 

BERYL.  A  mineral  consisting  of  glucinum 
aluminium  silicate  Be, AlgSi^Oi  g,  cr3rstallising 
in  the  hexagonal  system.  The  ancient  name, 
fi'fipvWoSf  included  also  some  other  gem-stones 
of  a  greenish  colour.  The  crystals  are  usually 
quite  simple  in  form,  with  only  the  hexagonal 
prism  and  the  basal  plane;  the  habit  being 
commonly  prismatic  and  the  prism  faces  striated 
vertically.  They  are  usually  cloudv  or  opaque, 
with  a  pale-greenish  or  yellowish  colour  and  are 
often  of  considerable  size,  crystals  weighing  as 
much  as  one  or  two  tons  having  been  lound  at 
Acworth  in  New  Hampshire.  The  sp.gr.  is 
2*63-2*80,  and  the  hardness  7|-8.  The  material 
is  not  attacked  by  acids,  except  hydrofluoric ; 
and  before  the  blowpipe  is  fusible  only  with 
difficulty  on  thd  edges. 
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Crystalfl  of  a  diflferont  typo  are  found  in  aaso- 
oiation  i^ith  lithia  minerala  (lepidolite  and  rube]- 
lite)  in  certain  pegmatites.  These  are  tabular 
in  habit  and  rose-red  or  oolourleas.  Further, 
they  di£fer  chemically  in  containing  small 
amounts  of  alkalis  (08,0  3*1,  Li,0  1*4  p.c). 
V.  Vemadsky  (1008)  expresses  the  composition 
by  the  formula  zBeAl^i40i|'^A,  wnere  A 
is  BeH,Si04,  BeSiO,(r),  Cs^iO,,  Li^iO,,  or 
NajSiO,  ;  and  for  the  cnsium- bearing  variety 
he  proposes  the  name  vorobyevUe, 

Being  by  far  the  most  abundant  of  glucinum 
minerals,  beryl  is  employed  for  the  preparation 
of  the  little-used  salts  of  glucinum.  It  finds 
more  extensive  application  in  jewellery.  The 
dear  grass-green  variety  is  the  emerald,  one  of 
the  most  valuable  of  gems  on  account  of  the 
rarity  of  flawless  materiaL  Gem-stones  of  a 
greenish,  bluish,  or  sea-green  colour  are  known 
as  aquamarine,  while  others  are  golden-yellow  or 
rose-pink.  L.  J.  S. 

BERYLLIUH  v.  GLuaNim. 

BERZEUANITE.  Native  copper  sclenide 
(hijSe,  occurring  in  a  black  powdery  form  in 
calcite  at  Skrikerum  in  Sweden  and  at  Lehrbaoh 
in  the  Harz.  Named  after  the  Swedish  chemist 
J.  J.  Berzelius  (1770-1848),  who  first  analysed  it. 

L.  V  •  S» 

BERZELIITE.  Arsenate  of  calcium,  manga- 
nese, and  magnesium  (Ca,Mn,Mg),AssO,,  occur- 
ring as  small  yellow  cubic  crystals,  and  as  com- 
pact masses,  with  ores  of  iron  and  manganese 
at  L&nsban  in  Wermland,  Sweden.  Also 
named  after  J.  J.  Berzelius.  Other  forms  of  the 
same  name,  berzeline  and  bcrzelite,  have  been 
applied  to  these,  as  well  as  to  some  other  minerals. 

L.  J.  S. 

BESSEMER  STEEL  v.  Ibon. 

BETAINE     (CH,),N<^^^X)     may     be 

regarded  an  the  internal  anhydride  of  the 
acid  (CH,),N(OH)CH,COOH  derived  from 
acetic  acid  by  the  replacement  of  one  atom  of 
hydrogen  by  trimethyl  hydroxy  ammonium. 
It  occurs  in  beets  ana  man^olcis  (especially 
unripe  roots),  in  cotton  seed,  m  the  shoots  of 
barley,  in  wormseed  {Artemisia  gallica)  and  in 
many  other  plants,  often  in  association  with 
choline,  from  which  it  may  readily  be  obtained 
by  oxidation. 

Betaine  can  be  synthesised  by  the  inter- 
action of  chloraoetio  acid  and  trimethylamine 
(Liebreich,  Ber.  1869,  2,  13). 

It  can  be  extracted  from  boet-root  molasses 
by  dilution  with  water,  boiling  with  banrta, 
filtering,  precipitating  the  excess  of  BaH^Ot 
with  CO,,  evaporating  the  liquid  to  small  volume, 
and  extracting  witn  alcohoL  The  alcoholic 
Folution  is  treated  with  alcoholic  zinc  chloride, 
the  ppt.  recrystallised  from  water  and  decom- 
posed by  baryta  water.  The  barium  is  then 
exactly  removed  from  the  filtrate  by  U,S04,  and 
betaine  hydrochloride  crystallises  on  evaporation 
(Liebreich,  Ber.  3,  161 ;  Friihling  and  Schuk, 
Ber.  10, 1070). 

A  general  method  of  obtaining  betaine  from 
plant  extracts  is  to  precipitate  wiui  lead  acetate, 
filter,  remove  the  lead  by  sulphuretted  hydrogen, 
filter,  evaporate  to  dryness,  extract  residue  with 
alcohol,  and  precipitate  with  alcoholic  mercuric 
chloride.  The  mercuric  double  salt  is  then 
recrystallised,     decomposed     by     sulphuretted 


hydrogen,  and  the  hydrochloride  obtained  from 
the  scuution  by  evaporation.  If  choline  is  also 
present,  it  can  be  removed  from  the  mixed 
nydrochlorides  by  extraction  with  cold  alcohol, 
leaving  the  betaine  hydrochloride  (Schulze, 
Zeitech,  physiol.  Chem.  1009,  60,  166). 

Betaine  crystallises  from  alcohol  in  larse 
crystals  containing  one  molecule  of  water.  It 
is  deliquescent  in  air,  and  loses  its  water  when 
dried  over  sulphuric  acid.  Strong  sulphuric 
acid  has  but  little  action  upon  it,  even  at  120^ 
(Stan6k,  Zeit.  Zuckerind,  Bohm,  1902,  26,  287). 

It  is  neutral  to  litmus,  and  has  a  sweet  taste. 
It  melts  and  decomposes  at  293^  (Willstatter, 
Ber.  1902,  35,  584),  giving  off  the  smell  of  tri- 
methylamine and  of  burnt  sugar.  The  auri- 
chloride  CfHijN0,*H01*AuCl4,  forms  plates  or 
needles  which  melt  at  209^  (Willstatter),  or,  ac- 
cording to  Fischer  (Ber.  1902,  35,  1593),  at  250^ 
The  platinichloride  Pta42(C,H,iN0„Ha)*4H,O 
forms  laige  plates ;  after  losing  its  water  it  melta 
and  decomposes  at  242^  (Willstatter). 

CjHjiNOj'HCl  is  very  soluble  in  water, 
Hlightly  soluble  in  cold  alcohol.  CrHi^NO^'HI 
is  soluble  in  water  or  boiling  alcohol,  and  melta 
at  188°-190**.  A  compound  with  KI  crystallises 
as  (C,H,iN0,)jKI,2H,0,  m.p,  139*»  (Komer  and 
Menozzi,  Gazz.  chim.  ital.  13,  351),  or,  if  anhy- 
drous, at  228**-229*»  (Willstatter). 

The  term  *  betaine  *  is  now  used  generally  for 
substances  containing  the  group 

^^  \0— CO— 

with  other  alkyl-  groups  than  methyl,  or  other 
aoyl-  groups  than  acetyl. 

Thus,  dim£thyleihylaceiylbeiaine  or  (since 
acetyl  is  to  bo  understood  if  no  acyl-  group  is 
mentioned)  dim/ethylethyWetaine 


(CH.).^    yCH.v 


crystallises  from  alcohol  in  four-sided  plates, 
melting  and  decomposing  at  229''-231''  (Will- 
statter), while  irimeihylbutyrdbetaine 

crystallises  in  colourless  plates  with  3H,0 ;  in 
the  anhydrous  state  it  softens  at  130^  and 
decomposes  at  222''  (Willstatter). 

The  betainee  are  isomeric  with  the  esters 
of  amino-  acids ;  thus,  ordinarv  betaine  is 
isomeric  with  methyldimethyiaminoacetate 
(CH,),N-CH,-CO-OCH„  a  volatUe  oily  liquid, 
b.p.  135^  while  trimethylbutyrobetaine  is  iso- 
meric with  methyl-^-dlmethylaminobutyrate 
(CH,),:N-CH,CH,-OH^-COOCH,.  b.p.  171*- 
173**. 

(For  betaines  of  the  p^Tidino  series,  see 
Kirpal,  Monatsh.  1908,  29,  471.) 

According  to  Schulzo  and  Trier  (Zeitsch. 
physiol.  Chom.  1910,  67,  46),  the  three  betaines 
which  have  been  isolated  from  plant  tissues  are  : 
betaine,  trigonelline  [found  in  fenugreek  by 
Jahns  (Ber.  1886,  18,  2518)  associated  with 
choline],  and  stachydrine,  found  in  the  tubers 
of  Stocky s  tuberifera  and  in  the  leaves  of  Citrus 
auraniium  (v.  Triqcnelline  and  Stachydrine). 

H.  L 

BETEL.  A  mixture  of  the  leaf  of  the  betel - 
pepper.  Piper  Belle  (Linn.)  with  the  fruit  of 
Areca  catechu  (Linn.)  or  betel  nut  and  chunam 
(lime  obtained  by  calcining  shells),  universally 
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usecl  by  tho  people  of  Central  and  Tropical  Asia 
as  a  masticatory. 

BETEL-NUT.  The  fruit  of  Areca  catechu 
(Linn.). 

BETH- A-B AREA  WOOD.  A  wood  imported 
from  the  West  Coast  of  Africa^  much  valued  for 
its  toughness  and  capability  of  receiving  a  high 
polish.  The  interstices  of  the  fibres  are  filled 
with  a  yellow  crystalline  substance  which  can  be 
extracted  from  the  sawdust  by  heating  with  dis- 
tilled water  containing  a  little  sodium  carbonate, 
and  precipitating  the  resulting  daret-coloured 
solution  with  acetic  acid.  It  is  purified  by 
repeated  crystallisations  from  80  p.c.  alcohol. 
By  precipitating  the  red  solution  with  hydro- 
chloric acid  and  washing  the  resulting  precipitate 
with  ether,  Greene  and  Hooker  (Amer.  Chem.  J. 
11,  267)  found  the  crystals  to  be  identical  in 
all  respects  with  lapachic  acid. 

If  differs  from  chrysophanic  acid  by  meltins 
at  135®  and  in  not  forming  a  compound  with 
alum  (Sadtler  a.  Rowland,  Amer  Chem.  J. 
1881,  22).  (For  tables  showing  the  difference  in 
the  reactions  of  brasilin,  hiematoxylin,  santalin, 
and  beth-a-barra,  v.  Amer.  Chem.  J.  11,  49,  and 
Wagner's  Jahr.  28,  637.) 

BETOL  V.  Synthbtio  dbugs. 

BETORCIN  or  jS-ORCIN  C,H,oO,.  A  sub- 
stance  obtained  by  the  decomposition  of  bar- 
batio  acid,  found  in  the  lichen  Usneabarhata.  It 
is  less  soluble  in  water  than  orcin,  and  gives  a 
deeper  crimson  colour  with  hypochlorites.  Kos- 
tanecki  has  obtained  it  by  the  action  of  nitrous 
acid  on  m-amino-p-xylenol,  thus  showing  that  it 
is  a  dihydroxy-xylene  (dimethylresorcinol)  having 
the  substituting  groups  in  the  popitions  CH,, 
CH,,  OH,  0H=1,  4,  3,  5  (Stenhouso  a.  Groves, 
Chem.  Soc.  Trans.  37, 396  ;  Lampartio,  Annalon, 
134,  248;  Menschutkin,  Bull.  Soc.  chim.  2, 
428;    Kostanecki,  Ber.  19,  2321). 

BETOLA  RESIN  v.  Rbsins. 

BEZETTA.  Toumesol  en  drapeaux.  8chmink' 
lappchen^  Bezetta  rubra  et  ccerulea.  A  dye  or 
pigment  prepared  by  dipping  linen  rass  in  solu- 
tions of  certain  colouring  matters.  Red  bezetta  is 
coloured  with  cochineal,  and  is  used  as  a  cosmetic. 

Blue  bezetta  (Toumesol  en  drapeaux),  which 
is  chiefly  used  for  colouring  the  rind  of  Dutch 
cheeses,  is  prepared  at  GalTareues,  near  Ntmes, 
in  the  department  of  Gard,  from  a  euphorbi- 
aceous   plant,    Chrozophora  tinctcria  (A.  Juss.) 
\Croi€m  tindoriua].     The  fruits  and  the  tops  of 
the  plants  are  aathered,  and,  the  juice  being 
expressed,  rags  of  coarse  cloth  are  dipped  into  it, 
then  dried,  and  afterwards  exposed  to  the  fumes 
of  mules'  or  horses*  duns.    This  last  operation 
is  called  aluminadou.    The  cloths  are  turned 
from  time  to  time,  to  ensure  uniform  colouration 
and  prevent  any  part  from  being  exposed  too 
long  to  the  fumes  of  the  dung,  which  would 
turn   them   yellow.    They   are  then   dried   a 
second  time,  again  soaked  in  the  juice,  mixed 
this  time  with  urine,  and  lastly  exposed  for  some 
time  to  the  action  of  the  sun  and  wind,    llie 
quantity  thus  manufactured  amounts  to  about 
60  tons  yearly.     The  blue  of  bezetta  is  reddened 
by  acids  like  litmus,  though  not  so  quickly,  but 
differs  from  the  latter  in  not  being  restored  by 
alkaUs.     According  to  Joly,  the  same  dye  may 
be  obtained  from  other  euphorbiaceoud  plants, 
Chrosorphora   Mongata    [ooliqua    (A.   Ju&s.)  7], 
C.  plicata  (A.  Juss.),  Argiihamnia  iricuapidata 


(Muell.),  Mercurialis  perennis  (Linn.),  and  M. 
tomentosa  (Linn.).  The  juice  exists  in  all  these 
plants  in  the  colourless  state,  and  turns  blue  only 
on  exposure  to  the  air  (Handw.  d.  Chem.  2,  [1] 
1030 ;   Gerh.  Traite,  3,  820). 

BEZOAR.  This  name,  which  is  derived  from 
a  Persian  word  signifying  an  antidote  to  poison, 
was  given  to  a  concretion  found  in  the  stomach 
or  intestines  of  an  animal  of  the  goat  kind, 
Capra  aegragua,  which  was  once  very  highly 
valued  for  this  imaginary  quality,  and  has  thence 
been  extended  to  all  concretions  found  in 
animals. 

According  to  Taylor  (Phil.  Mag.  No.  186,  36, 
and  No.  186,  192),  bezoars  may  be  divided 
into  nine  varieties :  1.  Phosphate  of  calcium, 
which  forms  concretions  in  the  intestines  of  many 
mammalia.  2.  Phosphate  of  magnesium; 
semi-transparent  and  yellowish,  and  of  sp.gr. 
2*160.  3.  Phosphate  of  ammonium  and  mag- 
nesium ;  a  concretion  of  a  grey  or  brown  colour, 
composed  of  radiations  from  a  centre.  4. 
Oxalate  of  calcium.  5.  Vegetable  fibres.  .  6. 
Animal  hair.  7.  Ambersris.  8.  Lithofellic 
acid.     9.  Ellagic  or  bezoaraic  acid. 

Of  true  bezoars  there  are  three  kinds :  Oriental, 
Occidental,  and  German.  The  true  Oriental 
bezoars  found  in  the  Capra  cBgragua,  the  gazelle 
{GkueUa  dorcas),  and  other  ruminant  animals, 
are  spherical  or  oval  masses,  varying  from  the 
size  of  a  pea  to  that  of  the  fist,  and  composed  of 
concentric  layers  of  resinous  matter  with  a 
nucleus  of  some  foreigrn  substance,  such  as  pieces 
of  bark  or  other  hard  vegetable  matter  which 
the  animal  has  swallowed.  They  have  a  shining 
resinous  fracture,  are  destitute  of  taste  and  odour, 
nearly  insoluble  in  water  and  aqueous  hydro- 
chloric acid,  but  soluble  for  the  greater  part  in 
potash  lye.  These  characters  suffice  to  distin- 
guish the  Oriental  bezoars  from  those  varieties 
which  contain  a  considerable  quantity  of  in- 
organic matter.  There  are  two  kinds  of  them, 
the  one  oonsistinff  of  eUagio,  the  other  of  litho- 
feUic  acid.  The  hitter  have  a  more  waxy  lustre 
and  greener  colour  than  the  former,  and  are  also 
distinguished  by  their  lower  sp.gr.,  viz.  1*1, 
whilst  that  of  the  ellagic  acid  stones  is  1  *6.  They 
contain,  besides  lithofellic  acid,  a  substance 
resembling  the  colouring  matter  of  bile,  and  are 
perhaps  biliary  calculi.  Oriental  bezoars  are 
greatly  prized  in  Persia  and  other  countries  of 
the  East  for  their  supposed  medical  properties. 
The  Shah  of  Persia  sent  one  in  1808  as  a  present 
to  Napoleon.  The  Occidental  bezoars  are  found 
in  the  lama  {Auchenia  glama)  and  in  A.  vicugna. 
They  resemble  the  Oriental  in  external  appear- 
ance, but  differ  totally  in  their  chemical  cha- 
racters, inasmuch  as  they  consist  chiefly  of  cal- 
cium phosphate,  with  but  little  organic  .matter. 
Cierman  bezoars,  which  are  chiefly  obtained 
from  the  chamois  or  gemsbock  (Rupicapra  * 
tragua),  consist  chiefly  of  interlaced  vegetable 
fibres  or  animal  hairs  bound  together  by  a 
leathery  coating. 

BICUHYBA    FAT.     See     Mybistioa    fat 

QBOUP. 

BIDRY.  An  Indian  alloy  of  zinc,  copper, 
and  lead,  and  occasionally  tin.  Articles  of  this 
alloy,  after  being  turned  in  a  lathe  and  engraved, 
are  blackened  by  immersion  in  a  solution  of  sal 
ammoniac,  nitre,  common  salt,  and  copper  sul- 
phate.    Known  also  as  Vidry, 
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BIEBRICH  ACID  RED,  PATENT  BLACKS, 
SCARLET  PONCEAU  v.  Azo-  coloubinq  mat- 

TSftS 

BILBERRY.  Vaecinium  Myrtillus  (Linn.). 
Konig  gives  as  the  average  composition  of  the 
fruit: 

Free  Other  oarbo-Cmde 

Water  Protein  acid  Sugar  hydrates  fibre  Ash 
78-4       0-8        1-7        6-0       0-9        12-3        10 

According  to  Otto  (Bied.  Zentr.  1899,  28, 
284),  SUesian  bilberries  contain  from  3*5  to  7*0 
p.c.  of  sugar  and  acid  correspondine  to  from 
0-9  to  1*5  p.c.  of  tartaric  acid.  He  found 
that  fermentation  of  the  juice  with  ordinary 
yeast  was  very  slow  unless  some  nitrogenous 
matter  (e.^.  ammonium  chloride  or,  better, 
asparagine  (about  0-6  gram  per  litre))  were 
added.  Bilberries  contain  a  small  quantity  of  a 
wax  melting  at  71^  (Seifert,  Landw.  Versuchs- 
Stat.  1894,  45,  29). 

The  juice  of  bilberries  contains  from  4  to 
9*5  p.o.  of  total  solids,  0*25  to  0*31  p.c.  ash,  and 
acidity  corresponding  to  from  15*5  to  19*6  c.c. 
N/1  alkali.  The  juice  contains  some  substance 
wnich  fives  a  blue  colouration  when  heated  with 
hydrochloric  acid.  This  colouration  is  ap- 
parently not  connected  with  the  red  colouring 
matter  of  the  berries  and  appears  to  be  cha- 
racteristic of  the  Vacciniacea  for  cranberries, 
Vacciniwn  vitis  Idcea  also  yield  the  same 
reaction  (Plahl,  Zeitsch.  Nahr.  Qenussm.  1907, 
13,  1). 

The  sugar  in  bilberries  is  entirely  invert 
sugar  (Windisch  and  Boehm,  Zeitsch  Nahr. 
Genussm.  1908,  8,  347).     The  ash  contains  : 

K^O  Na,0  CaO  MgO  Fe,0,Hn,04  F^Os  SO,  SiO, 
571     5-2     80     61     11    21     17-4     31     0*9 

(Borggreve  and  Homberger,  Bied.  Zentr.  1886, 
487). 

Bilberries  contain  a  red-brown  dye,  insoluble 
in  acidified  water  and  a  soluble  dye  which,  when 
boiled  with  acid,  yields  sugar  and  the  insoluble 
colouring  matter  (Weigert,  Bied.  Zentr.  1896, 
25,  58). 

The  juice  of  this  berry  (Ger.  HeideWcere) 
is  used  for  colouring  wines.  The  colouring 
matters  of  grapes  and  of  bilberries  behave  in 
an  almost  identical  way  with  most  reagents 
(Andree,  Arch.  Pharm.  [3]  13,  90;  Ber.  13, 
582  :  Plahl,  Chem.  Zentr.  1907,  i.  837). 

To  detect  bilberry  juice  in  wine,  50  o.c.  of 
the  wine  is  made  faintly  alkaline  with  sodium 
hydroxide,  and  evaporated  to  half  its  volume. 
After  cooling  it  is  made  up  to  the  original  volume 
and  precipitated  with  lead  acetate.  The  filtrate 
is  then  precipitated  with  sodium  sulphate  and 
after  filtration  the  solution  is  acidified  with 
hydrochloric  acid.  If  any  vegetable  colouring 
matter  is  still  present,  the  solution  at  once 
becomes  red,  but  the  blue  colour  given  by 
bilberry  only  appears  on  heating  the  solution  in 
a  boiluig  water-bath.  In  this  way  2  p.c.  of 
bilberry  juice  can  be  detected  (Plahl,  Chem. 
Zentr.  1908,  L  1482). 

According  to  Vogel  (Ber.  21,  1746),  the 
colouring  matter  of  grapes  and  of  bilberries  can 
be  readily  distinguished  by  their  absorption 
spectra,  providing  the  wine  is  not  too  concen- 
trated, and  after  adding  a  trace  of  alum  solution, 
it  is  carefully  neutralised  with  ammonia.  After 
Ion/;  keeping,  however,  the  colouring  matters 
cannot  be  distinguished  in  this  way. 


The  colouring  matter  of  the  juice  can  be 
extracted  by  neutralising  it  with  caustic  soda  and 
then  treating  it  viith.  hide  powder.  After  two  days 
the  hide  powder  containing  the  colouring  matter 
is  filtered  o£f,  washed  with  water,  ana  treated 
with  dilute  hydrochloric  acid,  after  which  it  is 
precipitated  with  dilute  soda.  The  colouring 
substance,  probably  C,oH,,0„  is  soluble  in 
mineral  and  organic  acids,  but  insoluble  in  water, 
alcohol,  ether,  chloroform,  or  benzene.  It 
reduces  Fehlinff 's  solution,  and  is  decomposed  by 
hot  cone,  sulphuric  acid,  a  compound  C14H14O7 
being  thrown  down  when  water  is  added  to  the 
red  solution  thus  obtained.  The  colouring 
matter  is  oxidised  by  nitric  acid  to  oxalic  and 
picric  acids.  It  slowly  decomposes  on  stand- 
ins,  evolving  carbon  dioxide,  and  its  solution 
when  treat^  with  copper  sulphate  or  zinc 
chloride,  turns  violet;  with  lead  acetate  it  turns 
blue,  and  with  ferric  chloride  dark  -  brown 
(Nachen,  Chem.  Zentr.  1895,  66,  1084). 

Considerable  quantities  of  citric  and  malic 
acids  are  present  in  the  juice,  which  also  contains 
hydrocarbons,  glucoses,  pentoses,  and  inosotol 
(Nachen,  Lc),  Ammonia  turns  bilberry  juice 
a  brownish-green;  nitric  acid  in  the  cold  blue, 
changing  to  red  and  becoming  orange  on  boiling ; 
lead  acetate  gives  a  blue  precipitate,  copper 
sulphate  a  violet  colour,  sodium  carbonate  a 
blue- Mack,  and  borax  an  amaranth  red 
(Griessmayer,  Chem.  Zentr.  8,  381). 

When  chlorine  is  passed  into  the  juice,  a 
bright-grey  amorphous  precipitate  is  obtained 
(Nachen,  l.e.), 

(For  quantitative  analysis  of  the  juice,  com- 
pare Mathes,  Muller,  and  Ramstedt  (Chem. 
Zentr.  1905,  L  407);  Liihring,  Bohrisch,  and 
Hepner  {ibid,  1907,  ii.  1755);  Shamm  and 
Jegin  {ibid.  1907,  i.  983) ;  Behre,  Grosse,  and 
Schmidt  {ibid.  1909,  i.  456).) 

When  the  juice  is  fermented,  the  products 
include  aldehyae,  and  capric,  propionic,  valeric, 
and  butyric  acids  (Nachen,  Lc). 

Wine  has  been  prepared  from  bilberry  juice 
by  allowing  it  to  ferment  spontaneously  when 
mixed  with  a  third  its  weight  of  honey.  The 
wine  thus  prepared  bears  prolonged  storage,  is 
rich  in  alcohol  and  tannin,  is  of  a  rich  clear 
colour,  and  has  an  agreeable  flavour  (Graftien, 
Bl.  Assoc.  Beige  des  chim.  12,  [3]  107 ;  Otto, 
Bied.  Zentr.  1899,  28,  284). ' 

When  bilberries  are  extracted  with  chloro- 
form, the  solution  evaporated,  and  the  residue 
extracted  with  light  petroleum,  the  soluble  portion 
yields  a  wax,  m.p.  71  ,  and  a  crystalline  compound, 
probably   vitin,    m.p.    255*»-260*»    [a]  +60*72** 

(Seifert,  Landw.  Versuchs-Stat.  45,  29). 

BILE.  Bile  is  the  secretion  of  the  liver  which 
is  poured  into  the  duodenum  (the  first  part  of 
the  small  intestine).  It  can  be  collected  in 
animals  by  means  of  a  biliary  fistula  ;  the  same 
operation  has  occasionally  been  performed  in 
human  beings.  After  death,  the  gall  bladder 
yields  a  good  supply  of  bile,  which  is  more 
concentrated  than  that  obtained  from  a  fistula. 
The  amount  of  bile  secreted  is  differently 
estimated  by  different  observers ;  in  man  it 
probably  varies  from  500  to  1000  c.o.  per  diem. 

Its  constituents  are  the  bile  salts  proper 
(sodium  glycocholate  and  taurocholate),  the  bile 
pigments  (bilirubin  and  biliverdin),  a  mucinoid 
substance,    small    quantities    of    fats,    soap. 
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choloBterol,  lecithin,  urea,  and  mineral  salts,  of 
which  sodiam  chloride  and  the  phosphates  of 
calcium  and  iron  are  the  most  important. 

Bile  is  a  yellowish,  reddish-brown,  or  green 
fluid,  according  to  the  relative  preponderance 
of  its  two  chief  pigments.  It  has  a  musk-like 
odour,  a  bitter-sweet  taste,  and  is  alkaline  to 
litmus.  The  specific  gravity  of  human  bile  is 
1*026  ta  1-032  from  the  gall  bladder,  and  about 
1*011  when  derived  from  a  fistula.  The  greater 
concentration  of  gall-bladder  bile  is  putly 
explained  by  the  aodition  to  it  from  the  wall  of 
that  cavity  of  the  mucinoid  material  it  secretes. 
The  following  table  will,  however,  show  that 
the  low  percentage  of  solids  in  fistula  bile  is  due 
mainly  to  paucity  of  bile  salts.  This  is  accounted 
for  in  the  way  first  suggested  by  Schiff — that 
there  is  normally  a  bile  circulation  goine  on  in 
the  body,  a  large  quantity  of  the  bile  sans  that 
pass  into  the  intestine  being  first  split  up,  then 
re-absorbed  and  again  synthesised  and  secreted. 
This  would  obviously  be  impossible  in  cases  ! 
where  all  the  bile  is  discharged  to  the  exterior  ' 
through  a  fistula.  The  following  is  the  table  in  i 
question,  the  results  being  the  mean  of  several  ! 
analyses  of  human  bile : — 

Fistula  Gall-bladder 
GooBtltaenU  bile  bile 

Bile  salts                    .  .     0-42  914 

Cholesterol,  lecithin,  fat  .     0-07  M8 

Mucinoid  material    .  .0*17  \ooq 

Pigment.         .         .  .0-07  J^'^^ 

Ash         ...  .     0-66  0-78 


Total  solids  .1-39        14*08 

Water  (by  diflference)         .  98-61        86*92 

The  Fd  bovinum  purificatum  of  the  pharma- 
copoeia is  made  by  mixing  ox  bile  with  twice  its 
volume  of  rectified  spirit :  this  is  set  aside  for 
12  hours  until  the  sediment  subsides ;  the  dear 
solution  is  decanted  and  evaporated  on  the 
water  -  bath  until .  it  acquires  a  consistence 
suitable  for  forming  pills.  The  material  so 
obtained  consists  mainly  of  bile  salts,  cholesterol, 
fats,  salts,  and  a  certain  amount  of  the  mucinoid 
material.  Its  yellowish-green  colour  is  due  to 
bile  pigment.  It  is  given  in  doses  of  6  to  10 
grains,  usually  as  pilb  coated  with  keratin  to 
obviate  its  deleterious  action  on  gastric  digestion. 
It  is  given  mainly  in  cases  wnere  the  natural 
secretion  is  absent  or  scanty,  as  in  jaundice. 
But  for  a  full  description  of  its  medicinal  uses, 
and  also  for  a  description  of  the  action  of  drugs 
(oholagogues)  which  stimulate  the  liver  either 
to  secrete  more  bile  or  to  cause  a  discharge  of 
bile  already  formed,  the  reader  is  referred  to  any 
standard  text-book  on  Pharmacology. 

PlaUner's  crystaUised  bile.  The  bile  salts 
are  soluble  in  water  and  in  alcohol,  but  not  in 
ether.  Their  solution  in  alcohol  is  therefore 
precipitated  by  ether,  and  this  precipitate  gives, 
with  proper  precautions  in  technique,  rosettes 
or  balls  of  fine  needles,  or  4-6  sided  prisms 
composed  of  the  bile  salts.  This  preparation  la 
known  as  Plattner's  crystallised  bile ;  it  ia 
usually  made  from  ox  bue,  in  which  case  the 
main  constituent  is  sodium  ^lycocholate. 

The  bile  eaUe,  The  sodium  salts  of  glyco- 
cholic  and  taurocholic  acids  are  those  most  fre- 
quently found.  The  former  is  more  abundant  in 
tne  bile  of  man  and  herbivora,  the  latter  in  car- 
nivora.    Olycocholic  acid  (C,,H4,NOs)  is  by  the 


action  of  dilute  alkalis  and  acids,  and  also  in 
the  intestine,  hydrolysed  and  split  into  glycine 
(amino-acetic  acid),  and  cholatic  (cholic)  acid 

C„H4,NO,-hH,0=C,H,NO,+C„H,o05. 
Its  Eodium  salt  has  the  formula  C^cH^jNaNO,. 
Taurocholic  acid  (C^cH^jNO^S)  similarly  splits 
into  taurine  (aminoisethionic  acid)  and  chotalio 
acid 

C„H^5N0,S+H,0=CaH,N0,S+C„H«0,. 

Its  sodium  salt  has  the  formula  CMH44NaNO,S. 
Those  substances  usually  are  detected  oy 
Pettenkofer*s  reaction;  small  quantities  of 
cane  sugar  and  sulphuric  acid  added  to  the  bile 
produce  a  brilliant  purple  colour.  This  is  due 
to  the  interaction  of  fuif uraldehyde  (produced 
from  the  sugar  and  sulphuric  acid)  ana  cholalic 
acid. 

Throughout  the  animal  kingdom  considerable 
variations  are  found  in  the  bfle  salts.  Thus  in 
many  fishes  potassium  instead  of  sodium  salts 
are  present.  There  are  also  variations  in  the 
bile  acids  themselves ;  for  instance,  in  the  pig 
hyoglycocholic  acid  (C,7H4,N05)  takes  the 
place  of  ordinary  glycocholio  acid,  and  in  the 
goose  chenotaurocholic  acid  (CsgH4gNSOs)  of 
ordinary  taurocholic  acid. 

A  good  deal  of  work  has  been  expended 
on  the  constitution  of  cholalic  acid,  but  much 
yet  remains  to  be  done.  According  to  Mylius,  it 
is  a  monobasic  alcohol  acid  with  a  secondary 
and  two  primary  alcohol  groups.     Its  formula 

(CHOH 
may  therefore  be  written  CjoH,!'  (CH,OH)-.  On 

COOH. 
oxidation  it  yields  other  acids,  which  have 
been  named  dehydrocholalic  acid  (O^iHsjOa), 
bilianic  acid  (Ctfi^fi^),  cilianio  acid  (OsoHsgO.) ; 
on  reduction  aesoxycholalic  acid  (Ot4H4o04) 
is  obtained. 

Choleic  acid  is  another  cholalic  acid,  with  the 
formula  G,4H4o04,  found  in  small  auantities  in 
the  bile  of  ox  and  man.  •  It  is  probably  identical 
with  desoxycholalic  acid.  Feme  acid  (C11H40O4) 
is  still  another  acid  obtainable  from  human  bile 
along  with  the  ordinary  acid.  The  principal 
cholalic  acid  in  bear's  bile  is  termed  ursooholeic 
acid  (C]gHx,04  or  CigHM04)  by  Hammarsten. 
The  same  investigator  finds  in  the  walrus  that 
the  principal  bile  acids  are  a-phoc8Btaurocholio 
acid,  the  cholalic  acid  from  which  has  the 
formula  C^sHyoO^ ;  and  /3-phocietaurocholic 
acid,  the  cholalic  acid  from  which  differs  in 
certain  particulars  from  ordinary  cholalic  acid, 
although  it  has  the  same  empirical  formula ; 
he  terms  ik  Mocholalic  acid. 

The  bile  pigments.  Bilirubin  has  the 
formula  CjsHigNjO,,  and  biliverdin  contains 
an  atom  more  of  oxysen  (Ci4HpN,04)  ,*  in  bUo 
exposed  to  the  air,  bilirubin  is  fairly  rapidly 
oxidised  to  biliverdin.  It  has  been  proved 
by  physiological  experiment  that  the  bile 
pigment  is  an  iron-free  derivative  of  the  blood 
pigment ;  it  is,  in  fact,  identical  with  the  sub- 
stance termed  hsematoidin,  which  occurs  usually 
in  crystalline  form  in  extravasations  of  blood 
in  the  body,  as  in  a  bruise.  The  bile  pigment 
shows  no  absorption  bands  with  the  spectroscope, 
and  is  detected  by  various  colour  reactions,  of 
which  the  most  familiar  is  Gmelin's  test ;  this 
consists  in  the  play  of  colours — green,  blue,  red, 
and  finally  yellow — ^produced  by  the  oxidising 
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action  of  fuming  nitric  acid.  The  end  or  yellow 
product  is  called  choletelin  (('ieHjgN|0,). 
By  reduction  outside  the  body,  a  product  called 
hydrobilirubin  ((>32H4oN407)  is  obtained.  A 
similar  but  not  identical  reduction  proiluct  con« 
taining  less  nitrogen  tlian  hydrobilirubin  is 
formed  in  the  intestine,  and  constitutes  ster- 
cobilin,  the  x^igment  of  the  faces.  Some  of  this 
is  absorbed  and  ultimately  leaves  the  body  in 
the  urine,  where  it  ia  termed  urobilin.  A  small 
quantity  of  urobilin  is  sometimes  found  pre- 
formed in  the  bile. 

Bile  mucin.  The  viscous  material  in  the 
bile  of  some  animals  {eg.  man)  is  true  mucin ; 
in  other  {e,g,  the  ox)  it  is  a  nucleoprotein. 

ChclekercH,  Of  the  other  constituents  of 
the  bile,  cholesterol  or  cholesterin  is  the  most 
interesting ;  although  normally  present  in  traces 
only,  it  may  occur  m  excess  and  form  the  con- 
cretions  known  as  eall  stones,  which  are  usually 
more  or  less  tinged  ^ith  bile  pigment.  It  is  a 
monatomic  unsaturated  alcohol,  with  the 
empirical  formula  CjyH|5'0H.  Windaus  and 
others  have  shown  that  it  is  a  member  of  the 
terpene  series,  which  had  hitherto  only  been 
found  as  excretory  products  of  plant  life. 

The  physiological  uses  of  bile.. — Bile  is  doubt* 
less  to  some  extent  an  excretion.  Some  state 
that  it  has  a  slight  lipolytic  action ;  and  in 
some  animals  it  certainly  has  a  feeble  diastatio 
power.  Its  main  action,  however,  is  to  assist 
pancreatic  digestion ;  this  it  does  not  only 
because  its  alkalinity  is  useful  in  helping  to 
neutralise  the  acid  mixture  which  leaves  the 
stomach  (chyme),  but  it  also  acts  as  a  coadjutor 
to  the  enzymes  of  pancreatic  juice.  Tlus  is 
true  for  the  proteolytic  enzyme  (tr3rp8in),  and 
the'  amylol3rtio  enzyme  (amylopsin),  but  is 
especially  so  in  the  case  of  pancreatic  lipase ; 
some  go  so  far  as  to  speak  of  tne  bile  salts  as  the 
co-enzyme  of  this  ferment. 

In  virtue  of  the  properties  which  the  bile 
salts  possess  of  lowering  surface  tension,  the 
products  of  fat -cleavage  pass  more  rapidly 
through  membranes  moistened  with  bile  than 
through  these  which  are  not.  There  is  a  ^ood 
deal  of  evidence  that  the  same  holds  intra  vUam, 
and  thus  the  presence  of  bile  aids  the  absorption 
of  fats  by  the  mucous  membrane  which  lines 
the  intestinal  wall.  Bile  also  is  a  solvent  of 
fatty  acids. 

When  the  bile  meets  the  chyme,  the  turbidity 
of  the  latter  is  increased  owing  to  the  precipita- 
tion of  unpeptonised  protein.  This  action  of  the 
bile  salts  is  probably  useful,  as  it  converts  the 
chyme  into  a  more  viscid  mass,  and  somewhat 
hinders  its  progress  along  the  first  part  of  the 
intestine,  so  allowing  digestion  and  absorption 
to  occur  there. 

Bile  is  said  to  be  a  natural  antiseptic,  but  it 
is  very  doubtful  if  it  is  really  efficient  in  reducing 
the  putrefactive  processes  in  the  bowel.  The 
bile  salts  are  in  vitro  very  feeble  germicides, 
and  the  bile  itself  is  readily  putresoible ;  any 
power  it  may  have  in  lessening  putrescence  in 
the  intestine  is  due  chiefly  to  the  fact  that  by 
increasing  absorption  it  lessens  the  amount  of 
putresciblc  material  in  the  intestinal  tract.  It 
IS  stated  also  that  bile  increases  the  peristaltic 
action  of  the  large  intestine. 

Industrial  and  commercial  uses  of  bile, — 
Apart  from  a  somewhat  limited  use  as  a  tbera> 


peutic  agent,  to  which  allusion  has  already  been 
made,  bile  has  but  little  commercial  importance. 
It  is,  however,  employed  for  cleansing  woollen 
goods,  and,  as  housekeepers  know,  ia  specially 
useful  in  cleaning  carpets.  This  is  probably 
connectetl  with  its  power  of  lowering  surfcu^o 
tension.  Bile  is  also  used  by  artists  to  ensure 
the  uniform  spreading  of  water  colours  on  paper. 

No  attempt  has  been  made  in  the  foregoing 
article  to  allude  to  the  very  extensive  literature 
of  bile.  This  relates  almost  exclusively  to  the 
physiology  and  patholocy  of  bile,  and  the 
important  references  can  be  best  obtained  from 
some  standard  work  on  Physiological  Chemistr^^ 
such  as  Hammarsten*s.  W.  D.  H. 

BIRCH  BARK.  Betula,  {Birke,  Ger.; 
Boukau,  Fr.)  The  inner  bark  b  used  in  India 
as  a  substitute  for  paper  and  for  lining  the  roofs 
of  houses  (Dymock,  Pharm.  J.  [3]  10,  661). 

It  contains  good  tanning  materials,  yielding 
bright-yellow  leather  (Wagner's  Jahr.  30,  1206 ; 
Trotman  and  Hackford,  J.  Soc.  Chem.  Ind.  1905, 
1096 ;  Bogh,  Chem.  Zentr.  1906,  i.  1915). 

The  dry  distillation  of  birch  bark  vields  a 
tar  and  an  acid  aqueous  solution  (Kuriloff, 
J.  Russ.  Phys.  Chem.  Soc.  23,  98).  The  chief 
constituents  of  birchwood  tar  creosote  are 
guaiacol  and  1:3:  4-creo8ol,  together  with  traces 
of  phenol,  cresol,  and  1:3: 4-xylonol  (Pfreager, 
Arch.  Pharm.  228, 713).  According  to  Hirschsohn 
(Pharm.  Centr.  H,  1903,  44,  845)  birch  tar  is 
often  adulterated  with  crude  naphtha  or 
naphtha  residues,  but  the  adulterated  can  be 
distinguished  from  the  pure  product  by  the 
fact  that  the  former  is  only  partially  soluble  in 
acetone,  whereas  the  latter  is  wholly  soluble. 

When  warm  birch  tar  is  treated  with  air, 
oxyffen,  or  ozonised  air,  a  pleasant-smelling  solid 
proauct  is  obtained,  soluble  in  alkalis,  but  almost 
insoluble  in  alcohol,  benzene,  and  ether.  It  and 
its  salts  can  be  employed  in  medicine,  pharmacy, 
and  technically.  At  the  same  time,  readilv 
condensible  liquid  products  distil  over,  which 
can  also  be  used  medicinally  and  technically, 
as  antiseptics  and  in  perfumery  (Friedlander's 
Fortschr.  der  Teerfabr.  1905-7,  930). 

A  colouring  substance  employed  in  pharma- 
ceutical and  cosmetic  preparations  is  obtained 
when  the  bark  of  young  birch  trees  is  soaked  in 
water  containing  about  J|{  of  its  ^'eight  of 
bicarbonate  of  soda  or  other  carbonate.  It  is 
then  boiled  and  filtered.  Hydrochloric  acid  is 
added  to  the  red- brown  filtrate  until  a  pre- 
cipitate is  formed  which  is  filtered,  washed,  and 
dned  at  a  gentle  heat.  It  should  be  kept  in  well- 
stoppered  vessels  (Friedlander's  Fortschr.  der 
Teerfabr.  1897-00,  661). 

The  bark  contains  a  crystalline  substance 
termed  hetuiin  C,,H,oO„  m.p.  257*8%  sublimes 
in  a  current  of  air,  readily  yields  an  anhydride  at 
130®,  and  is  tasteless  and  odourless.  It  does  not 
combine  with  acids  or  alkalis,  is  insoluble  in 
water,  sparingly  soluble  in  alcohol,  readily  in 
ether  and  turpentine. 

It  is  prepared  by  mixing  the  po^xiered 
epidermis  of  Betula  alba  with  1-8  p.c.  of  potas- 
sium nitrate,  pressing  the  mixture  into  small 
tablets,  and  burning  them  in  closed  chambers 
without  flame,  and  ^ith  the  introduction  of  a 
regulated  supply  of  air.  The  betulin  so  formed 
is  used  as  films  for  certain  substances  in  which 
it  acts  as  an  antiseptic,  as  a  protection  against 
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damp  or  against  oorrosivo  aoids  (Wheeler, 
Pharm.  J.  1899,  494). 

The  films  can  be  deposited  direct  on  yarious 
subfitancos  by  allowing  the  vapours  to  play  upon 
them.  By  a  slight  modification  the  films  can 
bo  made  to  have  a  greater  or  Iohh  degruo  of 
transparency  and  porosity  (Wheeler,  C%em. 
Zontr.  1900,  ii.  798). 

According  to  Wheeler  (J.  i:$oc.  Chom.  lud. 
1899,  606),  when  birch  bark  or  materials  made 
from  the  latter,  containing  betulin  are  heated 
in  a  closed  chamber  and  in  a  current  of  air, 
substances  termed  pyrobeitdin  and  pvrobettUin 
anhydride  are  produ<^  in  forms  other  than  films. 

OattUherine  Ci4H|gO.,H.O,  a  glucoside,  is 
obtained  by  extracting  the  bark  of  BettUa  lerUa 
with  alcoholic  lead  acetate,  precipitating  by 
ether,  and  recrystallising  from  alcohoL  The 
aqueous  solution  has  a  bitter  flavour,  is  leevo- 
rotatory,  and  reduces  Fehling's  solution  when 
boiled.  It  is  hydrolysed  by  mineral  acids, 
bar3rta,  and  by  water  when  heated  to  130°-140*, 
giving  a  sugar  and  methyl  salicylate  (Schaugans 
and  Geioch,  Arch.  Pharm.  232,  437). 

A  gum  of  probable  formula  O4H4O3  has  been 
isolatwl  from  American  birch  wood  (BettUa 
aWa)  (Johnson,  Amer.  Chem.  J.  1896,  214). 

Birchbark  oil  is  obtained  by  distilling  birch 
bark  {Betula  alba)  in  steam.  It  is  brown,  and 
has  a  similar  odour  to  birch  bud  oil.  On  cooling, 
crystals  separate.  It  contains  palmitic  acid 
(Haensel,  Chem.  Zentr.  1907,  ii.  1620 ;  Ziegel- 
mann,  Pharm.  Review,  1905,  23,  83). 

Tlie  birch  bark  oil  prepared  from  the  bark  of 
Bettda  alba  by  Haensel  (Chem.  Zentr.  1908,  ii. 
1436),  had  sp.gr.  0-9003  at  20*  and  [a]i>-1208°; 

a  colourless  monocyclic  sesquiterpene  was 
isolated  from  it,  having  b.p.  265-256^744  mm., 
8p.gr.  0-8844  at  20^  and  [o]i,— 0-5^  The 
terpene  yields  a  hydrochloride,  sp.gr.  0*9753  at 
20**,  and  a  hydrocarbon,  b.p.  258°-260V747  mm., 
and  sp.ffr.  0-8898  at  20^ 

Birch  oil,  or  the  wintergreen  oil  of  commerce, 
is  obtained  from  the  twigs  of  North  American 
birches,  especially  the  Betula  lenta,  but  the  pure 
genuine  oil  is  prepared  from  Oaidtheria  pro- 
eumbena  (J.  Soc.  Chem.  Ind.  Abstr.  1893,  174). 
It  consists  of  methylsalicylate,  a  hydrocarbon 
C|,Hs4,  and  small  quantities  of  benzoic  acid  and 
ethyl*  alcohol  (Schroeter,  Amer.  J.  Pharm. 
Aug.  1889 ;  Trimble  and  Schroeter,  Pharm.  J. 
20,  166;  Zieselmann,  Lc). 

Oil  of  Oatutheria  procumbens  contains  99  p.c. 
methylsalicylate,  together  with  some  paraffin 
~C,0H«,— probably  triacontane  ;  an  aldehyde 
or  ketone ;  a  secondary  alcohol  CgH|,0,  and 
an  ester  Ci^H^fii,  and  is  Invo-rotatory,  sp.gr. 
1*180;  that  obtained  from  the  birch  contains 
99*8  p.c.  methylsalicylate,  together  with  the 
above  constituents  except  the  alcohol  CgHj^O, 
which  is  absent.  It  is  optically  inactive ;  sp.gr. 
1-187  (Pharm.  J.  1895,  307,  328). 

Birch  bud  oil  is  obtained  by  the  distillation 
of  birch  buds  iiith  steam.  It  is  yellow,  and  has 
a  pleasant  aromatic  odour.  Crystals  separate 
out  at  ordinary  temperatures,  and  it  becomes 
wholly  cr3rstalJme  at  —45*  (J.  Soc.  Chem.  Ind. 
1903,  228).  It  is  soluble  in  alcohol  and  in  ether, 
but  not  in  alkalis,  carbon  disulphide,  or  glacial 
acetic  acid.  It  is  Isevo^rotatory,  its  rotation 
and  specific  gravity  var^ng  with  different 
preparations.    That    obtamed    by    Schimmel 


(Chem.  Zentr.  1909,  ii.  2156)  had  Rp.gr.  0-9730 
at  15*  and  0^-5*  34'. 

It  contains  a  paraffin,  m.p.  50*,  an  ester, 
and  a  sesquiterpene  alcohol,  betiM,  probably 
CijHjjOH,  which  is  very  much  like  amyrol 
(obtained  from  sandalwood  oil),  haH  a  bitter 
taste,  an  odour  like  incense,  b.p.  284*-288*/743 
mm.,  138*-140*/4  mm.;  sp-gr.  0-075;  L«]d-3S° 
(von  Soden  and  EIze,  Bcr.  38,  1630 ;  Haensel, 
Chem.  Zentr.  1909,  ii.  1166.  Compare  also 
Pharm.  Zeit,  47,  818 ;  Schimmel,  Chem.  Zentr. 
1905,  i.  1340). 

The  leaves  of  Beivla  alba  yield  an  olive-green 
oil,  which  is  solid  at  ordinary  temperature,  but 
fluid  at  35*,  has  sp.gr.  0-9074  at  36*,  and  is 
optically  inactive  (Haensel,  C3iem.  Zentr.  1904, 

U.  1737). 

Haensel  (Chem.  Zentr.  1908,  i.  1837)  has 
isolated  a  crystalline  paraffin,  m.p.  49-5*-60*, 
from  the  oil  of  birch  leaves. 

According  to  Crasser  and  Purkert  (Chem. 
Zentr.  1910,  i.  489),  products  C^H^oOyrCggHgaOa, 
readily  soluble  in  water,  and  of  which  the 
potassium  salt  C^Hg^KgO,  can  be  used  thera- 
peutically as  a  diuretic,  can  be  obtained  by 
extracting  birch  loaves  with  alcohol,  treating 
the  warm  extract  with  potassium  hydroxide, 
and  then  saturating  the  solution  with  dry 
carbon  dioxide.  Water  is  now  added  and  the 
insoluble  products  filtered  off.  The  filtrate  is 
concentrated,  the  soluble  products  precipitated 
with  a  mineral  acid,  and  separatea  from  one 
another  by  conversion  into  their  di-  and  tri- 
alkali  derivatives. 

Birch  juice  obtained  from  birch  trees  contains 
Iffivulose,  a  large  quantity  of  malates,  and 
basic  constituents.  When  fermented  with 
dextrose  and  milk  of  almonds,  it  forms  *  birch 
wine'  (Lenz.  Ber.  Deut.  Pharm.  Ges.  19,  332). 

BIRD-LIHE.  (Glu,  Fr.  ;  VogeUeim,  Got.) 
Bird-lime,  from  Ilex  aquifolium  (Linn.),  was 
found  by  Personne  to  consist,  in  addition  to 
vegetable  d^ria  and  water,  of  calcium  oxalate, 
caoutchouc,  and  ethereal  salts  of  a  solid  crystal- 
line substance,  ilicic  alcohol  Ci^^^fi,  m.p.  176*, 
with  undetermined  fatty  acids. 

According  to  Divers  and  Kawakita,  Japanese 
bird-lime,  made  from  /.  integra,  contains  ethereal 
salts  of  palmitic  acid,  and  in  very  small  quantity 
a  semi-solid  acid,  the  calcium  salt  of  which  is 
soluble  in  ether  and  in  alcohol.  Japanese  bird- 
lime also  yields  two  very  similar  alcohols  by 
hydrolysis,  one  differing  only  slichtly  from  ilicic 
alcohol,  and  termed  tlicylic  alcohol  Cj,H,gO, 
m.p.  172*,  and  another  named  mochylic  akmol 
CjgH^-O,  m.p,  234*,  from  mochi,  the  Japanese 
word  for  bird-lime. 

Caoutchouc  is  also  present  in  Japanese  bird- 
lime to  the  extent  of  about  6  p.c,  but  only 
minute  quantities  of  oxalates.  By  distillation^ 
bird-lime  yields  much  palmitic  acia  and  a  thick 
oily  hydrocarbon  C^H^^  (Divers  and  Kawakita, 
Chem.  Soc.  Trans.  1888,  268). 

BIREEZ.  Persian  name  for  gum  galbanum 
(Dymock,  Pharm.  J.  [3]  9,  1016). 

BISDIAZONIUM  SALTS  v.  Diazo  com- 
pounds. 

BISHAL.  Bismuth  methylene  digallate  (v. 
Bismuth,  Organic  compounds  of ;   also  Syn- 

THBTIO  DBUQS). 
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BISMITE.  Native  bismuth  oxido  BixO,, 
oocurring  as  a  yellow  earthy  powder,  or  as  minute 
rhombonedral  scales.  L.  J.  S. 

BISMON  V.  Synthetic  dbuos. 

BISMUTH*  BismtOh.  {Etain  de  glace,  Fr. ; 
Wismuih,  Ger.)    Symbol  Bi.     At.  wt.  208-0. 

Occurrence, — Metallic  bismuth  occurs  in 
small  quantities  in  widely  distributed  localities, 
usually  with  other  ores,  such  as  those  of  cobalt, 
nickel,  copper,  silver,  lead,  and  tin.  It  is  found 
massive,  granulated,  reticulated  or  arborescent, 
associated  with  arsenic  and  silver,  and  occasion- 
ally iron. 

The  principal  districts  are  Adelaide  in  South 
Australia,  Altenberg,  Schneeberg,  Annaberg, 
Marienbu^,  Joachimsthal,  Johanuseorgenstadt, 
Lolling  in  Carinthia,  Fahlun,  Sweden,  and  New 
South  Wales.  In  small  quantities  it  occurs  at 
Huel  Spamon,  Cornwall,  Carrick  Fells,  Alva, 
Stirlingshire,  and  in  Bolivia.  Alloyed  with  64 
p.c.  gold  it  occurs  at  Maldon,  Victoria.  Alloyed 
with  tellurium  it  occurs  as  tetradymite  in  Cum- 
berland. An  alloy  of  bismuth  with  3  p.c.  arsenic 
occurs  at  Palmbaura  near  Marienberg. 

Bismuth  sulphide  is  widely  distributed  in 
small  quantities,  being  found  in  Saxony,  Sweden, 
South  Australia,  America,  and  Cumberland.  A 
sulphide  of  bismuth,  copper,  and  lead  occurs  as 
neeUe  ore,  acicviite,  or  patrinite. 

As  oxide,  or  hiamvM  ochres  it  is  found  as  a 
yellow  substance,  frequently  as  a  coating  on 
other  minerals,  associated  with  iron  and  other 
impurities,  at  Schneeberg,  Joachimsthal,  Beresof 
in  Siberia,  and  in  New  £)uth  Wales.  The  prin- 
cipal ore  in  Bolivia,  which  is  stated  by  Bomeyko 
to  be  the  richest  country  in  bismuth,  is  a  compact 
earthy  hydrated  oxide. 

Bismuth  occurs  as  carbonate  or  bismtUhite, 
usually  containing  carbonates  of  iron  and  copper, 
at  Meymac,  with  antimony,  arsenic,  lead,  iron, 
and  lime ;  in  Mexico,  whence  it  is  imported  to 
this  country ;  in  North  Ccux>lina,  and  other 
localities.  Of  late  years  considerable  deposits 
of  bismuth  ores  have  been  found  in  many  places 
in  America,  but  they  have  been  very  little 
work^  The  supply  of  bismuth  ore  would 
much  exceed  the  demand  were  it  not  for  an 
agreement  between  the  smelters  and  the  mining 
companies  by  which  the  supply  is  restricted  and 
the  price  of  &e  metal  maintained  at  a  remunera- 
tive figure. 

Bismuth  is  stated  to  occur  in  most  sulphurous 
copper  ores  in  about  the  same  proportions  as 
silver  in  galena,  in  other  copper  ores  except 
the  carbonate,  and  in  most  samples  of  commer- 
cial copper  and  copper  coins  (Field  and  Abel, 
Chem.  Sbc.  Trans.  16,  304;  and  Field,  Chem. 
News,  36,  261). 

Extraction^ — At  Schneeberg  in  Saxony  the 
ore  worked  is  principally  metallic  bismuth  occur- 
ing  in  ores  which  contain  silver,  lead,  tin,  and 
arsenic  in  gneiss  and  clay-slate. 

The  ore,  which  contains  from  7  to  12  p.c. 
bismuth,  is  sorted  by  hand  as  far  as  possible  from 
the  gangue  before  treatment.  The  old  method 
of  liquation  or  *  sweating '  is  still  used,  but  has 
now  been  largelv  superaeded  by  smelting  pro- 
cesses, in  which  the  metal  is  much  more  penectly 
extracted. 

Liquation. — In  this  process  the  metal  is 
separated  as  far  as  possible  from  the  gangue  by 
melting  at  a  low  temperature.    The  picked  ore 


is  broken  into  pieces  as  large  as  a  hazel  nut,  and 
placed  in  inclined  iron  tubes  in  charges  of  about 
12  cwts.,  sufficient  space  being  left  in  the  tube  for 
stirring  the  ore  from  the  upper  end  (Figs.  1,  2,  3). 
The  tui)es  aro  closed  at  the  upper  ends  by  plates 
of  iron,  and  at  the  lower  ends  by  similar  plates 
containing  circular  apertures  through  which  the 
molten  metal  may  run.  The  ends  of  the  tubes 
project  slightly  beyond  the  waUs  of  the  furnace, 
the  upper  over  a  tank  and  the  lower  ends  over 
iron  crucibles  which  contain  powdered  charcoal, 
and  which  aro  gently  heated  from  below  by  a 
small  charooal  nimace.  The  tubes  aro  heated 
so  as  to  cause  the  metal  to  flow  easily,  and  in 
about  10  minutes  the  bismuth  commences  to 
pass  out  into  the  crucibles,  being  there  covered 
oy  the  charooal  and  thus  protected  from  oxida- 
tion. The  ore  is  occasionallv  stirred  with  an 
iron  rod  from  the  upper  ena,  and  in  from  30 
to  60  minutes  the  operation  is  completed. 
The  residues,  graupen  or  bismuth  barl^,  are 
raked  from  the  upper  end  into  the  tank,  and  at 
once  replaced  by  fresh  ore.  In  this  manner  only 
about  two-thirds  of  the  bismuth  is  extractea. 
20  cwts.  of  ore  require  63  cubic  feet  of  wood. 
The  contents  of  the  pots  are  removed  by  ladles 
to  moulds  and  cast  mto  ingots  of  25  to  50  lbs. 
weight. 

Sulphurous  ores  are  usually  roasted  to  re- 
move sulphur,  and  then  smelted  with  iron 
(to  remove  the  last  traces  of  sulphur),  carbon, 
slag,  sodiuAi  carbonate,  limestone,  and  some- 
times fluor-spar.  The  regulus  of  bismuth  thus 
obtained  is  fused 
on  an  inclined  iron 

I>Ute  and  run  down, 
eaving  a  dross  con- 
taining much  of  the 
impunty.  Bismuth 
ores  are  sent  from 
Joachimsthal,  and 
worked  by  this  pro- 
cess at  Schneeberg. 
The  following 
analyses  of  two 
typical  samples 
show  the  composi- 
tion of  commercial 
bismuth :  From 
Saxony — Bismuth, 
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99'77  p.c. ;  copper,  0-08 ;  silver,  0-05 ;  sulphur, 
0*10;  iron,  trace.  From  Joachimsthal — Bismuth, 
99-32  p.c. ;  lead,  0-30 ;  silver,  0-38 ;  iron  and 
copper,  traces;  sulphur,  none.  About  10,000 
lbs.  of  bismuth  are  annually  produced  at 
Schneeberg. 

At  Joachimsthal  a  method  devised  by  R. 
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Fig.  2. 

Vogel  is  used  (Dingl.  poly.  J.  167, 187)  for  extract- 
ing  bismuth  from  ores  free  from  lead.  The 
ores,  which  usually  contain  from  10  to  30  p.o. 
bismuth,  are  mixed,  according  to  their  richness, 
with  23  to  30  p.c.  iron  turmngs,  15  to  50  p.o. 
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sodium  carbonato  (according  to  the  amount  of 
gangue  present),  5  p.c.  lime,  and  5  p.c.  fluor- 
spar. The  mixture  is  introduced  in  charges  of 
aoout  1  cwt.  into  clay  crucibles,  23  inches  high 
and  16  inches  wide  at  the  mouth,  covered  and 
heated  in  a  wind  furnace  to  tranquil  fusion,  and 
poured  into  conical  moulds.  The  liquid  sepa- 
rates into  three 
"        "  layers,     the     upper 

consisting  of  slag,  the 
second  of  a  speiss 
containing  the  arse- 
nic, sidphur,  nickel, 
cobalt,  and  iron,  and 
most  of  the  other 
impurities,  with 
about  2  p.c.  of  bis- 
muth, and  the  lower 
consisting  of  a  regulus  of  nearly  pure  bismuth. 
The  metal  is  again  fused  and  remoulded  {see 
Kerl,  Uandb.  der  Met.  Hiittenkunde). 

A  similar  process  has  been  adopted  by  Patera 
(J.  1862,  646)  for  the  extraction  of  bismuth  from 
refinery  residues. 

In  France  the  carbonate  of  bismuth  imported 
from  Meymao  is  dissolved  in  the  minimum 
quantity  of  hydrochloric  acid  and  pieces  of  iron 
inserted  in  the  slightly  add  liquid.  The  bismuth 
is  thus  precipitated  as  a  black  powder,  which  is 
well  washed  and  fused  in  a  plumbago  crucible 
under  a  layer  of  charcoal  at  as  low  a  tempera- 
ture as  possible  (Ad.  Camot,  Ann.  Chem.  Phys. 
[5]  1,  406;  and  Bull.  Soc.  ohim.  21,  114). 

For  the  extraction  of  bismuth  for  pharma- 
ceutical purposes  from  sulphurous  ores,  Valeiv- 
ciennes  roasts  the  ore  on  the  level  bed  of  a 
reverberatory  furnace  for  24  hours  with  the 
occasional  siddition  of  charcoal  and  frequent 
stirring  with  an  iron  rabble.  When  the  sulphur 
has  thus  been  evolved,  the  ore  is  mixed  with  about 
30  p.c.  charcoal,  and  a  mixture  of  chalk,  salt, 
and  fluor-spar,  and  again  fused  in  a  rever- 
beratory furnace.  From  6  to  8  p.c.  of  the  bis- 
muth is  lost  by  this  process,  but  this  is  compen- 
sated by  the  extra  purity  of  the  product.  By 
subsequent  fusion  with  nitre,  the  antimony, 
arsenic,  and  sulphur  are  removed,  and  by  the 
ordinary  wet  methods  the  lead,  copper,  and  silver 
are  eliminated  (M.  A.  Valenciennes,  Ann.  Chim. 
Phys.  [5]  1,  397).  Ores  of  bismuth  averaging 
GO  p.c.  bismuth  are  imported  into  England  to 
the  extent  of  about  40  tons  annually,  principally 
from  Adelaide,  South  Australia,  and  from 
Mexico.  They  are  usually  fused  in  black-lefd 
pots  with  borax,  sodium  carbonate,  and  a  little 
crude  tartar. 

H.  Tamm  (Chem.  News,  25,  85)  states  that 
bismuth  can  be  separated  from  ores  containing 
much  copper  by  fusion  with  an  alkaline  flux 
containing  free  sulphur,  in  which  case  the  copper 
remains  unreduced.  He  recommends  a  mixture 
of  5  parts  sodium  carbonate,  2  salt,  1  sulphur,  1 
carbon,  to  be  mixed  in  about  equal  proportions 
with  the  ore.  The  bismuth  produced  is  stated 
to  be  much  more  free  than  usual  from  arsenic, 
antimony,  and  lead,  but  about  8  p.c.  of  the  total 
bismuth  is  lost.  The  bismuth  present  in  small 
quantities  in  lead,  copper,  and  silver  ores  fre- 
quently becomes  concentrated  in  the  secondary 
products  of  the  metallurgical  processes  and  may 
then  be  profitably  extracted.  In  the  oxidation 
of    silver-lead    containing    bismuth,    the    lead 


oxidises  much  more  rapidly  than  the  bismuth, 
and  at  the  close  of  the  cupeilation  a  blackish 
litharge  rich  in  bismuth  is  obtained,  from  which 
that  metal  may  be  extracted  by  reduction  and 
cupeilation  (J.  12,  711).  In  this  manner  bismuth 
becomes  concentrated  in  the  hlichiilbar  in  the 
refinement  of  silver  ores  at  Freibera,  and  passes 
into  the  hearth  bottoms,  as  much  as  25  p.c 
being  sometimes  so  absorbed.  When  the  hearths 
contain  sufficient  bismuth  to  be  profitably 
extracted,  they  are  finely  ground  and  treated 
with  hydrochloric  acid,  with  the  formation  of 
bismuth  chloride.  Water  is  added  to  the 
solution  to  precipitate  the  metal  as  oxychloride, 
and  the  precipitate  is  collected,  washed,  dried, 
and  reduced  to  metal  by  fusion  with  charcoal, 
sodium  carbonate,  and  powdered  glass  (v. 
Phillips*s  Metallurgy). 

Several  proposals  have  been  made  for  the 
extraction  of  bismuth  by  wet  methods.  Becker 
(Fr.  Pat.  366439,  1906)  suggests  the  treatment 
of  sulphide  ores  with  a  solution  of  an  alkali  or 
alkaline  earth  hyposulphite.  The  solution  thus 
obtained  is  treated  with  alkali  sulphides,  and 
the  resulting  precipitate  of  bismuth  sulphide  is 
dried  and  smelted  as  described  above. 

Both  Becker  {ibid.)  and  Ranald  (Eng.  Pat. 
16622, 1898)  have  patented  the  use  of  a  solution 
of  ferric  chloride  as  a  solvent  for  bismuth 
sulphide  and  the  subsequent  precipitation  of 
metallic  bismuth  from  the  solution  by  means 
of  iron  or  zinc,  or  by  electrolysis. 

Eulert  (Rev.  Prod.  Chim.  4,  164)  employs  a 
mixture  of  sulphuric  acid,  water,  common  salt, 
and  potassium  nitrate  as  the  extracting  liquor, 
and  the  process  can  be  made  continuous.  The 
bismuth  is  finally  obtained  as  the  oxychloride, 
which  can  be  sold  or  smelted  for  the  metaL 

On  the  extraction  of  bismuth  from  its  ores,  v. 
also  Winckler  (Ber.  Entwick.  Chem.  Ind.  1,  963). 

Purification, — ^The  crude  bismuth  produced 
by  the  above  methods  contains  a  variety  of 
impurities,  from  which  it  is  important  in  many 
oases  to  separate  it.  These  impurities  are  sul- 
phur, arsenic,  antimony,  copper,  nickel,  cobalt, 
silver,  lead,  and  a  trace  of  iron. 

Sulphur  and  arsenic  may  be  removed  by 
fusion  with  ^  of  its  weight  of  potassium  nitrate, 
with  constant  stirring  at  a  temperature  slightly 
above  the  temperature  of  fusion ;  the  nitre 
soon  oxidises  the  impurities  and  a  little  of  the 
bismuth,  forming  with  them  a  slag  which  rises 
and  solidifies  at  the  surface.  For  the  complete 
removal  of  these  impurities  a  second  fusion  is 
frequently  necessary. 

C.  M^u  (Pharm.  J.  [3]  4, 341 )  recommends  the 
following  process  for  the  removal  of  sulphur  and 
arsenic.  The  metal  is  heated  considerably  above 
the  melting-point  in  a  vessel  so  as  to  expose  a 
large  surface,  and  the  oxide  is  removed  to  the 
sides  as  fast  as  it  forms  until  about  one-fourth  of 
the  metal  has  become  oxidised  ;  the  greater  part 
of  the  sulphur  and  arsenic  will  then  have  passed 
off  as  oxides.  The  mass  is  cooled,  pulverised, 
and  mixed  with  charcoal,  dried  soap,  and  potas- 
sium carbonate  (free  from  sulphate),  about  one- 
fourth  of  the  original  weight  of  the  metal,  in  a 
crucible,  covered  with  charcoal,  and  heated  to 
redness  for  one  hour.  It  is  thence  removed  and 
again  fused  in  contact  with  air  to  remove  the 
potassium  which  it  contains,  and  which  sepa- 
rates as  a  white  film  on  the  surface.    Arsenic 
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may  also  be  mostly  removed  by  fusion  for  a  con- 
siderablo  time  under  a  layer  of  charcoal.  Arsenic, 
sulphur,  and  most  of  the  antimony  may  be 
eliminated  by  fusion  at  a  bright*red  neat  under 
borax,  stirrhig  Mith  a  rod  of  iron  until  the  action 
cca8e8.  The  iron  combines  with  the  impurities 
and  rises  as  a  difficultly  fusible  slag  to  the  surface 
from  bem^th  which  the  still  liquid  metal  may 
bo  poured  after  ]iartial  cooling. 

Vor  the  complete  removal  of  anlimony,  2  or 
3  parts  of  bismuth  oxide  for  each  part  of  anti- 
mony supposed  present  are  fuscKl  with  the 
metal.  The  oxide  of  bismuth  then  gives  up  its 
oxygen  to  the  antimony,  becoming  itself  reduced 
and  the  antimonious  oxide  floats  on  the  surface. 

Hugo  Tamm  (Chem.  News,  25,  86)  recom- 
mends for  the  removal  of  copper  the  fusion  of 
the  metal  at  a  low  temperature  under  1  part  of  a 
mixture  of  8  potassium  cyanide  and  3  sulphur. 
When  the  action  has  ceased  the  mass  is  stirred 
with  a  clay  (not  iron)  rod,  cooled  until  the  flux 
has  set,  and  the  metal  poured  out  from  beneath. 
If  impure  cyanide  is  used,  a  relatively  larger 
quantity  is  required. 

Iron  may  be  completely  removed,  according 
to  H.  Tarach  (J.  pr.  Chem.  [2]  14, 300),  by  fusion 
under  a  layer  of  potassium  chlorate  containing 
from  2  to  6  p.c.  sodium  carbonate. 

From  silver  bismuth  may  be  separated  by 
cupellation  and  subsequent  reduction  of  the 
bismuth  oxide  so  produced,  or  the  metal  may  be 
dissolved  in  nitric  acid,  the  silver  precipitated 
with  hydrochloric  acid,  the  solution  nltered,  and 
the  basic  salt  of  bismuth  precipitated  by  excess 
of  water,  and  reduced  to  metal. 

Silver  can  be  partially  removed  from  bismuth 
by  a  process  resembling  Pattinson's  process  for 
load  (Schneider,  J.  pr.  Chem.  [2]  23,  76). 

Lead  may  be  precipitated  from  a  nitric  acid 
solution  of  the  metal  by  the  addition  of  sulphuric 
acid,  and  the  bismuth  recovered  as  already 
described.  A  method  commonly  used  is  to 
fuse  the  impure  metal  with  bismuth  oxj chloride, 
from  which  the  lead  liberates  bismuth,  itself 
becoming  combined  with  oxygen  and  chlorine. 

A  number  of  investigations  on  the  refining 
of  bismuth  have  been  conducted  by  E.  Matthey, 
and  the  methods  he  proposes  are  given  separately 
below,  inasmuch  as  they  possess  the  merit  of 
simplicity  and  have  been  thoroughly  tested  on  a 
large  scale. 

Arsenic  is  removed  completely  by  maintain- 
ing molten  bismuth  at  a  temperature  of  610^~ 
620°  for  some  time.  There  is  only  a  very 
slight  loss  due  to  oxidation  (£.  Biatthev,  Chem. 
NcH-s,  67,  63). 

Antimony  is  separated  by  melting  the  metal 
and  maintaining  the  temperature  at  360®. 
An  alloy  of  bismuth  and  antimony,  containing 
over  30  p.c.  of  the  latter,  rises  to  the  surface  m 
the  metal,  giving  it  an  *  oily '  appearance,  and 
can  be  skimmed  off.  A  complete  removal  of 
the  antimony  is  thus  effected  (K  Matthey,  l.c). 

Copper.  For  the  separation  of  copper  from 
bismuth  which  has  been  previously  freed  from 
arsenic,  antimony,  lead,  &c.,  £.  Matthey 
(Roy.  Soc.  Proc.  43,  172)  recommends  its  fusion 
with  bismuth  sulphide.  The  pure  metal  ob- 
tained amounts  to  90  p. c.  of  the  crude  material, 
whUe  the  remaining  bismuth  sulphide,  containing 
copper  sulphide,  may  be  resmelted. 

Alkali  sulphides  may  be  substituted  for  the 


bismuth  sulphide  in  the  above  operation  (E. 
Matthey,  Proc.  Roy.  Soc.  49,  78). 

Lead  may  be  separated  from  the  fused  metal 
by  repeated  crystallisations,  the  alloy  of  bismuth 
and  lea<l  melting  at  lower  temperatures  than  the 
purer  bismuth.  K.  Matthey  has  thus  by  four 
crystallisations  reduced  the  percentage  of  lead 
from  12  to  0-4  p.c.  (Proc.  Roy.  Soc.  42,  93). 

For  the  separation  of  gold  and  silver,  E. 
Matthey  (Proc.  Roy.  Soc.  42, 89, 94)  recommends 
the  addition  of  2  p.c.  zinc  to  the  molten  metaL 
The  mass  is  graduaUy  cooled  and  the  surface  crust 
removed.  This  operation  is  repeated,  whereby 
the  whole  of  the  precious  metals  are  concen- 
trated in  the  skimmings.  On  fusing  these  in  a 
crucible  with  borax,  the  gold  and  silver  are  freed 
from  impurities  by  the  action  of  the  oxide  of 
bismuth,  and  sink  to  the  bottom.  To  separate 
the  last  traces  of  these  metals  from  the  slag,  it  is 
again  fused  with  bismuth. 

A.  Mohr  states  (Elektrochem.  u.  Met.  Ind. 
1907,  6,  314)  that  an  electrolytic  method  has 
been  used  with  success  for  the  purification  of  a 
Mexican  lead-bismuth  alloy  containing  81*1  p.o. 
lead  and  14*6  p.c.  bismuth,  together  with  small 
amounts  of  antimony,  iron,  zinc,  arsenic,  silver, 
and  gold.  First  the  metal  is  made  the  anode 
in  an  electrolyte  containing  6  p.c.  lead  fluo- 
silicatc  and  14  p.c.  hydrofluo^ilicic  acid.  The 
lead  is  deposited  on  this  cathode  of  pure  lead, 
and  contams  only  0*01  p.c.  bismuth.  The  anode 
slimes  are  fused  with  sodium  hydroxide  and 
carbonate,  and  the  metal,  contaming  94  p.c. 
bismuth,  cast  into  anodes,  which  are  then  used 
in  a  second  electrolysis,  using  a  solution  of  bis- 
muth chloride  (about  10  p.c.)  and  free  hydro- 
chloric acid  (about  10  p.c. ).  The  cathodes  are  of 
Acheson  graphite,  and  are  placed  on  the  floor  of 
the  cell.  The  current  used  is  20  amp.  per  sq.  ft. 
at  the  cathode,  and  60  amp.  per  sq.  ft.  at  the 
anode,  with  a  P.  D.  at  the  terminals  of  1*2  volts. 
The  resulting  bismuth  is  99*8  p.c.  pure,  the 
remaining  0*2  p.c.  consisting  chiefly  of  diver. 
(See  also  Zahorski,  Hurter  and  Brock,  Eng. 
Pat.  22261,  1896.) 

Chemically  pure  hismrUh  is  best  prepared  bv 
dissolving  the  commercial  metal  in  nitric  acid, 
decanting  from  any  residue,  and  adding  excess 
of  water,  whereby  the  bismuth  is  precipitated  as 
basic  nitrate,  leaving  the  impurities  in  solution. 
The  precipitate  is  well  washed  by  decantatior, 
dried,  mixed  with  black  flux  or  other  reducing 
agent  which  produces  a  readily  fusible  flux,  and 
reduced  at  a  gentle  heat  in  a  crucible. 

Properties, — Bismuth  is  a  greyish  -  white 
crystalline  metal  of  distinctly  r^  tinge  when 
compared  with  whiter  metals  such  as  zinc  or 
antimony.  It  is  very  brittle  and  easily  pow- 
dered, and  a  bad  conductor  of  heat  and  elec- 
tricity. Its  tenacity  is  very  small,  a  rod  2  mm. 
in  diameter  will  just  support  a  weight  of  14*19 
kilos.  (Muschenbroeck).  It  forms  fine  obtuse 
rhombohedral  crystals,  which  approach  ver}' 
closely  to  the  form  of  cubes.  It  has  also  been 
obtained  in  the  form  of  acisular  needles,  which 
are  really  elongated  hexagonal  prisms  (Heberdey, 
Ber.  Akad.  Wien.  104,  i.  264).  Bismuth  melts 
at  264®  (Roscoe  and  Schorlemmer),  and  boils 
at  a  temperature  between  the  melting-point 
of  copper  and  nickel,  t.e.  between  1090®  and 
1460®  (Camelley  and  Carlton  WiUiams),  con- 
densing   in  laminsc.     The    vapour   density  at 
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temperattires  between  1600^  and  1700''  is  11, 
which  corresponds  to  that  calculated  for  a 
mixture  of  monatomic  and  diatomic  molecules 
(Meyer,  Ber.  1889,  22,  726).  Its  sp.gr.  at  12^ 
is  0*823.  Soheerer  and  Marohand  nave  stated 
that,  on  exposure  to  great  pressure,  the  density 
of  bismuth  is  lowered.  W.  Spring,  however, 
has  shown  that  the  density  is  thereby  tJUireased. 
By  exposure  of  bismuth  of  density  9*804  to  a 
pressure  of  20,000  atmospheres,  the  density  was 
raised  to  9*866 ;  a  second  compression  still 
further  increased  the  density  to  9*863  (Ber.  16, 
2724).  It  is  stated  that  by  careful  hammering 
its  density  may  be  raised  to  9*88. 

Bismuth  expands  in  cooling.  Tribe  (C!hem. 
Soc.  Trans.)  has  shown  that  this  expansion  does 
not  take  place  until  after  solidification. 

Exrmsed  .to  dry  air,  bismuth  remains  un- 
altered at  the  ordinary  temperature,  but  m  moist 
air  or  in  contact  with  water  it  becomes  coated 
with  oxide.  When  heated  in  air  it  bums  with  a 
bluish  flame,  evolving  yellowish  fumes  of  oxide. 
At  hish  temperatures  it  decomposes  water. 

Ccud  sulphuric  acid  has  no  action,  but  the 
hot  concentrated  acid  dissolves  bismuth.  Hydro- 
chloric acid  acts  but  slowly,  and  Ditte  and 
Metzner  have  shown  (Compt.  rend.  115,  1303) 
that  this  action  can  only  take  place  in  presence  of 
oxygen.  Nitric  acid,  oilute  or  strong,  dissolves 
it  readily,  with  the  formation  of  nitrate.  Pow- 
dered bismuth  thrown  into  chlorine  gas  ignites 
with  the  formation  of  trichloride.  It  also  imites 
directly  with  bromine,  iodine,  and  sidphur. 

When  comparatively  pure,  bismuth  crystal- 
lises readily.  To  obtam  it  in  the  form  of  fine 
crystals  it  is  melted  and  allowed  to  cool  until  a 
crust  has  formed;  the  crust  is  pierced  on 
opposite  sides  with  a  hot  iron,  and  the  still  liquid 
portion  poured  through  one  of  the  openings. 
On  careful  removal  of  the  crust  the  sides  of  me 
vessel  are  found  covered  with  crystals,  frequently 
resembling  hollow  pyramidal  cubes  like  those  of 
salt,  but  which  are  in  reality  obtuse  rhombohedra. 
Their  iridescent  lustre  is  due  to  a  very  thm 
film  of  oxide  which  shows  the  colour  character- 
istic of  thin  plates. 

Bismuth  can  be  obtained  in  the  colloidal 
state  by  reducing  a  solution  of  the  nitrate  with 
stannous  chlori(fe»  or  by  the  action  of  hypo- 
phosphorus  acid  on  bismuth  oxychloride(Gutbier 
and  Hofmeyer,  Zeitsch.  anorg.  CSiem.  44,  226). 
Bismuth  is  the  most  diamagnetio  substance 
known,  a  bar  of  the  metal  placing  itself  equa- 
torially  between  the  poles  of  a  magnet,  t.e.  at 
right  angles  to  the  position  taken  up  by  a  bar  of 
iron.  Bismuth  also  occupies  an  extreme  place 
in  the  thermo-electric  series,  being  used  with 
antimony  in  the  preparation  of  the  most  delicate 
thermopiles. 

Analysis, — ^AU  compounds  of  bismuth,  when 
mixed  with  carbon  or  other  reduoins  agent  and 
fused  before  the  bloVpipe,  ^ve  a  oriiUe  white 
bead  of  metal  and  a  yellow  mcrustation  on  the 
charcoal,  darker  than  that  of  oxide  of  lead. 

A  veiy  good  dry  test  for  bismuth  is  that  due 
to  von  ICobell.  The  substance  is  heated  on 
charcoal  with  a  mixture  of  potassium  iodide  and 
sulphur,  when,  if  bismuth  is  present,  a  brilliant 
scarlet  incrustation  is  obtained. 

Salts  of  bismuth  in  solution  give,  on  addition 
of  excess  of  water,  a  white  precipitate  of  basic 
salt,  which  a  insoluble  in  tartaric  acid,  and 


blackens  with  sulphuretted  hydrogen  (distinction 
from  antimony). 

Metallic  iron,  copper,  lead,  and  tin  precipitate 
metallic  bismuth  from  solutions. 

A  qualitative  test  for  bismuth  proposed  by 
Reichard  (Chem.  Zeit.  28,  1024)  is  the  addition 
of  a  brucine  salt,  or,  better,  brucine  itself  to  the 
solution.  In  presence  of  bismuth  a  deep-red 
colour  is  produced  which  is  distinguished  from 
that  given  by  nitric  acid  by  the  fact  that  it 
becomes  deeper  on  heating,  whereas  the  colour 
given  by  nitric  acid  turns  to  yellow. 

Estimation. — Bismuth  may  be  separated  from 
cop^r,  cadmium,  meroury,  and  silver,  lead 
havmg  been  removed  previously  by  precipita- 
tion as  sulphate,  by  the  following  method,  due 
to  Stabler  and  Scharfenberg  (Ber.  38,  3862). 

The  solution,  which  may  contain  hydrochloric 
acid,  and  should  contain  about  0*1-0*2  cram 
of  bismuth,  is  diluted  to  300-400  cc,  and  any 
precipitate  redissolved  by  the  cautious  addition 
of  nitric  acid.  This  solution  is  heated  to  boiling, 
and  treated  with  a  boiUng  10  p.c.  solution  of 
trisodium  phosphate  Na,P04  (obtained  by 
mixinff  equivalent  amounts  of  sodium  hydrogen 
phosphate  and  caustic  soda).  In  presence  of 
much  hydrochloric  acid,  a  considerable  excess  of 
the  phosphate  must  be  used,  but,  should  the 
solution  oecome  alkaline,  nitric  acid  must  be 
added.  After  boilinff  the  whole  for  some  time, 
the  precipitate  is  allowed  to  settle,  and  the 
supernatant  liquid  is  tested  with  sodium  phos- 
phate. If  precipitation  is  complete,  the  pre- 
cipitate is  collected  hot  on  a  Qooch  crucible, 
washed  with  1  p.c.  nitric  acid,  containing 
ammonium  nitrate,  dried  at  120®,  and  finally 
heated  over  a  bunsen  burner,  and  weighed  as 
bismuth  phosphate  BiP04.  The  precipitate 
is  very  hygroscopic  :  suitable  precautions  must 
therefore  be  taken  in  weighing  it. 

A  modification  of  this  method,  which  renders 
it  suitable  for  the  separation  of  bismuth  from 
considerable  amounts  of  mercury,  has  been 
described  by  Stabler  (Chem.  Zeit.  31,  615). 

A  volumetric  method  for  the  estimation  of 
bismuth,  for  which  considerable  accuracy  is 
claimed,  is  the  ohromate  method  of  Lowe  as 
modified  by  Rupp  and  Schaumann  (J.  Soc.  Chem. 
Ind.  1902,  1568). 

H.  W.  Rowell  has  published  a  method  (J.  Soc. 
Chem.  Ind.  1908,  102)  for  the  estimation  of 
small  quantities  of  bismuth  in  ores,  &c  The 
method  is  colorimetric,  depending  on  the 
yellow  colour  produced  when  potassium  iodide 
is  added  to  a  solution  of  the  bismuth  compound 
in  sulphuric  acid  {see  also  Eng.  and  Mining 
Jour.  1901,  459). 

An  aocoimt  of  other  methods  used  for  the 
estimation  of  bismuth  will  be  found  in  the 
article  on  Analysis. 

For  the  dry  assay  of  bismuth  ores  the  fluxes 
used  must  depend  on  the  composition  of  the 
ore.  Thus  with  ores  containing  metallic  bismuth 
or  that  metal  as  oxide,  sulphiae,  carbonate,  &c., 
a  flux  consisting  of  a  mixture  of  2  parts  potassium 
or  sodium  carbonate,  1  part  sodium  chloride,  and 
a  proper  quantity  of  argol  or  potassium  cyanide 
or  charcoal  powder,  will  be  useful  (Tamm) ;  with 
the  addition,  whero  much  earthy  matter  is 
present,  of  borax.  Where  much  copper  is 
present,  Tamm  advises  the  use  of  one  part  of  the 
ore  mixed  with  one  part  or  less  of  a  mixture  of 
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Bodium  carbonate  1,  salt  2,  sulphur  2,  charcoal 
powder  1  part.  The  exact  proportions  in  which 
these  fluxes  are  most  useful  must  be  learned  by 
experience. 

Alloys  of  Bbmutli. 

Bismuth  unites  readily  with  most  metals, 
formii^  alloys  which  are  usually  of  great  hard- 
ness, britUeness,  and  fusibility,  and  most  of 
which  expand  on  solidifying. 

Lead  containing  veiy  little  bismuth,  is 
toughened  without  becominff  more  brittle.  The 
admtion  of  bismuth  to  lead  increases  its'  hard- 
ness and  tenacity;  the  alloy  of  3  lead  and  2 
bismuth  has  ten  times  the  hiudnees  and  twenty 
times  the  tenacity  of  lead.  The  alloy  of  66 
lead  and  34  bismuth  is  yery  ductile,  melting 
at  166^;  it  corresponds  to  BiPb,.  An  alloy 
containing  equal  weights  of  the  two  metals  is 
brittle,  offoliated  texture,  and  of  the  colour  of 
bismuth.  Its  density  is  10*709,  i.e.  greater  than 
the  mea  ndensitv  of  the  constituents. 

Tin.  The  addition  of  bismuth  to  tin  in  small 
quantities  renders  it  more  elastic  and  sonorous. 
An  alloy  of  64  tin,  46  bismuth  is  crystalline  and 
brittle ;  it  melts  at  ISS""  (Guthrie,  Phil.  Trans. 
[6]  17,  464).  The  alloy  of  24  tin,  1  bismuth  is 
somewhat  malleable,  but  a  further  addition  of 
bismuth  renders  it  brittle. 


Tin  and  Lead.  The  alloys  of  bismuth  with 
these  two  metals  are  of  special  interest.  They 
are  extremely  fusible,  and  on  account  of  their 
expansion  on  cooling  they  take  a  very  fine  impres- 
sion, beinff  largelyusedfor  electrotype  moulds,  ftc. 

An  alloy  of  1  bismuth,  2  tin,  1  lead  is  used  as 
a  soft  solder  by  pewterers,  and  for  the  cake 
moulds  for  toilet  soap.  An  expensiye  but  effec- 
tiye  alloy  for  stereotype  cliche  and  metallic 
writing  pencils  contains  6  bismuth,  2  tin,  3  lead  ; 
it  melts  at  91 -66^ 

For  special  work  solder  containing  bismuth  is 
employed.  It  can  be  used  under  boiling  water 
if  a  little  hydrochloric  acid  is  added. 

A  thorough  physico-chemical  inyestigation 
of  these  ternary  alloys  has  been  made  by 
Chaipy  (Gompt.  rend.  126,  1569),  whose  memoir 
should  be  consulted  for  details.  He  finds  that 
the  eutectic  mixture  contains  32  p.c.  lead,  16  p.o. 
tin,  and  62  p.c.  bismuth,  and  has  m.p.  96^. 
Such  alloys  are  used  to  a  considerable  extent  in 
safety  plugs  for  boilers  and  for  automatic 
sprinklers. 

The  yarieties  of  fusible  metal  contain  these 
three  metals,  with  the  addition  sometimes  of 
cadmium,  wl^oh  still  further  lowers  the  melting- 
point.  A  table  of  the  most  important  of  these 
alloys  is  giyen  below : 


Name  of  alloy 


!  Newton's 

I  Rose  s      .         . 

D'Arcet's 
<  D'Arcet's   with  mer 
cury     . 

Wood's  . 

liipowitz's 

Guthrie's  *  Eutectic ' 


BiBmath 

Lead 

31-25 
2810 
260 

Tin 

Cadmium 

Mercury 

60 
60 
60 

18-76 

24-1 

26-0 

■ 

— 

60 
60 
60 

26-0 
260 
26-9 

26-0 
12-5 
12-78 

12-6 
10-4 

2600 

60 

20-66 

2110 

14-03 

i-l 

Melting-point    IJ^^^S^^^ 


94-6*» 
96* 
94*» 

46* 

66*» 

66* 
stated  to  haye 

the  lowest 
melting-point 


66*  (Spring) 


26*  (Spring) 
38-6<>(    „    ) 


The  action  of  heat  on  fusible  metal  is  some- 
what anomalous.  Taking  Lipowitz's  aUoy  as  a 
typical  example,  we  find  (from  Spring's  table  of 
densities  at  different  temperatures)  that  this 
alloy  whilst  cooling  contracts  yery  rapidly  at 
the  solidifying  pomt  (66°),  contracts  slowly 
from  that  temperature  to  38*6®,  expands  thence 
to  about  26*^,  and  again  contracts,  occupying 
at  0*  the  same  yolume  as  at  46*. 

For  this  reason,  in  takins  a  cast  or  impression 
\ivith  fusible  metal,  it  is  aayisable  to  allow  the 
alloy  to  cool  to  a  pasty  mass  before  placing  in 
the  mould  (v.  further,  Godefroy,  Fremy's 
EncycL  Ghimique,  art.  *  Bismuth,'  1888,  24r-30). 

Copper  containing  small  quantities  of  bismuth 
is  red  short.  Traces  of  bismuth  are  usually 
present  in  commercial  copper  (Field,  Chem. 
News,  36,  261).  The  two  metals  unite  at  a 
temperature  below  the  melting-point  of  copper, 
forming  hard,  brittle  alloys  of  the  mean  densities 
of  the  constituents  (Gelert).  An  alloy  of  1 
copper,  2  bismuth  expands  considerably  after 
solidification ;  1  copper,  4  bismuth  produces  a 
red  crystalline  metal. 

Antimony  unites  in  all  proportions  with  bis- 
muth. The  alloy  of  equal  parts  of  the  two 
metals  expands  considerably  on  solidification. 

Mercvry  diesolyes  a  considerable  amount  of 


bismuth  without  solidifying.  The  amalgam  con- 
taining 1  bismuth  and  4  mercury  adheres  strongly 
to  smooth  surfeuses  such  as  glass.  One  part 
bismuth  and  2  parts  mercury  forms  a  pasty 
amalgam.  The  alloy  consisting  of  D'Arcet^ 
alloy  and  mercury  (v.  preceding  table)  is  used, 
on  account  of  its  low  melting-point,  for  taking 
casts  of  anatomical  preparations.  The  alloy 
is  introduced  in  the  liquid  state,  allowed  to 
solidify,  and  the  fleshy  parts  dissolyed  by  solu- 
tion of  caustic  soda.  This  alloy  is  also  used  for 
silyering  glass  tubes,  &c. 

Silver  nas  a  strong  aflinity  for  bismuth.  An 
alloy  of  equal  parts  of  the  two  metals  has  the 
colour  of  bismuth,  is  lameUar,  and  has  a  density 
of  10*709,  t.e.  greater  than  the  mean  of  the  con- 
stituent metals  (Muschenbroeck). 

The  alloy  of  cadmium  40*8  parts,  bismuth 
69-2  parts,  melts  at  144*  (Guthrie). 

Bismuth  alloys  with  the  aUcali  metals ;  thus, 
by  fusinff  6  bismuth  with  4  cream  of  tartar  (potas- 
sium hydrogen  tartrate),  an  alloy  of  bismutii  and 
potassium  is  produced  which  becomes  tarnished 
in  air,  has  an  alkaline  reaction  and  taste,  and 
eyolyes  hydrogen  when  plunged  in  water. 
Johannis  (Compt.  rend.  114,  686)  has  obtained 
an  alloy  of  bismuth  and  sodium,  of  the  formula 
BiNa,,  by  the  action  of  a  solution  of  sodium  in 
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liquid  ammonia  on  bismuth.    The  compound  is 
of  a  blue-black  colour  and  takes  fire  in  the  air. 
A.  H.  GaUatin  (Phil.  Mag.  |;41  38,  67)  has  pre- 

eired  an  alloy  of  bismuth  with  ammonium  m. 
e  scattered  ammonium  chloride  over  bismuth 
sodium  aUoy,  and  added  water.  The  alloy 
swelled  and  again  contracted.  On  plunging 
in  water  or  heating,  a  mixture  of  hydrof;en  and 
ammonia  was  evolved.  After  drying  tn  vacvA 
over  sulphuric  acid,  it  evolved  27  volumes  of 
gas  on  heating. 

Bismuth  combines  veiy  imperfectly  with 
iron,  forming  alloys  of  diminished  density.  With 
platinum,  palladium,  gold,  and  tellurium  it  also 
forms  allo3r8.  Compounds  with  the  two  latter 
'metals  occur  in  nature.  It  is  remarkable  that 
the  addition  to  bismuth  of  as  little  as  0-05  p.o. 
of  tellurium  completely  changes  the  appearance 
of  the  metal,  which  then  has  a  minutely  crystal- 
line structure. 

Ck)MF0T7ia>s  OF  Bismuth. 

Bismuth  forms  two  well-defined  classes  of 
compounds,  in  which  it  is  a  diad  and  a  triad 
respectively.  There  are  indications  of  the 
existence  of  some  more  highly  oxidised  com- 
pounds, but,  assuming  their  existence  to  be 
proved,  their  constitution  can  be  more  easily 
explained  by  the  assumption  of  a  higher  valency 
for  oxygen  than  by  assuming  bismuth  to  be  a 
pentad. 

Oxides.  Only  two  oxides  of  bismuth,  the 
dioxide  and  the  trioxide,  are  definitely  known. 
The  statements  of  Deichler,  Hauser,  and  Vanino 
and  Treubert,  that  bismuthio  acid  and  tetroxide 
exist,  have  been  controverted  by  Gutbier  and 
Bunz  (Zeitsch.  anorg.  Chem.  48,  162 ;  49,  432 ; 
50,  210;  62,  124);  Moser  (Zeitsch.  anorg. 
Chem.  60,  33)  states  that  the  addition  of  hydro- 
sen  peroxide  to  a  bismuth  salt  precipitates  only 
bismuth  trioxide.  HoUard  (Compt.  rend.  136, 
229)  says  that  a  peroxide  of  the  formula  Bi^O, 
is  formed  during  the  electrolysis  of  a  solution  of 
bismuth  sulphate,  but  this  observation  has  not 
been  confirmed. 

The  trioxide  and  the  compounds  derived  from 
it  are  the  only  ones  of  commercial  importance. 

Bbmuth  trioxide  BigO,  occurs  in  nature 
as  hismvih  ochre.  It  is  best  prepared  by 
heating  the  subnitrate  of  bismuth  until  red 
fumes  cease  to  be  evolved.  It  may  also  be 
prepared  by  exposing  the  metal  to  a  red- white 
neat  in  a  muffle.  The  metal  then  bums  and 
forms  the  oxide,  which  condenses  as  a  yellow 
powder.  Bismuth  oxide  thus  obtained  is  a 
pale-yellow  amorphous  substance,  which  melts 
at  a  red  heat  to  a  slass  without  change  of  weight. 
Its  sp.gr.  is  8*21 ;  it  contains  89*66  p.c  bismuth. 

The  oxide  can  be  obtained  crystalliue,  and 
has  been  shown  to  be  isodimorphous  with 
antimony  trioxide  (Muir  and  Hutchinson,  C!hem. 
Soc.  Trans.  1889,  143). 

It  is  used  for  glass  and  porcelain  staining ; 
as  an  addition  to  certain  fluxes  to  prevent  tne 
production  of  colour ;  and  in  gilding  porcelain, 
Being  mixed  in  the  proportion  of  1  part  oxide  to 
15  iMkrts  of  the  gold. 

The  darkening  of  the  commercial  substance 
on  exposure  to  light  is  due  to  the  presence  of  a 
trace  of  silver. 

A  hydrated  bismatli  oxide  Bi,0„H,0  is  pre-  i 
cipitated  as  a  white  powder  on  addition  of  caustic  i 


alkali  to  a  bismuthous  salt,  such  as  the  nitrate ; 
but  Thibault  (J.  Pharm.  Chim.  12,  569)  has 
shown  that  under  these  conditions  the  product 
contains  appreciable  quantities  of  oxy-  acid  salts. 
By  precipitating  the  hydroxide  from  an  alkaline 
solution  by  the  addition  of  acid,  a  pure  product 
is  obtained  which  on  dryine  yields  the  pure 
oxide.  It  dissolves  in  alkali  in  presence  of 
glyceroL  On  addition  of  sugar  to  the  solution, 
metaUio  bismuth  is  precipitated,  whilst  arsenic, 
if  present,  remains  in  solution.  Lowe  (Zeitsch. 
anal.  -Chem.  22,  49&-^5)  recommends  this 
method  for  the  preparation  of  pure  bismuth  for 
pharmaceutical  purposes. 

Bismuth  nitrate  Bi(N0,)„5H,0  is  prepared  by 
dissolving  bismuth  or  its  oxide  or  carbonate  in 
moderat^y  strong  nitric  acid.  The  concen- 
trated solution  is  filtered,  if  necessary,  through 
asbestos,  and  deposits  on  cooling  large  deliques- 
cent crystals,  wnich  are  caustic  and  melt  in 
their  water  of  ciystallisation  when  gently  heated. 

When  the  bismuth  used  for  the  preparation 
contains  arsenic,  excess  of  nitric  acid  should  be 
used  for  the  solution ;  the  arsenic  is  then  oxidised 
to  arsenic  acid,  and  combines  with  its  equivalent 
of  bismuth,  being  precipitated  as  arsenate  of  bis* 
muth.  R.  Schneider  (J.  pr.  Chem.  20,  418-434) 
recommends  the  following  proportions :  2  kilos, 
bismuth,  10  Idloa.  hoi  nitno  acid  {lb""  to  90''); 
when  the  action  is  finished  the  liquid  is  de- 
canted from  the  sediment,  which  contains  all 
the  arsenic.  On  addition  of  water  to  the  solu- 
tion a  white  precipitate  of  basic  nitrate  falls,  the 
constitution  of  which  varies  with  the  amount 
of  water  used.  This  was  formerly  known  as 
magistery  of  hiamvih,  and  is  now  called  flake  or 
pearl  tohiU,  the  latter  name  being  also  applied 
to  the  oryrchloride  of  bismuth. 

For  pharmaceutical  purposes  the  subnitrate 
is  prepared  as  follows :  l)issolve  2  parts  of  bis- 
muth in  4  parts  nitric  acid  of  sp.Kr.  1*42,  diluted 
with  3  parts  water,  pour  from  deposit,  if  any, 
evaporate  to  one-thira  the  bulk,  and  pour  into 
80  parts  of  water,  filter,  wash  and  dry  the  pre- 
cipitate at  a  temperature  not  above  55^. 

It  is  a  pearly-white  powder  consisting  of 
minute  crystalline  scales.  It  is  employed  as  a 
flux  for  certain  enamels,  augmenting  their 
fusibility  without  imparting  any  colour,  and  on 
this  account  is  used  as  a  vehicle  for  metallic 
oxides.  For  the  colourless  iridescent  ^lase  on 
porcelain  the  basic  nitrate  is  rubbed  with  resin 
and  ^ntly  heated  with  lavender  oil;  by  the 
addition  of  coloured  oxides,  yellow  and  other 
colours  are  produced.  It  is  also  used  like  the 
oxide  and  in  the  same  proportions  for  gilding 
porcelain,  and  to  some  extent  as  a  cosmetic 
under  the  names  hlanc  de  fard  and  bkmc 
d*Eapagne,    It  is  largely  used  in  medicine. 

When  prepared  from  impure  metal  it  is  liable 
to  contain  arsenic,  lead,  and  silver;  tellurium 
has  also  been  suspected  (Pharm.  J.  3,  No.  287).  To 
test  for  arsenic,  heat  a  little  of  the  nitrate  in  a 
tube  until  brown  fumes  cease  to  be  evolved. 
Add  a  small  crystal  of  potassium  acetate,  and 
again  heat ;  in  presence  of  a  trace  of  arsenic  the 
odour  of  kakodyl  is  observed  (A.  Glenard,  J.  de 
Pharm.  [4]  1,  217). 

Bismuth  cUoride  Bid,.  This  compound 
is  produced  when  finely  powdered  bismuth  is 
thrown  into  chlorine  gas  or  when  chlorine  is 
passed  over  the  heated  metal.    It  is  also  formed 
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by  the  solution  of  bismuth  in  aqua  regia  and 
evaporation  of  the  liquid;  or  by  distilling  a 
solution  of  the  oxide  in  hydrochloric  acid, 
changing  the  receiver  when  ail  the  water  has 
distiSed  over. 

It  is  a  white,  easily  fusible  solid,  which 
absorbs  moisture  from  the  air,  forming  a  crystal- 
line hydrate.  By  the  addition  of  water  a  white 
precipitate  of  basic  chloride  or  ozychloride  is 
produced  corresponding  to  BiOCl,  though  its 
coinposition  vanes  considerably. 

The  oxyebloride  of  blimuth  is,  however, 
usually  prepared  by  pouring  a  solution  of  the 
normal  nitrate  into  a  dilute  solution  of  common 
salt,  forming  oxyohloride  of  bismuth  and  sodium 
nitrate. 

It  is  a  white  pearly  powder  known  as  pearl 
white,  and  is  used  as  a  pigment,  and  in  the  pre- 

Skration  of  a  very  fine  yeUow  pigment  known  as 
erim^e*8  antimony  yellow  (v.  Antimoky). 

Blsmutli  ehromate  v.  under  Chromium. 

Bismath  lulllhite,  produced  by  the  action  of 
sulphurous  acid  on  bismuth  carbonate,  or  by 
double  decomposition  between  a  bismuth  salt 
and  an  alkali  sulphite,  is  a  white  crystalline 
powder,  and  is  used  in  medical  practice  to  check 
intestinal  fermentation,  and  in  cases  of  worms. 

The  organic  oompounds  of  bismuth  have  found 
many  applications  in  medicine  and  surger^% 

Blnuttth  salieyUte  is  prepared,  according  to 
Causse  (Gompt.  rend.  112,  1220),  by  adding  a 
solution  of  a  neutral  salicylate  to  a  solution  of 
bismuth  nitrate  in  a  minimum  amount  of 
hydrochloric  acid.  Ck>nsiderable  quantities  of 
ammonium  chloride  are  added  to  the  solutions 
before  they  are  mixed.  Hydrated  bismuth 
salicylate  Bi(C7H50,)„4H,0  is  thus  obtained 
as  a  white  crystalline  powder,  insoluble  in  cold 
water. 

A  better  method  of  preparation,  due  to 
Thibault  (Bull.  Soc.  chim.  25,  794),  consists 
in  treating  the  bismuth  oxide  obtained  by 
precipitation  from  15  parts  of  bismuth  nitrate 
with  a  solution  of  10  parts  of  salicylic  acid  in 
200  parts  of  water  and  heating  on  the  water- 
bath  till  the  action  is  complete.  The  product 
is  decanted,  washed  with  cold  alcohol,  and  dried 
at  100^  It  is  thus  obtained  in  rose-grey 
crystals,  which  are  soluble  without  decomposition 
in  cold  alcohol,  ether,  or  in  a  saturated  aqueous 
solution  of  salicylic  acid. 

Martinotti  and  Comelio  (Bull.  (>him.  Pharm. 
40,  141)  point  out  that  commercial  preparations 
of  the  salt  vary  very  much  in  composition,  the 
amount  of  acid  ranging  from  5  to  67  p.c,  and 
that  of  bismuth  oxicfe  from  37  to  79  p.o. 

Kebler,  however,  has  shown  (Pharm.  J.  64, 
591)  that  the  alcoholic  test  of  the  British 
Pharmacopoeia  is  too  stringent,  as  hot  alcohol 
decomposes  the  salt.  A  more  trustworthy 
method  of  testing  of  bismuth  salicylate  for  free 
acid  consists  in  extracting  it  with  90  p.c.  benzene 
and  filtering  the  extract  into  dilute  ferric 
chloride  solution  (1  in  3000),  when  a  violet  ring 
is  produced  at  the  junction  of  the  two  liquids 
if  free  acid  is  present. 

Basle  bismuth  gaUate,  known  commercially 
as  *  dermaiol,*  is  prepared  as  follows  :  306  grams 
of  basic  bismuth  nitrate  is  dissolved  in  328  erams 
nitric  acid  of  strength  SS^'B.,  diluted  with  200 
grams  water.  The  solution  is  filtered  through 
glass-wool,  evaporated  down  to  600  grams,  and 


allowed  to  orystalliBQ.  The  product  is  dissolved 
in  980  grams  glacial  acetic  acid,  diluted  with 
8  litres  of  water,  and  then  mixed  with  a  solution 
of  188  grams  crystallised  gallic  acid  in  8  litres  of 
water.  The  precipitate  of  bismuth  gallate  thus 
produced  is  washed  five  or  six  times  with  water, 
pressed,  and  dried  (Hartz,  Pharm.  Bundsch. 
12, 182). 

Another  method  consists  in  treating  a  solu- 
tion of  bismuth  nitrate  in  nitric  acid  with  a 
solution  of  gallic  acid  in  70  p.c.  alcohol,  nearly 
neutralising  with  sodium  hydroxide  or  sodium 
carbonate,  and  finally  adding  considerable 
quantities  of  sodium  acetate  or  diluting  largely 
with  water.  The  compound  is  thus  obtainea  as 
a  yellow  precipitate,  which  ia  collected  and  dried 
(Eng.  Pat.  6234,  1891). 

The  empirical  formula  of  the  substance  is 
BiC^HfO,,  and  Thibault  (J.  Pharm.  Chim.  14, 
487)  considers  that  it  is  really  bismuthogallic 
acid,  adducing  in  favour  of  this  view  the  fact 
that  with  alkaSs  it  forms  salts  of  which  potassium 
bismuthogallate  KjiBiC^HgO^  is  a  type. 

A  general  method  for  the  preparation  of 
bismuth  salts  of  organic  acids  is  the  solution 
of  freshly  precipitated  bismuth  hyd]x>xide  in 
a  solution  of  the  acid  (Fischer  and  Grfltzner, 
Arch.  Pharm.  1894,  232,  460;  v.  also  Telle, 
ibid,  1908, 246, 484,  for  the  preparation  of  bismuth 
lactate  by  this  method). 

Basle    bismuth    dlbromohydroxynaphthoate, 

which  has  been  suggested  as  a  substitute  for 
iodoform  in  surgical  dressings  (G.  Bichter» 
Apoth.  Zeit.  1908»  23,  600),  is  obtained  by  a 
similar  method.  iS-hydroxynaphthoio  acid  is 
brominated  in  acetic  acid  solution,  and  the 
recrystallised  product  heated  with  bismuth 
hydroxide.  The  salt  is  a  finely  crystalline, 
yellow,  odourless,  insoluble  powder,  which  in 
unaffected  by  heating  to  110^ 

Bismuth  ehrysophanate  ('  D&rmd  *) 
Bi(Ci3H,04),-Bi,0,  ?  ) 
a    yellowish-brown    powder,   is,   according    to 
Merck,  a  mixture  of  impure  chrysarobin  and 
bismuth  hydrate. 

Compounds  of  bismuth  with  phenols  are 
obtained  by  double  decomposition  between  an 
alkaline  salt  of  the  phenol  and  a  salt  of  bismuth, 
such  as  the  nitrate.  Among  those  that  have 
been  made  commercially  may  be  mentioned : 

orphcl  (the  /3-naphthol  compound) 
C,oH,OBi(OH),+Bi,0,+H,0  ; 

xeroform  (the  tribromophenol  compound) 
(CeH,Br,0),BiOH+Bi,0,; 

helcosol  (the  pyrogallate) 

[C.H,(OH),0],-Bi-OH. 
An  important  pathological  application  of  bis- 
muth  salts  is   their  administration   internally 
in  order  to  outline  parts  of  the  body  in  Rontgen 
ray  work. 

Bismuth  oxylodosubgaUate  C«H,(0H)3C0,> 
Bil(OH),  *  airol,*  is  prepared  by  heating  together 
in  60  parts  of  water  35  parts  bismuth  oxyiodide, 
and  18*8  parts  gallic  acid  until  the  product  is  a 
greyish-green  powder.  It  is  used  as  a  substitute 
for  iodoform. 

Other  compounds  of  bismuth  to  which  trade 
names  have  been  given  are: 

Bismol,  bismuth  methvlenedigallatg,  ob- 
tained by  Uie  general  methoclfrom  the  h3rdroxide 
and  methylenedigaJlic  acid. 
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MarhascH,  bismuth  borophenatc. 

Thioform,  bismuth  dithiosalicylate,  used  as 
a  substitute  for  iodoform  (v.  Synthetic  dbttqs). 

BISHUTHINTTE  or  BISHUTHGLANCE. 
Native  bismuth  sulphide  BigS,,  ocourring  in 
acicular  or  bladed  orthorhombic  crystals  or 
lamellar  masses,  very  like  stibnite  (Sb^S,)  in 
appearance.  In  Queensland  and  Bolivia  it  is 
found  in  sufficient  abundance  to  be  used  as  an 
ore  of  bismuth.  L.  J.  S. 

BfSHUTITE.  Basic  bismuth  carbonate,  con- 
taining about  90  p.o.  Bi,0, ;  formula  perhaps 
BijOjCO,*HjO.  It  is  a  yellowish  earthy 
material,  and  presenting  such  an  appearance  is 
surprisingly  heavy  (sp.gr.  variously  given  as 
6*9  and  7*6).  It  occurs  as  an  alteration  product 
of  native  bismuth,  and  in  Bolivia  is  an  important 
ore  of  this  metal.  L.  J.  S. 

BISHUTOSE  V.  Synthetic  drugs. 

BISSA-BOL  V.  Gum  resins. 

BISTRE  V.  Pigments. 

BISULPHIDE  OF  CARBON  v.  Carbon 
distdphide,  art.  Carbon. 

BITTER  ALMOND  OIL  v.  Benzaldehyde, 
and  O1L.S,  Essential. 

BITTER  APPLE  v.  Colocynth. 

BITTER  SWEET  v.  Dulcamara. 

BITTER  WOOD  v.  Quassia. 

BITTERN,  The  mother  liquor  which  re- 
mains after  the  crystallisation  of  common  salt 
from  sea-water,  or  the  water  from  salt  springs. 
It  contains  soluble  magnesium  salts,  bromides, 
and  iodides. 

The  same  term  is  also  applied  to  a  mixture 
of  equal  parts  of  quassia  extract  and  sulphate  of 
iron,  2  parts  extract  of  Cocculus  indicus,  4  parts 
Spanish  liquorice,  and  8  parts  treacle,  used  to 
sophisticate  beers. 

BTTUHEN.  This  term  includes  a  consider- 
able number  of  inflammable  mineral  substances 
consisting  mainly  of  hydrocarbons.  They  are  of 
various  consistence,  from  thin  fluid  to  solid,  but 
the  solid  bitumens  are  for  the  most  part  lique- 
fiable  at  a  moderate  heat.  The  ptirest  kind  of 
fluid  bitumen,  caUed  naphtha  or  rock  oil,  is  a 
colourless  liquid  of  Bp.gr.  0*7-0*84,  and  with  a 
bituminous  odour.  It  often  occurs  in  nature 
with  asphalt  and  other  solid  bitumens.  Petro- 
leum is  a  dark-coloured  fluid  variety  containing 
much  naphtha.  Maltha  or  mineral  tar  is  a  more 
viscid  variety.  The  solid  bitumens  are  asphaU 
(q.v.) ;  mineral  iaUow  or  hatcheiin ;  dtuiic 
bitumen,  mineral  caoutchouc  or  elaterite;  ozo' 
kerite,  &c. 

An  abundance  of  bitumen  is  found  in  the 
island  of  Trinidad  at  the  Pitch  Lakes,  and  in 
Mexico.  It  is  supposed  to-  be  a  product  of  the 
decomposition  of  vegetable  matter,  and  consists 
chiefly  of  hydrocarTOns  with  variable  quantities 
of  oxygen  and  nitrogen  (v.  Pitch). 

BITUMINOUS  COAL  v.  Fuel. 

BDCEIN,  BIXIN.  Colouring  matters  of 
annatto  {v.  Annatto). 

BLACK  BAND  IRONSTONE  v.  Iron,  Ores  or. 

BLACK  BOY  GUM  v.  Balsams, 

BLACK  CHALK.  A  kind  of  clay  containing 
carbon,  found  in  Carnarvonshire  and  in  the  Isle 
of  Islay. 

BLACK  COPPER  v.  Copper. 

BLACK  EARTHY  COBALT  r.  Cobalt. 

BLACK  FLUX  v.  Assaying. 

BLACKBERRIES.  The  fruit  of  the  bramble, 
Vol.  I.— r. 


Rvbus  fruticosus,    Konig  gives,  as  the  average 
composition : 

Free  Other  c&rbo- 

Water  Protein     acid      Sagar  hydrates    Fibre      Ash 
86-4        0*5        1-2        4-4        1-8        5-2       0*5 

The  seeds  contain  about  12*6  p.c.  of  a  drying 
oil,  sp.gr.  at  15^  0-9256,  iodine  number  147-8, 
the  hquid  fatty  acids — about  91  p.c.  of  the  oil, 
contain  about  80  p.c.  of  linolic  acid,  17  p.o.  of 
oleic  acid,  and  3  p.c.  of  linolenio  acid,  whilst  the 
solid  acids,  chiefly  palmitic  acid,  amount  to 
about  4*7  p.c. ;  volatile  acids  are  not  present  in 
the  oil.  A  small  quantity  of  phytosterol  is 
present  (Krzizan,  Chem.  Rev.  Fett  u.  Han,  Ind. 
1908,  16,  7).  H.  L 

BLACK  HELLEBORE  ROOT.  Radix  Helk^ 
bori  nigri.  { Racine  d'EUAore  noir,  Fr. ;  Schwarze 
Nieswurzel,  Ger.) 

The  root  of  the  Hdleborus  niger  (Linn.)  or 
Christmas  Rose  (Woodville,  Med.  Bot.  169; 
Bentl.  a.  Trim.  2).  Black  hellebore  and 
the  nearly  related  green  hellebore,  HeUeborus 
viridis  (Linn.),  are  s^dom  employed  in  England 
except  in  veterinary  medicine.  They  are  both 
powerful  intestinal  irritants. 

Vau(melin  (Ann.  de  Museum,  8,  87),  Sou- 
beiran  (N.  Traite  de  Pharm.  1),  and  Feneulle 
and  Capron  (J.  Pharm.  Chim.  8,  503)  examined 
hellebore,  but  no  definite  constituent  of  physio- 
logical importance  was  announced  till  the  dis- 
covery  of  heUeborin  by  Bastick  in  1852  (Pharm. 
J.  12,  174).  Our  knowledge  of  the  chemistry  of 
hellebore  is,  however,  chiefly  due  to  Husemann 
and  Marme'  (Annalen,  133,  55),  who  fthow  that 
besides  heUeborin,  which  is  a  glucoside,  there 
exists  in  both  the  black  and  green  hellebore 
another  glucoside,  helleboreXn,  Helleborein  exists 
in  great^t  proportion  in  the  niger,  but  it  is  also 
the  chief  of  the  two  constituents  in  the  viridis, 

Helleborein,  when  purified,  consists  of  groups 
of  microscopic  needles  which  crumble  in  9ie  air 
to  a  yellowish- white  hygroscopic  powder.  It  ha9 
a  sweet  taste  and  darkens  at  220^-230**.  Water 
and  alcohol  dissolve  it,  but  it  is  insoluble  in 
ether.  Sulphuric  acid  forms  with  it  a  brownish- 
red  solution,  which  changes  to  violet.  By  the 
action  of  dilute  acids  it  hydrolydes  into  glucose, 
and  a  grey-green  amorphous  precipitate  of  hellebo- 
retin,  Hel^boretin  gives  with  concentrated  nitric 
acid  a  violet  solution,  which  deposits  violet  flakes 
on  pouring  into  water.  Helleborein  gi  ves  no  such 
colouration  (Thaeter,  Arch.  Pharm.  235,  414). 
HeUeborin  likewise  assumes  the  form  of  white 
shining  needles,  and  melts  with  decomposition  at 
150^  It  is  insoluble  in  cold  water,  slightly 
soluble  in  ether,  but  dissolves  easUy  in  boiling 
alcohol  or  chloroform.  It  gives  a  characteristic 
and  delicate  colour  reaction  with  sulphuric  acid. 
The  crystals  become  deep-red  and  dissolve  in 
the  acid  to  a  deep-red  solution.  The  taste 
of  heUeborin  is  acrid  and  burning.  DUute 
acids  hydrolyse  it  into  glucose  and  a  resinous 
substance,  heUeboresin,  HeUeboresin  is  in- 
soluble in  water,  slightly  soluble  in  ether,  but 
is  readUy  dissolved  by  boiling  alcohol.      A.  S. 

BLACKING.  Blacking  for  shoes  \b  mentioned 
as  early  as  1598,  but  it  was  not  introduced  into 
England  untU  the  reign  of  Charles  II.  It  con- 
sist of  (1)  black  bone  charcoal  (free  from 
calcium  phosphate,  otherwise  it  is  subsequently 
treated  with  dUute  sulphuric  acid)  and  black 
colouring  matter;    (2)  a  mixture  of  sugar  and 
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oil,  which,  on  rubbing,  imjiartfi  tho  gloss ;  and 
(3)  fstt^  matter  for  preservation  purposes. 

A  liquid  hiackiTig  can  be  prepared  from  120 
parts  of  ivory  black,  90  parts  brown  sugar,  16 
parts  olive  oil,  and  600  parts  stale  beer.  The 
ivory  black,  sugar,  and  olive  oil  are  mixed  into 
a  smooth  paste,  and  the  beer  added  under 
constant  stirring  (Hiscoz,  1907). 

A  German  recipe  is  as  follows:  26  parts 
Marseilles  soap  are  dissolved  in  376  parts  of 
warm  spirit  (26  p.c.)  and  40  parts  of  glycerol 
added ;  this  is  shaken  and  added  to  a  solution 
of  200  parts  of  shellac  dissolved  in  1000  parts 
of  spirit  (96  p.c.)  and  6  pc^rts  nigrosine  in  126 
parts  of  spirit  added.  The  mixture  is  well 
shaken  in  a  closed  vessel  and  left  for  a  fort- 
night. 

Liquid  polish.  4  oz.  asphaltum,  8  fl.  os. 
turpentine,  3  fl.  oz.  of  gold  size,  |  oz.  nigrosine, 
and  3  fl.  oz.  linseed  oO.  The  mixture  is  heated 
until  uniform  and  thinned  down  to  desired  con- 
sistence with  oil  of  turpentine  (Phot.  J.  Bee. 
1908,  738). 

Day  and  Mariin*8  chief  blacking  is  obtained 
by  mixing  ground  animal  chaxooS,  sperm  oil, 
raw  sugar  or  treacle,  and  a  small  portion  of 
vineear.  Dilute  sulphuric  acid  is  tnen  added 
to  the  mass  until  intumescence  ceases,  and 
the  product  is  thinned  by  the  addition  of 
vinegar. 

Bryant  and  Jameses  indiarubber  blacking  is 
prepared  by  triturating  thoroughly  18  oz.  very 
nne  shreds  of  indiarubber,  9  lbs.  hot  rapeseed 
oil,  60  lbs.  finely  powdered  animal  charcoal, 
46  lbs.  treacle,  1  lb.  gum  arabic  previously 
dissolved  in  20  gall,  vinegar.  The  whole  is 
placed  in  a  wooden  vessel,  and  12  lbs. 
sulphuric  acid  added  in  small  quantities  at 
a  time,  and  stirred  for  }  hour  daily  for  14 
days,  3  lbs.  of  finely  ground  gum  arabic  added, 
ancL  stirring  continued  for  14  days.  If  required 
in  the  paste  form,  only  12  gall,  vinegar  added  and 
6  or  7  days'  stirring  is  sufiScient. 

Brunner  makes  a  blacking  by  stirring  10 
parts  of  bone  black  with  100  parts  of  glucose 
syrup,  and  6  parts  sulphuric  acid  added  with 
rapid  stirring  until  the  mass  is  homogeneous. 
2  parts  of  soda  are  dissolved  in  4  parts  water, 
and  20  parts  train  oil  added  and  boiled  with 
constant  stirring  until  a  thick  liquid  is  formed : 
the  other  mixture  is  then  added  with  repeated 
stirring. 

A  cheap  and  good  shoe  blacking  may  be  pre- 
pared by  mixing  1  lb.  of  ivory  black,  1  lb. 
molasses,  8  tablespoonfuls  sweet  oil,  and  1  oz. 
of  gum  arabic,  dissolved  in  2  quarts  of  vinegar 
and  }  lb.  of  oil  of  vitriol. 

Paste  blacking.  Mix  16  oz.  ivory  black, 
16  oz.  lampblack,  6  oz.  treacle,  6  oz.  vinegar, 
and  4  oz.  sperm  oil.  Mix  and  add  gradually 
4  oz.  sulphuric  acid.  When  intumescence 
ceases,  ada  }  oz.  of  iron  sulphate,  6  oz.  gum 
arabic,  and  6  oz.  water  (Pharm.  Formula, 
1908,  378). 

Sticks  of  blacking  of  plastic  consistence  are 
made  from  the  following :  6  oz.  stearin,  6  oz. 
mraffin  wax,  2}  oz.  camauba  wax,  2}  oz. 
lustrous  pitch,  and  7  oz.  turpentine  (Pharm.  J. 
Pat.  2664,  1908). 

Hiscox  describes  the  following  paste :  122 
parts  Marseilles  soap,  61  parts  potassium  car- 
bonate,  600    parts   beeswax,  and  2000  parts 


water  are  mixed  with  constant  stirring  and 
163  parts  rock  candy  (powdered),  61  parts  gum 
arabic,  and  ICXK)  parts  ivory  black  are  added 
with  constant  stirring. 

Boot  polish,  b\  oz,  ozokerite,  2  lbs.  ccrasin, 
6^  oz.  camauba  wax,  1}  oz.  beeswax,  4  pints 
turpentine,  2  lbs.  lampblack,  20  fl;rams  black 
aniline  dye,  and  perfume  added  if  desired  (Pharm. 
J.  1908,  606). 

Self-shining  blacking.  Dissolve  4  oz.  gum 
arabic,  1(  oz.  coarse  sugar,  }  pint  good  black 
ink,  and  1  oz.  sweet  oil,  rub  m  a  mortar,  add 

2  oz.  strong  vinegar,  and  add  lastly  1  oz.  rectified 
spirits  (Scientific  Amer.  1903,  39). 

French  shoe  dressing.  32  oz.  vinegar,  8  oz. 
logwood,  and  ^  oz.  potassium  dichromate  are 
boiled  and  stramed  wnilst  hot  into  a  mixture  of 
4  oz.  gelatine,  4  oz.  tragacanth,  4  oz.  glycerol 
and  16  oz.  water.  The  mixture  is  allowed  to 
stand  for  some  hours:  2  oz.  indigo  are  then 
added,  and  the  whole  triturated  m  a  mortar 
(Pharm.  Form.  1908) 

Bool-top  liquid.  1  oz.  oxalic  acid,  1  oz.  zinc 
sulphate,  dissolved  in  30  oz.  water.  Apply 
witn  a  sponge  to  the  leather,  which  has  been 
previously  washed  with  water,  then  wash  off 
with  water,  and  dry  (Workshop  Receipts,  1909. 
123). 

For  kid  shoes.  2  oz.  gum  shellac,  1  oz. 
aqueous  ammonia,  8  oz.  water,  and  aniline  black 
enough  to  colour.  The  first  two  ingredients 
are  heated  almost  to  boiling,  and  water  is 
added  to  make  the  whole  measure  16  oz. 
(Scien.  Amer.  1903,  39). 

Waterproof  blacking.     6  oz.  caoutchouc  and 

3  lbs.  hot  rape  oil  are  added  to  20  lbs.  ivory  black, 
16  lbs.  molasses,  and  6  or  7  galL  vinegar  in  which 
6  oz.  ground  gum  arabic  nas  been  dissolved; 
then  fuld  4  lie.  sulphuric  acid  and  stir  con- 
stantly. Allow  to  stand  for  2  weeks,  then  add 
1  lb.  fine  gum  arabic.  Stir  daily  during  2 
weeks,  and  bottle  (Workshop  Receipts,  1909, 
.124). 

For  dress  boots.  8  oz.  gum  arabic  and  2  oz. 
molasses  dissolved  in  2  oz.  ink  and  }  pt. 
vinegar.  This  is  strained,  and  2  oz.  spirits  of 
wine  added. 

BLACK  JACK.  A  miner's  term  for  blende, 
or  zinc  sulphide  {v.  Zisc). 

BLACK  LEAD.  The  common  name  of 
plumbago  or  graphite  (t;.  Cabbon). 

BLACKLOT  BLUE  v.  iNDULnnss. 

BLACK  LIQUOR.  Ferrous  acetate  (v.  Acetic 

ACID). 

BLACK  MUSTARD  SEED  OIL  v.  Rape  oil  : 
Oils  and  Fats. 

BLACK  TELLURIUM  v.  Tellubitth. 

BLACK  TIN  V.  Tm. 

BLACK  VARNISH  or  BLACK  JAPAN  v. 
Vabnish. 

BLACK  WAD  v.  Manganese. 

BLACK,  WOOL,  v.  Azo-  colourino  matters. 

BLANC  FIXE.  Trade  name  for  ground 
barium  sulphate,  used  as  a  pigment  {v. 
Barytbs).    

BLANQUETTE.  A  kind  of  crude  soda,  less 
caustic  than  barilla,  obtained  at  Aigues-Mortes 
by  the  incineration  of  Salsola  kali. 

BLAST  FURNACE  GAS  v.  Fuel. 

BLASTING  GELATINE  AND  POUTOER  v. 
Exflosiyes. 

BLAU  or  BLUE  GAS.    A  mixture  of  volatile 
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hydrocarbons,  e.g.  propane,  butane,  the  pcntanoa, 
&c.,  containing  hydrogen  and  methane,  &c., 
in  solution  under  pressure.  The  pressure  solu- 
tion is  filled  into  steel  cylinders,  and  is  thus 
available  for  transport.  Used  for  illuminating 
heating,  and  power  purposes  (Haliock,  J.  8oc. 
Chem.  Ind.  1908,  5*50). 

BLEACHING.  This  term  signifies  the  art 
of  destroying  the  natural  colour  of  vegetable 
and  animal  products  in  such  a  manner  as  to 
leave  them  unimpaired  with  as  white  an  appear- 
ance as  possible.  The  removal  of  certain  other 
natural  or  artificial  impurities  usually  accom- 
panies the  bleaching  proper.  The  art  acquires 
its  greatest  importance  in  connection  witn  the 
textile  fibres,  cotton,  linen,  wool,  and  silk ;  hence 
special  reference  will  be  made  to  the  modem 
methods  of  bleaching  these  materials. 

Cotton  bleaching.  Cotton  is  usually  bleached 
in  the  form  of  3ram,  thread,  and  calico,  seldom 
as  loose  cotton-wool.  The  natural  impurities 
occurring  in  raw  cotton  amount  to  about 
6  p.c.,  and  consist  chiefly  of  pectic  matters; 
other  substances  present  are  brown  colouring 
matter  and  very  minute  quantities  of  a  fatty 
acid,  cotton  wax,  and  albuminous  matter.  The 
soiled  grey  appearance  of  raw  cotton- wool,  yam, 
and  thread  is  almost  entirely  due  to  the  presence 
of  these  natural  impurities.  Cotton  cloth  or 
calico,  however,  is  still  further  contaminated 
with  flour  or  starch,  fatty  matter,  China  clay, 
and  other  mineral  substances,  all  of  which,  to 
the  amount  of  30-50  p.c.,  have  been  introduced 
during  the  sizing  of  the  warp. 

C(mon  yarn  and  thread  Ueaohing,  If  the 
cotton  yam  is  in  the  form  of  '  warps,'  these  are 
loosely  plaited  by  hand  or  machine  in  order  to 
reduce  tneir  inconvenient  length  ;  if  in  the  form 
of  *  hanks,'  these  are  bleached  separately  or 
linked  together  in  chain  form ;  weft  yam  is 
sometimes  bleached  in  the  form  of  'cops,'  t.e. 
ready  for  the  spool  of  the  weaver's  shuttle. 

^e  several  operations  of  the  bleaching 
process  for  1600  Idlos,  yam,  employing  low 
pressure  kiers,  are  as  follows : — 

1.  Ley-hoiU    300  litres  caustic  soda  (sp.gr. 

1-16),  2000  litres  water,  boil  6  Incurs ; 
wash  in  kier  1  hour. 

2.  Chemicking.    Bleaching-powder    solution 

(sp.gr.  1*005),  steep  under  sieve  2  hours ; 
wash  under  sieve  haU  an  hour. 

3.  Souring.    Sulphuric   acid   (sp.gr.    1*005), 

steep  under  sieve  half  an  nour ;  wash 
under  sieve  half  an  hour  and  afterwards 
in  washing  machine. 

4.  Soaping     and     blueing.    Soap     solution 

about  6  grams  per  litre,  with  addition 
of  small  quantity  of  indigo-purple  (indi- 

fotin  monosulphonate  of  soda),  steep 
hours  under  sieve. 

5.  Dumping.    Pass  through  dumping   ma- 

chine   containing    soap    solution    and 

indigo-purple,  as  in  operation  No.  4; 

wash,  squeeze  or  hyoro-extract,  and 

dry. 
The  first,  second,  and  third  operations  are 
repeated  in  the  case  of  thread  because  of  its 
closer  texture.  For  the  second  ley-boil,  30  litres 
caustic  soda  (sp.gr.  1*16)  and  15  kilos,  soap  are 
used ;  the  chemicking  and  souring  aro  exact 
repetitions. 

The  ley-boil  takes  place  in  large  iron  boilers 


or  '  kiers,'  a  representation  of  which  is  shown 
in  Fig.  1. 

The  boiler  a  has  a  central  puffer  pipe,  b,  fur- 
■  nished  with  a  bonnet  or  spreader,  m,  at  the  top ; 
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G  is  a  perforated  false  bottom ;  d  is  the  lid 
hinged  at  x  and  capable  of  being  readily  lifted 
by  means  of  a  cham  and  count^weight ;  f  is 
an  air  valve,  l  a  steam  pressure  gauge  ,*  h  and 
I  are  the  steam  and  liquor  pipes  connected  by 
the  two-way  valve  k  with  the  pipe  j,  which 
enters  the  kier  immediately  below  the  puffer 
pipe  ;  o  is  the  let-off  valve. 

When  such  a  kier  has  been  charged  with 
yam  and  caustic  soda  solution,  the  lid  is  fastened 
down  and  steam  is  admitted.  The  Uquor  below 
the  false  bottom  soon  begins  to  boil,  and  as  the 
pressure  of  steam  increases,  a  portion  of  the  boil- 
mg  liquor  is  forcibly  ejected  up  the  puffer  pipe 
and  spread  over  the  yam.  The  liquor  drains 
through  the  yam,  soon  to  be  ejected  as  before. 
In  this  intermittent  manner  the  circulation  of 
the  boiling  liquor  is  maintained. 

The  apparatus  for  chemicking,  souring,  wash- 
ing under  sieve,  soaping  and  blueing,  shown  in 
Fig.  2,  consists  of  a  stone  tank,  b,  with  per- 
forated false  bottom  f,  and  communicating  by 
the  valve  o  with  the  stone  tank  d  below.  The 
chain  of  yam  is  drawn  from  the  kier  and  led 
into   the    tank  e   by  means  of  the  winch  A. 

I  When  B  is  suitably  filled  with  yam,  the  liquor 
in  tank  D  is  raised  by  the  pump  o  to  the  sieve 
F*,  whence  it  drains  through  the  yam  into  the 
well  below,  again  to  be  pumped  up  as  before ; 
B  is  the  eccentric  wheel  on  revolving  shaft  by 
which  the  pump  is  worked. 

The  <  dumping  '  machine  referred  to  consists 
of  a  pair  of  heavy  wooden  rollers  placed  over  a 
large  wooden  tank  containing  the  soap  solution. 
The  upper  roller  is  covered  with  cotton  rope 
and  rests  loosely  on  the  lower  one.  The  yam  is 
first  passed  through  the  soap  solution  and  then 

i  between  the  squeezing  rollers  ;  the  irregularities 
caused  bv  the  linking  or  plaiting  impiurt  to  the 
upper  roller  a  constant  jumping  motion,  which 
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thiu  effectumlly  doiuuea  tho  yam  and  presBes  '  proctva  tho  prcIiminaTy  openitioiu  of  elampitig, 
the  BOftp  and  blue  into  the  fibres.  '  tlitrhing,  txia  tingeing  httve  to  be  perforaod. 

When  hank  yun    ia  not  linked  to  form  a  To  recosniae  each  piece  of  cloth  »nd  to  tiaoo 

chain,  but  treated  as  acparato  honks,  '  wasb  :  damages,  tne  ends  ore  itamped  with  nnnibas 
Btooks '  in  which  the  yam  is  subjocted  to  the  and  letters,  umially  with  thick  gas  tar.  occosioQ- 
beating  action  of  heavy  wooden  hamniere,  ally  with  aniline  black.  The  pieces  ore  then 
replace  the  dumping  machine.  I  stitched  together  by  machine. 

BtoaahlBC  Ol  yun  In  tha  lorm  Ot  '  eopt '  or  I  The  nngting  operation  is  for  the  purpose  of 
'  eiOM-Wmmd  ipOOb  '  ('  ehMSM  ').  The  cops  I  buming  off  the  lonso  Ghne  on  the  surlaoe  of  the 
may  be  packed  in  niaker  baskftd  or  in  linen  calioo,  since  they  interfere  with  the  production 
bags  and  boiled  in  an  ordinary  kier,  or  they  ore  of  fine  impressions,  and  ore  apt  to  give  rise  to 
treated  in  special  cop-dyeing  apparatus.  It  is  certain  defects  during  the  printing  joticess.  It 
preferable  to  use  a  solution  of  sodium  hypo-  [  is  performed  by  rapidly  passing  the  cloth  in  t^e 

open  width  over  tsd-hot 
copper  plat«e  ot  cylinders, 
,  OT  over  a  row  of  Bunsen  gae 
flames.  We  may  distinguish, 
therefore,  betveen  platt  singe- 
ing and  gat  tingeing,  Uio 
former  bemg  generally  pre- 
feired  for  tluck  heavy  cloth, 
the  latter  for  light  Uiin  cloth, 
musb'ns,  Ac 

In  plate  ungeing  it  is  im- 
portant that  the  plates  be  kept 
at  a  uniform  strong  ted  heat 
sufficiently  high  to  overcome 
the  cooling  action  of  the  rapidly 
movingcloth.  The  beet  results 
ore  obtained  by  means  of  tho 
'  singeing  roller,'  n^ich  con- 
sists of  a  slowly  revolving 
copper  cylinder  through  nhich 
a  furnace  flame  is  conducted. 
In  this  case  the  cloth  presses 
continually  against  a  different 
portion  of  the  red-hot  surface 
of  the  roller;  the  cooling  action 
is  thus  reduced  to  a  minimum, 
and  a  regular  even  singe  is  the 

All  singeing  machines  are 
I  provided  with  lover  arrange- 
I  menta    for    immediately    re- 
moving  the  cloth   from   the 
hot  pbto,  or  the   gas  flame 
from    the   cloth,   in   case    of 
necessity;  further  danger  from 
fire  is  avoided  by  causing  tho 
singed  cloth  to  pass  at  once 
between    a    pair    of    rollers 
moistened    with     water,     or 
through  a  small  steam  cham- 
ber,  in    order   to   eitinguisb 
sparks  adhering  to  the  cloth. 
The     above      preliminary 
PlQ.  2.  operations  are  now  succeeded 

by   those    of    the    bleaching 
chlorite  in  place  of  a  bleaching-powder  solution,     proper.      The  following   19   an   outline   of   the 
Cotton.eloUi   or   cwlleo    bluchlng.    Accord,     process  at  present  in  use  for  24,000  kilos,  cloth, 
ing   to   the   purpose   for   which   the   bleached     employing  low-pressure  kiers  ; — 
material  is  intended,  we  may  distinguish  between  1.  Wash  after  singeing, 

the  madder  bleach,  the  market  bleairh,  and  tho  2.  Lime-boit,     1000  kilos,  lime,  water  about 

Turlcey-Ttd  bleich.  37,000  litree  ;   boil  12  hours;  vash. 

The  nuddet  blMeh.  This,  the  most  thorough  <  3.  Lime  amr  or  grey-gour-  Pass  through 
kind  of  calico  bleaching,  is  in  general  use  with  '  hvdrocMoric  acid  (ep.gr,  1-Ot) :    wash. 

caUco .printers.     It   aims  at  entirely  removing  4.  Liy'boils.     lot.  340  kilos,  soda  ash,  water 

every   impurity   which    will   attract   colouring  about  37,000  litres  ;   boil  3  hours- 

matter  in   the  madder  or  other  dye-bath,  so  2nd.     8B0    kiloK.    soda     ash,    380  ' 

that  the  finished  print  may  hove  a  pure  whito  kilos,   resin,    190    kQoe.    caustic    soda 

ground.  (wilid),  water   37,000   litrce ;     boil    12 

Before  proceeding  to  tho  actual  bleaching  hours. 


3iti.  380    kilua.    aoda    ash,    irator 
37,000  litres ;    boil  3  hours ;    wash. 
G.  Chemicking.     Pbsb     through     bleaching- 
powder  solution  (sp.gr.   1-0026) ;    pu9 
2—12  hours  ;  wiuh. 

6.  Whilt-iovr.     Pmb    through    hydrochloric 

or  sulphuric   acid   (sp.gr.   1-01) ;    pile 
1-3  hours. 

7.  WmL,  squeeie,  open  out,  and  dry. 

1.  Wath  a/ler  aingeing,  Aom  the  singeing 
house  the  cloth  is  paBsed  through  the  washing 
Dwobino  in  rope  form,  then  jplaited  down  on 
tho  floor  and  allowed  to  lie  '  in  pile'  for  some 
hours  to  softeo.  By  this  operation  the  cloth  is 
well  so&ked  with  water,  and  is  thus  better  pre- 
pared to  absorb  the  liquors  used  in  the  sub- 
sequent operations.    Should  the  cloth  beheavily 
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sized,  much  of  tho  adventitious  matter  is  also 
removed  at  this  stage. 

The  form  of  washing  machine  generaLj 
employed  is  shown  in  Fi^  3  and  4.  It  con- 
sists of  a  water  trough,  b,  above  which  a  pair 
of  heavy  wooden  squeezing  rollers,  a,  a,  are  sup- 
ported. Two  strands  of  ckth  are  wsished  simul- 
taneously ;  they  enter  the  machine  at  the  ends, 
pass  between  the  squeezing  roUers,  then  round 
the  roller  b  in  the  water  trough,  again  between 
the  rollers  a,  a,  and  thus  travel  spirally  towards 
the  oentro  of  the  machine,  whence  they  are 
drawn  out  by  a  winch  and  piled  on  the  Soor. 
A  constant  stream  of  water  from  the  main 
o  eaten  at  the  centre  of  the  trough  by  tho 
tap  B,  the  dirty  water  flowing  out  at  both  ends  ; 
c,  c  are  wooden  guide  pegs  to  separate  the  several 
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strands  of  cloth ;  a,  a  are  strong  brass  rings  or 
'  pot  eyc« '  through  which  the  cloth  enters 
the  machine,  and  which  can  be  set  at  any  angle 
to  regulate  its  tension  ;  k  and  w  are  the  screws, 
levers,  and  weights  for  regulating  the  pressure  of  I 
the  squeezing  rollers  against  each  other.  The  I 
action  of  this  machine  is  such  that  the  cloth  is 
continuously  being  soaked  with  water  and  then 
squeezed,  thus  causing  a  vigorous  stream  iif  ^ 
water  to  flow  iliiwn  the  up«"ard- moving  strands  ' 
of  cloth. 

2.  Lime-boil  (lime-bowk,  bucking,  bunking).  ! 
1'he  pirecK  are  run  through  milk  of  liuie  suppliMl  r 
lu  a  washing  machine  of  small  dimenKiiins —  i 
generally  termed  tho  '  liming  machine  ' — anil  are  I 
'  at  once  drawn  by  winches  into  the  lime  kicrs, 
carrying  with  them  tho  lime  they  have  absorbcil.  | 
'llio  oloth  ie  plaited  in  rcguhtr  folds  and  well 
tramped  down   by  boys,  who  enter  tho  kiurs.  | 
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After  adding   tho  necessary  amount  of  water, 

tho  boiling  and  circulation  of  the  liquor  takes 

!)lace  aa  already  described  in  (he  case  of  tho 
ay-boil  of  ootton-yam  bleaching. 

The  lime-boil  has  for  its  object  the  decom- 
position of  the  fatty,  waxy,  and  resinous  im- 
puritim  pivscnt  in  tho  cloth.  Though  not 
removed,  but  adhering  still  to  tho  fabric  in  the 
form  of  lime-soaps,  their  altered  condition  facili- 
tates their  removal  by  tho  subsequent  processes. 
Ilie  starch  of  the  size  is  removed,  and  the 
c<iiouring  matter  of  tho  fibre  is  modified.  Lime 
is  preferred  to  caustic  soda  because  it  is  cheaper, 
and  much  more  effective  in  saponifying  neutral 
fatty  matter  than  tlio  caustic  or  carbonatfii 
sjkalis ;  indued,  with  the  exception  of  barium 
hydroxide,  it  seems  to  be  the  most  energetia 
saponifying  agent  which  could  bo  used  in  cotton 
bleaching. 
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It  is  very  essential  to  have  a  sufficiency  of 
water  in  the  kier,  so  that  it  stands  at  least  about 
2  feet  above  the  false  bottom ;  otherwise  the 
cloth,  either  at  the  top  or  bottom  of  the  kier,  is 
ver^*^  apt  to  be  tendered,  probably  because  it 
becomes  oxidised  by  the  action  of  the  steam 
upon  the  cloth  in  its  limed  condition.  On  the 
other  hand,  an  excess  of  water  in  the  kier  is  to 
be  avoided,  since  then  the  cloth  is  apt  to  float 
and  become  entangled,  or  damaged  by  rubbing 
against  the  sides  of  the  kier  durmg  the  boiling. 
When  closed  high-pressure  kiers  and  live  steam 
are  employed,  the  increase  in  volume  of  liquor 
by  the  condensation  of  the  steam  must  be  taken 
into  account,  and,  if  necessary,  a  little  liquor 
must  be  allowed  to  escape. 

Of  the  several  varieties  of  kier  which  have 
from  time  to  time  been  introduced  in  practice, 
mention  may  be  made  of  '  Barlaw^s  kiera.* 
These  are  always  worked  in  pairs,  and  so 
arranged  that  the  top  of  one  kier  is  connected  by 
a  pipe  with  the  bottom  of  the  other ;  the  pipes 
which  enter  at  the  top  and  centre  of  each  kier  are 
continued  as  perforated  pipes  or  ^  distributors  * 
to  a  little  above  the  false  lK>ttom,  and  then  to 
the  bottom  of  the  kier  as  a  stay.  Both  kiers 
having  been  charged  with  cloth,  the  necessary 
amount  of  water  is  run  into  one  kier  only  ;  high- 
pressure  steam  is  then  admitted  at  the  top,  and 
the  liquor  forced  out  below  enters  the  distnbutor 
of  the  other  kier  at  the  top  and  permeates  the 
cloth.  When  all  the  liquor  has  been  thus 
transferred,  the  taps  are  reversed  so  that  the 
steam  forces  the  liquor  in  a  similar  manner  back 
into  the  first  kier.  This  alternating  process  and 
circulation  of  the  liquor  is  continued  for  about 
seven  hours* 

Pendlebury's  arrangement  of  kiers  is  pre- 
cisely similar  to  that  of  Barlow,  the  only  differ- 
ence being  that  one  kier  is  smaller  and  serves 
only  to  hold  the  liquor  each  time  it  is  forced 
through  the  cloth  contained  in  the  larger  kier. 
The  arrangement  is  cheaper,  more  economical 
as  regards  space  required,  and  is  suitable  for 
small  requirements. 

In  the  vacuum  kier  of  Mason  and  others, 
the  circulation  of  the  liquors  is  effected  bv  means 
of  a  pump.  After  filling  the  kier  with  cloth, 
the  air  is  pumped  out  and  the  boiling  liquor  is 
then  admitted ;  in  this  manner  a  more  perfect 
penetration  of  the  material  by  the  liquor  is 
obtained. 

The  injector  kier  of  Mather  and  Piatt  is 
shown  in  Fig.  5.  A  is  the  kier  filled  with  cloth ; 
B,  B  are  the  steam  pipes ;  c  is  the  injector ;  and 
D  the  circulating  pipe  ;  F  is  the  liquor  pipe  by 
which  water  or  other  liquor  is  admitted ;  e,  e  is 
the  draw-off  valve  and  waste  pipe.  When  the 
kier  has  been  suitably  filled  with  cloth  and  liquor, 
steam  is  turned  on,  and,  by  the  action  of  the 
injector  c,  the  liquid  is  withdra'W'n  from  the  kier 
below,  forced  up  the  pipe  d,  and  spread  over 
the  cloth  at  G.  Temporarily  collecting  at  H, 
the  liquor  is  gradually  drawn  through  the  cloth, 
and  in  this  manner  a  continual  circulation  of 
liquor  is  maintained. 

3.  Lime-sour  (grey-sour).  After  the  lime- 
boil  the  pieces  are  waiihcKl,  then  |ia&sed  through 
a  washing  machine  fed  with  dilute  hydrochloric 
acid,  and,  if  convenient,  at  once  washed. 

The  object  of  the  lime-sour  is  to  decompose 
the  insoluble  lime-soaps  fixed  on  the  cloth  during 


the  lime-boil,  and  to  dissolve  and  remove  the 
lime,  also  any  iron  or  other  metallic  oxides 
present.  Experiments  by  A.  Scheurer  show  idso 
that  the  use  of  the  lime-sour  makes  it  leas 
essential  that  complete  saponification  of  the 
fatty  matter  should  take  place  during  the  lime- 
boil  than  would  be  the  case  if  it  were  omitted. 
This  is  so  because  the  free  fatty  acid  libraated 
during  the  lime-sour  greatly  facilitates  the 
sapomfication  of  any  unaecomposed  neutral  fat 
during  the  succeeding  ley-boil,  since  the  soap 
which  the  fatty  aoid  then  forms  emulsifies  the 
neutral  fat  and  exposes  it  to  the  action  of 
the  alkali  employed.  Hence  the  adoption  of 
the  lime-sour  is  equivalent  to  shortening  the 
time  of  the  lime-bou.  A  continual  fiow  of  fresh 
dilute  acid  into  the  machine  must  be  maintained, 
and,  since  it  is  rapidly  neutralised  by  the  hme,  it 
is  well  to  ensure  a  constant  slight  acidity  of  the 
liquor  by  occasionally  making  acidimetrical  tests. 
Hydrochloric  aoid  is  prefeir^  to  sulphuric  acid, 
because  it  gives  the  more  soluble  calcium 
chloride.  The  soured  cloth  should  never  be 
permitted  to  remain  long  exposed  to  air, 
especially  air  currents,  otherwise  the  acid  is  apt 
to  concentrate  in  the  exposed  portions  and  thus 
tender  the  fibre. 

4.  Ley-hoU,  This  operation  takes  place  in 
the  same  kind  of  kiers  as  are  used  for  tne  lime- 
boil.  The  fatty  acids  resulting  from  the  decom- 
position of  the  lime-soaps  during  the  grey-sour, 
also  the  brown  colouring  matters,  are  removed 
during  this  operation.  Its  special  feature  is 
the  use  of  resin -soap,  which  greatly  facilitates 
the  removal  of  fatty  matter  b^  exercising  a 
purely  mechanical  emulsive  action,  the  alkali 
present  being  then  able  more  readily  to  saponify 
the  emulsified  fats,  particularly  those  neutral 
fats  which  perchance  have  escaped  the  action  of 
the  lime-boil.  Ordinary  soft-soap  acts  in  a 
similar  manner,  but  resin-soap  is  cheaper  and 
better.  A.  Scheurer  finds  by  experiment  that, 
after  caustic  lime,  the  most  rapid  saponification 
of  a  neutral  fat  spotted  on  a  piece  of  calico  is 
effected  when  boning  under  pressure  at  120^, 
by  a  solution  containing  10  ^rams  anhydrous 
caustic  soda  and  2}  grams  resm  per  litre.  In- 
creasing the  amount  of  resin  does  not  hasten 
saponification,  though  this  is  done  by  increasing 
the  velocity  of  the  circulation  of  the  solution. 
Indeed,  with  circulation  even  a  more  rapid  sa- 
ponification is  effected  with  caustic  soda  and 
resin  than  ^dth  lime. 

The  preliminary  short  boiling  yAth  soda  ash, 
which  is  sometimes  replaced  by  merely  soaking 
the  cloth  in  a  weak  solution  of  soda  (*  sweet- 
ening *),  prevents  tendering  of  the  cloth  by 
neutralising  any  traces  of  acid  left  in  by  reason 
of  insufficient  washing-  after  souring.  The  boil- 
ing with  soda-ash  after  the  resin-boil  is  for  the 
purpose  of  completing  the  removal  of  fatty 
matters  and  any  undissolved  resin,  which  other- 
\\'i8e  give  rise  to  bro\i7i  stains.  Immediate  re- 
moval of  the  cloth  from  the  kier  and  washing 
is  necessary  to  prevent  the  production  of  iron 
stains. 

5.  Ckemieking.  The  application  of  the 
bleaching-powder  solution  takes  place  in  wash- 
ing machines  of  the  ordinarv  kind,  but  provided 
with  stone  instead  of  wooden  troughs,  because 
of  their  greater  durability.  The  bleachmg  action 
takes  place  essentially  during  the  lying-in-pile 
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or  exposure  to  air  of  the  cloth  saturated  with  the 
solution  of  bleaching  powder  ;  the  carbonic  acid 
of  the  air  liberates  hypochlorous  acid,  and  this, 
in  the  presence  of  the  fibre,  at  once  decomposes, 
yielding  hydrochloric  acid  and  oxygen :  in  the 
moment  of  its  production  the  oxygen  oxidises 
and  destroys  the  traces  of  colouring  matter 
present  in  the  fibre,  thus  giving  it  the  highest 
degree  of  whiteness. 

It  is  necessary  to  avoid  the  use  of  strong 
solutions  of  bleaching  powder,  otherwise  the 
fibre  itself  is  attacked,  oxycellulose  being  pro- 
duced ;  and  even  if  the  cotton  is  not  tendered 
thereby  it  is  still  apt  to  acquire  brown  stains 
during  subsequent  operations  employed  by  the 
calico-printer,  t,g.  steaming,  or  to  produce 
uneven  shades  in  dyeing. 

6.  WhiU-8(mr,  This  operation  is  similar  to 
the  lime-sour  already  described,  except  that 
sulphuric  acid  is  usually  employed  instead  of 
hydrochloric  acid,  chiefly  because  of  its  lower 
cost.  Its  object  is  to  decompose  and  remove 
traces  of  undecomposed  bleaching  powder, 
lime,  iron,  and  the  oxidised  colouring 
matter. 

7.  The  final  washing  must  be  as 
thorough  as   possible  in  order  to 
ensure  the  removal  of  all  traces  of 
acid,  which,  if  left  in  the 
cloth,      would     inevitably 
tender  portions  of  it  during 
the  drying  process.     After 
washing,  tne  cloth  is  speci- 
ally squeezed    by   passing 
through  a  pair  of   heavy 
wooden  rollers,  or  through 
the  modem  grooved  brass 
roller  and  disc  machine  of 
W.   Birch.     The  chain   of 
cloth  then  passes  in  a  hori- 
zontal,    loosely 
hanging     position,  •  - — ,..,.  ,,,,,,,JJ}^ 
between  a  pckir  of 
rapidly    revolving, 
double  -  armed 
winches  or  scutchers,  which 
effectually   shake   out  the 
twist  from  the  strand.  Thus 
opened  out  to  the  full  ^^idth, 
the  cloth  is  dried  by  passing 
over  steam-heatea  copper 
cylinders,  and  folded.     The 
time    usually  required    to 
complete  the  madder  bleach 
is  four  to  five  days. 

The  market  bieaeh.  In 
market  bleaching  the  object 
is  simply  to  give  a  brilliant 
white  appearance  to  the 
calico  or  other  similar  material,  to  fit  them  for 
immediate  sale  in  the  market  as  finished  white 
goods.  It  is  not  necessary  to  have  the  calico 
well  *  bottomed  ' — t.e.  cleansed  from  all  colour- 
attracting  impurities,  since  no  subsequent  dye- 
ing or  printing  is  intended.  The  operations 
are  for  the  most  part  identical  with  those  of  the 
madder  bleachine  process.  The  modifications 
introduced  are  sno^wn  in  the  following  outline 
of  the  process,  intended  for  24,000  kilos,  cloth, 
employing  open  or  low-pressure  kiers  : — 

1.  Lime-boil     1440  kilos,  lime,  water  about 
37,000  litres  ;   boil  12  hours  ;   wash. 


2. 


3. 


Lime-sour.  Hydrochloric  acid  (sp.gr. 
I'Ol);  steep  2-4  hours  ;  wash. 

First  ley-boil  or  grey-boiU  240  kilos, 
caustic  soda  (solid),  about  37,000  litres 
water  ;  boU  12  hours  ;  wash. 

4.  Ghemicking.    Bleaching-powder    solution 

(sp.cr.  1O05) ;  steep  2-4  hours  ;  wash. 

5.  Second  ley-boil  or  wnite-boiL    240  kilos. 

soda  ash,  about  37,000  litres  water ; 
boil  12  hours ;  wash. 

6.  White-sour*    Sulphuric  acid  (sp.gr.  1*01) ; 

steep  2-4  hours ;  wash. 

7.  Tint  with  blue ;  squeeze 
dry. 

More  or  less  elaborate 
finishing  operations  follow — 
e,g.  starching,  calendering, 
beetling,  stontering,  &c.  Some 
bleachers  introduce   a  white- 


%i: 


■^'/y///,. 


sour  between  operations  4  and  6,  and  a  second 
chemicking  between  operations  6  and  6. 
The  absence  of  resin-soap  in  the  ley-boils  is 
characteristic. 

The  Turkey-red  bleach.  This  is  merely  a 
curtailment  of  the  foregoing  processes,  and  is 
specially  intended  for  yam  or  cloth  to  be  sub- 
sequently dyed  plain  alizarin-red  or  Turkey-red. 
In  it  the  operation  of  singeing  and  the  application 
of  bleaching  powder  are  omitted,  since  they 
diminish  the  fulness  and  brilliancy  of  the 
Turkey-rod  dye ;  the  use  of  the  latter  is  to  be 
avoided,  because  it  gives  rise  to  the  production 
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of  uxycelljluoo.  The  uso  of  rotun-aoap  ia  \m- 
nooeeauy,  and  the  process  ia  limited  to  the 
foUowiaR  operatioriB  ; —  ! 

].  Wuh. 

8.  Boil  in  ivkter  2  hours  ;   wwh. 

3.  Lty^miU.  , 

Ist.  90     lilies     OBuatic     soda     (sp.gr. 

1-3S),   about   3000   litrea   water;  | 

boil  lO  bouia  ;   wtab. 
3nd.  70    litres   caustic    soda    (ap.    gr.  i 

1'3S);   ditto,  ditto.  I 

4.  Sour.     Sulphuric  acid  (sp-gr.  1-01} ;  steep 

2  hours. 

5.  Wash  well  and  dry. 

The  above  quantities  of  tuattrialii  are  in- 
tended foT  2000  kilos,  cloth,  with  low.prosuTe 

The   ilauiiw-Uei    bleaching    ptoeon.    The 

bleaching  proccssea  previously  described  have 
been  iii  vugue  with  little  change  during  the 
last  forty  years ;  minor  modincations  hare 
certainly  been  introduced,  but  tbe  chief  im-  . 
provcmentfi  have  always  been  in  respect  of  the 
mechanical  appliances  cmploycal. 


In  1883  Thoni|won  pateotod  a  bleaching 
prooees  in  which  the  ^oods  oontained  in  an 
air-tioht  kiei  are  submitted  to  the  action  of 

bleachiDg-powder  solution  and  of  earbontc  acid 
alternately. 

In  1S84  W.  Mather,  of  the  firm  of  Mather  ft 
Piatt,  Mancheeter,  devised  an  improved  arrange- 
ment  in  which  the  oslioo  oould  be  passed  con- 
tinuously through  chambere  or  tanks  containing 
the  two  neoe«Bary  agents  mentioned. 

The  so-called  Maltter-Tlioinpton  pioooss 
results  from  a  combination  of  the  two  prooessce 
here  indicated.  With  regard  to  the  prineiplee 
of  the  process  there  is  nothing  new,  for  the 
application  of  carbonic  acid  in  connection  with 
bleaching -powder  solution  was  patented  by 
P.  K.  Uidot  in  ISSfi,  while  the  steaming  of  goods 
impregnated  with  alkali  was  patented  as  far 
back  as  1800  by  J.  TumbuU. 

The  novelty  cooaiats  easentially  in  the  ma- 
chinery employed,  by  which  the  duration  of  the 
bleaching  procoaa  is  very  much  shortened,  and 
other  material  advantages  are  gained. 

In  the  following  year  Mather  introduced  the 


BO  called  slranur  I  er  m  wh  oh  the  goods 
previously  impregnate)  with  dilutv  cauatic  soda, 
were  aubmittod  to  the  action  of  low-pressure 

The  ateamer-kier  couaiata  of  a  strung  wrought- 
iron  horizontal  boiler,  one  end  of  which  con 
be  closed  by  a  apecially  constructed  sliding  door. 
At  the  side  of  the  kier  stands  a  centrifugal 
pump  cormected  with  tbe  top  and  bottom  of 
the  kier,  and  also  with  liquor  tanks  beneath, 
BO  that  either  boiling  water  or  dilute  cauattc 
alkali  solution  can  be  sprinhled  on  and  cir- 
culated through  tbe  goods.  Figs.  0  and  7  show 
Ibe  general  disposition  of  the  ateamer-kier. 

Two  wagoons  ot  cloth  having  been  run  into 
tbe  bier,  ana  the  door  closed,  steam  is  admitted 
till  the  pressure  reaches  a  maximum  of  ^6  ibe,  i 
During  the  steaming  or  boiling  process,  a  > 
continual  sprinkling  of  the  cloth  with  dilute 
caustic  Boda  (ap.gr.  l'01-l'02)  ia  maintained, 
'n  order  to  keep  the  cloth  well  saturated  with 


The  excellent  circulation  of  the  liquor 


Fio.  7. 
n   the  steanter-kior  is  a  noteworthy  and  most 

important  feature,  since  it  greatly  facditatcs  the 
saponification  of  the  fatty  matters  on  the  cotton. 

After  steaming,  the  liquor  is  run  off.  the  kier 
is  alnioat  filled  with  hot  water,  and  this  is  cir- 
culated through  the  cloth  by  means  of  the  centri- 
fugal pump  for  one  hour.  A  similar  washing  with 
freah  hot  water  takes  place  during  another  hour. 

Each  kier  is  provided  with  two  pairs  of 
waggons,  so  that  while  the  goods  in  one  pair  are 
being  steamed,  the  other  pair  can  be  emptied 
and  rchlled  with  cloth  ready  to  bo  steamed.  In 
this  manner  the  operation  of  steaming  is  ren- 
dered as  continuous  as  possible  and  a  very  great 
saving  oF  time  ia  effccl«d. 

The  following  details  have  been  furnished  by 
H.  Koechlin,  of  the  Loerraeh  Printworks  :— 

To  effect  the  maddtr  bltafh  by  the  »lfamtr- 
kier  process,  the  continuous  bleach  with  the 
apptiealiiiu  uf  carbonic 'acid.  &c.,  i^t  OD>itle<l,  the 
olJrr  method  of  chemickioD  and  souring  being 
preferred.  Those  who  consider  the  lime-boil  as 
essential  may  apply  it  equally  well  by  means  of 
the  steamcr-kior. 
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The  operations  in  this  case  are  as  follows  : — 

1.  Lime-boil  {or  steam).     Run  thioush  milk 

of  lime,  60  grams  per  litre,  and  pile  in 
steamer- waggon ;  boil  in  steamer-kier  5 
hours  at  10^  lbs.  pressure,  circulating 
2000  litres  water.  Wash  in  kier  with 
hot  water. 

2.  Sour.    Sour  as   usual   with   dilute   HCl 

(sp.gr.  1015) ;  pile  2-3  hours,  and 
wash. 

3.  Ley-prepare.    Pass  through  NaOH  solu- 

tion (sp-gr.  1-006-1 -01),  heated  to  70% 
and  pile  in  steamer- waggon. 

4.  Ley-boil   {or    steam).    Boil    6    hours    in 

steamer-kier  at  10  lbs.  pressure,  \nth. 
circulation  of  resin-soap  liquor :  40 
kilos,  soda  ash,  20  kilos,  resin,  1000 
litres  water.  Wash  four  times  (^1 
hour  each  time)  with  boiling  water,  and 
finally  Mith  cold  water,  in  kier. 

5.  Chemiching.     Pass  as  usual  through  di- 

lute bleaching-powder  solution  (sp.gr. 
1-0025);   wash. 

6.  Sour.     Pass  as  usual  through  dilute  sul- 

phuric acid  (sp.gr.  1*01) ;  wash  and 
dry. 


. STEAM  SAUSe 
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Perfectly  satisfactory  results,  however,  are 
obtained  by  even  omitting  the  lime-boil  and 
proceeding  as  follows  : — 

1.  Sour.  Pass  as  usual  through  dilute  H^SOi 

(sp.gr.  1-015) ;  pile  2-^  hours  ;  wash 
and  squeeze. 

2.  Ley  •  prepare.     Pass     through     folio  Tiing 

solution  at  70^ :  20  litres  bisulphite 
of  soda  (sp-gr.  1-3),  20  kilo8.  NaOH 
(solid  72  p.c),  1800  litres  wati^r  ;  pile  in 
steamer- waggons. 

3.  Ley -boil    {or    steam).     Boil    in    steamer- 

kier  6-8  hours  at  10  lbs.  pressure,  with 
circulation  of  resin-soap  liquor:  20 
kilos.  NaOH  (solid  72  p.c),  40  kilos, 
soda  ash,  20   kilos,   resin,  2000   litres 


water;  wash  4  times  {\—\  hour  each 
time)  with  boiling  water,  and  once 
with  cold  water  in  kier. 

4.  Chemiching,    As  above. 

5.  Sour.     As  above  ;   wash  and  dry. 

With  the  exception  of  the  employment  of 
the  steamer-kier  and  the  use  of  bisulphite  of 
soda,  this  process  is  essentially  the  same  as  that 
employed  for  many  years  with  success  by  Messrs. 
Guillaume  Fr^res  of  St.  Denis. 

The  preliminary  soiuring  process  effects  the 
decomposition  of  any  insoluble  fatty  acid  com- 
pounds present  in  the  grey  cloth ;  it  removes 
calcareous  or  other  mineral  matter  soluble  in 
acids,  and  modifies  any  starchy  matter  present, 
probably  rendering  it  more  soluble.  The  addi- 
tion of  the  small  proportion  of  the  reducing  agent 
bisulphite  of  soda,  along  with  the  caustic  soda 
in  the  preparing  process,  is  intended  to  prevent 
any  oxidation  and  consequent  tendering  of  the 
cotton  during  the  steaming  process.  The  use  of 
resin-soap  along  with  the  caustic  soda,  combined 
with  the  perfect  circulation  of  the  liquor,  is 
very  material  to  the  success  of  this  method  of 
madder  bleaching,  for  reasons  already  stated. 

According  to  H.  Koechlin,  this  method  gives 
a  perfectly  satisfactory  bleach.  The  white  is 
not  permanently  stained  in  an  alizarin  dye-bath, 
and  does  not  become  yellow  on  steaming. 

A  noteworthy  invention  of  Dr.  G.  Xunge  is 
the  application  of  acetic  acid  in  connection 
with  bleaching  powder,  in  place  of  mineral 
acids  or  carbonic  acid.  It  can  be  applied  im- 
mediately before  or  after,  or  even  alone  with, 
the  solution  of  bleaching  powder.  It  liberates 
hypochlorous  acid  with  formation  of  soluble 
calcium  acetate.  When  the  hypochlorous  acid 
exercises  its  bleaching  power,  it  gives  up  oxygen 


Fio.  9. 

and  produces  hydrochloric  acid,  which  immedi- 
ately acts  upon  the  calcium  acetate.  In  this 
manner  the  acetic  acid  is  reproduced,  and  is  thus 
ready  to  decompose  fresh  portions  of  calcium 
hypochlorite. 

Hadfield  and  Sunuier  patented  a  process  in 
which  the  cloth,  after  having  b€»en  impregnated 
>rith  a  solution  of  bleaching  powder,  is  passed 
through  a  box  containing  acetic  aci(l  vapour. 

A  sohition  of  sulphurous  acid  has  been  used 
by  some  bleachers  for  the  final  souring  process 
in  place  of  sulphuric  acid,  over  which  it  possesses 
the  advantage  of  being  an  antichlor,  in  conse- 
quence of  its  reducing  action. 

The  Wcdsh  Her.  In  this  kier,  shown  in  Figs. 
8  and  9,  which  is  very  largely  used,  the  boiling 
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liquoi  U  circuiatod  by  muas  of  ft  centrilugKl 
pump,  and  it  U  heated  in  a  special  )u^ating 
arrangomeat  outside  the  boiling  Uer. 

In  the  Benlt-Edineslon  and  in  the  Tagliani- 
Sigamonti  kiera  the  boiling  operation  is  a  con- 
tinuouB  proeeas.  Low  preasure  in  usually 
oniployed,  and  the  impregnation  of  ttte  pieces 
with  the  boiling  liquor  in  the  lowsr  part  of  the 
kieni  is  followed  by  rtc»ining  in  the  upper  part. 
After  the  boiling  is  completed  the  pieces  are 
plaited  into  wooden  boxes,  ia  which  they  are 
allowed  to  lie  for  BOme  hoars. 

Piece  goods,  such  as  heavy  twills,  &o., 
vbich  are  frequently  damaged  (croaaed)  in  or- 
dinary  bleaching  in  the  rope  form,  are  treated 
in  the  open  width.  Special  kiers  have  been 
constructed  for  this  porpose.  the  principal  one 
being  the  Jackson-Hunt  Viet  {Fig.  10) 


Fio.  10. 

Frerious  to  boiling  in  this  kier  the  cloth  is 
impregnated  with  caustic  soda  ley  which  has 
been  used  in  ■  former  boding.  For  this  purpose 
it  is  passed  through  »  special  batching  macKine 
containing  the  caustic  soda  ley,  in  which  the 
cloth  travels  over  a  perfuratnl  drum.  The 
caustic  soda  ley  is  forced  through  tho  cloth  by 
means  of  s(«am,  which  is  blou'n  against  it 
whilst  it  travels  over  the  drum.  Ultimately, 
the  cloth  is  wound  tightly  and  evenly  into  a 


Special  driving  gear  is  provided,  by  means 

of  which  the  cloth  is  wound  off  the  batch  on  to 
another  batching  roller,  passing  over  a  heavy 
perforated  drum  which  rests  on  both  batches. 
The  caustic  soda  liquor  is  circulated  by  means 
of  a  centrifugal  pump,  and  is  showered  over  the 
cloth  during  its  pasaaze  over  the  perforated  drum. 

In  this  kier  the  cbth  is  usually  boiled  under 
high  pressure  (about  46  lbs.). 

In  the  preparation  of  sodium  hyfocUorile 
solution,  by  electrolysing  a  solution  of  common 
Bait  two  types  of  proccHsos  are  employed,  one  in 
which  the  products  of  electrolysis,  vii.  Bodium 
and  chlorine,  are  not  allowed  to  combine,  and 
the  other  in  which  they  are  alloHed  U>  combine 
to  form  sodium  hyjiochlorite 

2KaOH  +  fL=NaOn  +  Naa  +  H,U. 
The  latter  process  comes  chiefly  into  considera- 
tion as  regards  the  bleaching  of  tcrtile  materials. 


platinum  -  iiidiutn  kra  used,  and  the  other   in 

which  carbon  eteotrodes  (highly  compressed 
graphite)  are  employed. 

In  the  KoUner  electrolysor,  which  belongs  to 
the  former  kind,  a  centrifugal  pump  is  employed 
by  means  of  which  the  salt  xolution  is  lepMtedly 
passed  through  the  apparatus  until  it  contains 
from  3  to  fi  grama  of  active  chlorine  per  litre. 

In  the  Haas  and  Oettel  electrolyser,  which 
belongs  to  the  latter  bind,  the  salt  solution  is 
electrolysed  until  it  contains  from  10  to  IS 
grams  of  active  chlorine  per  litre. 

Powerful  oireulation  of  the  salt  solution  is 
obtained  by  means  of  the  hydrogen  gas  evolved 
during  etectrolysing. 

Bleaching  by  means  of  eloctrolyticaily  pre- 
pared hypochlorite  solution,  although  employed 
with  advantage  in  special  cases,  such  as  the 
bleaching  of  cops,  is  not  commonly  practised, 
because  it  is  more  eipensive  in  its  application 
than  bleaching  powder. 

The  statement  that  an  electrolytically  pre- 
pared bleaching  solution  is  more  efFective  than 
a  solution  of  bleaching  powder  containing  tho 
same  amount  of  active  chlorine,  cannot  be 
confirmed  in  practice. 

PermangancUe  oj  polaih,  todium  ptroxide, 
and  hydrogen  peroxide  give  excellent  results  in 
bleaching.  Their  price,  as  compared  with 
bleaching  powder,  is,  however,  in  most  instanccii, 
prohibitive. 

The  history  of  cotton  bleaching  may  be 
briefly  said  to  comprise  the  following  noteworthy 
improvements : — 

1.  The  use  of  chlorine  gas  by  BerthoUet  in 
17S7,  and  of  hypochlorite  of  lime  in  1709  by 
Tennant. 

2.  The  boiling  with  carbonate  of  soda  instead 
of  caustic  soda,  afUr  the  lime- bod,  introduced 
from  America  about  1837.  A  more  oSectuol 
decompositioD  of  the  lime -soaps  was  thus 
obtained. 

3.  Theadoption  of  the  lime-sour,as  proposed 
by  A.  Scbeurer-Bott  in  J837. 

4.  The  use  of  resin-soap  in  the  ley-boils 
about  the  same  period. 

5.  The  introduction  of  high-pressure  boiling 
kiers  about  1844. 

6.  The  use  uf  canstlc  alkali  and  resin-soap 
in  conjunction  with  the  steamer-kier,  to  the 
exclusion  of  the  lime-boil,  in  1863-84. 

Llntn  bbMblng.    Since  the  retted  flax  fibre 

itains  a  much  larger  proportion  of  natural 
impurities  than  cotton,  e.g.  26-30  p.c.  of  pectio 
acid,  beside  fatty  matter,  &,c.,  linen  is  not  so 
readily  bleached  as  cotton.  In  the  main,  how- 
ever, the  methods  adopted  for  the  two  fibrM  are 
the  same.  Linen  is  bloacbed  in  the  form  of  yam, 
thread,  or  cloth. 

UlMU-yarn  bteseUng.  Very  frequently  linen 
yam  is  only  partially  bleached,  the  process  being 
completed,  it  necessary,  when  tho  yam  has  been 
woven  into  clolh. 

The  following  operations  arc  employed  in 
order  to  obtain 'Yialf-whit^-'  or  cream,  wilh  1500 
kilos,  yam,  using  low-pre^ure  kiers  : — 

1.  lAy-boil.     ftciil  3-4  hours  in  a  solution  of 

ISO  kilos,  soda  ash  ;   wash  and  squeeze. 

2.  Chtmitk  (reel).     Reel  1  hour  in  blcoching- 

powdcr  solution,  sp.ar.  10026;  wash. 

3.  Sour.     Stvcp  1   hour  in  dilute  sulphtlric 

acid,  sp.gr.  1-005 ;   wash. 
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4.  Lty-hoil  {scM).    BoO  1  hour  in  a  solution 

of  30-75  kilos,  soda  ash ;  wash. 

5.  Chemick.    Reel  in  a   dilute  solution  of 

bleaching  powder,  8p.gr.  1*0025 ;  wash. 

6.  Sour.    Steep  1  hour  in  dilute  sulphuric 

acid,  8p.gr.  1*005  ;  wash  well  and  dry. 

If  the  yam  should  be  bleached  more  com- 
pletely, then  operations  4,  5,  and  6  are  repeated 
two  or  three  tunes,  as  may  be  found  necessary, 
with  this  difference,  that  between  4  and  5  the 
yam  is  *  grassed,'  t.e.  exposed  in  the  field  to  the 
action  of  the  air,  light,  and  moisture,  for  several 
da3r8.  By  introducing  this  very  gentle  method 
of  bleaching,  the  full  strength  of  the  fibre  is 
better  maintained. 

The  various  operations  are  conducted  in 
apparatus  precisely  similar  to  that  employed  in 
the  bleaching  of  cotton  yam,  except  in  the  opera- 
tion of  chenucking.  Although  steeping  under  the 
sieve  in  dilute  bkaching-powder  solution  might 
well  be  employed,  it  is  usual  to  suspend  the 
hanks  of  linen  yam  on  reels  in  such  a  manner  that 
they  are  only  partially  immersed  in  the  solution 
contained  in  a  shallow  tank.  As  the  reels  revolve 
the  yam  becomes  thus  alternately  impregnated 
with  the  solution  and  exposed  to  the  air.  The 
liberation  of  hypochlorous  acid  by  the  carbonic 
acid  of  the  air  is  advantageous,  and  the  bleach 
is  more  effective  and  regular. 

The  application  of  acetic  acid,  as  proposed 
by  Lunge,  instead  of  this  exposure  to  air,  may 
here  be  strongly  recommended,  since  then  no  in- 
soluble lime  salt  is  fixed  on  the  fibre,  and  the  sub- 
sequent sourins  is  reduced  to  a  minimum. 

To  avoid  the  presence  of  caustic  lime,  some 
bleachers  use  hypochlorite  of  magnesia,  as  pro- 
posed by  Hodge,  instead  of  bleacmng  powder. 

Linen-doth  bleaching.  The  old  method  of 
bleachinff  linen  cloth  consisted  in  alternately 
boiling  me  fabric  with  solutions  of  sodium  car- 
bonate and  exposing  on  the  grass,  succeeded  by 
souring,  and  rubbins  with  solutions  of  soap. 
The  modem  method,  adapted  from  that  em- 
ployed for  calico,  is  given  in  the  following 
risum^.  It  is  intended  for  1500  kilos,  brown 
linen,  using  low-pressure  kiers. — 

1.  Ltme-boil.    Boil  14  hours  with  125  kilos. 

lime,  2000  litres  water ;   wash. 

2.  Sour.    Steep  2-6  hours  in  dilute  hydro- 

chloric acid,  sp.gr.  1*0025;  wash  in 
stocks,  turn-hank,  wash. 
^  3.  Ley-boils.  First,  boil  8-10  hours  with 
2000  litres  water  containing  resin-soap ; 
30  kilos,  caustic  soda  (solid),  30  kilos, 
resin,  previously  boiled  together  with 
water;  secondly,  boil  6-7  hours  with 
2000  litres  water,  15  kilos,  caustic  soda 
(solid),  previously  dissolved ;   wash. 

4.  Expose  in  field  2-7  days  according  to  the 

weather. 

5.  Chemick.    Steep    4-6    hours    in    dilute 

bleaching-powder       solution,       sp.gr. 
1*0025;  wash. 

6.  Sour.     Steep  2-3  hours  in  dilute  sulphuric 

acid,  sp.gr.  1-005  ;   wash. 

7.  Ley-hoil   [scald).      Boil    4-5    hours    \t-ith 

2000  litres  water,  8-13  kilos,  caustic 
soda  (solid) ;    wash. 

8.  Expose  in  field  2-4  days. 

9.  Chemick.     Steep    3-5    hours    in    dilute 

bleaching-powder       solution,       sp.gr. 
10013;   wash. 


At  this  stage  the  cloth  is  examined ;  those 
pieces  which  are  sufficiently  bleached  are  soured 
and  washed,  the  rest  are  further  treated  as 
follows : — 

10.  Bub  with  rubbing  boards  and  a  solution 

of  soft  soap. 

11.  Expose  infield  2-4  days. 

12.  Chemick.    Steep    2-4    hours    in   dilute 

bleaching-powder       solution,       sp.gr. 
10006;   wash. 

13.  Sour.    Steep  2-3  hours  in  dilute  sul- 

nhuric  acid,  sp.gr.  1*005. 

14.  Wash,  squeeze,  and  drv. 

If  the  linen  is  not  brown,  but  made  of  yam 
already  partly  bleached,  the  above  process  is 
much  curtailed,  and  weaker  liquors  are  employed. 

The  kiers,  chemickins  and  souring  machines 
are  the  same  as  those  used  in  cotton-cloth  bleach- 
ing. The  washing  is  done  in  the  so-called  wash- 
stocks  or  by  slack- washing  machines.  The  latter 
are  very  similar  to  the  cotton- washing  machines, 
the  chief  difference  being  that  the  water  tank  is 
divided  into  compartments,  each  of  which  holds 
a  few  yards  of  slack  cloth  forming  each  strand, 
before  it  passes  through  the  squeezing  rollers. 

The  *'  rubbing  *  referred  to  is  fortne  purpose 
of  removing  mechanically  any  remainin£[  brown 
particles  of  ligneous  matter  termed  'spnts.'  It 
consists  in  passing  the  chain  of  cloth  through  a 
solution  of  soap,  and  then  immediately  between 
a  pair  of  horizontal,  corrugated,  heavy  boards ; 
the  upper  board  rests  loosely  upon  the  lower 
one,  and  moves  lengthwise  to  and  fro,  while  the 
pieces  pass  between  them  at  right  angles. 

The  operation  of  *  turn-hanking '  consists  in 
disentanglinff  the  pieces  after  they  have  been 
washed  in  tne  stocks,  and  then  refolding  them 
for  a  further  wash,  thus  ensuring  a  thorough 
cleansing  of  every  portion  of  the  cloth.  When 
slack-washing  machines  are  employed,  the 
operation  is  of  course  not  necessary. 

The  chemistry  of  linen  bleaching  is  essenti- 
ally the  same  as  that  of  bleaching  cotton.  The 
pectic  acid,  fattv  matters,  ^c,  are  rendered 
soluble  by  the  alkaline  boilings,  and  the  colour- 
ing matters  still  remaining  are  oxidised  and 
destroyed  by  hypochlorites.  The  repetition 
of  these  operations  is  considered  necessary  by 
reason  of  the  large  percentage  of  impurities 
present;  but  it  is  verv  proMiblo  that  good 
results  would  be  obtained  by  adopting  the  more 
rational  plan  of  first  removing  the  whole  of  the 
pectic  and  fatty  matters  before  applying  the 
hypochlorites. 

A  process  of  boiling  linen  goods  preparatory 
to  the  bleaching  has  been  patented  by  (>oss  and 
Parkes.  The  pieces  are  first  impregnated  with 
a  solution  of  soap,  silicate  of  soda,  caustic  soda, 
and  mineral  oil.  They  are  then  wound  on  a 
batching  roller  in  a  chamber  containing  steam, 
and  afterwards  st-eamed  for  some  hours.  This 
is  followed  by  boiling  with  a  solution  of  silicate 
of  soda  or  of  soda  ash.  The  goods  are  finally 
washed;  thoy  are  now  ready  for  the  first  *  dip.' 

Wool  scouring  and  bleaching.  The  bleaching 
of  wool  never  forms  a  separate  industry,  as  in  the 
case  of  cotton  and  linen,  and,  although  in  itself 
of  minor  importance,  it  is  necessarily  preceded 
by  the  operation  of  *  scouring,'  which  is  of 
fundamental  importance  both  to  the  woollen 
manufacturer  and  the  dyer. 

In  its   natural  condition  the  wool  fibre  is 
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ountaminatcd  with  15-80  p.o.  of  forei^  matter, 
oonsisting  partly  of  dirt,  &o.,  derived  from 
without,  but  mainly  of  certain  fatty  matters 
designated  as  *yolk,*  secreted  by  the  animal 
from  which  it  is  derived.  This  secretion  is 
separable  into  two  parts — the  one, '  wool-perspi- 
ration,* is  soluble  in  water,  and  consists  essenti- 
ally of  the  potassium  compounds  of  oleic  and 
stearic  acids  (potash  soaps),  &c, ;  the  other 
portion,  termed  '  wool-fat,  is  insoluble  in  water, 
and  is  composed  of  cholesterol  and  iso-choleste- 
rol,  which  exists  partly  in  the  free  state,  but 
chiefly  in  combination  with  oleic  acid  and  other 
fatty  acids. 

Loose-wool  UOUring.  The  object  of  scouring 
wool  is  to  remove  from  it  the  yolk,  &c.,  and  thus 
render  it  more  suitable  for  spinning,  dyeing,  or 
bleaching.  Two  methods  of  effecting  it  may  be 
employed.  The  one  generally  adopt^  is  to  treat 
the  wool  with  dilute  alkaline  solutions  capable 
of  forming  emulsions  ^ith  the  yolk ;  the  other 
mode  is  to  submit  the  wool  to  the  successive 
action  of  fat  solvents,  carbon  disulphide,  Ac, 
and  of  water. 

Scouring    with    alkaUne    solations.    When 

carried  out  in  the  most  complete  manner,  this 
method  comprises  the  following  operations  : — 
1.  Steep  several  hours  in  tepid  water. 


2.  Scour  15-30  minutes  with  dilute  alkalino 

solutions  (soap,  sodium  carbonate,  &o.) 
at  about  50^ 

3.  WmH  with  water. 

The  steeping  is  periormed  in  a  series  of  laise 
iron  tanks,  in  which  the  wool  is  systematically 
washed  or  rather  steeped  in  water  heated  to 
45^,  until  it  is  deprived  of  soluble  matter.  As 
a  rule,  two  or  thne  steeps  with  fresh  water  are 
found  sufficient ;  but  it  is  customary  to  pass  the 
wash- water  through  several  lots  of  wool  until  it 
becomes  well  saturated  with  '  wool-perspiration.' 
It  is  particularly  advantageous  in  the  case  of 
wools  rich  in  yolk  (e.g,  Buenos  Ayres  wool,  &c.), 
since  it  prevents  too  rapid  soiling  of  the  scourinff 
bath  and  consequent  staining  of  the  wool,  and 
thus  it  tends  to  ensure  more  complete  scouring. 
By  evaporating  the  waste  steeping  liquors  to 
dryness,  and  ccucining  the  residue,  a  good  quality 
of  potassium  carbonate,  containing  very  little 
sodium  salts  and  suitable  for  glass  manufac- 
turers,  is  obtained. 

The  9Couring  and  wuhing  of  the  wool  in 
order  to  remove  the  remaining  *  wool-fat '  is  best 
performed  by  the  aid  of  so-called  wool-scouring 
machines,  one  of  which  (J.  &  W.  MoNaught's) 
is  shown  in  Fig.  11. 

It  consists  of  a  large  rectangular  trough,  a. 
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with  a  light  frame,  b,  suspended  over  it  by  chains 
and  carrying  a  series  of  transverse,  fixed,  vertical 
rakes  or  combs,  c. 

The  wool,  either  in  its  raw  condition  or  after 
steeping,  is  spread  evenly  on  the  moving  endless 
apron  or  feeder  d  ;  it  is  thus  continuously 
introduced  at  one  end  of  the  trough. 

By  suitable  mechanism  the  frame  is  lowered, 
and  the  wool  is  at  once  pressed  beneath  the  sur- 
face of  the  scouring  liquor  by  the  perforated  tray 
or  sieve  B.  When  the  frame  is  sufficiently 
lowered,  it  moves  forward,  the  rakes  gently  carry- 
ing the  wool  towards  the  other  end  of  the  trough. 
When  the  forward  stroke  is  completed,  the  frame 
is  lifted  up,  the  rakes  rise  vertically  out  of  the 
liquid,  and  the  frame  returns  to  its  original 
position.  By  these  successive  movements  the 
wool  is  slowly  passed  through  the  scouring  liquor. 
At  the  delivery  end  it  is  carried  up  the  inclined 
plane  r  by  the  rakes  fixed  on  the  small  frame  a, 
which  is  hinged  to  the  larger  one.  Having  been 
pushed  over  the  ridge,  the  wool  slips  down 
between  the  squeezing  rollers  H,  h,  re^dy  to  be 
passed  through  a  second  similar  machine. 

The  working  of  the  machine  a8  alx>vo  de- 
scribed, is  suitable  for  Botany  and  other  fine 
classes  of  wool.  When  washing  low  Cape,  River 
Plate,  and  similar  wools,  which  contain  much 
dirt  and  sand,  an  additional  movement  is  given 
to  the  rakes  while  in  the  liquor.     This  is  effected 


by  having  the  rakes  fixed  in  a  second  frame,  oo, 
which  receives  a  slight  backwiurd-and-forward 
movement  by  means  of  the  rod  o  and  the  cam  K 
during  the  inward  movement  of  the  main  frame 
BB,  to  which  it  is  attached.  By  this  means  the 
wool  is  slightly  opened  out  and  agitated,  and  the 
sand  and  dirt  fall  through  the  perforated  grating 
LL.  When  the  scourmg  liquor  becomes  too 
soiled  for  further  use,  the  steam  injectors  mm 
are  brought  into  action  in  order  to  stir  up  all 
sediment,  and  the  dirty  liquor  is  run  off  by  the 
plug-hole  K. 

For  a  complete  arrangement  there  should  be 
at  least  three  such  machines  placed  in  line,  so 
that  the  wool  passes  automatically  from  one 
to  the  other.  Tbe  first  contains  more  or  less 
soiled  scouring  liquid  which  has  been  previously 
used  in  the  second  trough  ;  the  second  contains 
fresh  scouring  liquid ;  and  the  third  a  continual 
flow  of  clean,  cold,  or  preferably  tepid  water. 

The  choice  of  scouring  agents  depends  upon 
the  charact<'r  and  quality  of  the  wool.  For 
flue  lustrous  wools  and  such  as  are  poor  in 
yolk,  a  mild  scouring  agent  should  be  selected,  e.g. 
soap,  ammonia,  ammonium  carbonate,  *lant,' 
&c.,  that  is  to  say,  agents  which  are  capable  of 
removing  the  yolk  with  the  least  injury  to  the 
fibre.  The  best  soaps  to  use  are  those  which 
are  most  soluble  and  least  likely  to  contain  any 
trace  of  caustic  or  carbonated  potash  or  soda. 
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Should  these  injurious  constituents  be  present, 
the  soap  solution  may  be  de-alkalised  by  the 
addition  of  a  small  quantity  of  boxacio  acid  or 
ammonium  chloride,  thus  yielding  the  less  in- 
jurious alkali  borates  and  ammonia,  respectively. 

Potash  soaps,  being  very  apt  to  contain  excess 
of  alkali,  should  be  critically  examined.  An 
excellent  and  very  soluble  soap  may  be  readily 
made  from  oleic  acid  and  caustic  soda. 

Although  a  perfectly  neutral  soap  does  not 
always  effect  a  rapid  and  complete  removal  of 
yolk,  still  it  is  better  to  adopt  it,  since  one  can 
always  add  the  proper  quantity  of  other  agents, 
e.g,  sodium  carbonate,  ammonia,  &o.,  when 
necessarv. 

For  low-class  wools  containing  a  large  pro- 
portion of  yolk,  and  when  cheapness  is  a  aeai- 
deratum,  sufficiently  satisfactory  results  are 
obtained  by  the  proper  use  of  sodium  carbonate 
free  from  caustic  soda  or  other  injurious  im- 
purity. Suitable  sodium  oarbonat^  are  sold 
under  such  commercial  names  as  refined  soda 
ash,  Solvay  soda,  concentrated  crystal  soda 
(Brunner,  Mond,  k  Co.),  crystal  carbonate 
(Gaskell,  Deacon,  &  Co.),  &c. 

It  is  impossible  to  ^ive  precise  data  with 
respect  to  the  concentration  and  temperature  of 
the  scouring  solution  to  be  employed,  since 
these  vary  somewhat  according  to  the  character 
of  the  wool  operated  upon.'  If  the  best  results 
are  to  be  obtained,  the  solutions  must  always  be 
applied  as  dilute  and  at  as  low  a  temperature 
(not  above  60^)  as  is  consistent  with  the  complete 
removal  of  the  yolk. 

The  waste  scouring  liauors  are  collected  in 
large  tanks  and  neutralised  with  sulphuric  acid  ; 
the  liberated  fatty  aculs  are  sold  to  oil  refiners, 
who  by  distillation  obtain  purer  products, 
suitable  for  making  soap. 

Soovring  wtth  YoUtUe  liquids.  This  method 
is  still  only  in  an  experimental  stage.  Mechani- 
cal difficulties,  the  fear  of  fire  and  explosions,  the 
first  cost  of  the  scouring  agent,  &c.,  seem  to  have 
prevented  the  general  adoption  of  this  process. 
Its  advantages  are  that  the  wool-fat  is  more 
completely  removed  than  by  the  emulsion 
method,  and  the  wool  itself  is  not  injured.  A 
certain  degree  of  success  has  been  obtained  by 
the  method  proposed  by  T.  J.  MuUings,  and 
tried  on  a  large  scale.  It  consists  in  submitting 
the  wool  to  the  action  of  carbon  disulphide 
in  a  closed  centrifugal  machine  until  the  whole 
of  the  wool-fat  is  (Sssolved,  then  expelling  the 
solvent  by  means  of  water,  and  not  as  heretofore 
by  heat  or  steam,  which  always  leaves  the  wool 
with  a  yellow  colour.  The  wool  must  afterwards 
be  washed  in  warm  water  to  remove  wool- 
perspiration  and  other  impurities.  The  wool 
cleansed  in  this  manner  is  said  to  be  stronger, 
capable  of  spinning  finer  yam  and  with  less 
waste  and  at  less  cost  than  if  scoured  by  the 
ordinary  method  with  soap. 

The  same  principle  is  adopted  in  the  process 
of  Singer  &  Judell  of  Adelaide,  who  employ, 
however,  a  more  elaborate  and  more  perfect 
apparatus,  whereby  the  scouring  is  made  con- 
tinuous. The  raw  wool  is  placed  on  a  feeding 
apron  and  carried  along  between  two  brocid 
endless  bands  of  wire  gauze,  first  through  a 
succession  of  fourteen  tanks  containing  carbon 
disulphide  and  then  through  five  containing 
water,  all  suitably  enclosed.    The  wool,  still  held 


between  the  wire  gauze  bands,  then  passes 
between  hot  rollers  in  a  steam-heated  orying 
chamber  and  emerges  in  a  scoured,  washed,  and 
dried  condition.  Arrangements  for  automati- 
cally collecting  the  dirt  which  settles  from  the 
carbon  disulphide,  for  separating  the  latter  from 
the  water,  distilling  and  returning  it  to  the 
scouring  tanks  with  the  least  possible  loss,  are 
all  provided  for  by  ingenious  devices,  and  the 
general  arrangement  seems  eminently  typical  of 
the  method  of  scouring  wool  to  be  adopted  in  the 
future.  It  is  said  to  have  been  worked  with 
success  in  Australia. 

WooUen-yam  seoarlng.  The  object  of  scour- 
ing woollen  yam  is  to  remove  the  oil  with  which 
wool  has  been  impregnated  by  the  spinner. 
Precisely  the  same  agents  are  used  as  for  loose 
wool,  but  the  machinery  employed  is  necessarily 
different. 

Those  yams  which  have  a  tendency  to  curl 
up  because  they  have  been  highly  twisted  are 
submitted  to  the  preliminary  operation  of 
*  stretching  ' ;  it  also  prevents  them  from  shrink- 
ing during  the  subsequent  scouring  process. 

The  hanks  of  yam  are  suspended  on  the 
arms  of  a  strong  iron  frame  and  tightly  stretched 
by  means  of  screws.  Thus  ohargMl,  the  frame  is 
immersed  in  boiling  water  for  a  few  minutes. 
After  changing  the  position  of  the  hanks  on  the 
arms,  the  operation  is  repeated,  the  yam  is 
allowed  to  cool  in  the  stretched  condition,  and 
is  then  removed  ready  for  scouring. 

The  scouring  of  yam  is  effected  either  by 
hand  or  by  machine.  In  the  first  case  the 
hanks  of  yam  are  suspended  on  wooden  rods 
placed  across  a  rectangular  steam-heated  tank 
containing  the  scouring  liquor.  During  a  period 
of  15  to  2^  minutes  the  rods  are  swayed  to  and 
fro  b\'  hand,  one  by  one,  each  hank  being 
frequently  turned  in  order  to  expose  every  por- 
tion to  tne  action  of  the  liquor.  The  yam  is 
washed  in  another  tank  in  the  same  manner. 

Yam-scouring  machines  are  to  be  met  with 
in  several  forms.  A  very  effective  one  consists 
of  a  rectangular  tank,  o,  having  several  rollers 
above  and  toIow,  and  a  pair  of  squeezing  rollers, 
A,  B,  situated  at  one  end.  The  hanks  of  yam, 
linked  together  by  means  of  string  loops,  are 
passed  continuously  through  the  scouring  liquor, 


Fio.  12. 

and  are  then  washed  in  a  similar  machine 
(see  Fig.  12). 

Woollen-elotll  seourlng.  Woollen  cloth  is 
also  scoured  for  the  purpose  of  removing  the  oil 
with  which  the  yam  is  impregnated  by  the 
spinner.  The  operation  consists  in  passing  the 
cloth  as  an  endless  band,either  in  the  strand  form 
or  in  the  open  width,  through  the  scouring  liquor 
and  then  through  a  pair  of  squeezing  rollers. 

For  thick  woollen  cloths,  flannels,  &o.,  scour- 
ing in  tho^strand  is  preferred,  since  a  certain 
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amount  of  felting  takes  pItUM  uid  the  cloth 
acquiree  a  better  handle.  For  worsted  goods 
and  aaoh  as  are  liable  to  cteaae,  scouting  in  the 
open  width  is  ptefemble. 

Fig.   13  ehows    a    section  of    B.    Kompe'a 
machine  for  this  purpose.     It  consists  of  two 


aqueesing  rollers,  a  and  B,  placed  above  the 
wooden  trough  c  coctaining  t£e  sooatiiig  liquor. 
The  roller  D  serves  to  draw  the  oloth  nom  the 
squeezing  rollers,  and  causes  it  to  fall  in  regular 
folds  upon  the  inclined  plane  zx.  This  is 
eovered  with  corrugated  linc,  the  grooves  of 
which  run  loogitudinally,  in  order  to  reduce  the 


the  inclined  plane  ia  hinged  at  r,  so  that  the 
inclination  of  this  part  can  be  r^ulated  U>  suit 
diffoient  qualities  of  cloth,  and  to  ensure  that  it 
always  slips  down  in  r^inlar  folds  without  any 
tendency  to  fall  over  or  become  blocked.  The 
perforated  water-pipes  o,a  are  for  the  purpose  of 
washing  the  cloth  after  scouring. 

BIbuUbc  oI  wool  After  scouiiug,  the  wool 
still  pooacanep  a  faint  yellow  tint,  to  remove  which 
is  the  object  of  the  bleaching  proper.  The  agent 
almost  universally  employed  is  sulphur  dioxide, 
either  in  the  form  of  gas  (gas- bleaching)  or  in 
solution  (liquid. bleaching).  With  hydrogen  per- 
oxide a  more  permanent  white  is  obtained,  but 
it  ia  still  too  expensive  to  admit  of  extended 
applioation,  but  it  serves  at  an  excellent  bleach- 
ing agent  lot  oeitain  fine  materials. 

GM-blwtcblag.  itOvtnK,  or  tnlphuiInK,  consists 
in  exposing  the  scoured  and  washed  woollen 
material,  while  still  wet,  to  the  action  of  sulphur 
dioxide  in  a  briok  ohamber.  Yam  or  mick 
cloth  is  suspended  on  poles,  the  sulphur  {6-S 
p.0.  on  the  weight  of  woo!)  contained  in  an  iron 
pot  is  ignited,  the  chamber  door  is  closed,  and 
the  material  is  then  left  exposed  to  the  action 
of  the  gas  for  six  or  eight  hours,  or  even  over- 
night. Thin  cloth  is  generally  passed  in  a  con- 
tinuous manner  through  a  similar  chamber  pro- 
vided with  tollers  above  and  below.  The  oloUi 
in  the  open  width  enters  through  a  narrow  slit 
St  one  end  of  the  chamber ;  it  passM  in  a  zig- 
zag course  under  and  over  the  rollers  to  the 
further  end,  then  returns  and  passes  out  by  the 
same  slit.  The  sulphur  dioxide  is  prepared  in 
the  stove  itself,  or  it  is  produced  in  a  separate 
furnace  and  led  beneath  the  perforated  floor  of 
the  chamber.  According  to  the  appearance  of 
the  fabric,  it  ia  passed  through  the  bleaching 


or  more  times.  Fig.  14  gives  a 
sectional  view  of  the  sulphur  stove  for  the 
continuous  bleaching  of  cloth. 

In  UquId-blowUng  the  woollen  material 
is  immersed  and  moved  about  for  several  hours 
in  a  solution  of  sulphurous  acid,  or  in  one  con- 
taining sodium  bisulphite,  and  acidiBed  with 
sulphuria  acid.  One  may  also  steep  the  wool. 
first  in  a  solution  of  sodium  bisulphite  and  then 
in  dilute  sulphuric  acid,  and  repeat  the  opera- 
tions as  often  as  may  be  necessary.  The  liquid- 
bleaching  process  has  not  met  with  that  general 
aoooptanoe  to  which  it  seems  entitled. 

After  bleaching,  tlie  materials  are  well  washed 
and  tinted  blue  or  bluish- violet,  e.g.  with  refined 
indigo,  indigo-extract,  aniline-blue,  methyl 
violet,  Ac,  in  order  to  counteract  the  yellowiMi 
tint  which  ia  so  liable  to  return. 

The  bleaching  action  of  sulphuions  acid  is 
moat  OTobably  due  to  its  reducing  properties. 
Aooording  to  this  view,  the  sulphurous  acid  takea 
up  oxygen  from  the  water  present,  o^e  the 
liberated  hydrogen  combines  with  the  oolouring 
matter  of  the  wool  to  form  a  colourless  leooo- 
compound.  Another  explanation,  however,  is 
that  a  colourless  sulphurous  acid  compound  is 
formed.  IVequent  washing  of  the  wool  with 
alkaline  solutions  isstores  the  yellow  ooloor. 
It  seems  evident,  however,  that  the  vellowuig 
infiuenco  of  alkalis  is  largely  due  to  their  furttux 
action  upon  the  wool  substance  itaetf  since  they 
cause  the  wool  eventually  to  become  yellower 
than  it  was  before  bleaohing. 

Bleaching  with  hydrogen  peroxide  ia  effected 
by  steeping  uie  wool  tor  sevenl  hours  in  mom  or 
less  dilute  solutions  of  this  liquid,  made  slightly 
alkaline  by  the  addition  of  ammonia.  The 
simultaneous  action  of  %ht  accelerates  and 
improves  the  bleaching.  Tte  white  is  very  good 
and  permanent,  probably  because,  in  this  case, 
the  oolouring  matter  is  destroyed  by  oxidation. 
Excessive  bleaching  by  this  method  gives  the 
wool  a  harsh  feel.  Lunge  recommends  a  slight 
treatment  with  hydrogen  peroxide  of  sulphur- 
bleached  wool  in  order  to  oxidise  and  thus 
render  innocuons  traces  of  sulphurous  acid  not 
removed  by  washing.  A  v«y  dilute  solution  of 
sodium  hypochlorite  and  exposure  to  air  will 
effect  the  same  purpose. 

Bleaching  of  wool  with  bydrosulphite  of  soda 
has  been  suggested  by  F.  V.  Kallab.  11  is 
prepared  by  addine  ainc  powder  to  a  solution 
of  bisulphite  of  soda.  The  zinc  is  precipitated 
by  adding  milk  of  lime. 

Bilk  MODring  and  bleacUng.  The  raw  silk 
fibre  consists  essentially  of  two  substances, 
fibrcXne  and  lerkint.  The  former  constitntea 
the  central  portion  of  the  fibre,  and  may  be  re- 
guded  as  the  Sbre  proper,  while  the  latter  leeldes 
prinoipally  in  the  external  part  and  is  readily 
removed  by  water  and  especially  alkaline 
solutions. 

Raw  silk  is  harsh,  stiff,  lustreless,  and  mora 
or  less  unsuitable  for  dyeing,  bat  when  the  ex- 
ternal sericine  or  silk-glue  ia  removed  It  becomes 
soft  and  lustrous,  and  acquires  an  increased 
afbnity  for  colouring  matters. 

The  object  then  of  scouring  is  to  remove  the 
silk.glue  from  the  raw  silk.  It  is  effected  by  the 
two  o[»rationa,  '  atrippiTig '  and  '  boiUng-off.' 

Stripping  or  ungvmming.  In  order  to  re- 
move calcareous  or  other  mineral  matter  aoInUe 
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in  dilute  acids,  it  is  wett  &st  to  riiue  the  silk  in 
a  tepid  bath  of  dilute  liydroohlorio  iLcid,  and. 
thea  wash.  The  honks  of  silk  ore  then  hung  on 
imooth  wooden  roda  and  worked,  as  in  wooUen. 
yam  Bconrinc,  in  a  aoap-bath  heated  to  about 
90°-^°  lor  atiout  20  minutes.  A  second  and 
even  a  third  bath  may  be  used  with  advan- 
tage.  Long  working  in  one  bath  is  not  good, 
especially  for  silk  intended  to  he  white,  since  the 
silk  (fibroine)  is  apt  to  attract  some  of  ike  colour- 
ing matter  at  first  removed  along  with  the  ailk- 
(due,  and  it  is  afterwards  very  difficult  to  remove. 
With  yellow  silk  this  point  must  be  carefully 
attended  to. 

During  the  stripping  operation  the  aericine 
at  first  swells  up  and  makes  the  silk  somewhat 
glutinous,  but  soon  " 
Sbre  soft  and  lustra 
strongly  impregnai 
f uU^  preserved  and 
dyemg  under  the 
When  applying  the 
to  retard  their  att 
thus  ensures  the  pr 
colours. 

After  stripping 
containing  a  small 
sodium  oarbonate. 

Boiling-off.    Tt 

the  removal  of 
the  silk-glue  and 
thus  give  the  silk 
all  the  lustre  and 
brilliancy      of 


oxide,  rendered  slightly  alkaline  with  ammonia 
or  with  silicate  of  soda  or  borax,  until  it  is 
sufficiently  bleached.  A  more  rapid  and 
effective  method  is  to  steep  the  silk  in  a  some- 
what stronger  solution,  then  wring  out  the 
excess  of  liquid,  and  steam.  The  operations  may 
bo  repeated  until  the  silk  is  sufficiently  bleached. 

Tinting  ol  tUk.  Bleached  silk  is  finally  tinted 
or  dyed  in  delicate  shades  of  blue,  purplish- blue, 
cream  colour.  &a.  For  pure  white  it  is  usual  to 
dye  the  silk  in  a  very  dilute  solution  of  a  suitable 
coal-tar  colour.  After  tinting,  the  silk  is  slightly 
rinsed  in  water  and  dried  in  a  moderately  warm 
and  darkened  stove.  3.  Uii. 

BLBACHnO  FOWDBR  v.  Cblorinb. 


up  in  coarse  bags 

hemp,    generally  i|i 

called  '  pockets,' 

and     theee     are 

boiled  for  one  to 

three     hours    m 

open       copper 

boilers.     The  silk  is  then  well  rinsed  in  a  weak 

tepid  solution  of  carbonate  of  soda,  and  finally 

in  cold  water. 

During  the  operations  above  described, 
Japanese  and  Chinese  silks  lose  18-22  p.c.  in 
wewht,  European  silks  lose  26-30  p-o. 

BleaDhlng  of  silk.  The  actual  bleaching  of 
silk  is  effected  by  exposing  the  scoured  silk,  while 
still  in  tjie  wet  etete,  to  the  action  of  sulphur 
dioxide  gas.  The  operation  is  precisely  similar 
to  the  stoving  of  wooL 

Id  oortjui)  oases,  t.g.  with  so-called  '  soupte  ' 
silk,  the  stoving  is  preceded  by  a  preliminary 
bleaching  in  aqtia  ngia,  diluted  to  sp.gr.  1<^ 
and  heated  to  20°-36°-  The  silk  is  rinaed  in 
this  solution  for  8-16  minutes  untU  it  acquiree 
a  greenish-grey  colour,  and  then  at  once  washed 
well  in  otAA  water.  A  diluto  solution  of  the 
so-called  'chamber-crystals'  of  the  sulphurio 
acid  manufacture  may  replace  the  aqua  rtgia. 

The  bleaching  of  silk  with  hj'drogen  peroxide 
is  gradually  bomg  more  and  more  adopted, 
especially  for  Tussur  silk  and  other  wild  silks. 
Indeed,  for  these  silks  no  other  method  of 
bleaching  is  so  satisfactory.  The  silk  is  steeped 
and  worked  in  a  dilute  solution  of  hydrogen  per- 
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BLENDE,  from   Bknden,  Ger., 

Native  zinc  sulphide.     It  usually  00...  _._. 

sulphide  whioh  gives  it  a  black  colour,  whence 
the  name  Black  Jack  applied  to  it.  An  im- 
portant ore  of  zinc  The  sulphur  it  contains  is 
occaslonaUy  utilised  in  the  manufacture  of  sul- 
phuric acid.  (For  descriptions  of  burners  for 
this  purpose,  v.  J-  Soc  Chem.  Ind.  3, 031 ;  4, 64.) 

BXED  DIRECT  or  DIPHEIfYLAHIHB  BLDB 

V.   TsmaHYIMTtTOAXK   COLOURINO   UATTBBS. 

BLEU  FLD0RB9CBNT  C,,H,Br.N,0,(NU,). 

A  colouring  matter  obtained  by  Weaelsky  and 
Bouodikt  m  13S0  by  treating  diazoreeorufin 
dissolved  in  potassium  carbonate  with  bromine 
and  procipit-ating  by  on  acid.  Soluble  in  boiling 
water  with  a  red-violet  colour,  giving  a  fluor- 
escent green  solutioo.  Dyes  silk  and  wool  blue 
with  brownish  fluoresoeneo  (Wosolsky  and  Bene, 
dikt,  Monatsh.  6,  605  ;  Bcr.  1886,  18  ;  Ref.  70). 
BLED  DE  QARANCE.  Artificial  ultra- 
marine {v.   ULTBAUABINB  J    PlOUBNTS). 

BLED    LUHl^RE   v.    Tbifhskyuibthaiib 
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BLEU  MARIN. 


BLEU      MARIN     v.     Tbithenylmethane 

COLOURINO   MATTERS. 

BLEU  DE  SAXE  v,  CJobalt. 

BLEU    SOLUBLE    v.    Triphenylmethane 

COLOtJRIKO  MATTERS. 

BUND-COAL.  A  Scotch  term  for  anthra- 
cite. 

BLISTER  STEEL  v.  Iron. 

BLOCK  FUEL  v.  Fuel  ;  also  Pitch. 

BLOCK  TIN  V.  Ttn. 

BLOOD  in  a  richly  albuminous  fluid  which 
holds  in  suspension  large  numbers  of  corpuscles. 
The  fluid  medium  in  which  the  corpuscles  float 
is  called  the  plasma,  or  liquor  sanguinis.  In 
round  figures,  tne  plasma  contains  about  10  p.c. 
of  solids,  of  which  proteins  comprise  8,  extrac- 
tives 1,  and  inorganic  salts  (the  principal  one 
being  sodium  chloride)  the  remaining  1.  The 
proteins  are  all  coa^ulable  by  heat,  and  are 
named  serum  albumm,  serum  globulin,  and 
fibrinogen.  The  last-named  is  the  least  abun- 
dant (0*4  p.c),  but  confers  upon  the  blood  its 
characteristic  power  to  clot  or  coagulate  when 
it  is  shed.  When  shed,  the  blood  rapidly 
becomes  viscous,  and  then  sets  into  a  jelly ;  the 
jelly  contracts  and  squeezes  out  of  the  clot  a 
straw-coloured  fluid  called  serum,  in  which  the 
shrunken  clot  then  floats.  The  formation  of 
threads  of  a  solid  protein  called  fibrin  from 
fibrinogen  is  the  essential  act  in  coagulation ; 
this  with  the  corpuscles  it  entangles  constitutes 
the  clot,  and  serum  is  plasma  minus  the  fibrin 
which  it  yields.  The  following  scheme  shows 
the  relationships  of  the  constituents  of  the 
blood  at  a  glance  : — 

.  ,         (serum 
Blood/P^*™nfibrinV,  , 
^corpuscles        ^ 

In  round  figures,  the  blood  contains  60-65  p.c 
oC  plasma,  and  35-40  p.c.  of  corpuscles.  The 
corpuscles  are  of  three  kinds,  the  rod  corpuscles 
or  erythrocytes,  the  white  or  colourless  cor- 
puscles or  leucocytes,  and  some  venr  smaU 
E articles  also  colourless,  which  are  called  the 
lood-plat-elets. 

The  subject  of  blood  dotting  has  been  the 
battlefield  of  numerous  opposing  theories,  but 
the  view  now  generally  held  is  that  the  conversion 
of  fibrinogen  into  fibrin  is  due  to  the  action  of 
an  enz3rme  called  thrombin  or  fibrin-ferment. 
This  agent  takes  origin  from  the  platelets  and 
white  corpuscles  ;  it  is  first  shed  out  from  them 
in  an  inactive  form  called  thrombo^en  ;  throm- 
bogen  is  converted  into  the  active  enz3rme 
thrombin  by  the  combined  action  of  the  calcium 
salts  of  the  plasma  and  of  an  activating  agent 
termed  thrombokinase,  which  originates  horn 
the  ceUs  of  the  blood  itself  and  of  the  other 
tissues  of  the  body. 

The  white  or  colourless  corpuscles  are  typical 
nucleated  animal  cells  which  have  been  differ- 
entiated into  varieties  by  their  staining  re- 
actions, the  number  of  their  nuclei,  and  their 
seat  of  origin  (lymphoid  tissue,  and  red  bone 
marrow).  Their  most  important  property  is 
their  power  of  amoeboid  movement,  by  which 
they  ingest  and  subsequently  digest  foreign 
particles.  They  act  in  this  way  as  scavengers 
(phagocytes),  and  thus  confer  protection  against 
pathogenic  organisms  (bacteria,  &c.). 

The  red  corpuscles  are  much  more  numerous 
than  the  white,  averaging  in  man  6,000,000  per 


cubic  millimetre,  or  400-500  red  to  each  white 
corpuscle.  It  is  these  which  give  the  red  colour 
to  the  blood.  They  vary  in  size  and  structure 
in  different  groups  of  the  vertebrates.  In 
mammak  they  are  biconcave  (except  in  the 
camel  tribe,  where  they  are  biconvex)  non- 
nucleated  discs,  in  man  ^f.^j^  inch  in  diameter ; 
during  fcotal  life  nucleated  rod  corpuscles  arc, 
however,  found.  In  birds,  reptiles,  amphibia, 
and  fishes,  they  are  biconvex  oval  discs  with  a 
nucleus ;  they  are  largest  among  the  amphi- 
bians. Their  most  important  and  abun&nt 
constituent  is  the  pigment  hsemoglobin.  In 
invertebrates  this  respiratory  pigment  is  usually 
absent,  and  when  present  is,  with  few  exceptions, 
in  solution  in  the  plasma  and  not  in  special 
corpuscles.  In  other  invertebrates  its  place  is 
taken  by  other  respiratory  pigments,  'for 
instance,  by  the  green  pigment  wmch  contains 
iron  and  is  called  chlorocruorin  (in  certain  worms), 
or  by  the  blue  pigment  which  contains  copper 
and  is  termed  hsemocyanin  (in  certain  crus- 
taceans and  molluscs).  The  vast  majority  of 
invertebrates  have  colourless  blood  containing 
only  colourless  corpuscles.  Haemoglobin  con- 
tains 0*4  p.o.  of  iron  ;  it  and  certain  of  its 
derivatives  give  characteristic  absorption  spectra 
which  form  one  of  the  best  tests  for  blood.  It 
is  termed  a  conjugated  protein,  consisting  of  a 
protein  (globin)  in  combination  with  the  iron 
containing  material  termed  haematin 

(C„H,oN4FeO,) 
Hsemoglobin  is  crystallisable,  but  hssmatin 
has  not  yet  been  obtained  in  orystalline  form. 
By  boiling  dried  blood  with  a  little  sodium 
chloride  and  glacial  acetic  acid,  the  character- 
istic brown  crystals  of  hsematin  hydrochloride 
or  hsemin  are  readily  obtained,  and  this  is  the 
best  chemical  test  for  blood  ;  it  can  be  performed 
quite  readily  on  a  microscope  slide.  By  treat- 
ment with  acid,  an  iron-free  derivative  of  hss- 
matin  is  obtained  called  hiematoporphyrin,  and 
in  the  body  certain  iron-free  derivatives  some- 
what similar  to  hsematoporphyrin  are  formed ; 
these  constitute  the  pigments  of  the  bile.  By 
the  reduction  of  hematoporphyrin,  methyl- 
propylpyrrol  is  obtained,  and  the  same  sub- 
stance is  obtained  also  from  phylloporphyrin,  a 
derivative  of  chlorophyll ;  this  is  an  interesting 
fact,  as  it  indicates  a  near  relationship  between 
the  principal  pigments  of  the  animal  and 
vegetable  worlds. 

During  life  the  blood  is  in  constant  move- 
ment (circulation),  and  it  is  owing  to  this  cir- 
cumstance that  it  supplies  the  tissues  with  both 
nutriment  and  oxygen.  The  products  of  pro- 
tein and  carbohydnte  digestion  pass  directly 
from  the  alimentary  canal  into  the  blood-vessels  ; 
the  fat  reaches  the  blood  indirectly  by  the 
lymph-stream.  The  blood,  however,  does  not, 
except  in  the  spleen,  actually  bathe  the  tissue 
elements ;  the  middle-man  between  blood  and 
tissues  is  a  fluid  called  lymph,  which  exudes  from 
the  blood  through  the  thin  walls  of  the  capillary 
blood-vessels.  The  lymph  thus  supplies  the 
tissues  'viith  material  for  their  repair  or  for 
storage ;  it  also  removes  from  the  tissues  the 
waste  products  of  their  activity ;  it  is  collected 
by  lymphatic  vessels,  which  converge  to  the 
main  lymphatic  channel  called  the  thoracic  duct. 
This  opens  into  the  large  veins  near  to  their 
entrance  into  the  heart,  and  thus  the  lymph  is 
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returned  to  the  blood,  and  the  waste  products 
are  then  conveyed  to  the  various  organs  (lungs, 
kidneys,  skin)  by  which  they  are  discharged 
from  the  body. 

The  function  of  blood  as  an  oxygen  carrier 
is  dependent  on  the  prcNsence  of  hsBmoglobin. 
Oxygen  passes  by  diffusion  into  the  blood  of 
the  lungs,  and  is  theii  seized  by  the  pigment, 
with  which  it  forms  a  loose  compound  called 
oxyhaemoglobin ;  this  bright  •  red  arterial  or 
oxygenated  blood  passes  to  the  heart,  and  is 
thence  propelled  by  the  arteries  all  over  the 
body ;  in  the  tissues,  where  the  oxygen  tension 
is  very  low,  oxyhssmoglobin  is  dissociated,  and 
the  oxysen  passes  into  the  plasma,  and  again 
reaches  the  actual  tissue  elements  vid  the  lymph. 
The  reduction  of  oxyhssmoglobin  chanses  the 
colour  of  the  blood  to  the  (uurker  tint  \^ch  it 
has  in  the  veins,  by  which  vessels  it  is  carried 
back  to  the  heart  and  sent  to  the  lungs  for  a 
fresh  supply  of  oxygen.  The  venous  blood  is 
also  rich  in  carbonic  acid,  which  finds  an  exit 
from  the  blood  in  the  lungs  into  the  expired 
air.  It  should  be  noted  tnat  hsmoglobm  is 
not  the  carrier  of  carbon  dioxide ;  that  gas  is 
carried  mainly  as  carbonates  in  the  mood- 
plasma. 

The  amount  of  respiratory  oxygen  carried  by 
the  blood  pigment  is  1*34  c.c.  oxygen  per 
gram  of  haemoglobin.  This  can  be  replaced 
by  equivalent  amounts  of  such  gases  as  carbon 
monoxide  or  nitric  oxide.  These  compounds 
are  more  stable  than  oxyhssmoglobin,  and  the 
gas  is  not  removable  by  the  tissues ;  hence  in 
coal-gas  poisoning  the  colour  of  the  blood  is 
equimy  bright  in  arteries  and  veins,  and  the 
cause  of  death  is  oxyeen  starvation. 

The  foregoing  outiine  of  the  composition  and 
uses  of  the  d1o<^  from  the  physiological  point 
of  view  can  be  amplified  bv  the  study  of  any 
standard  textbook  of  physiology  or  physiological 
chemistry. 

Passing  now  to  the  technical  and  commercial 
aspect  of  the  case,  the  uses  of  the  blood  come 
mainly  under  four  headings:  (1)  as  food  ;  (2)  as 
manure  ;  (3)  as  a  clarifying  agent ;  and  (4)  as  a 
drug. 

(1)  As  food.  Blood  as  such  is  only  used  as 
food  by  savajgesy  and  attempts  have  been  made 
to  utilise  dried  defibrinated  blood  as  a  com- 
mercial food  product  without  any  great  success. 
It,  however,  forms  an  important  constituent  of 
certain  articles  of  diet,  of  which  Black  pudding 
and  the  German  Blutwurst  (Blood  sausase)  are 
the  best  known.  In  the  preparation  of  these 
pig's  blood  is  most  commonly  employed,  and 
they  are  of  high  nutritive  value.  (For  the 
composition  of  various  kinds  of  Blutwurst,  see 
Konig,  Ghemie  d.  menschl,  Nahrungs  und 
Gtonussmittel,  Berlin,  1904,  625 ;  Pott.  Handb. 
d.  Tier-Emahrung,  iii  513,  1909  ;  £.  Schmidt, 
Lehrb.  d.  pharm.  Ohem.  ii.  2,  1833,  1901.) 

(2)  As  manure.  Dried  blood,  the  so-called 
Blood-meal  (Blutmehl),  is  extensively  used  as 
manure,  and  may  be  placed  directly  on  the  land, 
or,  more  frequently,  is  mixed  with  superphos- 
phates. It  is  a  brown  powder  with  a  glue-like 
smell,  and  must  be  kept  in  dry  places  to  avoid 
putrefaction.  It  is  vfiduable  on  account  of  its 
high  percentage  of  nitrogen  (11*8)  and  of 
phosphorus  (1*2  p.c).  Numerous  patent  ma- 
nures  contain  a  certain  proportion   of   blood. 
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(For  details,  see  Konig,  Lc.  496  ;  Merck's  Waren- 
Lexicon,  5th  ed.  art. '  Blut.') 

(3)  As  a  clarifying  agent.  Blood  is  employed 
in  the  same  way  as  milk,  gelatin,  and  albumin 
are,  as  a  clarifying  agent  for  wines,  syrups,  and 
similar  liquids,  in  the  proportion  of  160-200  c.c. 
of  blood  per  litre.  The  clearing  action  is  due  to 
the  proteins  present,  but  used  m  this  way  there 
is  considerable  danger  of  infection,  as  aLsp  is  the 
case  for  milk.  Dned  blood  or  the  dried  blood- 
albumin  is  therefore  preferable.  Blood-albumin 
is  prepared  from  the  serum  drained  off  from  the 
clot ;  the  product  is  really  dried  serum,  as  the 
proteins  are  mixed  with  the  other  constituents 
of  that  fluid,  and  the  word  *  albumin '  is  used  as 
synonymous  with '  protein,*  and  not  in  the  correct 
chemical  sense.  It  has  the  advantage  of  being 
considerably  cheaper  than  ^s-albumin,  for  the 
total  blood  of  an  ox  will  y^d  760-800  grams 
of  the  dried  product,  a  good-sized  calf  will  3rield 
340-400  srams,  and  a  sheep  about  200  grams 
{see  Merck,  Le.  art.  *  Blutalbumin '). 

(4)  The  therapeutic  uses  of  blood  and  serum. 
The  high  nutritive  value  of  blood  makes  it  a 
valuable  drug  in  the  treatment  of  anssmia,  and 
certain  patent  medicines  sold  under  the  name 
of  hsBmatogen  consist  very  largely  of  blood 
mixed  with  suitable  flavouring  and  preservative 
agents.  A  still  larger  practical  use  of  blood 
products  (serum  therapy)  has  been  the  outcome 
of  work  on  immunity,  in  which  the  names  of 
Richet,  Ehrlich,  Behring,  and  Roux  may  be 
mentioned  as  those  of  pioneers.  Those  inte- 
rested in  problems  of  immunity  should  consult 
current  handbooks  of  pathology.  Hie  following 
does  not  pretend  to  do  more  than  give  a  dEetch 
of  the  main  facts,  and  the  example  selected  of 
the  usefulness  of  the  method  is  that  in  which 
serum  therapy  has  been  the  most  successful, 
namely,  the  treatment  of  diphtheria.  The 
animal  body  is  protected  against  its  foes  by  a 
variety  of  mechanisms,  and  against  our  micro- 
scopic (bacterial)  enemies  the  most  potent  of 
these  is  the  action  of  colourless  blood  corpuscles 
(phagocytosis).  This,  however,  is  assisted  in 
certain  cases  by  the  presence  in  the  fluid  part 
of  the  blood  of  chemical  substances  which  have 
received  a  variety  of  names;  for  instance, '  bacte* 
riolysins '  are  substances  which  actually  kill 
bacteria ;  *  agglutinins  '  are  substances  which 
clump  the  bacteria  together  and  render  them 
immobile ;  '  opsonins  '  are  substances  which 
render  bacteria  an  easy  prey  to  leucocjrtes,  either 
by  adding  something  fo  them  to  make  them 
tasty  or  removing  something  from  them  which 
makes  them  distasteful ;  and  *  antitoxins  '  are 
substances  which  neutraUse  the  poisons  or  toxins 
which  are  produced  by  the  bacteria.  There  is 
very  little  accurate  chemical  knowledge  of  the 
composition  of  these  various  materialB ;  they 
are,  however,  as  a  rule,  destroyed  by  a  high 
temperature,  and  are  probably  protein-like  in 
nature.  The  amount  of  these  substances  in  the 
blood  may  be  increased  by  certain  stimuli,  much 
in  the  same  way  as  the  epidermis  becomes  thick- 
ened as  the  result  of  manual  labour.  The 
administration,  for  instance,  of  small  doses  of 
the  toxin  will  produce  an  excessive  production 
of  the  antitoxin  which  specifically  neutralises 
the  poison.  Substances  which  in  this  way 
stimulate  the  production  of  these  natural  anti- 
dotes are  spoken  of  in  general  terms  as  antigens. 
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If  the  baoilli  which  produoe  diphtheria  are 
grown  in  a  suitable  medium,  they  produce 
the  diphtheria  toxin  much  in  the  same  wa^  as 
yeast  will  produce  alcohol  when  grown  m  a 
solution  of  sugar.  If  a  certain  small  dose  of 
this  poison  is  injected  into  an  animal,  it  will 
produce  death,  and  that  is  called  the  lethal 
dose.  But  if  the  animal  receives  a  smaller  dose, 
it  will  recover ;  a  few  days  later  it  will  stand  a 
larger  dose  and  recover  more  quickly ;  this  is 
continued  until  after  many  successively  increas- 
inff  doses,  it  will  finally  withstand  without  ill 
efreots  an  amount  equal  to  many  lethal  doses. 
The  animal  is  now  immune  against  diphtheria, 
for  the  administration  of  the  toxin  (or  antigen) 
has  called  forth  an  excessive  production  of 
antitoxin,  and  the  blood  remains  rich  in  anti- 
toxin for  a  considerable  but  variable  time ;  the 
serum  obtained  from  the  blood  of  the  immunised 
animal  is  then  employed  for  injecting  into  other 
animals  or  human  beings  sunering  from  diph- 
theria, and  rapidly  cures  the  disease.  The  horse 
is  the  animal  selected  for  the  preparation  of 
antitoxin,  and  the  success  of  the  new  treatment 
in  reducing  the  d^B^th-rate  from  what  used  to 
be  considered  a  terrible  disease  is  one  of  the 
wonders  of  modem  medicine. 

(5)  MisceUaneoua  uses  of  hloocL  Blood  is,  or 
has  been,  employed  in  a  number  of  industrial 
processes,  but  it  will  be  sufficient  here  just  to 
enumerate  a  few  of  them  :  thus  it  has  been  used 
as  a  medium  for  paints  (Johnson,  E^.  Pat.  82, 
1883),  in  the  preparation  of  adhesive  cements,  as 
a  precipitant  of  sewage  in  the  alum,  blood,  and 
claj  process,  and  in  the  manufacture  of  pure 
animal  chafcoaL 

Tests  for  blood.  It  is  often  necessary,  in 
medlco-lej|;al  practice,  to  be  able  to  identity 
blood-stains  on  garments  and  instruments.  If 
the  blood  is  fresh,  a  microscopic  investigation 
reveals  the  presence  of  corpuscles,  and  an 
aqueous  extract  will  show  the  typical  absorption 
bands  of  tuemoglobin  with  the  spectroscope. 
The  best  chemical  test  is  the  formation  of 
hsmin  crystals  ahready  described,  and  is  given 
by  quite  small  quantities  of  blood,  even  if  it  is 
old  and  dry.  When  the  blood  is  d^,  and  small 
quantities  only  are  present,  the  most  delicate 
spectroscopic  test  consists  in  dissolving  it  in 
dilute  potash  with  the  aid  of  heat,  and  then 
adding  a  drop  of  a  reducing  agent  such  as 
ammonium  sulphide;  the  two  absorption 
bands  of  hjemochromogen  are  then  seen,  one 
about  half-way  between  the  D  and  £  lines, 
and  the  other  just  on  the  blue  side  of  the  £ 
line. 

Human  blood  can  only  be  distinguished  with 
certainty  from  the  blood  of  other  animals  by 
the  so-called  *  biological  reaction.*  The  injection 
in  successive  doses  of  blood  of  another  species 
into  an  animal  acts  as  an  antisen,  and  causes  the 
development  in  the  blood  of  me  injected  animal, 
of  a  specific  *  precipitin ' ;  the  addition  of  the 
blood  to  the  serum  of  the  animal  which  furnished 
the  injected  blood  causes  a  preci^Mtate;  and 
such  a  precipitate  does  not  form  except  between 
the  bloK>d  of  the  two  species  of  animal  used  in 
the  experiment.  This  has  been  applied  to  the 
case  of  human  blood,  by  taking  a  rabbit  and 
injecting  human  blood  into  it.  The  serum  of 
this  raboit  will  then  give  a  precipitate  with  the 
blood  of  man  (and  to  a  less  extent  of  the  higher 


apes),  and  with  the  blood  of  no  other  species  of 
animal.  The  test  is  extraordinarily  delicate, 
and  will  detect  human  blood  that  has  been  dried 
for  months,  and  even  when  it  is  mixed  with  the 
blood  of  other  animals.  W.  B.  H. 

BLOODSTONE.  A  popular  name  for  the 
mineral  heliotrope,  a  variety  of  chalcedony 
(SiO|),  showing  bright-red  spots  on  a  dark-green 
ground.  It  is  much  used  tor  the  engraving  of 
rinff-stones  and  seals. 

The  same  name  has  also  been  used  for 
hematite  (FciOg),  being  a  translation  of 
tdfidrirris,  so  called  because  the  colour  of  the 
powdered  mineral  is  like  that  of  dried  blood. 

La   Ja    S. 

BLOOM.  A  term  given  to  a  mass  of 
iron  after  it  leaves  the  puddling  furnace  {v, 
Ibov). 

BLOOMERT.  An  old  term  for  an  iron 
furnace. 

BLOWN  OILS  V.  Oils  and  Fats. 

BLOWPIPE  V,  Analysis. 

BLUBBER  OILS  v.  Oils  and  Fats. 

BLUE,    ACETIN,  Coupler's  Uue  (v.  Indu- 

LINSS). 

BLUE,  ALIZARIN.  This  name  is  given  to 
^MKcyantAra^fnafie-giunoItne  C17H9NO4,  and  its 
sodium  histuphiU  compound 

C,H„NOxoS,Na, 

(v.  Alizabin  akd  aujbd  coloubino  mattxbs). 

BLUE,  ALKALI,   NICHOLSON'S  BLUB   or 

SOLUBLE  BLUE  v.  TaiPHXirYLiaTHANX  golous- 

IKO  MATTERS. 

BLUE,  ANILINE.  GENTIAN  BLUE,  OPAL 
BLUE,  NIGHT  BLUE,  UGHT  BLUE,  or  FINE 
BLUE  V.  Tbiphskylbobthans  coLOUBiNa  mat- 
txbs ;  also  Anilinx  blux. 

BLUE,  ANTWERP,  v.  Piouxnts. 

BLUE,  AZO-,  V.  Azo-  oolovbino  mattxbs. 

BLUE,  AZODIPHENTL,  ACETIN  BLUE, 
COUPIER*S  BLUE,  INDULW,  FAST  BLUE  R. 

CisHi^gCl  (t;.  IlfTDULINXS). 

BLUE,  BASLE.  TolyldimMylaminopheno- 
tdylimincnaphthazonium  chloride  CgiH^^NfCl 
{v.  AznnDS  akb  coLouBizra  mattxbs  dxbiyxd 

IBOM  THBM). 

BLUE^  BAVARIAN,  v.  Tbiphxnylmxthakb 

GOLOUBINO  MATTXBS. 

BLUE,    BENZIDINE,   v.    Azo-    ooLOUBiKa 

MATTXBS. 

BLUE  BLACK  v,  Azo-  coloubiho  mattxbs. 

BLUE,  BLACKLET,  v.  iNDULmxs. 

BLUE,  BRILLIANT  COTTON,  METHYL 
BLUE,  METHYL  WATER  BLUE.  Soda  saU 
of    iripJienyt-fi-rosanUiiuirisulpkonic     add    (v. 

TBIPHXlirYLMXTHAinB  COLOUBIHG  MATTXBS. 

BLUE,  CERULEAN,  v.  Pigments. 

BLUE,  CHINA,  WATER  BLUE  6  B 
EXTRA,  OPAL  BLUE,  COTTON  BLUE, 
MARINE  BLUE,  v.  Tbiphxk ylmxthakk  coloub- 

mo  MATTXBS. 

BLUE,  CHINESE,  or  PRUSSIAN  BLUE  v. 

CYAinDXS ;  also  Piomxxts. 

BLUE,  COBALT,  v,  C!obalt;  also  Piomxhtb. 

BLUE,  COTTON,  v.  TBiPEXXYLMXTEAinB 
ooLOUBma  mattebs. 

BLUE,  COUPIER*S,  v. 'Indulikbs. 

BLUE,  CYANINE,  v.  PiOMXzns. 

BLUE,  DIPHENYLAMINE,  BLEU  DIRECT 
Triphenyl-fi-rosaniline    hydrochloride    {v.    Tbi- 

PHXNYLMXTHANX  GOLOTTBIKQ  MATTXBS). 
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BIiUE-ETHTLENB  v,  THiONnrB  ooLOURnfa 

BLUE,  FAST,  MBLDOLA*S  BLUE,  NEW 
BLUE,  NAPHTHTLENE  BLUE.  CKUmde  of 
dimethylpJienyl'amtnonium'fi''naphihoxazine      {v. 

OXAZDna  GOLOUBIKG  MATTBBS). 

BLUE,  FLUORESCENT,  v.  Blbu  flttobbs- 
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BLUE,  GENTIAN,  SPIRIT  BLUE  0,  OPAL 
BLUE,  BLEU  DE  NUIT,  BLEU  LUBH^RE, 
FINE  BLUE,  V.  Tbifhshylmethane  coloub- 

IKO  MATTXBS. 

BLUE,  INDIAN,  v.  Pigments. 

BLUE,  INTENSE,  v.  Piomeitts. 

BLUE  IRON-EARTH.  An  earthy  blue 
variety  of  the  mineral  vivianite,  a  hydrated 
ferrous  phosphate  Fe,P20,,8H,0,  often  found 
as  a  blue  powder  encrustins  vegetable  remains 
in  bos-iron  ore,  peat,  and  clays.  L.  J.  S. 

BLUE,  LEITCH'S,  v,  PioMEirrs. 

BLUE,  LIGHT,  BLEU  LUIOERE,  LYONS 
BLUE,  OPAL  BLUE,  BLBU  DE  NUIT  v.  Tri- 

PHSNTLMBTHANB  OOLOnKlNO  HATTBES. 

BLUE,  HETHYLDIPHENYLABflNE 

C3,H„N,C1 

obtained  in  1874  by  Qirard  by  the  action  of 
oxalic  acid  upon  methyldiphenylamine.      Or  by 
the  action  of  oo{»per  nitrate  (Bardy  and  Dusart). 
Or  with  chloranil  (Geigy).    No  longer  made. 
BLUE,  METHYLraE,  v.  Thionikb  ooloub- 

INQ  MATTBBS. 

BLUE,  NEUTRAL,  v.  Axnsvs  and  oolottb- 

INO  MATTBBS  DBBIYXD  FBOM  THBM. 

BLUE,  NILE,  V.  Oxazinb  coloubing  mat- 

TEBS. 

BLUE,     PARIS,     V.     Tbiphbnylmbthanb 

GOLOUBING  MATTBBS. 

BLUE,  PRUSSIAN,  t*.  Cyanides  ;  also  Pig- 
ments. 

BLUE,  QUDrOLDiE,  v.  Tbephenylmbthane 

COLOTJBING  MATTBBS. 

BLUE  RED  V.  Azo-  coloubing  mattebs. 
BLUE,  RESORCIN,  or  LACHOID  CisH^NO^  ? 


probably 


7\c,h,/oh; 
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a  colouring  matter  ob- 


toined  by  Weselsky  and  Benedikt  in  1880,  by 
the  action  of  sodium  nitrite  on  resorcin.  Blue 
violet  powder  soluble  in  water.  Soluble  in 
alcohol  with  blue  colour  and  dark-green  fluores- 
cence. Used  as  an  indicator  in  alkalimetry 
{q.vX 

BLUE,  SAXON,  v.  Cobalt. 

BLUE,  VICTORIA,  v,  Tkifhbnylmbthanb 

COLOUBING  MATTBBS. 

BLUE  COPPERAS,  BLUE  STONE,  or  BLUE 
VITRIOL.    Capper  aidphate  (v.  Gofpeb). 

BLUE  GUM  TREE.  The  EwxUyptus  glo- 
bidua  (Labdl].),a  tree  common  in  Tasmania  and 
South-Eastem  Australia. 

BLUE  JOHN.  A  variety  of  fluor-spar  found 
in  I>erb3nshire,  and  valued  for  making  ornamental 
articles  (v.  Calcittm). 

BLUE  LEAD.  A  term  applied  to  galena  by 
miners  to  distinguish  it  from  white-lead  ore,  or 
carbonate. 

BLUE  PIGMENTS  v.  Pigments. 

BOBBINITE  V.  Exflosivbs. 

BODY  VARNISH  v.  Vabnish. 

BOrriniTfi.    An    explosive    consisting    of 
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potassium  nitrate,  62-66  pts, ;  charcoal,  17-19 J 
pts. ;  sulphur,  li--2J  pts.,  copper  sulphate  and 
ammonium  sulphate,  13-17  pts. 

BOG  BUTTER.  A  substance  resembling  adi. 
pocere  (q.v. ),  occasionally  found  in  peat  in  Ireland 
and  elsewhere.  (For  list  of  chemicid  and  physical 
constants  of  a  sample  of  bog-butter  found  in 
Tyrone,  v.  RadcHflfe  and  Maddocks,  J.  Soc.  Chem. 
Ind.  1907,  3.) 

BOGHEAD  COAL  v,  Pabaffin. 

BOGHEAD  NAPHTHA  v.  Pabaffin. 

BOG-IRON-ORE.  An  impure  iron  hydroxide 
of  recent  formation  in  bogs  and  marshes.  It  is 
referable  to  the  mineral  species  limonite  (2Fe,0„ 
3HgO),  and,  in  fact,  this  name  (from  X€</u6y,  a 
meadow)  was  at  first  applied  to  this  material, 
which  is  known  in  German  as  Raseneisenstein 
or  Wiesenerz  (meadow-ore).  It  is  sometimes 
placed  under  the  species  limnite  (from  Kffu^t  a 
marsh),  to  which  the  formula  Fej03,3H,0  is 
assigned.  It  contains  20-78  p.c.  PejOj,  some 
silica  and  orffanio  matter,  and  often  phosphates 
in  considerable  amount.  The  material  has 
been  deposited  by  the  oxidation,  through  the 
agency  of  algse  and  bacteria,  of  chalybeate 
waters.  It  is  dug  in  shallow  pits  in  the  peat- 
boss  of  Ireland,  the  production  amounting  to 
a  few  thousand  tons  per  annum,  and  is  mainly 
used  for  the  purification  of  coal-gas.  The 
Swedish  lake-ores  (sjomalm)  are  of  the  same 
na<^ijre.  L.  J.  S. 

BOG  MANGANESE,  iffod,  or  earthy  manga- 
nese  (v.  Manganbsb). 

BOHEMIAN  BOLE.  A  yeUow  variety  of 
bole  (q.v.), 

BOILED    OIL.      Linseed   oil   (v.    Linsbbd 

OIL). 

BOILER  INCRUSTATIONS  AND  DEPOSITS. 

The  use  of  certain  kinds  of  feed  water  in  boilers 
leads  to  the  formation  of  a  deposit  which, 
settling  on  the  bottoms,  tubes,  and  furnace 
crowns,  hardens  there  and  gives  rise  to  an  in- 
crustation, which,  by  checking  the  transmission 
of  heat  to  the  water,  causes  waste  of  fuel  and 
damage  to  the  plates. 

No  such  thmg  exists  as  an  absoluUly  pure 
natural  water,  the  nearest  approach  to  it  being 
rain  water  collected  from  a  clean  country  water- 
shed. Such  water  is  the  brat  natural  kind  that 
can  be  used  in  generating  steam,  its  only  draw- 
back bein^  that  it  exerts  a  solvent  action  upon 
metal  fittmgs. 

Temporary  hardness, — Rain  water  in  falling 
through  the  atmosphere  dissolves  only  gaseous 
matter,  which  is  again  driven  out  on  heating, 
and  the  collection  of  impurities  by  the  water 
from  an  engineering  point  of  view  commences 
only  when  the  rain  comes  in  contact  with  the 
soil.  The  rain  water  faUing  on  the  ground 
penetrates  the  top  and  subsoil,  which  contain 
decaying  vegetation,  ^ving  rise  to  carbon 
dioxide.  The  water,  as  it  slowly  filters  through 
the  soil,  becomes  saturated  with  the  gas,  and, 
bearing  it  in  solution,  x>enetrates  the  earth 
below.  Here  it  meets  with  such  substances  as 
common  salt  (sodium  chloride),  compounds  of 
magnesium,  and  calcium  sulphate,  small  quantities 
of  which  the  water  dissolves  partly  by  its  own 
solvent  powers,  and  partly  by  the  agency  of  the 
dissolved  carbonic  acid.  Tne  chief  substance 
dissolved  by  the  aqueous  solution  of  carbon 
dioxide  is  chalk  or  calcium  carbonate,  and  to 
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a  lew  extent  the  carbonates  of  maffnesium  and 
iron.  TheBO  are  oonyerted  into  Bauble  bioar- 
bonates,  which  readily  diasolve  in  water,  and 
endow  the  water  with  the  property  known  as 
'  temporary  hardness.* 

The  characteristics  of  hard  water  are  too  well 
known  to  need  description.  The  hardness  due 
to  dissolved  bicarbonate  of  lime  is  said  to  be 
temporary,  because  anything  which  will  break 
up  this  salt  and  take  away  the  carbon  dioxide 
wnich  enables  it  to  remain  in  the  soluble  form, 
will  throw  down  insoluble  calcium  carbonate 
rendering  the  water  far  softer.  On  boiling  a 
hard  water,  the  bicarbonate  is  decomposed,  the 
hot  water  no  longer  holds  the  carbon  dioxide  in 
solution,  and  the  calcium  carbonate  deposits  and 
forms  tiie  '  fur  '  in  the  kitchen  kettle  or  the  far 
more  serious  boiler  deposit,  which  is  one  of 
the  greatest  troubles  with  which  the  steam  user 
has  to  contend,  and  which  increases  and  thickens 
until  at  length  a  thorough  clean  out  of  the  boiler 
has  to  take  place. 

Permanent  hardness. — ^When  the  temporary 
hardness  has  been  removed  from  water  hy 
boiling  or  other  means,  it  is  found  that  there  is 
another  kind  of  hardness  which  still  remains, 
and  this  is  called  '  permanent  hardness,'  because 
it  cannot  be  got  rid  of  by  those  pocesses  which 
serve  to  soften  water  rendered  *  hard '  by  bicar- 
bonate of  lime.  Permanent  hardness  in  water 
is  due  to  calcium  sulphate  (sulphate  of  lime  or 
gypsum)  and  to  the  chloride  and  sulphate  of 
magnesium,  substances  which  are  dissolved  by 
the  solvent  power  of  the  water  itself,  and  these 
can  be  removed  onlv  by  distillation  or  by  the 
use  of  some  chemical  means,  which  will  convert 
these  soluble  salts  into  insoluble  bodies. 

The  hardness  of  a  water  is  expressed  in 
degrees,  one  degree  of  hardness  representing  the 
soap-destroying  power  imparted  to  one  ^^on 
of  it  by  the  presence  in  solution  of  one  grain  of 
chalk,  so  that  a  water  is  said  to  be  of  ten  degrees 
of  hardness  when  it  contains  10  grains  of  dialk 
per  gallon  of  water,  or  its  equivalent  in  other 
Ume  and  magnesium  salts. 

Fomuaian  of  deposit, — The  scale  -  forming 
constituents  in  natural  waters  are  calcium 
bicarbonate,  magnesium  bicarbonate,  calcium 
sulphate,  and  fiihoa;  whilst  waters  which  con- 
tain sulphates,  chlorides,  and  nitrates  of  magne- 
sium also  aid  in  the  production  of  scale  by  de- 
composition amongst  themselves.  In  tracing 
the  formation  of  scale  it  will  be  well  to  consider 
the  actions  which  lead  to  the  deposition  in  the 
case  of  each  ingredient. 

CSalcium  carbonate,  which  is  generally  the 
most  abundant  constituent  of  fresh- water  scale, 
is  formed,  as  pointed  out  above,  by  the  decom- 
pocution  of  soluble  calcium  bicarbonate  with 
escape  of  carbon  dioxide  and  deposition  of 
practically  insoluble  calcium  carbonate,  whilst 
calcium  sulphate,  which  is  the  most  important 
factor  in  the  hsrdenins  of  scale,  is  deposited 
from  water  containing  it  by  a  totally  different 
set  of  actions.  Calcium  sulphate  is  dissolved 
by  the  solvent  power  of  the  water  itself,  and  not 
by  the  agency  of  carbon  dioxide,  and  therefore 
the   mere   act   of   boiling   water   at   ordinary 

Pressures  does  not  suffice  to  cause  its  deposition, 
he  solubility  of  calcium  sulphate  varies  very 
considerably  with  the  temperature,  as  is  shown 
by  the  following  figures  : — 


100  psrti  of  pore  water     Dlisotve  iwrts 
at  a  temperature  of         of  csloiam 
F°.  G°.  sulphate 

32  0  0-205 

41  5  0-219 

53*6         12  0-233 

08  20  0-241 

86  30  0-249 

95  35  0-254 

104  40  0-252 

122  50  0-251 

140  60  0-248 

158  70  0-244 

176  80  0-239 

194  80  0-231 

212  100  0-217 

It  will  be  seen  that  calcium  sulphate  is  most 
soluble  in  water  at  95^F.  (35^0.),  one  part  of  the 
salt  being  dissolved  by  approximately  400  parts 
of  water ;  and  inasmuch  as  the  solubility  of 
the  salt  is  considerably  decreased  at  212^F. 
(lOO^'C. ),  if  a  saturated  solution  at  35^.  be  heated 
up  to  100^.  precipitation  of  a  portion  of  the 
calcium  sulphate  will  take  place,  whilst  at  the 
temperature  existing  in  hish-presstu^  boilers,  it 
becomes  insoluble  and  is  aU  precipitated. 

The  presence  of  magnesium  hydroxide  in 
boilers  is  generally  ascrib^  to  the  mutual  decom- 
position of  the  water  and  magnesium  chloride, 
which  give  rise  to  magnesium  hydroxide  and 
hydrocmoric  acid,  the  action  being  accelerated 
by  the  presence  of  metallic  iron,  thus  : 

Magnesium  Magnesliim  Hydiodiloric 

chloride  Water  hydroxide  add 

Mga,     +     2H,0     =     Sfe(HO),    +  2Ha 

When  sea  water  is  evaporated  in  contact 
with  a  large  surface  of  metallic  iron,  no  chloride 
can  be  detected  in  the  distillate  until  four-fifths 
of  the  water  has  been  distilled  over,  whilst  if  the 
sea  water  be  evaporated  out  of  contact  with 
iron,  it  can  be  taken  nearlv  to  dryness  without 
any  decomposition.  At  the  high  temperature 
and  pressure  in  marine  boilers,  the  decomposi- 
tion of  magnesium  chloride  takes  place;  but 
a  much  larger  proportion  of  the  macnesium 
hydroxide  is  formed  by  the  decomposition  of 
the  magnesium  carbonate  first  deposited  from 
the  water  in  contact  with  the  heatecl  tubes,  and 
also  by  the  action  of  ma^esium  chloride  in  the 
sea  water  upon  the  deposited  calcium  carbonate, 
which  react  upon  each,  other,  forming  soluble 
calcium  chlonde  and  magnesium  hydroxide, 
which  is  precipitated,  carbon  dioxide  at  the 
same  time  escaping. 

The  substances  referred  to  form  the  chief 
constituents  of  the  boiler  scale  from  whatever 
water  it  may  be  deposited,  althou^^h  traces  of 
other  bodies  may  be  formed  by  local  impurities  in 
the  water  used.  The  chief  differences  in  boiler 
scale  are  due  to  variations  in  the  proportions  of 
the  calcium  carbonate  and  sulphate. 

Composition  of  fresh  and  salt  waters, — Ytesh 
water  ia  very  variable  in  composition,  but  ite 
chief  saline  constituents  are  the  carbonates  of 
calcium  and  magnesium  held  in  solution  by 
carbon  dioxide,  together  with  the  sulphates  of 
these  metals,  and  traces  of  common  salt. 

Although  sea  water  is  only  river  water  con- 
centrated by  the  evaporative  power  of  the  sun's 
rays  during  long  aees,  yet,  owing  to  the  deposi- 
tion of  calcium  caroonate  during  the  flow  of  the 
river  and  its  utilisation  by  certain  forms  of 
marine  life,  the  percentage  of  calcium  carbonate 
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is  reduced  to  a  mere  trace,  whilst  common  salt 
has  become  the  most  important  constituent. 
Calcium  and  magnesium  sulphates,  together 
with  magnesium  chloride,  are  also  present  in 
large  quantities. 

The  following  analyses  will  give  an  idea  of 
the  wide  dififerenoes  existing  between  fresh  and 
salt  water : — 

Salts  in  Solutiok  in  Riveb  and  Sea  Watbb: 
Grains  feb  Gallon. 

Biver  water  Sea  water 
Calcium  carbonate       .         .  10*80  3*9 

Calcium  sulphate         .  3-00        93-1 

Magnesium  sulphate  .  •  \  a  or  /  124*8 
Magnesium  chloride  .  .  j^'^^\  220-6 
Magnesium  carbonate  1*26      trace 

SiUca  ....     0*66  8*4 

Sodium  chloride  .         .     1*80    1860*1 

Oxides  of  iron  and  alumina  .  0*27  trace 
Organic  matter  .  .     2*36      trace 

When  marine  boilers  were  worked  at  com- 
paratively low  pressures,  sea  water  was  nearly 
always  employed,  but  on  the  introduction  of 
high-pressure  tubular  boilers,  the  quantity  of 
deposit  formed  was  so  serious  and  the  amount 
of  labour  required  to  remove  the  incrustation 
from  between  the  tubes  so  considerable  that  it 
became  imperative  to  discontinue  the  use  of 
sea  water,  and  to  use  distilled  water  for  the 
boilers,  condensing  the  steam  after  use  and 
returning  it  to  the  boiler,  and  making  up  any 
loss  with  fresh  water. 

Distilled  water  is  free  from  dissolved  solids, 
but  the  condenser  water  always  contains  some 
of  the  lubricants  from  the  engine  cylinders. 
When  animal  and  vegetable  oils  were  used  for 
lubricating,  this  condenser  water,  added  to  the 
usual  boifer  feed,  caused  a  large  amount  of 
damage  to  the  boiler  plates,  on  account  of  the 
superheated  steam  decomposing  the  oils  with 
lioeration  of  fatty  acids ;  but  with  the  mineral 
oils  employed  for  lubricating  at  the  present 
day,  this  trouble  i^  to  a  great  extent  obviated. 

Nature  of  river  and  9ea  water  deposits, — 
Owing  to  the  fi;reat  difference  between  river  and 
sea  water,  vanations  are  found  in  the  nature  of 
the  deposits  from  them,  as  is  shown  by  the  fol- 
lowing analyses  of  incrustations  in  boilers  using 
river,  DracluBh,  and  sea  water  respectively : — 

Biver    BracldBh      Sea 
Calcium  carbonate 
Calcium  sulphate 
Magnesium  n^droxide 
So(Uum  ohlonde   . 
Silica  . 
Oxides  of  iron  and  alu 

mina 
Organic  matter 
Moisture 


calcium  sulphate,  for  that  salt  separates  out  in 
a  fine  needle-shaped  crystalline  form,  which, 
aided  by  the  magnesium  hydroxide,  binds  the 
deposit  into  a  ham  mass.  On  the  other  hand, 
a  deposit  consisting  of  calcium  carbonate 
without  any  sulphate  forms  a  soft  powder, 
which  remains  suspended  in  the  water  for  some 
time,  and  which,  as  it  settles  in  the  form  of  a 
mud,  admits  of  easy  removal  by  the  use  of  the 
sludge  cook ;  but  if  calcium  sulphate  is  present, 
the  nardness  of  the  scale  is  so  great  as  to 
necessitate  the  use  of  a  chisel  and  nammer  to 
detach  it  from  the  plates  and  tubes,  tending  to 
injure  the  boiler  and  shorten  its  lifo. 

On  concentrating  sea  water,  three  stages  of 
deposition  may  be  traced : 

1.  Deposition  of  basic  magnesium  carbonate ; 

2.  Deposition  of  calcium  carbonate  with 
remaining  traces  of  the  basic  magnesium  car- 
bonate; and  finally, 

3.  Deposition  of  the  calcium  sulphate. 

The  following  table  gives  the  variation  in  the 
saline  constituents  in  the  remaining  liquid : — 
Density    .         .   1*029     106       1*09        1*226 
Sodium  chloride  2*6621    4-4201    7*9663  23*8689 
Calcium  sulphate  0*1306  0-2176  0-3916      nil 
Calcium     car- 

00103   00171       na 


0-0066  0*0032      nil 


nil 
nil 


0-2320  0*3866  0*6960    20880 


.       76*86 

43*66 

0*97 

3-68 

34*78 

86*63 

2*66 

4-34 

3-39 

0-46 

0-66 

2*79 

7*66 

7*62 

1-10 

2-96 

3-44 

0*32 

3*64 

1*66 

trace 

3*20 

4*16 

6-90 

100*00   100-00  10000 

These  may  be  taken  as  typical  deposits,  and 
show  that  the  incrustation  from  fresh  water  may 
be  looked  upon  as  impure  calcium  carbonate 
with  small  quantities  of  other  compounds ;  that 
with  a  mixture  of  fresh  and  salt  water,  the 
deposit  consists  of  nearly  equal  i>art8  of  calcium 
carbonate  and  sulphate,  whilst  sea  water  gives 
practically  impure  calcium  sulphate. 

The  condition  and  physical  properties  of  the 
deposit  are  largely  affected  by  the  presence  of 


bonate 
Magnesium  car 

bonate 
Maenesium  chlo 

nde 
Magnesium   sul 

^ate  .  .  01890  0*3160  0-6670  1-7610 
If  the  sea  water  be  concentrated  above  a  density 
of  1*226,  the  sodium  chloride  commences  to 
crystallise  out. 

Two  causes  affect  the  deposition  of  the 
calcium  sulphate  durinff  the  concentration  of  the 
sea  water :  first,  although  it  is  more  soluble  in  a  di- 
lute solution  of  scdt  thim  in  fresh  water,  it  reaches 
its  maximum  solubility  at  a  density  of  1*033, 
and  after  this  point  concentration  of  the  saline 
solution  diminishes  the  amount  held  in  solution. 
The  calcium  sulphate  is  insoluble  in  saturated 
brine.  The  second  cause  affecting  the  deposition 
is  due  to  the  density  increasing  as  the  tempera- 
ture rises;  the  higher  the  temperature,  the 
smaller  is  t^e  amount  of  calcium  sulphate  which 
the  water  can  hold  in  solution,  so  that  when  a 
temperature  of  284*'-302*F.  (140*-160"C.)  is 
attained,  it  becomes  insoluble  both  in  sea  and 
fresh  water. 

Under  ordinary  conditions  it  is  quite  possible 
to  boil  sea  water  without  the  deposition  of 
calcium  sulphate,  if  care  be  taken  that  its 
density  does  not  rise  above  1-09,  but  in  a  boiler, 
'  pressure  and  consequent  raising  of  the  boiling- 
point  come  into  play*  and  act  upon  the  calcium 
sulphate  in  solution  in  exactly  tne  same  way  as 
concentrartion  and  increased  temperature,  so 
that  even  in  the  old  form  of  low-pressure  boiler 
most  of  the  sulphate  was  deposited,  whilst  in 
the  high-pressure  boilers  now  in  use,  every  trace 
of  the  sulphate  will  be  precipitated  ;  and  hence, 
owing  to  the  impracticability  of  ^ting  at  the 
tubes  in  such  boilers,  it  is  impossible  to  use  sea 
water  in  them,  so  that  they  Require  to  be  fed 
with  fresh  water.  Even  the  fact  of  diluting  the 
sea  water  with  distilled  water  to  reduce  its 
density  does  not  overcome  this  difficulty,  so 
that  when  through  a  break-down  in  the  distilling 
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plant,  sea  water  has  to  be  used,  a  slight  scale  is 
sure  to  be  formed.  When  a  saline  solution 
containing  calcium  sulphate  is  heated  under 
pressure  or  concentrated  until  calcium  sulphate 
begins  to  deposit,  the  separation  will  continue 
even  after  the  solution  has  cooled  down  or  the 
pressure  removed,  and  calcium  sulphate  when 
it  has  been  deposited  under  pressure  or  high 
temperature  from  sea  water,  even  if  the  density 
of  the  water  is  normal,  redissolves  only  at  a  rate 
so  eztremelv  slow  that  it  may  be  looked  upon 
as  practically  insoluble. 

This  result  is  due  to  the  mode  in  which  the 
sulphate  separates  from  sea  water  under 
pressure.  Calcium  sulphate  occurs  naturally 
as  gypaum  CaS0^,2H,0.  When  calcium  sul- 
phate is  deposited  from  sea  water  in  a  boiler, 
it  comes  down  in  small  crystals  of  the  composi- 
tion 2CaS04,H,0,  whilst  after  deposition  in  the 
boiler  and  in  contact  with  the  heated  plates  and 
tubes,  it  loses  all  the  water,  changes  its  crystal- 
line form  to  long  needle-cdiaped  crystals,  and 
becomes  anhydrite  CaSOf,  and  in  this  form  it 
binds  deposits  into  a  hanl  mass. 

Means  of  preventing  incrustation, — ^The 
importance  of  getting  rid  of  boiler  deposits  and 
of  keeping  the  plates  as  dean  as  possible  has 
led.  to  mnumerable  methods  being  tried  for  the 
prevention  and  removal  of  incrustations. 

With  a  very  hard  water  or  one  containing 
ingredients  which  cause  deposits  in  the  boilers, 
it  is  impossible  to  do  much  good  in  the  boiler 
itself,  and  the  best  way  is  to  treat  the  water 
before  it  is  put  into  the  boiler  by  some  such 
rapid  methoa  of  precipitation  and  filtration 
as  the  Porter  Clarke  process,  but  for  any  such 
process  to  be  effective,  care  must  be  taken  not  to 
overdo  the  softening  by  adding  too  much  of  the 
precipitants,  as  an  excess  of  (»dcium  hydroxide 
m  the  water  gives  rise  to  as  much  trouble  in 
the  boilers  as  if  the  ordinary  lime  salts  had 
been  present. 

It  is  quite  possible  to  so  treat  even  sea 
water  as  to  make  it  available  for  boilers,  and 
experiment  has  shown  that,  using  sea  water 
eo  treated,  a  boiler  which  had  been  kept  steaming 
continuously  for  a  month,  when  opened,  was 
found  to  be  in  perfect  working  order,  but  in  this 
case  also  the  sea  water  cannot  be  treated  in  the 
boilers  themselves,  otherwise  veiy  heavy  deposits 
would  be  formed. 

In  fresh-water  boilers  incrustation  can  to  a 
certain  extent  be  prevented,  or  at  any  rate 
diminished,  by  the  addition  of  substances  which 
will  prevent  the  calcium  sulphate  binding  the 
calcium  carbonate  into  a  haid  mass,  and  these 
so-called  anti-incrustators  may  be  divided  into 
two  classes  : 

1.  Those  which  have  some  definite  chemical 

action. 

2.  Those   which  are  purely   mechanical  in 

their  action. 
In  saline  anti-incrustators  sodium  carbonate 
in  one  form  or  another  generally  plays  the 
principal  part.  Its  action  is  to  convert  the 
calcium  sulphate  and  magnesium  chloride  into 
carbonate,  and  at  the  same  time  to  keep  the 
water  in  an  alkaline  condition  so  as  to  prevent 
any  damage  from  acids. 

Oalciam  Sodiam  Calcimn  Sodium 

sulphate  carbonate  carbonate  sulphate 

CaSO^     +     Na,CO,     =     CaCO,     =    Na^SO* 


With  the  removal  of  the  calcium  sulphate  the 
calcium  carbonate  is  precipitated  in  a  soft  and 
powder v  condition,  and  is  easily  blown-off  by 
the  sludge  cock. 

Other  alkalis  and  alkaline  salts  are  also 
employed,  amongst  which  may  be  mentioned 
ammonium  chloride,  which  decomposes  the 
calcium  carbonate  in  the  boiler,  forming  soluble 
calcium  chloride,  whilst  the^  ammonium  car- 
bonate volatilises  with  the  steam. 

Although  acid  mixtures  have  been  recom- 
mended, ^et  it  is  evident  that,  even  if  they  are 
effective  m  removing  the  scale,  they  must  have 
'a  detrimental  effect  on  the  boiler  pUtes. 

Feed-water  heaters  act  to  a  certain  extent  in 
softening  the  water  supplied  to  a  boiler,  and  thus 
aid  in  r^ucing  incrustation ;  as  much  as  60  p.c. 
of  the  calcium  carbonate  in  the  water  will  oft^i 
be  found  deposited  as  mud  in  the  superheater. 

In  the  anti-incrustators  which  have  merely 
a  mechanical  action,  some  act  by  offering 
surfaces  on  which  the  deposits  will  form  in 
pr^erence  to  depositing  on  the  pUtes,  as  in 
the  case  of  fibre  orushes  or  bundles  suspended 
in  the  boiler,  and  which  can  be  easily  with- 
drawn ;  whilst  the  bulk  of  them  consist  of 
finely  divided  organic  matter  of  an  insoluble 
chaiacter,  which,  by  settling  with  the  deposit, 
prevents  the  crystallisation  of  the  cakium 
sulphate  binding  the  mass  into  a  hard  crust, 
ana  so  allows  the  sludge  cock  to  get  rid  of  the 
loose  deposit.  Spent  tan  is  a  good  example  of 
this  class  of  anti-incrustator  as  not  only  does 
it  prevent  binding  of  the  deposit,  but  it  also 
blackens  any  scale  that  exists  by  the  formation 
of  tannate  of  iron,  so  ma-THrt^  the  boiler  look  dean. 

Deposits  caused  by  lubricants  entering  boiler. — 
As  before  mentioned,  many  of  the  inconveniences 
arising  from  the  use  of  animal  and  vegetable 
oils  can  be  avoided  by  the  employment  of 
mineral  oils  as  lubricants,  but  witn  the  intro- 
duction of  high-pressure  steam  even  mineral 
lubricants  used  in  the  cylinders  have  become  a 
source  of  trouble,  as,  when  used  too  freely  or 
when  they  are  not  of  good  quality,  they,  may 
give  rise  to  a  dangerous  form  of  deposit,  and 
with  high-speed  engines  give  a  great  amount  of 
trouble  in  the  boilers. 

In  1878  the  furnaces  of  the  8.S.  Ban  Sigh 
and  the  screw  tug  Ich  Dien  collapsed  without 
apparent  reason.  The  only  clue  to  the  cause 
was  a  certain  amount  of  oily  deposit  which  had 
formed  on  the  tops  of  the  furnaces,  and  the 
result  of  experiments  made  by  Mr.  Dunlop,  of 
Port  Glasgow,  showed  that  this  oil,  which  had 
found  its  way  into  the  boiler  from  the  cylinders, 
was  so  bad  a  conductor  of  heat  that  its  formation 
on  the  plates  allowed  them  to  get  overheated ; 
they  were  thus  unable  to  withstuid  the  pressure 
of  steam  in  the  boiler,  and  collapsed. 

Instances  of  collapse  from  similar  causes 
became  increasingly  frequent,  no  lees  than  thirty 
occurring  within  a  few  years.  The  causes  which 
occasioned  them  were  not  at  first  sight  apparent ; 
the  scale  upon  the  furnace  tops  where  the 
collapse  had  taken  place  was  not  only  free  from 
oil,  but  perfectly  harmless  both  in  quantity  and 
quality.  On  closer  investigation,  it  was  evident 
that  this  dcale  was  not  in  the  condition  in 
which  it  was  formed  originally,  as  the  deposits 
from  the  bottom  of  the  ooiler  tubes,  from  the 
bottom  of  the  furnaces   and  from  the  shell  of 


BOILER  INCRUSTATIONS  AND  DEPOSITS. 


487 


the  boiler,  were  rich  in  oily  matter,  and  it  was 
impossible  that  the  fumaoe  tops  could^have 
escaped  being  coated  daring  this  deposition. 
Experiment  soon  pointed  out  the  reason  for 
this  anomaly,  and  revealed  the  actions  which 
had  taken  place. 

In  a  case  which  was  thorouehly  investigated, 
the  pressure  at  which  the  bouers  were  worked 
was  80  lbs.  x>er  square  inch,  corresponding  to  a 
temperature  of  311^F.  (lll^C),  which  was  so 
far  below  the  boiling-point  of  the  lubricant  that 
it  was  evident  that  it  had  not  distilled  in  the 
usual  wav.  Experiment  showed  that  the  fact 
that  a  lubrioant  nad  a  higher  boiling-point  than 
the  temperature  of  the  steam,  is  no  guarantee  that 
no  oil  will  enter  the  boiler,  as  under  the  influence 
of  steam,  heat,  and  pressure  the  hjrdrocarbons 
of  high  boiling-point  oreak  up  into  simpler  ones 
boiling  at  lower  temperatures.  Having  thus 
found  its  way  into  the  boiler,  the  particles  of 
oil  coalesce  and  form  a  scum  on  the  surface  of 
the  water,  with  no  tendency  to  sink,  since  the 
specific  gravity  is  about  0*889.  Small  particles 
of  calcium  sulphate,  which  is  nearly  always 
present  owing  to  small  leakages  of  sea  water 
in  the  condensers,  adhere  to  this  scum,  and, 
becoming  coated  with  oil,  stick  to  one  another 
and  to  any  surface  with  which  they  come  in 
contact.  The  particles  thus  coated  with  oil 
have  the  same  specific  gravity  as  the  water, 
and  rise  and  fall  with  the  convection  currents, 
sticking  to  any  surface  against  which  they  strike, 
and  in  this  way  depositing  themselves,  not^  as 
in  common  incrustations,  on  the  upper  surfaces, 
but  also  on  the  under  sides  of  the  tubes.  The 
deposit  so  formed  is  a  bad  conductor  of  heat, 
and  its  oily  nature  tends  to  prevent  intimate 
contact  between  the  water  and  itself.  When 
this  occurs  on  the  crown  of  the  furnaces,  over- 
heating of  the  plates  is  the  consequence,  and  the 
deposit  begins  to  decompose  by  heat,  the  lower 
layer  next  the  plates  giving  off  gases  which 
blow  up  the  ^;reasy  layer  and  render  it  porous, 
thus  making  it  a  still  worse  conductor  of  heat. 
The  plate  tnen  becomes  heated  to  redness,  and 
being  unable  to  withstand  the  pressure  of  steam, 
collapses.  During  the  last  stages  of  the  overheat- 
ing the  oily  matter  has  decomposed  thoroughly 
and  bums  away,  or  rather  is  distilled  off,  leaving 
behind,  as  an  apparently  harmless  deposit,  the 
solid  particles  round  which  it  had  originally 
formeo. 

This  oily  deposit  will  more  likely  be  produced 
with  fresh  or  oistilled  water,  owing  to  the  low 
density  enabling  the  deposit  to  settle  more 
quickly ;  it  is  evident  also  that  when  this  oily 
scum  has  been  formed  in  the  boiler  it  ia  dangerous 
to  blow  off  without  first  using  the  scum  cocks, 
as,  whilst  the  water  is  sinking,  the  scum  clings 
to  the  surfaces  of  the  furnaces,  &c.,  and  on 
filling  with  fresh  water,  remains  there,  causing 
rapid  collapse.  A  remarkable  instance  of  this 
occurred  in  the  case  of  a  large  vessel  in  the 
Eastern  trade,  in  the  boilers  of  which  an  oily 
scum  had  formed.  The  ship  stopped  at  Gib- 
raltar, and  the  engineer  blew  out  his  boilers, 
filling  up  with  fresh  water,  with  the  result  that 
before  the  ship  had  been  at  sea  ten  days  most 
of  the  furnaces  had  come  down. 

Under  some  conditions  the  oily  scum 
coagulates  with  the  solid  particles  into  a  thin 
cake,  which  sinks  and  forms  a  patch  on  the 


crown  of  the  furnaces  at  one  spot,  the  result 
bein^  the  formation  of  a  '  pocket  *  by  the  local 
bulging  of  the  plate. 

In  these  oily  deposits  copper  is  sometimes 
found  in  considerable  quantity,  due  to  the  slight 
solvent  action  of  the  mineral  oils  upon  copper 
and  its  aUoys,  used  in  the  fittings  of  the  cylinders 
and  condenser. 

Experiments  with  such  deposits  have  shown 
that  even  if  they  are  only  one-sixteenth  of  an 
inch  in  thickness,  the  furnace  crown  can  be 
heated  to  redness,  whilst  with  an  oxy-hydrogen 
flame  the  metal  can  be  burnt  through  in  a  tnin 
wrought-iron  plate. 

Experiments  upon  the  power  of  plates  to 
transmit  heat  bring  out  the  effect  of  oily  deposits 
in  an  extraordinary  way,  as  it  has  been  snown 
that  merely  wiping  the  surface  of  a  plate  with 
a  greasy  ra^  hinders  the  transmission  of  heat  to 
a  very  considerable  extent,  and  that  a  thin  film 
of  oil  is  as  prejudicial  as  a  couple  of  inches  of 
boiler  scale. 

In  connection  with  the  question  of  deposits 
caused  by  lubricants  entering  the  boiler,  it  may 
be  stated  that  the  chief  essentials  of  a  good 
lubricating  oil  are  that  it  shall  be  a  pure  mineral 
oil,  and  that  its  distilling  point  in  steam  shall 
be  higher  than  that  of  the  steam  in  the  cylinder. 
Such  oils  can  be  readily  obtained,  but  as  the 
process  of  extracting  the  low  boiling-point  oils 
is  expensive,  their  price  is  neoessanly  high. 
Any  lubricant  which  requires  animal  or  vegetaole 
oils  to  give  it  body  should  be  rejected. 

Mineral  oils  are  not  fats,  but  hydrocarbons — 
compounds  of  carbon  and  hydr(Mron — differing 
widely  from  animal  and  vegetab&  oils,  which 
are  liable  to  be  decomposed  with  liberation  of 
fatty  acids.  The  fatty  acids  are  set  free  by  the 
action  of  high-pressure  steam,  and  attack  iron, 
copper,  and  copper  alloys  with  great  readiness, 
forming  metallic  soaps,  and  thus  cause  serious 
damage  to  both  boilers  and  fittings.  Another 
objection  to  animal  and  vegetable  oils  is  their 
tendency  to  oxidise,  forming  a  gummy  resinous 
substance. 

The  prevention  of  oily  deposits. — ^The  general 
methods  adopted  to  prevent  the  condenser 
water  introducing  oily  matter  to  the  boiler  are : 

1.  Cleansing  the  steam  in  an  exhaust  steam 

separator. 

2.  Passing  the  condenser  water  through  a 

feed- water  filter. 

The  great  advantage  of  the  former  method 
is  that  most  of  the  oily  matter  is  abstracted 
before  the  condensers  are  reached,  and  creasing 
of  the  condenser  tubes  is  prevented,  ana  as  the 
action  of  the  grease  is  to  prevent  proper  contact 
between  the  water  and  the  metal  surface,  the 
loss  of  condensing  power  due  to  a  small  quantity 
of  oil  is  very  great,  and  may  cause  a  loss  6f  from 
8  to  16  p.c.  in  efficiency  after  a  few  hours' 
steaming. 

In  these  exhaust  steam  separators  the  rate 
of  fiow  of  the  steam  is  reduced  by  leading  it  into 
an  enlarged  chamber,  and  causing  it  to  impinge 
on  surfaces  to  which  the  oily  particles  adhere. 
There  are  several  types  made,  and  the  results 
are  satisfactory,  but  they  do  not  always  ensare 
freedom  from  traces  of  oil. 

Feed- water  filters  may  be  either  mechaa'cal 
scrubbers,  in  which  coke,  charcoal,  sawdust, 
crushed  quartz,  or  other  inert  material  exposing 
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a  Isige  surface,  may  be  used,  or  they  may  be 
surface  filters,  in  which  the  water  passes  throush 
cloths  fixed  on  frames,  and  these  filters  may  he 
fixed  between  the  feed  pump  and  boiler,  in  which 
case  they  are  under  heav^  pressure ;  or  they 
may  be  used  as  gravity  mters  before  the  feed 
pump  is  reached,  in  which  case  filtration  is 
carried  on  more  slowly  and  the  separation  is 
far  more  satisfactory,  the  drawback,  however, 
beine  that  they  occupy  more  space.  It  has  been 
found  that  to  ensure  complete  separation  of 
the  oily  particles,  it  is  highly  advantageous  to 
add  smau  quantities  of  amminium  sulphate  to 
the  condenser  water  in  a  treatment  tans  before 
filtration,  as  this  causes  coaffulation  of  the  fine 
particles  of  oil  emulsified  in  &e  water,  and  leads 
to  their  easy  separation  in  the  filter.  V.  B.  L. 

BOIS-PIQUANT  BARK.  The  bark  of  Zoti- 
thoxylum  car^MBum  (Lam.),  and  Z.  PerrotUtii 
(D.G.).  Used  in  France  as  a  febrifuge  (Heckel  a. 
Sohlwlenhaffen,  Compt.  rend.  98,  996). 

BOLDO.  A  shrub,  Peumua  holdus  (Molina), 
belonging  to  the  Monimiaeeas,  growing  in  the 
Chilian  Andes.  The  bark  is  used  in  tanning,  the 
wood  makes  a  good  charcoal,  and  the  bark  and 
leaves  contain  a  gluooside  CtoH(tOg>  useful  as  a 
hypnotic  and  cholagogue  (Chapoteau,  Compt. 
rend.  98,  1052). 

BOLE.  (BoZ,  Ger.)  A  ferruginous  clay -like 
substance,  of  red,  brown,  or  yellowish  colour.  It 
is  not  plastic,  and  when  thrown  into  water 
falls  to  pieces  with  emission  of  streams  of 
minute  air-bubbles.  It  has  an  unctuous  feel, 
and  some  varieties  adhere  to  the  tongue.  When 
cut  it  presents  a  shining  streak.  Before  the 
blowpipe  it  fuses  to  a  yellowish  or  white  enamel. 
Its  composition  is  very  variable,  but  its  usual 
limits  are  from  41  to  47  p.c.  SiO^,  18  to  25  p.c. 
AljOs,  and  24  to  25  p.c.  H.O,  with  a  proportion 
of  Fe,0,  which  may  reach  12  p.c.  It  will  be 
noticed  that  the  percentage  of  water  is  higher 
than  in  days.  The  fSM  of  Freiberg  in 
Saxony  occurs  in  mineral  veins,  and  contains 
only  about  3  p.c.  of  A1,0,.  The  bole  of  Stoljpen 
in  Saxony  is  a  yellowish  substance  containing 
only  a  trace  of  Fe^O,.  Rammelsberg's  analysis 
yielded  SiO„  46-92 ;  A1,0„  2214 ;  CaO,  3-9  ; 
HjO,  25*86.  In  the  *  bole  of  Sinope  *  (sinopite) 
from  Asia  Minor  the  SiO,  falls  as  low  as  32  p.c. 
The  ancients  obtained  this  material  from 
Cappadocia,  and  used  it  as  a  red  pigment.  It 
was  also  employed  in  medicine  as  an  astringent 
(v.  Lbknun  sabth). 

The  following  is  an  analysis  of  bole,  occurring 
in  granite,  at  Steinkirchen,  Bohemia: — Dried 
at  100**  it  yielded  SiO„  46-73 ;  Al.O,,  2617 ; 
Fe.Oj,  12-34;  CaO,  1-64;  MgO,  1-31;  K^O, 
0-98;  MnO,  0*28;  loss  on  ignition,  10-53 
(G.  Starkl,  Verb.  k.  k.  Geolog.  l^ichs.  Vienna, 
1880,  279). 

Bole  is  frequently  found  as  a  product  of  the 
decomposition  of  basaltic  roclu.  Thus  the 
sheets  of  basalt  in  N.E.  Ireland,  representing 
Tertiary  lava-flows,  are  separated  by  partings  of 
bole,  associated  with  lithomaige,  bauxite, 
pisolitic  iron-ore,  and  seams  of  fignite.  The 
Antrim  bole  is  described  as  a  poor  variety  of 
aluminous  iron-ore  (Tate  and  Holden,  Quart. 
Jour.  Geol.  Soc.  26,  1870,  165 ;  G.  H.  Kinahan, 
Jour.  R.  Geol.  Soc.  Ireland,  16,  1886,  306; 
P.  Argall.  ibid,  98).  L.  J.  S. 

BOLOGHIAN  phosphorus  v.  Barium. 


BOLOGNIAK  STONE.  A  native  variety  of 
barium  sulphate  found  as  nodular  masses 
embedded  in  clay  near  Bologna ;  when  partiaUy 
reduced  to  sulphide  by  calcination  with  cnarcoal, 
it  exhibits  phosphorescence  (v.  Babium). 

BOLORETIli  V.  Rbscts. 

BOMBICESTOROL  V,  Steboi^. 

BONE.  Bony  tissue  may  be  either  compact 
as  in  the  shafts  of  the  long  bones,  or  sponsy  or 
cancellated  as  in  the  flat  TOnes  of  the  skull  and 
in  the  extremities  of  the  lon^  bones ;  here  an 
external  compact  layer  endoses  a  mass  of 
spongy  bone  or  diploS.  From  the  embryolo^cal 
point  of  view,  bones  may  be  divided  mto 
cartilage  bones  and  memorane  bones.  The 
cartilage  bones  are  those  which  in  embryonic 
life  are  preceded  by  cartilaginous  prefigure- 
ments ;  these  comprise  the  majority  of  the  bones 
in  the  body,  and  include  all  the  long  bones  except 
the  clavicle.  In  the  case  of  membrane  bones 
(for  instance,  the  flat  bones  of  the  cranium),  there 
is  no  such  preliminary  cartilaginous  prefigure- 
ment.  It  must  not,  however,  be  supposed  that 
in  the  cartilage  bones  the  cartilage  is  converted 
into  bone  ;  for  here,  as  in  the  cases  where  there  is 
no  cartilage  present,  the  true  bony  tissue  is 
laid  down  oy  the  agency  of  certain  cells  termed 
osteoblasts  in  the  connective  tissue  sheath 
(periosteum)  of  the  bone,  and  the  cartilage 
when  present,  after  undergoing  a  certain  amount 
of  calcification,  is  then  entirely  eaten  away  by 
certain  large  cells  called  osteoclasts.  In  the 
cartilaginous,  as  distinguished  from  the  bony 
or  teleostean,  fishes,  we  replaoement  of  the 
cartilage  by  true  bone  does  not  occur. 

Bone  is  deposited  in  concentric  laminae,  the 
majority  of  the  layers  enciruun^  the  channels 
called  Haversian  canals,  in  which  the  blood- 
vessels lie.  The  living  elements  in  bone,  tho 
bone  cells,  lie  in  spaces  between  the  laminse, 
and  these  spaces  (lacunse)  intercommunicate 
by  minute  canals,  in  which  lymph  flows  and 
maintains  their  nutrition. 

The  chemical  materials  present  are  organic 
and  inorganic.  The  organic  materials  are 
proteins  and  nudem  derived  from  the  bone 
cells,  a  small  quantity  of  an  elastin-like  sub- 
stance which  forms  a  lining  to  the  Haversian 
canals,  and  a  mucoid  or  glucoprotein ;  but  the 
principal  organic  material,  sometimes  misnamed 
bone  cartilage,  is  better  termed  ossein.  Ossein 
is  identical  with  the  collagen  of  connective  tissues, 
and  like  it  yields  gelatin  on  boiling  with  water. 
If  the  inorsanic  salts  are  dissolved  out  by 
mineral  aci(b,  the  osseYn  remains  as  an  elastic 
mass  which  preserves  the  original  shape  of  the 
bone. 

The  inorganic  constituents  remain  as  the 
so-called  bone  earth  after  the  bone  is  completely 
calcined ;  it  consists  chiefly  of  calcium  phosphate, 
but  also  contains  calcium  carbonate,  and  small 
amounts  of  masnesium,  chlorine,  and  fluorine. 
Gabriel  (Zeitsch.  physiol.  Chem.  18)  states 
that  potassium  ana  sodium  also  occur.  Traoes 
of  iron  come  from  the  blood  in  the  bone,  and  of 
sulphate  from  chondroitin-8ulphuricacid(Momer, 
ibid.  23). 

Investigators  differ  as  to  the  manner  in 
which  the  inorganic  substances  are  combined. 
Chlorine  and  fluorine  are  present  in  the  same 
form  as  in  apatite  (OiFlr'3Cla,P,0g),  and 
according  to   Gabriel,   the  remaining   mineral 
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conBtituents  form  the  combination  3(Ca,P,0g) 
GaCO,.  He  gives  as  the  simplest  expression 
for  the  composition  of  the  asn  of  bones  and 
teeth  the  formula  Ca,(P04)j-fCa5HP,0,,-fH50, 
in  which  2-3  p.0.  of  the  lime  is  replaced  by 
magnesia,  potash,  and  soda,  and  4-6  p.c.  of 
the  phosphoric  acid  by  carbon  dioxide,  chlorine, 
and  fluorine. 

Zalesky*s  analyses  (Hoppe-Seyler*s  Med. 
Ghem.  Untersuch.  19)  show  how  closely  bone 
earth  agrees  in  composition  in  different  animals. 
The  figures  represent  parts  per  1000. 


Man 

Ox 

Tor- 
t,oise 

Guinea- 
pig 

Caloium     phosphate 

Cas^POa),     . 

888-9 

800*9 

859-8 

878-8 

Magnesium  phosphate 

lig,(P04),    . 
Ca     oomuned  with 

10-4 

10-2 

18-6 

10-6 

CO.,  Fl.  and  CI 
GO|  (partly  lost  on 
calcining)      . 

76-5 

73-6 

63-2 

70-3 

!i7-8 

620 

62-7 

^■■M 

Chlorine  . 

1-8 

2-0 

— ~ 

1-8 

Fluorine  . 

2-8 

80 

2*0 

^^^ 

The  various  bones  of  the  skeleton  differ  a  good 
deal  in  the  proportion  of  water,  organic  solids, 
and  inotgamo  solids  which  they  contain.  This 
depends  to  some  extent  on  the  admixture  of 
marrow,  blood-vessels,  and  other  formations 
from  which  it  is  difficult  to  entirely  free  the 
osseous  tissue  proper.  The  quantity  of  water 
in  fresh  bones  thus  varies  from  14  to  44  p.c, 
and  of  fat  between  1  and  27  p.c.  The  quantity 
of  total  organic  substance  varies  from  30  to 
52  p.c.,  the  remainder  being  inorganic. 

The  marrow  is  from  the  chemical  point  of 
view  mainly  fat ;  its  cells  yield  protein  and 
nudeoprotem. 

On  a  rough  average  it  may  be  said  that  two- 
thirds  of  the  solids  consist  of  inorganic  and  one- 
third  of  organic  compounds. 

With  i^<^  to  the  minute  composition  of 
bones  at  different  ages,  we  have  no  very  accurate 
information.  Voit  found  in  dogs  and  6rubacher 
in  children,  that  the  water  in  the  skeleton 
decreases  and  the  ash  increases  with  advance 
of  years.  GraffenberRer's  observations  on  rab- 
bits confirmed  this  view. 

A  great  many  experiments  have  been  made  to 
determine  the  mfluence  of  food — for  instance, 
rich  or  poor  in  lime  salts — on  the  composition 
of  bone,  but  the  results  have  been  doubtful  or 
contradictory.  The  attempts  to  substitute 
other  alkaline  earths  for  lime  have  also  given 
uncertain  results  (»ee  H.  Weiske,  Zeit.  f.  Biol. 
31 ;  also  Hammarsten's  Physiol.  Chem.  tnuslated 
by  Mandel). 

A  large  number  of  data  have  also  been 
published  regarding  the  variations  in  chemical 
composition  m  different  diseases  of  bone.  Thus 
in  exostoses  the  inorganic  material  is  usually 
increased ;  in  rickets  and  osteomalacia,  the 
proportion  of  water  and  ossein  to  bone  earth  is 
raised.  The  view  that  lactic  acid  is  responsible 
for  the  washing  out  of  lime  salts  from  bones 
in  rickets  is,  however,  usually  discredited. 

The  somewhat  rare  condition  of  a  curious 

Srotein  (called  Bence-Jones  protein,  after  its 
iscoverer)  in  the  urine  is  almost  invariably 
associated  with  bone  disease  (osteomalacia,  or 
malignant  new  growths).    This  protein  in  many 


of  its  characters  resembles  a  proteose,  but  is 
probably  derived  from  the  mucoid  of  osseous 
tissue  (Rosenbloom,  J.  BioL  Chem.  1910,  7, 
14;  WiUiams,  Bio.  Chem.  J.  1910,  5,  225). 

On  heating  out  of  contact  with  air,  bone 
evolves  a  large  quantity  of  volatile  matter 
(v.  BoNB  oil)  which  contains  ammonia,  pyridine 
bases,  pyrrol,  nitriles,  &c.  A  black  residue  is 
left,  consistmg  of  the  bone  ash  in  association 
with  carbon,  which  is  called  animal  charcoal  (q.v,). 

The  industrial  usee  of  bone  are  very  numerous 
and  involve  a  large  import  trade ;  not  only  is 
the  bone  itself  made  into  many  utensils,  but 
the  materials  made  from  the  bone  (charcoal, 
bone  ash,  gelatin,  ^c.)  are  put  to  many  uses. 

Thus  animal  charcoal  or  bone  black  is  em- 
ployed in  many  chemical  operations,  in  sugar 
refining,  as  a  polish  for  silver  work,  &o. 

Bone  meal  and  bone  ash  are  extensively 
employed  as  manure,  and  in  the  preparation  of 
the  superphosphates  of  commerce. 

The  gelatin  in  an  impure  form  is  used  in  the 
preparation  of  paper,  silk,  furs,  &o,,  and  the 
purer  varieties  are  also  put  to  numerous  uses, 
for  instance,  as  a  clarifying  agent  in  the  prepara- 
tion of  wines,  beers,  liqueurs,  for  food  in  the 
preparation  of  soups,  jellies,  and  puddings,  in 
the  making  of  photographic  films,  and  in 
Bacteriology  for  the  preparation  of  culture 
media.  {See  Merck's  waren-Lexikon,  arts. 
'  Knochen,'  '  Knochenasche,*  *  Knochenkohle,* 
'  Knochenol ' ;  H.  Ost,  Lehrbuch  der  Chem. 
Technologic,  6th  ed.  1907,  '  Knochenmehl,' 
187,  *  Knochenleim,'  021 ;  Dammer,  Handbuch 
d.  chem.  Technoloffie,  1898,  5,  art.  *  Knoohou- 
verarbeitung,*  254.) 

The  mention  of  gelatin  as  food  suggests  a 
word  on  its  nutritive  value.  It  is  easily 
digestible  and  assimilable,  and  so  is  much  em- 
ployed in  invalid  cookery;  nevertheless, it  has 
long  been  recognised  that  it  is  of  inferior 
nutritive  value.  If  animals  receive  gelatin  as 
their  sole  nitrogenous  food,  they  waste  and  die 
more  rapidly  than  if  nitrogenous  food  is  entirely 
withhela  from  them ;  still,  when  mixed  with 
other  proteins,  less  of  the  latter  is  sufficient  to 
maintain  life.  Recent  investigations  on  the 
chemistry  of  proteins  have  shown  that  gelatin 
is  destitute  of  the  tyrosine  and  tryptophane 
groups,  and  these  groups  appear  to  be  of  special 
value  or  even  in(uspensable  for  tissue  repair; 
the  previously  puzzling  behaviour  of  gelatin  in 
nutrition  is  tnus  eoplicable.  W.  D.  H. 

BONE  ASH  V,  Boim  and  Fkbthjsxbs. 

BONE  BLACK  v.  Aitimal  chabooal. 

BONE  EARTH.  The  calcined  i^due  of 
bones,  consisting  chiefly  of  calcium  phosphate 
(v.  Bokb). 

BONE  FAT  is  the  fatty  matter  contained  in 
the  bones  of  animids,  and  is  practically  a  by-pro- 
duct in  the  process  of  working  up  bones,  whether 
it  be  for  the  manufacture  of  bone  char  or  for  the 
production  of  glue  and  gelatin.  In  either  of 
these  manufactures,  the  '  degreasin^ '  of  the 
bones  precedes  all  further  manipulations. 
Bones  from  head,  ribs,  shoulder  blades,  &c., 
contain  from  12  to  13  p.a  of  fat,  whilst  the 
'  marrow  *  bones,  t.e.  the  large  thigh  bones, 
contain  as  much  as  18-20  p.c.  Formerly  bone 
fat  was  produced  by  boiling  the  broken  bones 
with  water  in  open  vessels,  and  allowing  the 
hot  liquor  to  stand,  so  that  the  fat  could  separate 
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on  the  top  and  be  skimmed  off.  In  the  case  of 
fresh  bones,  the  recovered  bone  fat  had  a  white 
to  yellowish  colour,  a  faint  odour  and  taste, 
and  the  consistence  of  butter.  When  putrid 
bones  were  employed,  the  bone  fat  passed, 
according  to  age  and  state  of  decomposition 
of  the  organic  matter  in  the  bones,  through  aU 
sradations  from  a  white  fat  to  a  dark  rancid 
fat  of  a  very  disagreeable  smelL  The  boiling- 
out  process  allows  only  about  one-half  of  the 
fat  to  be  recovered.  The  small  yield,  and  the 
nuisance  connected  with  the  preparation  of 
the  bone  fat  forced  the  manufaotureirs  to  treat 
the  bones  with  steam  under  pressure.  The 
broken  bones  were  placed  in  a  cage  fixed  inside 
an  autoclave,  and  were  heated  therein  with 
open  steam,  under  a  pressure  of  2  to  3  atmo- 
spheres. Tlie  bone  fat  so  obtained  was  of  the 
same  quality  as  that  prepared  b^  the  former 
process.  The  best  bone  fat  obtauiable  in  the 
market  is  at  present  prepared  by  this  process, 
especially  in  the  large  packing  houses  of  the 
United  States  and  £>utii  America,  where  the 
bones  are  worked  up  in  the  fresh  state.  They 
are  first  washed  in  '  bone- washing  machines.' 
These  are  cylinders  usually  10  feet  long  and 
3  feet  to  4  feet  in  diameter,  built  up  from  iron 
bars,  1  inch  apart,  fixed  into  two  cast-iron 
heads.  They  are  driven  by  chain  and  sprocket, 
and  rotate  slowly,  making  about  ten  revolutions 
per  minute.  Through  the  entire  length  of  the 
drum  there  is  a  hmged  door  made  of  bars, 
which  allows  the  filling  and  emptying  of  the 
cylinder.  The  machines  are  usually  set  at  an 
angle  to  facilitate  the  washii^  and  emptying 
operations.  Some  manufacturers  even  resort 
to  steeping  the  bones  in  a  solution  of  sulphurous 
acid  in  oraer  to  obtain  a  whiter  fat  (as  also  a 
better  slue)  than  unbleached  bones  afford. 
The  yield  of  bone  fat  in  the  steaming-out  process 
under  pressure  is  considerably  higher  (by  about 
50  p.c.)  than  in  the  boiling-out  process  in  open 
vessels,  so  that  from  bones  containing  12  p.c.  of 
fat,  8  to  9  p.c.  can  be  recovered. 

Bone  fats  of  this  quality  can  be  bleached, 
but  only  the  best  kinds  are  likely  to  yield  a 

?;ood  product.  The  higher  the  percentage  of 
ree  fatty  acids,  the  greater  is  the  difficulty  in 
bleaching.  In  fact,  products  containing^  more 
that  50  p.c.  of  free  fatty  acids  could  mtherto 
not  be  bleached  successfully. 

The  hiffheet  yield  of  bone  fat  is  obtained  by 
treating  uie  bones  with  an  organic  solvent, 
whereby  the  animal  tissue  remains  unimpaired, 
so  that  the  whole  of  the  glue-yielding  organic 
substances  can  be  convertwi  into  glue  aftei  the 
fat  has  been  removed.  The  solvent  used  in  bone- 
extracting  works  is  almost  exclusively  petroleum 
ether  or  l^toh  shale  oil,  boiling  between  100^  and 
130^.  l^posals  have  been  made  to  use  carbon 
tetrachloriae  or  chloro-  compounds  of  ethylene 
and  ethane.  Experiments  with  carbon  tetra- 
chloride have,  however,  been  abandoned  as 
unremunerative.  Extraction  with  *  benzin  '  or 
shale  oil  takes  place  in  iron  digesters  under 
pressure  or  in  ojpen  apparatus.  The  fat  obtained 
by  the  extracting  process  is  dark-brown,  and 
has  a  very  penetrating,  unpleasant  smelL  In 
addition  to  a  considerable  amount  of  free  fatty 
aoidsy  it  contains  lime-soap,  calcium  lactate, 
calcium  butyrate,  and  hydrocarbons  from  the 
'  benzin '  wmch  cannot  be  fully  removed  even 


by  prolonged  steaming.  Hitherto,  this  kind  of 
fat  nas  not  been  treated  successfully,  and  even 
when  some  immediate  improvement  was  ob- 
tained, the  colour  and  also  the  unpleasant  smell 
'reverted'  aftor  a  short  time.  A  patent  by 
Volland  (D.  R.  P.  222669)  claims,  however,  to 
bleach  extracted  bone  fat  by  means  of  barium 
peroxide. 

The  bone  fat  obtained  by  the  boiling-out 
or  steamine-out  process  can  oe  used  for  soap 
making;  the  fat  obtained  by  the  extracting 
process  is  uttorly  unsuitable  for  that  purpose  in 
this  country,  on  account  of  its  rank  smell. 
On  the  continent,  however,  such  benzin- 
extracted  fat  is  used  up  for  soap  in  small  quanti- 
ties, especially  when  the  price  of  fatty  materials 
is  high.  The  bulk  of  bone  fat  is,  however,  used 
in  candle  works,  where  it  is  hydrolysed  in  an 
autoclave  and  subsequently  subjected  to  the 
usual  acidifying  and  distilling  processes. 

Bone  fat  is  an  important  article  of  commerce. 
The  chemical  composition  of  bone  fat  lies 
midway  between  that  of  marrow  fat  and  tallow. 
On  account  of  the  laree  amount  of  fatty  add 
contained  in  bone  fat,  tms  fat  must  be  examined 
by  special  methods,  for  which  the  reader  is 
referred  to  Lewkowitsch,  Chemical  Technology 
and  Analysis  of  Oils,  &o.,  ii.  623. 

Bone  oUy  fatty  bone  oil  (not  to  be  confounded 
with  Dippel's  oil),  is  the  liquid  portion  of  bone 
fat  which  is  sometimes  prepared  in  the  same 
manner  as  tallow  oil  is  obtained  from  tallow. 
Bone  oil  is  used  as  a  lubricant,  and  in  the 
leather  industries  replaces  neat's  foot  oil  in 
the  preparation  of  fat  liquor'  and  other 
emulsions.  If  such  bone  oil  is  free  hoixi  fatty 
acids,  it  represents  one  of  the  best  lubricating 
oils  on  account  of  its  very  low  *  cold  test.' 

J.  L. 

BONE  MEAL  v.  Fbbtilissbs. 

BONE  OIL.  Animal  oU ;  DippeVs  oU ;  OH 
of  harUhom ;  Oleum  animaU  empyreumaiicum  ; 
Oleum  ccmu  eervi;  Oleum  Dipipeliu  {Knock' 
end,  Thierol,  Ger.)  The  product  obtained  by 
distilling  bones  in  the  preparation  of  bone  black 
or  animal  charcoal. 

The  bones  are  first  boiled  in  a  large  quantity 
of  water,  which  removes  the  greater  part  of  the 
fatty  matters ;  they  are  then  roughly  dried  and 
are  subjected  to  diy  distillation  in  iron  retorts, 
similar  to  those  used  in  the  manufacture  of  coal 
eas.  Bone  black  or  animal  charcoal  remains 
behind  and  bone  oil  distils.  The  products  of 
distillation  are  conducted  through  long  iron 
tubes,  which  act  as  condensers  and  letA  into 
receivers,  where  the  crude  bone  oil  coUecto, 
together  with  water.  The  gases  are  then  passed 
into  a  separator  containing  sulphuric  acid  to 
retain  ammonia,  and  can  afterwards  be  used  for 
heating  purposes,  or,  if  passed  through  purifiers, 
for  illumination.  The  crude  oil  is  separated 
from  the  aqueous  distillate  and  is  subjected  to 
redistillation.  The  aqueous  liquid  consists  of  a 
solution  of  ammonium  sulphide,  ammonium  thio- 
cyanate  and  cyanide,  ammonium  carbonate,  and 
small  quantities  of  verv  volatile  organic  bases. 
This  is  treated  with  sulphuric  acid  and  afterwards 
distilled  with  slaked  Ume.  The  distillate,  on 
treating  with  solid  potash,  yields  large  quantities 
of  ammonia,  whilst  some  oily  bases  separate  out, 
and  are  afterwards  worked,  up  with  the  bases 
contained  in  the  crude  oil.    This  latter  is  a 


BONE   OIL. 


491 


dark-brown,  nearly  black  liquid,  having  a  fcetid, 
most  offenBive  smell,  and  a  8p.gr.  0*970. 

On  subjecting  it  to  redistillation  it  begins  to 
boil  at  80  ,  when  quantities  of  ammonia  come 
over  together  with  an  oil.  The  temperature 
rises  very  gradually  to  about  250^  From 
180^  upwards  luge  quantities  of  ammonium 
cyanide  and  ammonium  carbonate  sublime  over, 
and  care  has  to  be  taken  to  prevent  the  con- 
denser being  stopped  up.  A  black  resinous 
tar  remains,  which  is  employed  in  making 
Brunswick  black. 

The  following  substances  have  been  isolated 
from  bone  oil  by  fnctional  distillation  com- 
bined with  treatment  with  acids  to  separate 
basic  from  non-basic  constituents : — 


Ohief  conHUuenU 
Butyro-nitrile 
Valero-nitrile 
Hexo-nitrile 
Isohezo-nitrile 
Deoo-nitrile 
Falmito-nitrile 
Stearo-nitrile 

Methyl-pyrrol 
Dimethyl-pyrrol 

HydrooarbonS' 


SubMiary  consiUueTUs 
Methylamine 
Ethylamino 
Aninne 
ISnridine 
Methyl-pyridine 
Dimethyl-pyridine 
Quinoline 
Phenol 
Propionitrile 
VflJeramide 
Toluene 
Ethyl-braizene 


Gi^H],    Naphthalene 

(Weidel  and  Giamician,  Ber.  13,  65). 

As  to  the  formation  of  the  various  compounds 
in  bone  oil,  the  nitriles  are  formed  by  the  action 
of  ammonia  on  the  fatty  acids,  pyrrol  and  the 
pyrrols  are  the  products  of  decomposition  of  the 

gelatinous  substances,  and  pyridine  and  its 
erivatives  are  condensation  products  of  acrolein, 
from  the  dry  distillation  of  the  fats,  with 
ammonia,  methylamine,  &o. 

PyrroL  That  portion  of  the  non-basic  part 
of  bone  oil  boiling  at  98*'-150^  contains  pyrrol 
and  its  homologues.  That  above  150°  contains 
dimetiiylpyTTol.  The  fraction  140^-150°  consists 
of  a  mixture  of  homopynols — i.e,  methylpyrrols. 
To  separate  the  a-  ana  fi-  derivatives,  the  mixture 
is  converted  into  the  potassium  compound 
by  fusion  with  potash,  and  heated  in  a  current 
ojf  carbon  dioxide  to  200^  Two  isomeric  homo- 
pyrrol  carboxylic  acids  are  formed,  which  differ 
m  the  solubility  of  their  lead  salts.  a-Homo- 
pynol  carboxylic  acid  melts  at  169*5°,  and  its 
lead  salt  is  ver^  soluble  in  water,  differing  from 
the  /3-acid,  which  melts  at  142*1°,  and  forms  a 
slightly  soluble  lead  salt.  The  acids  obtained 
reqpeotivdy  yield  on  distillation  with  lime  the 
corresponding  methylpyrrols.  a-Homopyrrol 
boils  at  148°  under  750  mm.  pressure,  and 
/3-homopyrrol  at  143°  at  743  mm. 

The  constitution  of  pyrrol  is  ropresented  as 
follows : — 

CH=CH. 

ONH 


By  the  action  of  iodine  on  potassium  pjrrol, 
tetriodopyrrol  is  formed,  which  crystallises  in 
yellowish-bro^vn  prisms  and  decomposes  at 
about  140°.  It  acts  like  iodoform  as  an  anti- 
septic, and  is  known  as  iodol.  It  has  the 
acfvantage  over  iodoform  of  being  free  from 
smelL 

P3nTol  has  been  synthesised  by  passing 
acetylene  and  ammonia  through  red-hot  tubes  : 
2C,H,+NH,=C4H^NH+H, ; 

also  by  distilling  the  ammonium  salts  of  mucic 
and  saccharic  acids.  Succinimide,  on  heating 
with  zinc-dust  containing  zinc  hydrate,  also 
yields  pyrrol 

CHj— CO  CH=CH 

j  \nH+2H,0. 


>NH+2H, 


CH CO 


UH^-CH 


C&=6h'^ 

the  positions  2  and  5  and  3  and  4  being  known 
as  the  a-  and  /3-  positions  respectively.  It  boils 
at  130°-131°,  and  it«  sp.gr.  is  0*9752  at  12°. 
Refractive  index  ftp = 1*6074  (Gladstone,  Chem. 

Soo.  Trans.  1884,  246).  It  is  slightly  soluble  in 
water,  readily  soluble  in  alcohol  and  ether.  It 
is  a  weak  base,  and  is  only  slowly  dissolved  by 
dilute  acids  in  the  cold. 


Potassium  dissolves  in  pyrrol  with  the  forma- 
tion of  potassium  pyrrol  Cf^HfNK,  a  substance 
insoluble  in  ether  and  decomposed  by  water  into 
pyrrol  and  potassium  hydroxide.  This  sub- 
stance reacts  with  alkali  iodides  to  form  substi- 
tuted pyrrols ;  e,g. : 

N-Methylpyrrol,  C4H4N-CH8  :  boils  at  113° ; 
8p.gr.  0*9203. 

N-Ethylpyrrol  C4H4N*C,H5 :  boils  at  131° ; 
Bp.gr.  0*9042. 

N-Phenvlpyrrol  C4H4N'C,H5,  obtained  by 
distilling  the  anilides  of  mucic  and  saccharic 
acids,  melts  at  62°.  The  homologues  of  pyrrol 
contained  in  bone  oil  are,  however,  all  substi- 
tuted in  the  group  C1H4. 

By  the  action  of  benzalohloride  on  pyrrol  in 
presence  of  sodium  a  phenylpyridlne  is  obtained 
in  which  the  phenyl  is  in  the  meta-  position  to 
the  nitrogen  (Ciamician  and  Silber,  Ber.  20, 191 ). 

By  rwLucing  pyrrol  with  zinc  and  acetic  acid 
A*  pyroline  is  produced  (Bw.  1901,  3952). 
Electrolytic  reduction  to  the  same  substance 
may  be  effected  by  suspending  pyrrol  in  dilute 
sulphuric  acid  in  the  cathode  ceU  of  an  electro- 
lytic apparatus,  the  cathode  being  lead,  and 
passing  a  current  of  density  1  amp.  per  sq.  cm. 
Homofogues  may  be  similarly  reduced  (D.  R.  P. 
127086,  1902). 

Nascent  hydrogen  converts  pyrrol  into  pyro- 
line C4H4NH,  a  liquid  boiling  at  91°  which  dis- 
solves easily  in  water.  It  yields,  with  nitrous 
acid,  a  nitrosoamine  CaM^N'NO,  m.p.  37°, 
and  on  heating  with  methyl  iodide  gives 
methylpyrroline  (Ber.  16,  1536). 

Pyrrol  is  readily  oxidised  to  tnaleimide 
C4H,0aN,  which  forms  faintly  yellow  crystals, 
melting  at  93°,  and  readily  yields  a  dibromide, 
melting  at  226°  under  the  influence  of  light  and 
bromine  water  (AttL  R.  1904,  (v.)  L  489). 

The  action  of  fomudiehyde  and  methylene 
chloride  on  pyrrol  is  described  by  Pictet  and 
Rilliet  (Ber.  1907,  1166). 

By  the  action  of  Mon^arm  in  absolute  ether 
on  the  potassium  derivative  of  pyrrol,  ohloro- 
pyridine  is  obtained. 

Pyrrol  derivatives  condense  with  aldehydes 
under  the  following  conditions :  (1)  When  the 
derivatives  contain  at  least  one  hydrogen  atom 
combined  with  a  carbon  atom  of  the  nucleus, 
either  in  the  a-  or  /3-  position ;  (2)  when  both 
a-  and  0-  positions  are  occupied  by  substiiaflnts, 
no  combination  occurs  even  if  the  iminic hydrogen 
is  present ;    (3)  pyrrol    derivatives  containing 
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more  than  one  CH  group  in  the  ring  may  com- 
bine with  aldehydes  in  molecular  proportions 
(BtT.  1902,  1647). 

Indole  C,H4<35h^^^^^  ^  obtained  by  dis- 
solving pyrrol  in  10  p.o.  sulphuric  aoid,  allow- 
ing the  mixture  to  stand  1-2  hours,  and  then 
distilling  in  steam  after  adding  excess  of  sodium 
hydroxidow  Diethyl  indole  prepared  by  this 
process  is  a  viscid  ill-smelling  oil,  boiling  at 
270*»-310*  (D.  R.  P.  125489). 

Pyrrol  may  also  be  converted  into  indole 
by  dissolving  in  dilute  hydrochloric  acid, 
adding  slight  excess  of  ammonia,  filtering, 
extractinff  the  filtrate  twice  with  ether,  and 
heating  tne  tripyrroline  obtained  in  the  extract 
to  above  300^,  when  indole  and  pyrrol  result 
(Ber.  1894,  476). 

Pyrrol  may  be  converted  into  teiramethylene 
diamine  as  follows.  On  treatment  with  hydroxyl- 
amine,  a  solid  compound,  probably  the  dioxime 
of  sucdnaldehyde,  is  formed,  and  this,  by 
reduction  with  sodium  and  absolute  lioohol, 
yields  tetramethylene  diamine. 

Pyrrol  derivatives  of  the  constitution 
EtO,C-CM(2Me 

L\n-c,h,no, 

have  been  synthesised  from  the  three  nitro- 
anilines  by  the  action  of  ethylphenacyl  acetate 
(Ber.  1907,  1343). 

In  addition,  a  large  number  of  pyrrol  deriva- 
tives has  been  synthesised  by  Paal  and  Braikoff 
(Ber.  1890,  1086,  and  also  Ber.  1886,  558,  3156). 

The  physiological  action  of  pyrrol  and  its 
derivatives  is  characterised  by  their  paraljraing 
action  on  the  peripheral  nerves  connected  with 
the  mechanism  of  the  heart.  By  the  introduction 
of  a  side  ^up,  such  as,  for  instance,  the  in- 
active pyndine  ring,  the  physiological  effect  is 
greatly  intensified.  The  action  of  1 -methyl 
pyrrolidine  resembles  that  of  nicotine,  atropine, 
or  cocaine,  as  might  be  anticipated  from  their 
similarity  of  constitution  (()hem.  Zentr.  1902, 
ii.  390). 

Chloro-  and  Bromo-  Pyrrols.  Sulphuryl 
chloride  in  excess  acting  on  an  ethereal  solution 
of  pyrrol  at  0^  produces  pentachloropyrrol  in 
nearly  theoretical  yield ;  b.p.  209"^  or  142715  mm. 
If  two  molecules  only  of  sulphuiyl  chloride  are 
used,  followed  by  bromine  (2  mols.),  chloro- 
iribromopyrrol  C^NUBr^Cl  is  obtained,  which 
separates  from  light  petroleum  in  large  prismatic 
masses  of  a  pink  colour. 

Sulphuryl  chloride  (3  mols.)  followed  by 
bromine  (1  mol.)  gives  dichlorodibromopyrrol 
C4HNCl|Br.,  which  crystallises  in  large  shining 
scales  decomposing  just  above  100^  (Gazz.  chim. 
ital.  1902,  313). 

ca :  OClv 

Trichioromonobromopyrrol  \  ^NH 

CBiiCa/ 
may  be  obtained  by  the  action  of  sulphuryl 
chloride  and  bromine  on  ethereal  solution  of 
p>Trol  at  0^  It  crystallises  in  monoclinic  prisms 
with  yellowish-red  reflex,  turning  brown  at  105®, 
and  melting  and  decomposing  at  115®  (Qazz. 
chim.  itaL  1902,  313 ;   1904,  ii.  178). 

The  dlmethylpyrrol  contained  in  the  fraction 
of  bone  oil  boiling  above  150®  has  been  obtained 
synthetically  as  follows :  By  the  action  of  am- 


i, 


monia  on  diacetosuooinic  ethery  the  ether  of 
dimethylpyrrol  dicarboxylic  acid  is  obtained. 
This,  on  saponification,  yields  the  acid,  and,  on 
heatine,  carbon  dioxide  is  split  off,  leaving  di- 
methylpyrrol.   It  has  the  composition 

CH=C-CHa 

\nh 

and  is  an  almost  colourless  oil  boiling  at  165®. 
It  is  very  volatile  with  steam,  colours  a  pine 
splint  an  intense  red,  and  yields  on  boilins  iitith 
acids  a  pyrrol-red  similar  to  other  pyrrol  nomo- 
logues. 

Pyrrolearbozylle  aelds  C4(NU)H,G0,H.  The 

a-acid  is  obtained  from  a-homopyrrol  by  fusion 
with  potash  or  by  the  action  of  tetrachloride 
of  carbon  and  alcoholic  potash  on  pyrrol.  It 
melts  at  191®,  and  differs  from  the  fi-  acid  in 
forming  a  soluble  lead  salt.  On  heating  with 
acetic  anhydride,  the  substance  py  roc  oil 

C4H,=N— CO 


>x 


0— N«C4H, 

is  formed,  which  is  a  product  obtained  by  dis- 
tilling gelatine  (Ber.  17,  103). 

/s-pyrrolearbozylle  aeld  is  formed  by  fusing 
^-methylpyiTol  with  potash.  It  crystallises  in 
fine  needles,  melting  at  162®,  and  forms  an  in- 
soluble lead  salt. 

N-Aeetylpyrrol  CM^NCJSfi,  obtained  bv 
the  action  of  acetyl  chloride  on  potassium  pyrrol, 
is  an  oil  boiling  at  178®.  It  is  decomposed  by 
alkalis  into  pyrrol  and  acetic  acid  (Ber.  16,  2352). 

C-Aoetylpynol  C4H,(C,H.0)(NH)  is  formed, 
together  with  the  foregoing,  by  acting  on  pyrrol 
with  acetic  anhydride.  £>  melts  at  90®  and 
boils  at  220®,  but  is  not  decomposed  by  alkalis. 

Pyridine  C5H5N  is  contained  in  that  fraction 
of  the  basic  oils  of  bone  oil  which  boils  below 
120®,  but  is  also  found  in  smaller  quantities  in 
the  higher  fractions.  It  can  be  separated  in  these 
by  means  of  its  picrate  C^H(N,CeH.(N0,),0H, 
which  melts  at  162®.  It  is  not  easily  acted  on 
by  oxidising  agents,  and  can  be  separated  by 
this  means  from  the  other  components  of  the 
fraction. 

It  is  formed  from  all  pyridinecarboxylio 
acids  by  distilling  with  lime. 

The  following  are  some  of  the  synthetic 
methods  for  preparing  pyridine  and  its  homo- 
logues: — 

1.  Acrolein  ammonia,  on  heating,  gives  off 
water  yielding  methylpyridine 

C,H,NO = C,H4(CH,)N + H,0. 

2.  The  same  compound  is  formed  by  heating 
allyl  tribromide  with  alcoholic  ammonia  at  250^  : 

2C,H,Br,+NH,=C5H4(CH,)N+6HBr. 

3.  Glycerol  and  aoetamide,  on  heating  with 
phosphorus  pentoxide,  yield  methylpyridine 
(Ber.  15,  528). 

4.  Potassium  pyrrol,  on  heating  with  chloro- 
form, yields  chloropyridine. 

5.  Ethyl  acetoacetate,  heated  with  aldehyde 
ammonia,  gives  dihydrocoUidine  dicarbox^-lio 
ester 

2CH.<g8;gS,+CH..CH<^H^ 

=C,H,N(CH,),{C0,C,H,),-f3H,0 
(Ber.  17,  1651). 
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By  lift^^-fing  a  mixture  of  glyoerol  and 
ammonium  phosphate,  a  mixture  of  a  large 
number  of  pyridine  baaes  is  formed,  ^-methyl, 
^-ethyl,  jprooably  /9-propyl»  pyridine,  besiaes 
pyridme  itself  and  homolo^es  of  the  diazine 
C4H4NS,  have  been  recognised  (Stoehr.  J.  pr. 
Chem.  1892,  20). 

Pyridine  is  a  liquid  with  a  pungent  smell, 
miscible  with  water ;  sp.gr.  0*9865  at  16^,  and 
0*9944  at  4'' ;  and  boils  at  116*27760  mm.  It 
forms  a  hydrochloride  C5H,N,HG1,  and  a  platini- 
chloride  (C,H.NHa),Pta4.  Sodium  amakam 
yields  p  i  p  e  r  i  a  i  n  e,  t  .e.  hexahydropyridine,  which 
is  reconverted  into  pyridine  on  oxidation.  It 
forms  an  ammonium  iodide  with  alkyl  iodides, 
and   with  ohloracetic   acid  a  pyridine-betaine 

CjHjN^^Q^CO.     By  the  action  of  sodium  on 

pyridine  a  dipyridineCioHiQNj  is  obtained,  an 
oil  boiling  at  280''-2817744  mm.,  which  on  oxi- 
dation with  permaneanate  3delds  ttfoniootinio 
acid.  Togetner  wiUi  dipyridine,  a  body  ^-di- 
pyridyl  is  lormed  NC5H4-C9H4N,  which  melts 
at  1 14**  and  distils  at  304^.  It  also  yields  Monico- 
tinic  acid  on  oxidation,  and  on  reduction  with 
tin  and  hydrochloric  acid  forms  woniootine, 
which  melts  at  78^  (Ber.  16,  423). 

The  isomeric  m^ipyridvl  is  obtained  from 
m-dipyridyldicarboxylio  acid  (by  oxidismff  phen- 
anthroline).  It  boils  at  293^,  and  yidds  on 
reduction  with  tin  and  hydrochloric  acid 
nicoiidine  CigHi^Ng,  which  boils  at  288*'  (Ber. 
16,  2621). 

Pyridine,  when  passed  together  with  hydro- 
gen over  reduced  nickel  at  160^-180^  yields 
amylamine,  not  piperidine,  and  this  in  poor 
yield.  At  higher  temperatures  ammonia,  pentane 
and  lower  hydrocarbons  are  obtained  (Sabatier 
and  Mailhe,  Compt.  rend.  1907,  784). 

Pyridine  may  advantageously  be  employed 
as  a  halogen  carrier  in  halogenation  of  aromatic 
compounds  (Cross  and  Cohen,  Chem.  Soc.  Proc. 
1908,  16). 

llie  compound  of  pyridine  with  methyl 
iodide^  when  added  to  a  solution  of  the  neces- 
sary amount  of  iodine  in  alcohol,  is  converted 
into  pyridine  methylpentiodide  CfHeN(MeI)l4, 
melting  at  47*6^  Various  other  periodides 
are  described  by  Ptesoott  and  Trowbridge 
(J.  Amer.  Chem.  Soc.  1896,  869). 

I>ouble  compounds  with  zinc  bromide, 
nickel  bromide,  copper  bromide,  and  silver 
iodide,  are  formed,  out  are  rather  unstable 
(Compt.  rend.  1891,  622). 

The  physiological  action  of  pyridine  is  similar 
to  that  of  piperidine,  but  more  energetic.  Both 
produce  paralysis  of  the  motor  nerves,  by  their 
effect  on  the  motor  centres.  There  are  also 
destructive  changes  in  the  blood  corpuscles,  and 
paralysis  of  the  heart,  especially  in  pyridine 
poisoning  (Chem.  Soc.  Abstr.  1891,  603). 
It  is  excreted  as  methylpyridylammonium 
hydroxide  {Chem.  Soc.  Abstr.  1893,  ii.  644). 

Tb%double  compound  of  pyridine  with  silver 
nitrate  AgN03'2C5H(N  has  been  recommended 
by  Witt  as  a  ripening  agent  for  photographic 
emulsions  (J.  Soc.  Chem.  Ind.  1904,  236). 
Lflppe-Cramer,  however,  denies  that  it  has 
any  advantages  over  the  ordinary  ammonia 
ripening  {ibid.  1906,  197). 

Sulphurous  acid  esters  of  pyridine,  which 
may  be  obtained  by  heating  under  a  reflux 


condenser  with  excess  of  a  bisulphite  solution, 
are  useful  in  the  preparation  of  dyestuffs,  and 
are  also  used  as  medicaments  (D.  B.  P.  208638). 

On  heating  pyridine  with  concentrated  sul- 
phuric acid  to  300%  /3-pyridine-sulphonio  acid  is 
obtained.  The  sodium  salt  of  this  acid,  distilled 
with  potassium  cyanide,  yields  /3-pyridyl 
cyanide,  which  on  hydrolysis  forms  nicotinic 
acid. 

Pyridine  may  be  estimated  in  aqueous 
solution  by  heating  with  excess  of  gold  chloride 
and  dilute  HQ,  evaporating  to  dryness  and 
heatinff  the  ppt.  after  repeated  washing  with 
pure  &y  ether.  The  ppt.  has  the  composition 
CsH,N*HClAua,  (Compt.  rend.  1903,  324). 

P^dine  can  he  represented  as  a  benzene 
ring  m  which  one  CH  group  is  replaced  by  nitro- 
gen according  to  the  following  scheme  : — 
4 


(/% 


6 


or 


^^/"-^ 
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The  positions  2,  6,  and  3,  6  are  known  as 
ortho-  and  meta-,  and  4  as  the  para-  position. 
Hence  three  mono-  derivatives  of  pyridine  are 
possible.  The  position  of  the  substituting  groups 
in  these  isomerides  has  been  proved  by  means 
of  the  phenylpyridines  obtained  from  the  naph- 
thaquinolines  (Monatsh.  4,  437  ;  Ber.  17,  1618). 

Hydroxy-  Bxbivativbs  or  Pybidikb. 
The  -three    possible   hydroxypyridines    are 
known : — 

a-Hydroxypyrldine,  a-pyridone,  by  distilling 

the  silver  salt  of  hydroxyquinolinic  acid ;  melts 
at  107^,  and  is  coloured  red  by  ferric  chloride. 

jB-Hydroxypyridine  is  formed  from  the  /3-sul- 
phonic  acid  by  fusing  with  potash.  It  melts  at 
123%  and  is  also  coloured  rod  by  ferric  chloride. 

7-Hydroxypyrldlne  or  ^'Pyndone  (which  is 
probably  not  a  hydroxyl-  but  a  oarbonyl-  com- 
pound) is  obtained  from  hydroxypicolmio  acid 
with  evolution  of  CO*.  It  melts  at  148^  or  at 
62*^  in  the  hydrated  form,  and  is  coloured  yellow 
by  ferric  chloride  (Ber.  17,  Ref.  169). 

Pybidinb  Mokooabboxylio  Acids 
C5NH4(CO,H). 

a-Pyridineearboxylle  aeid  (2-  or  ortho-), 
picolinic  acid  was  first  obtained  by  oxidising 
a-picoline.  It  is  easily  soluble  in  water,  crystal- 
lises in  white  needles,  melts  at  137^,  and  sub- 
limes. By  the  action  of  sodium  amalgam, 
ammonia  is  given  off  with  the  formation  of  an 
acid  C^HgO,  (oxysorbinic  acid). 

i9-l7ridineearDozy]le  aeld  (3-  or  meta-),  called 
nicotinic  acid  from  the  fact  of  being  first 
obtained  by  oxidisins  nicotine,  is  also  obtained 
from  jB-methyl-  or  ethyl-pyridine,  from  /3-pyridyl 
cyanide,  and  from  three  dicarboxylic  acids 
of  pyridine  (quinolinic  acid,  cincnomeronic 
acid,  and  Mocinchomeronic  acid),  which  on 
heating  give  off  carbon  dioxide.  It  crjrstallises 
in  needles  and  melts  at  232^ 

7-Pyridlnee»rbozyUe  aeid  (4-  or  para-),  iso- 
nicotinic  acid  is  obtained  from  cinchomeronic 
acid  and  2  :  4-pyridinedicarboxylic  acid  on  heat- 
ing. It  melts  at  299-6^  with  sublimation  or  at 
316**  in  a  closed  tube,  and' crystallises  from  hot 
water  in  fine  needles. 
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HYDliOXYPYJUDUn-MOVOO^SBOXTUO  ACUDB. 

Several  of  these  aoids  have  been  prepared 
either  synthetically,  €,g,  by  heating  Komanio 
aoid  G^H^Oa  with  ammonia,  or  from  the  dicar- 
boxyUo  aoids  by  splitting  off  1  moL  of  carbon 
dioxide  (Ber.  17, 589). 

KoniMUUiilBle  mU  G«NH,(0H},C00H,2H,0 
is  obtained  by  boiling  komenic  aoid  GiHaO^ 
with  ammonia.  It  decomposes  at  270°  into 
carbon  dioxide  and  dihydroxypyridine. 

PTBIDOni-DIGABBOXYIJO  Aciz>8  CsNH((GO,H),. 

QuinoUnle  mU  {a$-  or  2 : 3-)  is  formed  by 
oxidising  quinoline.  It  decomposes  and  softens 
at  1Q0M96^  solidifies  at  200^  and  melts  again 
at  231^.  It  decomposes  on  heating  into  carbon 
dioxide  and  nicotinic  acid. 

dnehomwonte  aeid  (/9y-  or  3  :  4-)  is  formed  b;y 
the  oxidation  of  the  qiunme  alkaloids  with  nitric 
acid,  or  from  /iy-metnylpyridinecarboxylic  acid 
on  oxidation  with  permanganate.  It  melts  at 
259®,  decomposing^  mto  carbon  dioxide,  7-pyri- 
dinecarboxyuc  acid,  and  some  nicotinic  acid. 

LatUUnk  add  (ay-  or  2  :  4-)  is  obtained,  to- 
gether with  some  Mocinchomeronio  acid,  by 
oxidising  lutidine.  It  melts  at  239''-240'' 
(Voigt,  Annalen,  228,  54),  235''  (Ladenbuig, 
Annalen,  247,  27),  decomposing  into  carbon 
dioxide  and  T-pyndinecarboxylic  acid. 

/tfodnehOflMroilte  add  ifia'-)  melts  at  236^ 
decomposing  into  carbon  dioxide  and  nicotinic 
acid  (Weidd  and  Herzig,  Wiener  Akad.  B.  1879, 
825). 

DIearboiylle  add  {fifi'-)  or  DinieoUnio  aeid. 
By  heating  to  160®  ^-pyridine  tetracarboxylic 
acid  obtained  by  oxidising  the  lutidincarboxylic 
acid,  prepued  by  the  condensation  of  Mobutalde- 
hyde  euiylacetoacetate  and  ammonia.  The 
acid  does  not  melt  at  285®  (Hantzsch  and  Weiss, 
Ber.  1886,  19,  284. 

DIearboxyUe  aeid  {aa'-)  or  Dipicollnie  add. 
Obtained  by  oxidising  2  :  6-dimethylpyridine. 
It  melts  at  243®  (Epstein,  Annalen,  231,  32). 

Hydboxtptbidihb-dioaxboxtijo  Aoids 

C,NH,(OH)(CO,H)^ 
Hydroxyqulnolliiie     add     rOH :  (GO,H),= 

(a' :  a :  fi)X  By  fusing  qoinolinic  acid  with 
potash.  It  blackens  without  melting  at  254® 
(Ber.  16,  2158).  Heated  with  water  to  195®  it 
decomposes  into  carbon  dioxide  and  hydroxy- 
pyridinecarboxylic  acid.  Its  silver  salt  on 
heating  yields  a-hydioxypyridine  (Ber.  17,  590). 
Ammoidoehdidoiiie  aeU  is  obtained  by  heat- 
ing chelidonic  acid  with  ammonia. 

PYBIDm-TBIGABBOXTLIO  AOIDS  GsNH,(GOtH),. 

a37-THearbozylle  aeid,  Carboeinehomeronle 
add,  is  formed  by  com^detely  oxidising  the 
quinine  alkaloids,  also  from  y-methylquinohne 
and  from  7-quinolinecarboxylic  acid.  It  loses 
IJUsO  (of  crystallisation)  at  116®-120®,  and 
melts,  if  quickly  heated,  at  250®  (Annalen, 
204,  308). 

ojBjS'-Triearboiylie  aeid,  earbodinicotlnie 
aeid,  is  obtained  from  ^-quinolinecarboxylio 
acid.     It  melts  at  323®  (Annalen,  241,  11). 

The  six  tricarboxylic  acids  theoretically 
possible  are  knoi^n  and  characterised. 

PYRIDIKK-TlTaA.GASBOXYUO  AdDS 

C5NH(CO,H)4. 
aiSa'/S'-Tetraearboiylle   add.     By   oxidising 
the  Itttidinedioarboxylio    acid  formed   by  the 


condensation  of  isobutybJdehyde  with  ethyl 
acetoacetate  and  ammonia  (Hantssoh  and  Weiss, 
Ber.  19,  284). 

The  acid  obtained  by  oxidising  oollidine- 
monocarboxylic  acid  czTstalltses  wiUi  2  mole- 
cules of  water  and  melts  at  110®.  The  dried 
acid  melts  at  155®  (Annalen,  225,  133). 

Pyridlne-pentaearbozyUe   add    G«N(0OcH)b 

from  trimethylpyridine-dicarboxylio  acid.  Crys- 
tallises from  water  with  SKfi.  Decomposes 
w^ithout  melting  about  200®. 

Hai«ooxn  Dbbivativxs  of  Pybidhtx. 

a-Chloropyridine  results  from  the  action  of 
PGI*  on  a-hydroxypyridine;  is  an  oil  boiling  at 
166^714  mm.  (Ber.  1891,  3150). 

fi'Cfdoropyridine,  By  the  action  of  chloro- 
form or  carbon  tetrachloride  on  potassium 
pyrrol  (Ber.  14, 1 153)  is  an  oil ;  b.p.  1487743  mm. 

Dichloro-  and  tnchloro-pyiidme  are  known. 

A  dibromopyridine  (fifi^)  has  been  obtained 
by  acting  on  coUidine-dicarboxyUc  acid  with 
bromine  and  afterwards  removing  the  oarboxyl- 
gioups  (Pfeiffer,  Ber.  20,  1349).  It  is  identical 
with  that  obtained  by  acting  on  pyridine  with 
bromine  (Hofmann,  Ber.  12,  988). 

HoMOLOauBS  ov  Pybidinb. 

PleoUlie(a-meMy^iyrK2«ne)GsNH«(GH,).  This 
base  is  separated  from  that  portion  of  bone 
oil  which  boils  between  130®  and  145®.  On 
subjecting  this  to  redistillation,  the  ereater 
part  of  the  oil  comes  over  between  133®  and 
139®.  It  is  not  possible  to  effect  a  separation 
of  the  bases  by  means  of  fractional  distil- 
lation, but  a  difference  in  the  solubiUty  of  the 
platinum  salts  of  the  two  bases  fuznishes  a 
means  of  separating  them.  According  to 
Ladenburg  (Ber.  1885,  47),  commercial  piooline 
consists  of  three  bases:  a-methylpvridine,  a 
little  /S-methylpyridine,  and  probably  aa'-di- 
methylpyridine.  The  same  observer  (Ber. 
1885,  61)  has  also  noticed  the  presence  of 
pyridine  in  this  fraction.  It  can  be  separated  by 
means  of  its  picrate,  which  melts  at  162®. 

Picoline  boils  at  128*8®/760  mm.;  is  an 
optically  inactive  oil,  and  on  oxidation  fields 
pioolinic  acid  (v.  aupra). 

3-Methyljpyrldlne  boils  at  143*5®,  and  on 
oxidation  yields  nicotinic  acid.  It  also  differs 
from  the  a-derivative  in  being  slightly  Isevo- 
rotatory.  Landolt  shows  this  eSect  to  he  due  to 
errors  in  manipulation  (Ber.  1886,  157). 

7-Metliylpyridliie  does  not  appear  to  bo 
contained  in  bone  oil.  It  has  been  obtained 
synthetically  by  the  action  of  heat  on  acrolein- 
ammonia,  and  also  from  allyl  tribromide;  b.p. 
1431®/760  mm. 

PiCOLINE-MONOGARBOXYIJC   AciDS 

GaNH,(CH,)CO,H. 

Pieolineearbozylie  add  isyridim-a-ineikyl-y' 
carboxylic  acid)  is  formed  from  uvitonic  acid, 
the  piroduct  of  condensation  of  pyruvic  acid 
and  ammonia.  It  sublimes  without  melting, 
and  ^elds  on  oxidation  a :  7-pyridinedicar- 
boxylic  acid. 

jSy-Methylpyridlne  earboiyUe  aeM 
(GH,  :  GO,Hb  yifi)   is    obtained    by    heating 
methylquinolinic  acid  to  180®-185®.    It  melts 
at   212^  (Ann.  Ghim.  Phys.  [5]  27,  493),  and 
yields  on  oxidation  cinchomeronic  acid. 

Six  of  the  ten  possible  piooline  monocar- 
boxylic acids  are  known  and  cnaracteiised. 
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C8NH,(CH,)(C0,H),. 

MethylquinoliDie  aeid  ((GO,H), :  CH,=a37). 
By  ozidifling  7-methylqumolme  with  perman- 
ganate. It  melts  at  186^,  giving  carbon  dioxide 
and  7-methyl-^-pyridine-ci&rboinrIio  acid. 

Uvitonle  Mid  r(CO,H), :  GH,=o7a']  is  the 
condensation  product  obtained  from  pyruvic 
acid  and  alcoholic  ammonia.  It  melts  at  274^» 
splitting  up  into  carbon  dioxide  and  picoline- 
oaibozylic  acid. 

Pleottne-dlMrboxylle  aeld,  from  aldehydine, 
the  condensation  product  of  ethylidene  chloride 
and  aldehyde  ammonia.  It  sublimes  easily 
without  melting. 

Three  other  isomeridas  are  known. 

A  picoline-tetracarboxylic  acid  is  also 
obtainable  from  the  dicarbozylic  acid  of  collidine 
by  oxidation  of  the  methyl-  groups  with  perman- 
ganate. Lutidine-tricarooxylic  acid  is  formed 
as  an  intermediate  nroduct. 

Lntldlne  {dimeii^lpyridine).  The  bases  hav- 
ing this  constitution  are  mainly  contained 
in  that  portion  of  the  basic  oil  boiling 
between  160^-170''.  After  redistilling,  it  is 
separated  into  the  two  fractions  150^-160^ 
and  I60M70^  The  position  of  the  methyl 
oroups  in  these  two  fractions  is  determined 
ay  means  of  the  oxidation  products  formed. 
'fhe  first  fraction  yields  on  oxidation  i^ocin- 
chomeronic  acid,  which  melts  at  236^  On 
heating,  carbon  dioxide  is  split  off  and  nicotinic 
add  is  formed.  From  this  is  inferred  that  the 
position  of  the  two  methyl  groups  is  a'd.  The 
higher  fraction  yields  lutioinio  acid  on  oxidation, 
and  this,  on  heatiog,  gives  tsoniootinic  acid,  from 
which  it  follows  that  the  methyl-  groups  have  the 
positions  ay.  All  the  acids  give  pyridine  on 
distillation  with  lime.  According  to  the  re- 
searches of  Ladenburg  and  Both  (Ber.  18,  49), 
the  fraction  139^-142^  also  contains  a  lutidine, 
which  was  separated  by  means  of  the  mercuric 
chloride  salt,  melting  at  186^  Hus  was  de- 
composed with  potash,  and  distilled,  when, 
after  drying,  an  oil  was  obtained  which  boiled 
at  142^-143^,  and  yielded  on  oxidation  with  per- 
manganate a  dilmsio  acid  which  is  identical 
with  that  obtained  from  synthetical  lutidine 
prepared  by  condensing  cmnamic  aldehyde, 
ethyl  acetoacetate,  ana  ammonia  (Epstein, 
Annalen,  231, 1).  Its  sp-gr.  is  0*9545,  and  b.p. 
143*. 

The  constitution  of  the  ^-lutidine  is 

GH, 

o 

GH, 

(Ladenburg  and  Both). 

Lntidlne-monoearboxylie  aeld  {aadimeihyl' 
nicotinic  acid).  Obtained  by  distilling  lutidine- 
dicarboxylic  acid  (Weiss,  Ber.  19,  1308).  It 
crystallises  in  fine  needles  melting  at  160^. 

Lntidlne-dicsfboxyUe  aeid.  Obtained  by  the 
condensation  of  Mobutylaldehyde,  ethyl-  aceto- 
aoetate,  and  ammonia  (Engumann,  Annalen, 
231,  51 ;   Hantzsoh  and  Weiss,  Ber.  19,  284). 

Lntidlne-tricarboxylie  aold  is  formed  by  the 
oxidation  of  coUidine-dicarboxylic  acid  with  per- 
manganate. 

a-Lntldine  (2 :  4^-dimeihylpyridine).  Separated 
by  adding  mercuric  chloride  to  a  solution  in  hydro- 


chloric acid  of  the  bases  boilingat  158*^-100*^.  The 
salt  has  the  composition  07UfN,HGi,2HgGl2» 
and  melts  at  127^  On  distilling  witii  potash,  the 
salt  is  decomposed,  and  the  Mtse,  aiter  drying, 
boilsatI57^  Its sp.gr. is 0•9493AtO°/4^  Ityields 
a  pyridine-dicarboxylic  acid  on  oxidation  with 
permai^anate,  and  the  acid  melts  at  235^  This 
IS  known  as  a-lutidinlc  acid  or  oy-pyridine- 
dicarboxylic  acid,  since  on  heating  carbon  dioxide 
is  given  off  and  taonicotinio  acid  is  formed. 
Hence  a-lutidine  has  the  composition 

GH, 


GH, 


(Ladenburg  and  Roth,  Ber.  18,  913). 

CoUidlnes      (y-edUidine,      irimetkylpyridine) 

G.NH,(GH,), 

may  be  prepared  by  distilling  collidine 
dicarboxylic  ester  (obtained  by  oxidising 
the  condensation  product  of  aldehyde  ammonia 
and  ethyl  acetoacetate)  with  lime.  It  boils  at 
17IM72^  and  has  the  constitution 

GH, 

/\ 


GHjv     •GH3. 

A  base,  OgHixN,  has  been  isolated  from 
the  fraction  of  bone  oil  boiling  between  170^ 
and  180®,  but  this  has  been  shown  by  Weidel  and 
Pick  to  be  a  2-methyl-4-ethylpyridine  from  the 
fact  of  its  giving  on  oxidation  lutidinic  acid  melt- 
ing at  219^  The  base  is  more  soluble  in  cold 
than  iA  hot  water.  Its  sp.gr.  is  0-9286  at  16-8®  ; 
it  boils  at  177*87758  mm.  (Weidel  and  Pick, 
Monatsh.  5,  656).  These  authors  are  of  opinion 
that  Anderson's  collidine  (BhSl.  Mag.  4,  9,  145, 
214)  was  impure.  The  base  does  not  form  any 
crystallised  salts,  and  is  not  identical  with  any 
synthetical  collidine. 

Aldehydine{2-m€ihyil-5-^y1pyridine).  Formed 
by  the  condensation  of  ethylidene  chloride 
with  ammonia  (Dflrkopf,  Ber.  18,  921).  It  boils 
at  176^  and  has  sp.gr.  0-9389  at  074^ 

Collidine  diearlMiQrlie  aeid  is  obtained  bv 
oxidising  hydrocoUidme-dicarboxylic  acid  with 
nitrous  acid.  The  ether  of  the  latter  aoidis  the  pro- 
duct of  condensation  of  ethvl  acetoacetate  with 
alddiyde  ammonia.  It  yidds  on  heatine  witii 
lime  oa'y-trimethylpyridme.  The  acid  yidds  by 
successive  oxidation  of  the  methyl-  ^rouj^  by  per- 
manganate the  following  carboxyhc  acids : 

Lutidine-tricarboxybc  acid 

C5N(GH,),(G0,H)„ 
Picoline-tetraoarboxylic  acid 
G,N(CH,)(GO,H)„ 

Pyridine-pentacarboxylic  acid  GsN(G02H)5. 

If  one  carboxvl-  £[roup  be  removed  from  the 
original  acid  and  then  it  be  oxidised,  the  following 
acids  are  successively  obtained: — 
I  fVom  coUidine-monocarboxylJc  acid 
I  GsNH(GH,),GO,Htheacidslutidine-dioarboxy]ic 
acid  G5NH(GH,),(G0.H),,  picoline-tricarbozylio 
acid  G,NH(CH,)(G0,H)3,  pyridine-tetracar- 
boxylic  acid  C5NH(CO,H)4. 

Piperidine,  hexahydro-pyridine,  is  obtained 
in  small  quantity  by  the  reduction  of  pyridine 
with  tin  and  hydrochloric  acid  (Konigs,  Ber. 
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1881,  14,  1856).  A  better  yield  is  obtained  bv 
operating  in  absolute  alooholic  solution  vith 
sodium.  It  may  be  prepared  from  pyridine 
in  96  p.c.  yield  by  electrolytic  reduction 
(E.  Merck,  D.  R.  P.  90308;  Pip,  En«.  Pat. 
21471).  It  may  also  be  prepared  by  heating 
piperine,  obtained  from  pepper,  with  soda  lime. 
It  is  a  liquid  smelling  like  pepper  and  ammonia, 
boiling  at  106•7^  sp.gr.  0*8810  at  0°.  Miscible 
in  all  proportions  with  water.  It  combines 
with  qmnones  to  form  dyes. 

Its  combination  with  hydroquinone,  pyro- 
oateohin,  and  seyeral  other  phenols,  has  been 
patented  by  Joseph  Turner  &  Co.,  Ltd.  (D.  R.  P. 
98465). 

An  account  of  the  physiolosioal  action  of 
piperidine  and  allied  compoun(u  is  giyen  by 
Wolffenstein  (Ber.  34,  2410).  Its  chemical 
reactions  have  been  the  subject  of  special  study 
by  Oechsner  (Bull.  Soc.  chim.  43,  177). 

Piperidine  ^uaiacolate  prepared  by  the 
action  of  pipendine  on  guaiacoi  dissolved  in 
benzene  or  petroleum  melts  at  79-8*.  It  is 
used  in  the  treatment  of  phthisiB  (Pharm  J. 
1897,  81),  and  is  important  as  combining  the 
properties  of  a  strong  vascular  and  nervine 
u>nic — ^piperidine— with  an  antiseptic  guaiacoi 
(Tunnicliffe,  Chem.  Soc  Ttans.  1898,  145). 

Various  derivatives  of  piperidine  have  been 
synthesised  by  Ahrens  (Ber.  1898,  2278). 

Quinoline.    See  QuiHOLonB. 

(JOLOUBIKG   MaTTXBB  DXBIVBD  FBOH  BoHX-OIL 

Basis. 

1.  From  PyrroL  A  red  dye  may  be  obtained 
from  pyrrol  by  treating  cotton  cloth,  after 
dippins  in  a  weak  alcoholic  solution  of  bitter 
almond  oil  (benzaldehyde),  with  alcoholic 
pyrrol  solution,  hydrochloric  acid,  ferric  chloride, 
and  gently  warming.  A  black  colour  is  obtained 
by  substituting  cinnamon  oil  (cinnamic  aldehyde) 
(Chem.  Zeit.  1890,  348). 

Pine  wood  may  be  dyed  red  by  moistening 
with  hydrochloric  acid,  and  treating  with  the 
vapour  of  pyrxoL 

Pyrrol  blue  may  be  obtained  in  two  varieties  : 
(a)  by  mixing  pyrrol  and  isatin  (1  mol.  of  each) 
in  sulphuric  acid,  yielding  the  *  A '  variety ; 
and  (o)  by  operating  in  acetic  acid  under 
specified  conditions,  when  pyrrol  blue  *  B '  is 
ootained  i»ith  a  certain  amount  of  A.  Pyrrol 
blue  B  has  a  metallic  lustre,  and  is  much  less 
soluble  than  pyrrol  blue  A.  Pyrrol  blue  A 
cannot  be  acetylated,  but  on  treating  pyridine 
solution  with  acetic  anhydride  a  small  amount  of 
the  pyrrol  blue  B  derivative  is  obtained.  This 
acetyl  derivative  dissolves  in  sulphuric  acid 
to  a  magenta  solution,  which  rapidly  changes 
to  a  cornflower  blue,  owing  to  the  formation  of 
a  disulphonic  acid.  This  acid  is  very  soluble 
in  water  and  dyes  silk  blue  (Liebermann  and 
Uase,  Ber.  1905,  2847  ;  see  also  Ber.  17,  1034). 

2.  Ftom  Pyridine.  Pyridine  dyestuffs  may 
be  obtained  by  diazotising  aminobenzyl- 
pyridine,  and  combining  with  the  usual  com- 
ponents. Aminobenzylpyridine  is  obtained  by 
reducing  the  nitro-  compound  produced  by  the 
condensation  of  nitrobenzyl  chloride  and  pyri- 
dine bases.  These  products  dye  tannin-mor- 
danted cotton,  or  wool  and  cotton  from  an 
acid- bath  (Farb.  vorm.  Meister,  Lucius  and 
Braning,  £^.  Pat.  4545). 


When  mixtures  of  pyridine  (1  mol.)  and 
aromatic  amines  (2  mols.)  are  acted  upon  by 
cyanogen  chloride  or  bromide  dyestuffs  are 
formed  practically  quantitatively  and  very  pure, 
with  the  elimination  1  mol.  of  cyanamide. 
They  crystidlise  well,  and  vary  from  yellow, 
through  orange  and  red,  to  violet,  and  dye  silk 
in  shades  showing  fine  fluorescence ;  and  some 
show  marked  afiuiity  for  unmordanted  cotton. 
They  are  soluble  in  water  with  difficulty,  more 
reamly  in  acetic  acid  and  alcohol,  and  in  pyridine 
(W.  ionig,  Jjpr.  Chem.  1904,  105). 

3.  Ftom  FQieridlne.  The  quinones  (benzo-, 
tolu-,  naphtha-,  phenanthra-quinones)  interact 
with  piperidine,  yielding  colouring  matters  which 
are  readily  chansed  by  acids  and  alkalis.  The 
compound  with  benzoquinoneC^H,Ot(NCsH,Q), 
forms  thick,  reddish-violet  pnsms  with  blue 
reflex,  meltins  at  178°.  Neutral  or  alkaline 
solutions  are  blood-red,  acid  solutions  carmine 
(Lachowicz,  Monatsh.  1888,  505). 

Isatin  blue  is  derived  from  piperidine  as 
follows :  Dipiporidyl  isatin  is  prepared  by 
heatinff  an  alcoholic  solution  of  isa&  ( 1  mol. )  wiui 
(2  mob.)  piperidine  on  the  water- bath  for  an 
hour,  and  ci^stallising  from  alcohoL  Isatin 
blue  results  m>m  heatins  this  compound  to 
125^-160^  in  a  current  of  air,  or  by  agitating 
with  acetic  anhydride  at  60°  for  some  time  ana 
pouring  into  water.  It  forms  indi^o-blue 
solutions  in  alcohol,  ether,  or  acetic  acid,  and 
is  insoluble  in  benzene  or  chlorofonn.  It 
may  be  heated  without  change  to  160°,  but  is 
completely  decomposed  at  230°  (Schotten, 
Ber.  1891,  1366). 

p-Aminophenyl  piperidine,  which  may  be 
compared  with  ^-aminodimethyl  aniline, 
reacts  in  many  cases  in  a  similar  way  to  this 
compound.  When  oxidised  \Wth  a  primary, 
secondary,  or  tertiary  amine,  indaminea,  varying 
from  blue  to  green  are  produced.  Oxicusea 
in  the  presence  of  meta-diamines,  compounds 
ma^  be  precipitated  by  means  of  ziac  chloride 
which  dye  cotton  blue. 

With  phenol,  when  oxidised  with  the  theo- 
retical quantity  of  potassium  ferricyanide,  a 
blue  indophenol  is  ootained.  With  naphthols 
violet  colours  result.  Other  colours  are  also 
described  by  LeUmann  and  Geller  (Ber.  1888, 
2287). 

Literaiure, — Anderson,  Trans.  Boy.  Soc.  £din. 
16,  463  ;  20,  247  ;  21,  219  ;  21,  571  ;  Annalen, 
70,  32  ;  84,  44  ;  94,  358  ;  105,  335 ;  Weidel, 
Sitz.  Ber.  79,  837  ;  80,  443 ;  80,  821 ;  81,  512 ; 
90,  972;  C^amician,  Ber.  1904,  4200-4255; 
Bamberger,  Ber.  1891,  1758  ;  and  in  general  the 
papers  of  the  following :  Ciamician,  I>enn8tedt, 
Hoogewerff  and  van  Borp,  Liebermann,  Oechmer 
de  Coninck,  and  Weidel. 

BONE  PHOSPHATES  v.  Febulisebs. 

BOOKUM  or  SAPPAN  WOOD.  An  Indian 
wood,  the  product  of  Ccssalpinia  Sappan  (Linn.). 
Used  in  dyeing  reds. 

BOOMAH  NUTS.  The  fruit  of  Pycnocoma 
macrophylla  (BentH.),  belonging  to  the  Euphor- 
biacee.  Used  in  tanning  (Holmes,  Pharm.  J. 
[3]  8,  363). 

BORACIC  or  BORIC  ACID  v.  Bobon. 

BORACITE  V.  BoBOK. 

BORAL  v.  Synthbtio  dbuos. 

BORATES  t;.  Bobok. 

BORAX.    As   a   mineral,  borax  (Na^B^O,, 
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lOH^O)  is  found  as  an  efflorescence  and  as  mono- 
clinic  crystals,  sometimes  of  considerable  size, 
on  the  shores  of  the  salt  lakes  of  Tibet  and 
California.  In  San  Bernardino  and  Lake 
counties  in  California  there  are  several  places 
known  as  '  Borax  Lake ' ;  but  most  of  the 
borates  oommeroiaUy  mined  in  this  region 
belong  to  other  species  (ulexite,  colemanite,  £c. ). 
The  Tibetan  deposits  extend  from  the  lake- 

§lain  of  Pugha  in  the  west  to  the  lakes  of 
'engri  Nnr  in  the  east,  and  formerly,  since  very 
early  times,  much  crude  material  was  exported 
under  the  name  of  tincal.    {v.  Bobon.  )    L.  J.  S. 

BORDEAUX  V.  Azo-  coloubing  mattbbs. 
Lambert  (Zeitsch.  anaL  Chem.  22,  46)  detects 
this  dye  in  wines  by  precipitating  with  basic 
lead  acetate,  and  extracting  the  precipitate 
with  alcohol ;  the  red  solution  thus  obtained 
is  turned  yellow  by  alkalis.  Wool  heated  with 
the  wine  withdraws  its  colouring  matters. 

Bellier  (J.  Pharm.  Chim.  [5]  14,  7)  describes 
a  method  of  determining  quantitatively  the 
amount  of  this  dye  in  wines. 

BORDEAUX  MIXTURE  v.  Plant  sfkays. 

BORNEO  CAMPHOR  v.  Caufhobs. 

BORNEOL  V.  Camphobs  ;  Tebfbnbs. 

BORNEO  TALLOW  is  a  generic  term  for 
a  large  variety  of  fats  obtained  from  the  kernels 
of  a  number  of  plants  belonging  to  the  Diptero- 
carpus  family,  such  as  Shorea  stenoptera  (Burck.), 
Shorea  aptera  (Burck.),  Hopea  aspera(de  Vriese), 
PerUacme  siamensis  (Kurz),  all  of  which  are 
indigenous  to  the  Sunda  Islands,  Indo-China, 
and  the  Malay  States.  All  the  fats  derived 
from  these  trees  are  also  in  commerce  known 
under  the  native  name  of  Minjak  Tangkawang 
(Tangkawang  Fat).  Minjak  Tangkawang  repre- 
sents a  mixture  of  at  least  six  fats,  obtained  from 
six  varieties  of  trees  known  to  the  natives  as 
Tangkawang  toengkoel,  T.  rambei,  T.  lagar 
(these  treesliave  a  diameter  of  more  than  3  ft.), 
T.  goentjang  (srowing  in  swampy  re^ons,  and 
reaching  a  height  of  22  ft.,  whilst  the  diameter  of 
the  trunk  rarely  exceeds  6  inches),  T.  madjan, 
T.  terindak. 

The  fat  is  prepared  by  the  natives  in  a 
very  crude  manner.  In  the  '  wet  process '  the 
fruits  are  placed  in  baskets,  immersed  in  water, 
and  left  therein  for  hom  30  to  40  days.  After 
that  time  the  shells  are  removed,  the  kernels 
are  split  into  four  parts,  and  these  spread  on 
boaros,  exposed  to  the  sun  to  dry.  The  dried 
fruit  is  then  pounded,  boiled  with  water,  and 
the  liquid  fat  skimmed  off  and  moulded  in  the 
intemodes  of  bamboo  stems ;  hence  the  com- 
mercial samples  have  a  cylindrical  shape. 
The  *  dry  process '  consists  in  cutting  the  kernels 
into  discs  immediately  after  the  fruit  has  been 
collected,  drying  the  discs  by  ea^osure  to  the  sim, 
and  subsequently  pressine.  ^e  fat  obtained 
by  the  dry  process  yieLaa  the  best  product, 
which  is  laigely  used  for  edible  purposes  in  the 
Kast.  The  Shorea  fruit  (erroneously  also 
described -in  the  Straits  Settlements  as  Illip^ 
Nut)  has  been  occasionally  shipped  to  Europe 
and  endeavours  have  been  made  to  convert 
it  into  a  *  chocolate  fat,'  but  as  the  harvest  is 
a  remunerative  one  only  in  intervals  of  several 
years,  this  manufacture  has  been  abandoned. 
Borneo  tallow  contains  considerable  quantities 
of  stearic  acid.  Samples  examined  in  the 
writer's  laboratory  contained  as  much  as  66  p.c. 
Vol.  L—T. 


of  stearic  acid.  The  fat  melts  at  36^-36°  and 
liquefies  completely  at  42^  The  insoluble 
fatty  acids  have  a  high  melting-point,  viz.  53®- 
64^,  and  seem  to  consist  of  66  p.c.  of  stearic 
acid  and  34  p.o.  of  oleic  acid. 

The  fata  from  Shorea  Ohvihertiana  and 
from  Isoptera  bomen&is  have  been  described 
recently  as  Enkabang  fat  and  Teglam  fat 
respectively  (Brookes,  Analyst,  1900,  206). 

J.L. 

BORNESIT  v.  GiiUGOSiDXS. 

BORNITE.  A  sulphide  of  copper  and  iron, 
of  importance  as  an  ore  of  copper  (Cu  45-71  p.c.). 
On  a  freshly  fractured  surface  the  colour  is 
dark  bronze,  but  this  quickly  tarnishes  to  purple 
or  deep  reddish ;  hence  the  names  purple 
copper-ore,  variegated  coppor-ore,  erub^ite, 
and  the  Cornish  miner's  name  horse-flesh-ore. 
Further  alteration  produces  a  black  sooty 
coating.  The  massive  ore  is  always  much 
intermingled  with  copper-pyrites,  and  even  the 
rarely  occurring  cubic  crystals  usually  contain 
a  nucleus  of  copper-pyrites.  The  exact  com- 
position of  the  mmeral  has  therefore  long  been 
doubtful ;  analyses  by  B.  J.  Harrington  (1903) 
of  carefully  selected  material  gave  the  formula 
CujFeSA.  This  is  the  bomite  of  W.  Haidinger 
(1845):  bomite  of  F.  S.  Beudant  (1832)  is  an 
obsolete  synonym  of  tetradjrmite  or  telluric 
bismuth.  L.  J.  S. 

BORNTVAL.  Pharmaceutical  name  for  the 
ttfovalerianic  ester  of  bomeol  C,oHi,O.C,H.O, 
a  limpid  fluid  smelling  like  valerian,  insoluble 
in  water,  freely  soluUe  in  alcohol  or  ether; 
b.p.  266*-260* ;  spjr.  0-951  at  20*,[D]„=27*  40'. 

BORO-GLYCERINE.  An  antiseptic,  patented 
by  Barff  (D.  E.  P.  18108 ;  Eng.  Pat.  5906, 
1884) ;  prepared  by  heatine  92  parts  glycerol 
with  62  parts  of  boric  acid  at  200^  It  is  a 
yellowish,  transparent  substance,  soluble  in 
alcohol  and  in  40  parts  of  water.     Used  as  a 

Ereservative  for  fruits  and  wines  (J.  Soo.  Chem. 
rid.  1,  244 ;  4,  362). 
BORON.  B.  At.  wt.  11-0.  An  element 
usually  reckoned  among  the  metalloids,  although 
it  presents  analogies  to  the  metals,  and  has  been 
placed  by  Etard  (Compt.  rend.  91,  627)  at  the 
head  of  the  vanadium  group,  intermediate 
between  the  places  of  phosphorus  and  carbon ; 
is  a  triad  in  most  of  its  known  combinations, 
but  is  also  capable  of  acting  as  a  pentad  (Miohaelis 
and  Becker,  Ber.  13,  58).  Never  occurs  free; 
usually  as  boric  acid,  and  in  several  minerals,  as 
borax  or  tincal^  boraeite,  hydroboraciie,  rhodixitt^ 
sassolin,  horocdilciie,  boronatrocalcite,  and  botryo- 
lUe,  and  in  small  quantities  in  schorl^  cUUolite, 
tourmaline,  apyrite^  and  axinUe, 

The  element  was  first  isolated  by  Gay-Lossac 
and  Th^nard  in  1808,  by  heating  boric  oxide 
with  potassium.  According  to  Wohler  and 
Deville  (Ann.  Chim.  Phys.  [3]  52,  63),  it  may  be 
obtained  by  mixing  60  grams  of  sodium  in  small 
pieces  with  100  grams  of  powdered  boric  oxide 
in  an  iron  crucible,  covering  the  mixture  with 
a  layer  of  30  grams  i^ted  sodium  chloride  in 
fine  powder,  and  heating  the  whole  to  redness. 
After  the  completion  of  the  reaction,  which  is 
very  violent,  the  mixture  is  stirred  with  an  iron 
rod,  until  the  sodium  and  sodium  chloride  are 
fused,  and  carefully  poured  into  dilute  hydro- 
chloric  acid,  and  the  residue  washed  with  water 
containing    ammonium    chloride    (which    salt 
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is  Bubflequently  removed  by  alcohol)  and  dried. 
Boron  can  also  be  obtained  by  heating  potassium 
borofluoride  with  potassium  (Berzelius),  or 
magnesium  (Wohler  and  Beville) ;  by  the 
electrolysis  of  fused  boric  oxide  (Davy);  by 
reducing  boron  trichloride  by  hydrogen  (IXumas) ; 
by  fusing  borax  with  amorphous  phosphorus 
(Dragendorff) ;  by  heating  oorio  oxide  with 
magnesium  and  treating  the  residue  with  dilute 
hydrochloric  acid. 

Wohler  and  Deville's  method  gives  a 
product  containing,  in  addition  to  boron, 
compounds  of  boron  with  sodium,  iron,  and 


without  apparent  volatilisation  (British  Thom- 
son-Houston Co.,  Eng.  Pat.  1197,  1907). 

Pure  boron  is  a  chestnut-coloured  powder 
which  can  be  compressed  into  a  fairly  con- 
sistent solid.  It  has  a  density  of  2*45,  and  is 
infusible  at  the  temperature  of  the  electric  arc 
(Moissan);  it  is  tasteless,  odourless,  staining 
the  6ngers  strongly ;  becomes  denser  on  being 
heated  in  a  vacuum  or  in  gases  which  have  no 
action  upon  it;  not  oxidised  at  ordinary 
temperatures  in  either  air  or  oxygen;  heated 
in  air,  it  bums  with  a  reddish  light,  mrming  B^O, 
and  BN ;    bums  with  dazzlmg  brightness  in 


hydrogen,  and  boron  nitride.  The  best  method  ox3'gen,  forming  B,0,.  Boiling  water  has  no 
is  that  of  Moissan.  Pure  and  drv  boric  oxide  '  action  on  it,  but  it  is  readily  oxidised  by  strong 
is  intimately  mixed  with  as  much  magnesium  nitric  acid  in  the  cold,  and  by  sulphuric  acid 
filings  as  wiU  suffice  to  reduce  one-third  of  it.  when  heated.  When  heated  to  redness  with  the 
The  mixture  is  placed  in  an  earthenware  crucible  |  alkaUne  salts  of  oxyacids,  yields  an  alkaline 
in  a  furnace  at  a  bright-red  heat,  when  Uie  borate,  the  formation  being  frequently  attended 
reaction  proceeds  at  once  rather  violently,  with  incandescence,  and  in  the  case  of  nitre  with 
Heatinff  is  continued  for  ten  minutes  and  the  explosion.  Heated  with  potash  it  forms  po- 
mass  dOowed  to  cooL  Hie  middle  portion  of  the  tassium  borate  with  liberation  of  hydrogen,  and 
mass,  which  is  of  a  reddish  colour,  is  mechanically  reduces  the  chlorides  of  lead,  gold,  mercury » and 
separated  from  the  surroundinff  black  portion  silver,  and  sulphide  of  lead,  chloride  or  sulphide 
as  completely  as  possible,  and  boiled  with  a  of  boron  being  formed  (Wohler  and  DeviUe,  l.c. ; 
large  excess  of  dilute  hydrochloric  acid  which  |  and  Annalen,  105,  72).  Heated  in  nitrogen,  it 
removes  the  boric  acid  and  borides  of  magnesium.  ,  forms  white  boron  nitride.  It  decomposes  nitric 
The  magnesium  borate  is  removed  by  repeated  {  oxide  at  a  red  heat,  burning  brilliantly  and  form- 
boiling  with  strong  hydrochloric  acid ;  and  the  ing  boric  oxide  and  nitride,  but  apparently  has 
silica  (resulting  from  the  disinte^tion  of  the  no  action  on  nitrous  oxide, 
crucible)  by  heatizis  the  residue  m  a  platinum  I  Crystalline  boron.  This  variety  has  never 
vessel  with  hydrofluoric  acid.  I^e  residue  is  been  obtained  in  a  state  of  purity,  but  always 
washed  by  decantation  with  water  and  dried,  contains  a  small  proportion  of  carbon  or  alu- 
It  is  then  approximately  pure,  but  still  contains  minium  or  both.  It  may  be  obtained  by  placing 
a  small  quantity  of  a  magnesium  boride  which  8  parts  of  aluminium  with  10  parts  of  fused  boric 
oannot  be  got  rid  of  except  by  fusins  the  product  acid  in  a  gas-carbon  crucible  filled  up  uith 
with  about  fifty  times  its  weight  of  boric  oxide,  '  ignited  chi^oal  and  placed  inside  another 
and  repeating  the  above  operations.  |  crucible  of  graphite  which  is  heated  to  ISOO**, 

Boron  has  been  produced  by  Weston  and  .  for  five  hours.  The  aluminium  is  removed  from 
Ellis  (Trans.  Faraday  Soo.  1907,  170)  by  the  the  resulting  mass  by  means  of  fairly  strong 
action  of  aluminium  powder  on  boric  oxide.  ^  soda,  and  the  residue  is  then  boiled  out  with 
If    2    mols.    of    boric    oxide   to  2    atoms    of    hydrochloric  and  hydrofluoric  acids.    The  re- 


aluminium  are  used,  the  chief  product  is  boron, 
but  with  a  smaller  proportion  of  boric  oxide 
aluminium    boride    is    produced    to 
extent. 

Boron  may  be  prepared  eleotrolytically  as 
follows  :  A  fused  metallic  borate  is  electrolysed 
between  carbon  poles  separated  so  as  to  prevent 
the   boron   floating  to  the  cathode,    fey  the 


sidue  contains  some  alumina  which  is  separated 
mechanically  as  far  as  possible,  and  completely 
l^go  ■>  hy  glacial  phosphoric  acid.  Crystals  may  also 
be  obtained  by  heating  2  parts  of  fused  and 
powdered  borax  with  1  part  of  magnesium. 
A  commercial  process  has  been  patented  by 
Kfihn  (Chem.  Zentr.  1904,  L  64).  Boron  com- 
pounds are  mixed  with  sulphur  and  aluminium. 


use  of  a  high-current  density  at  the  anode  and  the  mixture,  which  bums,  ignited.  Crystals 
sufficient  heat  is  generated  to  eneot  the  reduction  of  boron  are  found  in  the  resultmg  mass,  and  are 
of  the  boric  oxide  which  collects  thero  (U.  S.  Pat.    separated  from  it  by  extraction  with  water. 


785962). 

Commeroial  boron  is  purified  by  grinding 
the  product  obtained  by  heating  bone  oxide 
and  magnesium  with  hydrochloric  acid,  and 
quickly  pouring  off  the  upper  liquid.  This 
contains  matter  in  8U8})ension  which  holds 
a  higher  proportion  of  impurities  than  does 
the  residue  at  the  bottom.  This  process  of 
'  fractional  decantation '  is  repeated  several 
times.  The  residual  boron,  which  may  still 
contain  boron  hydride,  magnesium  boride, 
boric  oxide,  and  a  borate,  is  compressed  into  a 
thick  stick  or  cake,  and  heated  to  1200^  in  a 
vacuum  electric  furnace,  which  either  volatilises 
or  dissociates  all  these  impurities.  The  puro 
boron  is  then  melted  down  in  the  aro  m  a 
current  of  inert  gas,  preferably  hydrogen.  The 
resulting  boron  is  a  dense  .solid  substance  which 
conducts  electricity  and  is  completely  fusible 


which  decomposes  the  aluminium  sulphide, 
forming  aluminium  hydroxide  and  H,S,  and 
leaving  the  crystals  of  boron. 

The  hardest  variety  of  crystalline  boron 
contains  2*4  p.o.  of  carbon  (WoMer  and  Deville, 
Joly).  It  consists  of  metallic-looldng  leaves 
which  are  black  and  opaque,  or  red  in  very  thiu 
sections.  It  is  only  oxidised  with  very  great 
difficulty  in  oxygen,  and  in  air  no  change  takes 
place  even  at  2000^  Molten  potash  or  lead 
chromate  oxidises  it  with  incandescence,  but 
fused  potassium  nitrate  does  not  a£feat  itb 
'  Boron  diamonds '  of  the  composition  B^gC^Al, 
are  colourless,  transparent  prisms  (Hampe)  of 
the  tetragonal  system,  and  a  still  moro  highly 
refracting  variety  was  prepared  by  Wohler  and 
Deville. 

Boron  may  be  introduced  into  steel,  and  the 
properties  of  the  boron  steel  so  obtained  have 
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been  studied  bv  Osmond  (Gompt.  rand.  110, 
242,  and  346),  by  Moiasan  and  Gharpy  {ibid. 
120,  130),  and  by  L.  GuiUet  {ibid.  144,  1049). 
Boron  steeLs  aro  obtained  either  by  heating 
amorphous  boron  with  reduced  iron  in  a  current 
of  hydrogen,  or  by  adding  crystalline  boron  to 
the  molten  metaL  On  hardening  by  heating 
to  a  known  temperature  and  ouenohing,  boron 
steel  behaves  like  a  hign  grade  hard 
carbon  steel  as  reffards  increase  in  tensile 
strength,  whilst  the  diminution  in  extension  is 
not  so  neat.  The  hardness  of  boron  steel  is 
not  mudtL  affected  bv  heating  and  quenching. 
The  special  effect  of  boron  appears  to  be  to 
communicate  to  the  steel  a  high  tensile  streneth 
rather  than  actual  hardness  when  the  metal  is 
heated  and  quenched. 

Boron  rapidly  reduces  roauganese  oxides  in 
the  electric  furnace.  With  excess  of  oxide 
products  containing  up  to  97  p.c.  manganese 
may  be  obtained  which  are  soft  enough  to  be 
filed.  With  excess  of  boron,  harder,  granular 
substances  result,  containing  up  to  20  p.c.  boron. 
From  these  a  definite  boriue  "MiiB  may  be 
isolated.  It  is  a  crystalline  metallic  powder 
attacked  by  halogens  and  oxygen  at  high 
temperatures,  and  by  alkali  hydroxides  and 
carlx>nates  at  a  red  heat.  Water  or  steam 
slowly  decomposes  it  with  evolution  of  hydrogen 
(Binet  du  Jassonneix,  Gompt.  rend.  139,  1209). 
The  same  author  has  obtained  very  similar  results 
with  molybdenum  dioxide  and  boron  (Gompt. 
rend.  143,  169);  and  has  also  prepared  two 
definite  borides  of  chromium  Gr^B,  and  GrB, 
by  fusing  together  chromium  and  boron.  They 
are  very  s^ble  towards  reagents,  especially 
the  former,  but  are  decomposed  by  fused 
alkalis,  and  by  chlorine  at  a  red  heatl  They 
are  soluble  in  hydrofluoric,  hydrochloric,  and 
concentrated  sulphuric  acids  (Gompt.  rend. 
143,  1149).  The  same  author  has  also  prepared 
Ni,B,  NiB.,  Go,B,  and  GoB,  (Gompt.  rend.  145, 
240) ;  ana  borides  of  zirconium,  chromium,  ' 
tungsten,  and  molybdenum  have  been  prepared 
by  Tucker  and  Moody  (Ghem.  Soc.  Proc.  1901, 
129). 

GOMPOUHDS  or  BOBON  WITH  NOK-METALLIO 


Boramide  B(NHt)8  is  formed  together  with 
ammonium  chloride  by  the  action  of  ammonia 
on  boron  trichloride  at  a  low  temperature 
(Joannis,  Gompt.  rend.  135, 1106). 

Borimlde  £,(NH),  is  a  spongy  white  mass 
insoluble  in  most  solvents.  On  heating  it  begins 
to  give  off  ammonia  at  125^-130®,  and  is  com- 
pletelv  transformed  into  boron  nitride  at 
sUghuy  higher  temperatures.  It  is  prepared  by 
heating  the  compound  of  boron  tnsulptdde  and 
ammonia  B,S|,6NH,  for  some  time  at  115M20® 
in  a  current  of  hydroaen  or  dry  ammonia  (Stock 
and  Blix,  Ber.  1901,  $039  ;  and  Joannis,  Gompt. 
rend.  135, 1106). 

Boron  carbide  B,G  forms  exceedingly  hard 
shining  bhick  crystals,  which  are  capable  of 
polishing  diamonds.  It  may  be  obtained 
massive  by  fusing  together  boric  oxide  and 
carbon  in  an  electric  resistance  furnace  and 
oooUng  fairly  rapidly  (E.  A.  Sperry,  U.S.  Pat. 
869114). 

Shaped  blocks  of  boron  carbide  are  obtained 
by  preparing  the  body  of  the  block  in  pura 


carbon,  embedding  this  in  powdered  oaibide,  and 
firing  in  an  electnc  furnace  (Boiling,  £ng.  Pat. 
6693,  1905).  Modifications  of  this  process  have 
also  been  patented  (Additions  (2)  Sept.  30, 
1904,  to  Fr.  Pat.  353017). 

Boron  nitride  BN  is  a  white,  amorphous, 
bulky  powder.  It  is  infusible,  insoluble  in 
water,  and  generally  somewhat  inert  to  reagents, 
but  Stock  and  Blix  (Ber.  1901,  3039)  have  de- 
scribed another  modification  which  is  chemically 
much  more  active.  It  ma^  be  obtained  mixed  with 
B^Os  by  burning  boron  m  air ;  or  by  the  action 
of  nitrosen  on  a  mixture  of  boric  anhydride 
and  oaiDon  heated  to  redness  (Wohler  and 
Deville,  Ann.  Ghem.  Phys.  [3]  52,  84).  It  is 
best  prepared  by  the  action  of  ammonium 
chloride  vapour  on  a  porous  mass  of  calcium 
phosphate  and  borax  or  boric  oxide  heated  to 
bright  redness,  afterwards  extracting  the  cold 
mass  with  hydrochloric  acid  and  water,  and 
drying  the  residue  of  BN  in  a  vacuum  desiccator 
(Moeser  and  Eidmann,  Ber.  1902,  535) ;  or  by 
allowing  boron  bromide  to  drop  into  liquid 
ammonia,  and  heating  the  precipitated  mixture 
of  boramide  and  bonmide  to  750^  in  a  current 
of  ammonia  gas  (Stock  and  Holle,  Ber.  1908, 
2095). 

Boron  nilphldeN^,  forms  fine  white  needles 
of  density  about  1-55,  which  melt  at  310^.  It 
is  volatile  in  hydrosen  without  decomposition. 
It  has  been  carefully  studied  by  Moissan 
(Gompt.  rend.  115,  203).  It  may  be  prepared 
by  heating  together  sulphur  and  amorphous 
boron  (Wohler  and  Deville);  or,  better,  by 
heatinff  ferroboron  in  a  stream  of  dry  hydrogen 
sulphide  at  400%  and  purifying  the  resulting 
product  by  dissolving  out  the  sulphur  with 
carbon  disulphide  (Hofmann,  Zeit.  angew. 
Ghem.  1906,  1362).  The  latter  process  is  much 
cheaper  thim  the  other. 

Boron  triehloride  BGl,  is  a  colourless,  very 
mobile,  refractive  liquid  which  fumes  in  the 
air.  Sp.gr.  1*4338  at  0^ ;  b.p.  18-23®  (Regnault). 
It  is  decomposed  by  water  with  formation  of 
hydrochloric  and  boric  acids.  It  is  prepared  by 
passing  diy  chlorine  over  amorphous  boron,  and 
collecting  the  vapours  in  a  U-tube  immersed  in 
a  freeung  mixture.  The  product  is  purified  by 
shaking  with  meroury  to  remove  cmorine,  and 
by  fractionation. 

Boron  trlbromlde  BBr,  resembles  the 
chloride  in  physical  properties.  It  is  prepared 
in  the  same  way,  substituting  bromine  for 
chlorine,  or  by  treating  a  rra-hot  mixture 
of  carbon  and  boric  oxide  with  bromine 
vapour. 

Borle  oxide  B,Os  may  be  obtained  by  burning 
boron  in  oxygen,  or,  more  easily,  by  strongly 
heating  boric  acid,  when  it  melts  at  577*  to  a 
viscid  mass,  cooling  to  a  colourless  brittle  glass 
of  sp.gr.  1-83.  Non- volatile,  and  hence  capable 
of  ex^lling  carbonic,  nitric,  and  sulphuric  acids 
from  their  salts  at  a  red  heat.  Soluble  in  water, 
formins  boric  acid. 

A  ome  glass,  *  boron-ultramarine,'  of  colour 
varying  with  the  duration  and  intensity  of 
heatin|[,  and  with  the  proportions  of  the 
ingredients,  is  made  from  sodium  sulphide  and 
boric  anhydride.  It  is  stable  in  air  and  only 
slightly  soluble  in  water  (J.  Hoffmann,  Zeitsoh. 
angew.  Ghem.  1906,  1089). 

Borle    or    Boraele   aeld.     Sal    Hdativum 
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Hmnbemit,  Sal  nareoUcum  viirioli.    Borio  oxide 
forms  three  hydrates : 

Orthoborio  acid  BaOg-dHtO^HsBO,. 
Metaborio  acid  B,O.H.O»H.B,Oj. 
Pyioborio  acid  2B,0,-IlaO«H,B«07. 

Boric  acid  appears  to  be  a  dibasic  acid,  and 
most  of  its  salts  may  be  regarded  as  derived  from 
metaboric  or  pyroboric  acid.  Both  these  are  so- 
called  *  iveak '  acids.  Their  salts,  when  soluble, 
have  usually  an  alkaline  reaction,  even  when 
containing  excess  of  boric  acid,  and  are  decom- 
posed even  by  carbonic  acid. 

Boric  acid  is  found  free  in  nature  in  many 
volcanic  districts.  In  Central  Italy  it  is  pro- 
duced on  a  large  scale  in  the  territories  of 
four  communes :  Pomerance,  Massa  Marittima, 
Castel  Nuovo  di  Val  di  Cecina,  Montieri,  all 
in  the  province  of  Tuscany,  the  nearest  ship- 
ping pomt  beinff  Leffhom,  to  which  place  it  is 
brought  by  raim>aa  from  Volterra.  It  also 
occurs  in  the  extinct  crater  of  a  volcano  on 
one  of  the  Lipari  Islands,  and  in  the  crater 
of  Stfomboli,  an  active  volcano  on  another 
island  of  the  same  group,  near  Sicily.  Volcanic 
emanations  containing  boric  acid  occur  in 
Nevada,  in  California,  and  Nova  Scotia.  It  exists 
in  solution  in  the  mineral  waters  of  Wiesbaden, 
Aachen,  and  Krankenlied,  in  Germany ;  in  the 
mud  volcanoes  of  the  Colorado  Desert,  in  San 
Diego  county,  California ;  in  the  water  of  several 
mineral  springs  in  Tehama  county,  California. 
In  smaller  quantities  it  exists  in  sea  water  and 
in  the  ash  of  many  plants. 

ScMwlin,  or  Tuscan  boric  acid,  is  never 
produced  in  the  pure  state,  but  is  always  asso- 
ciated with  impurities,  both  soluble  and  in- 
soluble. It  differs  considerably  in  quality,  some 
parcels  containing  89  p.c.  of  crystalliBj&d  acid, 
while  others  yield  only  76  p.c.  The  following 
analyses  show  its  genoral  composition  : — 


Analyses  of  crude  Tuscan  boric  acid. 


Boric  acid  B.O, 

Water  J  *^™^"^®**    * 
J  hygroscopic 

Ammonium  sulphate  (NHj),S04 

Sulphate  of  alumina  ana  iron 

Calcium  sulphate 

Mi^esium  sulphate 

SocBum  sulphate 

Sodium  chloride 

Sand 

Sulphur 

Organic  matter 


47-96 
37-00 
0-73 
6-67 
013 
trace 
6-91 
0-07 
0-23 
0-42 

0-89 


44-04 
33-98 
2-80 
10-62 
0-20 
1-20 
4-03 
110 
0-32 
0-80 
trace 
0-91 


100-00  100-00 

An  analysis  of  an  average  sample  taken  from 
6000  tons  shows  it  to  be  composea  as  follows  : — 

Crystallised  boric  acid  B,0„2H,0  83-6 

Hygroscopic  water  .1-4 

Ammonium  sulphate     ....        6*3 
Magnesium  sulphate  .7-6 

Iron  and  alumina  ....        0*3 

Sand,  organic  matter,  &o.  .2-0 


lOOO 

Boric  acid  occurs  on  the  West>  Coast  of  South 
America,  principally  in  the  form  of  boronatro- 
caloite  (tueaniie,  or  hayesine),  and  is  found 
throughout  the  province  of  Atacama  and  in 
portions    of    Chili.    Ascotan    and    Maricunga, 


to  the  north  of  Oopiapo,  are  the  places  which 
have  proved  most  successful  commercially. 
The  crude  material,  known  as  tiza,  occurs  in 
both  places  in  lagoons  or  troughs ;  these,  instead 
of  bemg  entirely  filled  with  common  salt,  as  is 
usually  the  case  in  the  desert,  contain  zones  or 
layers  of  boronatrocalcite,  alternating  with 
layeiB  of  salt  and  salty  earth.  The  lagoons  of 
Maricunga  are  estimated  to  cover  3,000,000 
sq.  metres.  The  raw  material  contains  on  the 
aven^  about  26  p.c.  of  boric  acid,  but  by 
washing  and  calcination  it  may  be  raised  to 
66  or  60  p.o.  The  roughly  purified  boronatro- 
calcite is  shipped  to  EngUnd  and  Germany. 

A  borate  of  lime  (rhodizite)  is  imported  from 
the  West  Coast  of  Africa. 

Pure  boric  acid  is  easily  obtained  by  treating 
a  solution  of  3  parts  borax  in  12  parts  hot  water 
with  1  part  sulphuric  acid.  On  cooling,  boric 
acid  separates  out ;  it  is  recrvstalUsed  from  hot 
water,  dried  and  fused  to  expel  traces  of  sulphuric 
acid,  and  again  recrystallised  from  water.  It 
forms  white,  translucent,  monoclinic  laminae 
(Kenngott),  which  have  a  mother-of-pearl 
lustre  and  are  unctuous  to  the  touch.  Sp.Br. 
1-434  at  16^ 

Boric  acid  evaporates  freely  in  a  current 
of  steam.  The  loss  sustained  by  evaporating 
an  aqueous  solution  is  0*28  p.c."of  the  water 
evaporated,  equal  to  2*8  lbs.  for  every  100  gallons. 

The  solubility  of  boric  acid  in  water  has 
been  determined  by  Ditto  (Compt.  rend.  85, 
1069),  but  lus  results  are  probably  low.  Herz 
and  Knoch  find  considerably  higher  values  at 
13*",  20'',  26^  and  26^  The  fisures  of  Brandes 
and  Firnhaber  (Arch.  Pharm.  7,  60)  also  differ. 
The  results  obtained  by  Nasini  and  Ageno 
(Zoitsch.  physikaL   Chem.   1909,   69,   482)  are 


Tempe- 
rature 


quoted  below : 


AtWinA. 

GnuDBofHsBO, 

0m|ic- 

per  100-gram 

•vure 

Bdatlon 
269 

0« 

12-2* 

3-69 

2r 

4-90 

3r 

6-44 

40* 

8-02 

60* 

10-35 

60* 

69-6* 

80* 

90* 

99-6*' 


Grams  of  HsBO. 

per  100-gram 

BQlaUon 


12-90 
15-68 
1911 
23-30 
28-10 


The  solubility  of  boric  avid  in  water  is 
lessened  (not,  as  stated  in  various  places, 
increased)  by  the  presence  of  hydrochloric  acid 
(Herz,  Chem.  Zentr.  1903,  i.  312)  and  of  sulphuric, 
nitric,  and  acetic  acids ;  but  tartaric  acid  has 
the  opposite  effect  {ibid.  766).  Boric  acid  is 
soluble  in  alcohol  and  volatile  oils.  A  cold 
saturated  solution  colours  litmus  a  wine-ied  ;  a 
hot  saturated  solution  gives  a  bright-red  colour. 

Crystallised  boric  acid,  heated  to  100*^,  is 
converted  into  H^B^Oi  (Scha%otsch,  J.  1869, 
71),  and  into  H^B^O^  at  160**  (Merz,  J.  pr.  Chem. 
99,  179 ;  Ebelmen  and  Bouquet,  Aim.  Chim. 
Phys.  [3]  17,  63).  At  a  stronger  heat  the  acid 
froths  up,  parting  with  its  water  and  forming 
boric  anhydride  as  a  fused  viscid  mass,  solidifyiag 
to  a  fissured  glass  on  cooling. 

Boric  acia  is  extensive^  used  in  medicine 
as  an  antiseptic ;  and  as  a  food  preservative  it 
is  also  very  widely  employed,  it  is  also  em- 
ployed for  glazing  porcelain,  in  the  preparation 
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of  glass  and  certain  pigments,  and  for  soaking 
the  wioks  of  stearin  candles. 

The  effect  of  boric  acid  in  glazes  is  to  increase 
their  hardness  and  their  nisibility,  and  to 
modify  the  coefficient  of  expansion.  A  small 
amount  of  boric  acid  lowers  the  expansion, 
whilst  a  large  quantity  produces  an  increase. 
This  effect  is  explained  by  Grenet  (Compt.  rend. 
123,  891)  to  be  due  to  the  fact  that  when  the 
proportion  of  bases  to  boric  acid  is  high,  devitri* 
fication  occurs,  whilst  when  the  boric  acid  is  the 
more  important  constituent,  the  coefficient  of 
expansion  tends  to  approximate  to  that  of 
boric  acid  itself,  which  is  higher  than  that  of 
any  glass. 

It  has  also  been  proposed  to  use  boric  acid 
in  tiie  preparation  of  nitric  acid  from  Chili 
saltpetre,  so  as  to  obtain  borax  as  a  by-product. 

Industrial  extraetion  of  borie  aeuL  The 
occurrence  of  the  aal  sedativum  of  Homberg  in 
the  water  of  the  Tuscan  lagoons  appears  to 
haVe  been  first  noticed  in  1777  by  Hofer,  a 
florentine  apothecary,  and  its  extraction  was 
begun  about  1815,  and  to-day  a  large  part  of 
the  boric  acid  of  commerce  is  denved  from 
the  lagoons  near  Monte  Rotondo,  Lago  Zolforeo, 
Sasso,  and  Larderello,  in  the  Maremma  of 
Tuscany,  inclosing  both  natural  and  artificial 
vents.  The  9off^i  or  jets  of  steam,  which 
often  rise  in  tmck  columns  to  a  considerable 
height,  contain  only  traces  of  boric  acid,  but  when 
these  are  condensed  in  the  water  of  the  lagoons 
this  becomes  gradually  charged  with  the  acid 
which  is  obtained  from  the  solution  by  evapora- 
tion. 

To  obtain  the  boric  acid,  the  soffioni  arc 
surrounded  by  basins  of  rough  masonry,  several 
of  which  are  arranged  in  stops,  one  above  the 
other,  in  such  manner  that  the  contents  of  each 
basin  can  be  led  by  gravitation  into  the  basin 
below.    Fresh  water  nom  a  neighbouring  spring 
is  conducted  into  the  uppermoist  basin,  whilst 
the  gases  and  vapours  of  the  fumarolee  rise 
through  the  water  from  beneath,  occasionally 
with  such  violence  as  to  eject  the  water  to  a 
height  of  several  feet.    After  twenty-four  hours 
the  water  in  the  first  basin,  which  is  generally 
muddy,  is  allowed  to  pass  into  the  second  basin, 
the  first  being  recharged  with  fresh  water.    After 
another  twenty-four  hours  the  second  basin  is 
discharged  into  the  third  and  the  first  into  the 
second,  the  second  and  following  basins  beins 
also  built  round  soffioni.     After  naving  passed 
through  four  or  five  of  these  basins,  the  solution 
is  pa^ed  into  rectangular  reservoirs  in  which 
the  suspended  matter  is  deposited  on  standing. 
From  niese  it  passes  into  a  series  of  leaden 
evaporating  pans,  placed  in  couples  one  above 
the  other  in  the  form  of  a  terrace.    These  pans 
are  heated  by  the  gases  and  vapours  of  sorooni 
which,  on  account  of  their  situation,  are  other- 
wise useless — by  a   method   first  adopted   by 
C/ount  Lardarel  in  1815.    The  evaporating  pans 
are  square,  about  1  foot  deep  and  9  feet  square, 
and  are  supported  on  wooden  beams.     The  solu- 
tion is  heated  in  these  for  twenty-four  hours 
until  it  has  attained  a  density  of  1*017,  when  it 
is  decanted  into  a  second  series  of  pans,  where, 
after  another  twenty^four  hours,  it  attains  a 
density  of  1-034,  and  is  finally  decanted  into  the 
last  four  }>ans,  where  it  is  evaporated  to  a  specific 
gravity  of  1-07. 


The  temperature  gradually  increases,  being 
in  the  first  pans  about  60®  to  70®,  in  the  following 
pans  about  75®,  and  in  the  last  as  high  as  80®. 

In  all  these  pans  a  precipitation  of  gypsum 
takes  place,  which  requires  to  bo  removed  from 
time  to  time.  When  the  solution  in  the  last 
pans  has  attained  a  density  of  1*07,  it  is  run 
through  funnels  into  the  crystallising  vats,  con- 
sisting of  wooden  tubs  lined  with  lead.  After 
twenty-four  hours  the  crystallisation  is  complete, 
the  mother  liquor  is  then  decanted  off  and 
added  to  the  evaporating  pans  a  few  hours 
before  the  completion  of  the  concentration.  The 
crystals  are  drained  in  baskets  placed  under  the 
crystallising  vats  for  twenty-four  hours,  and  are 
spread  out  on  the  bottom  of  a  large  drying  oven, 
which  is  likewise  heated  by  the  vapour  from 
the  soffioni.  The  layer  of  crystals,  which  is  two 
or  three  inches  thick,  is  stiired  at  intervals  to 
assist  the  dr^dng.  This  is  complete  in  twenty- 
four  hours.  An  improved  form  of  evaporating 
apparatus  consists  in  decanting  the  solution  in 
the  reservoirs  from  which  the  suspended  matter 
has  deposited  into  a  pan,  and  thence  running  it 
into  a  slightly  inclined  trough  made  of  sheet 
lead  with  the  edges  turned  upwards.  The 
trough  has  an  undulatory  form,  \b  supported  on 
wooden  sleepers,  and  heated  by  the  soffioni 
vapours.  Tne  solution  of  boric  acid,  after 
passing  through  this  heated  trough,  becomes  so 
concentrated  as  to  be  ready  for  ciy^tallisation. 
Artificial  soffioni  have  been  bored  to  a  depth 
of  200  feet  in  the  vicinity  of  the  Monte  Rotondo. 
The  chief  works  are  at  Monte  Cerboli,  Larderello, 
San  Federigo,  Castel  Nuovo,  Sasso,  Monte 
Rotondo,  Lustignano,  Serranzano,  Lago,  and 
San  Eduardo,  each  of  which  has  from  8  to  35 
lag<mit  100  to  200  feet  in  diameter  (Payen, 
Ind.  Chem.  transL  by  Paul). 

The  boric  acid  thus  obtained  is  far  from 
pure.  AnaWses  of  different  samples  by  Payen, 
Vohl,  and  Wittstein  show  that  it  contains  from 
74  to  80  p.c.  crystallised  boric  acid,  from  4*5  to  7 
p.c.  of  hygroscopic  water,  ammonium  and  mag- 
nesium sulphates  8-14  p.o.,  together  with 
gypsum,  clay,  sand,  sulphur,  organic  matter, 
and  free  acids  and  ammonia. 

The  origin  of  the  boric  acid  in  the  soffioni 
is  not  understood.  Dumas  suggested  that  it  is 
formed  by  the  decomposition  by  means  of  water 
of  a  beii  of  boron  sul{^de  formed  at  some 
depth  below  the  surface.  Bolley  (Annalen, 
68,  122)  supposed  that  it  is  produced  by  the 
action  of  a  not  solution  of  ammonium  chloride 
upon  the  borates  contained  in  the  earth.  Accord- 
ing to  Warington  (Chem.  Gazette,  1854,  419), 
Wohler  and  Deville  (Annalen,  105,  69),  and 
Popp  (Annalen,  Suppl.  8,  1),  its  formation  is 
probably  due  to  the  action  of  water  upon  boron 
nitride. 

Dioulafait  has  found  boric  acid  in  regions  . 
where  there  are  no  visible  manifestations  of 
volcanic  action,  and  concludes  that  it  is  of 
aqueous  origin,  and  derived  from  the  waters 
of  ancient  seas  (Compt.  rend.'  100,  1017,  and 
1240). 

Of  late  years  the  importation  of  boracite 
from  South  America  and  oolemanite  from 
California,  and  also  some  Persian  ores,  has  had 
a  considerable  effect  on  the  Italian  industry. 
Besides  the  obvious  method  of  separating  the 
boric  acid  from  these  ores  by  acidification  and 
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orystallifiation,  other  prooensefl  are  UBed  for  its 
extraotion. 

One  process  consists  in  grinding  the  borate 
of  lime  or  ulexite  to  an  impalpable  powder  and 
treating  it  with  sulphurous  acid. 

A  large  wrought-iron  tank,  circular  in  shape 
and  egg-ended,  is  lined  with  stout  sheet  lead ;  it 
is  provided  with  a  cover  and  still  head,  mechani- 
cal agitator,  and  steam  pipes*  It.  is  first  of 
all  charged  about  half  full  with  water  or  weak 
liquor  from  a  previous  operation.  The  liquor  is 
then  boiled,  and  the  powdered  borate  fed  in  by 
means  of  an  Archimedean  screw. 

Sulphur  is  then  burnt  in  an  adjoining  fumaoe, 
and  the  sulphurous  gas  is  injected  by  means  of 
a  peculiarly  constructed  lead  injector  into  the 
boiling  liquor.  A  special  type  of  sulphur  burner 
for  this  process  is  patented  by  the  American 
Borax  Go.  (U.a  Pat.  809560,  1906).  The  gas 
is  wholly  absorbed  by  the  calcium  borate, 
which  itself  is  slightly  soluble  in  water,  boric 
acid  and  calcium  sulphite  bein^  formed.  The 
steam  arising  from  the  operation»  containing 
boric  acid  vapours,  passes  from  the  still  head 
through  a  condenser  in  order  to  prevent  any 
loss  that  would  occur.  When  the  operation  is 
complete,  the  steam  and  gas  are  shut  off,  and 
the  contents  of  the  pan  allowed  to  settle,  which 
occupies  about  ten  hours.  The  clear  boric 
acid  liquor  is  then  run  either  into  vats  made 
from  white  sugar  pine,  or  of  ordinary  wood 
lead-lined,  where  tne  boric  acid  crystallises 
out.  The  mother  liquors  are  then  drawn  off, 
to  be  used  over  again  if  not  too  highly  impreg- 
nated with  foreign  salts,  or  still  further  treat^ 
for  the  recovery  of  the  calcium  sulphite  and  the 
slight  percentage  of  boric  acid  they  contain. 

Bigot  (J.  Soo.  Chem.  Ind.  1899,  830)  obtains 
it  by  heating  together  borate  of  calcium  and 
ammonium  ralplukte  in  a  dooed  vessel  The 
ammonia  driven  off  is  condensed  and  collected, 
and  the  boric  acid  obtained  by  extraction  of 
the  residue. 

Another  method  is  to  treat  boracite  with 
sodium  bisulphate,  a  by-product  in  nitric  acid 
manufacture.  The  two  are  dissolved  in  theo- 
retical quantities  in  water  to  a  density  of  16°B. 
at  100^.  The  solution  is  filtered  and  concen- 
trated to  30^B.  On  cooling,  the  boric  acid 
crystallises  out  and  very  pure  sodium  sulphate 
is  obtained  by  concentration  of  the  mother 
liquors  (Heidlberg,  Chem.  Zeit  1907,  31, 
Rep.  48). 

Chenal  Bouilhet  &  Co.  (D.  R.  P.  110421, 
1899)  produce  boric  acid  by  t«king  advantage 
of  the  fact  that  when  a  borate  is  boiled  with 
ammonium  chloride,  ammonia  and  boric  acid 
are  produced.  If  the  concentration  is  too  high, 
there  is  a  tendency  to  recombination ;  the 
boric  acid  is  therefore  removed  frequently  by 
crystallisation  from  portions  of  the  liquid,  the 
mother  liquors  being  returned  to  the  main  volume. 
By  this  process  it  ie  claimed  that  98-99  p.c.  of 
the  boric  acid  in  combination  is  recovered. 

In  another  process  chlorine  is  passed  into 
water  at  70^  containing  finely  powdered  calcium 
borate  in  suspension.  Calcium  chloride  and  chlo- 
rate and  boric  acid  are  produced.  The  boric  acid 
is  removed  by  cooling,  and  the  mother  liquors 
used  again  until  sumcientlv  concentrated  for 
convenient  extraction  of  tne  chlorate  (G.  C. 
Moore,  Eng.  Pat.  20384,  1899). 


Mjbtallio  Bo&atbs. 

Borates  are  obtained  by  the  action  of  boric 
acid  on  metallic  oxides  or  their  salts,  in  either 
the  dry  or  wet  way. 

In  solution  boric  acid  is  a  verv  weak  acid, 
being  expelled  by  almost  all  acids  from  its  com- 
binations, partially  so  even  by  carbonic  and 
hydrosulphuric  acids.  A  boiling  concentrated 
solution,  however,  decomposes  carbonates  and 
soluble  sulphides  and  manffanese  sulphide. 

In  the  dry  way,  at  hign  temperatures,  it  is 
capable  of  cfecomposing  the  salts  of  all  more 
volatile  acids. 

AlkaUne  borates  are  soluble  in  water,  but 
are  precipitated  by  alcohol.  The  remaining 
borates  are  insoluble,  or  very  s^^aringly  soluble 
in  water.  The  soluble  borates  produce  precipi- 
tates in  solutions  of  salts  of  calcium,  barium, 
strontium,  nickel,  and  cobalt,  and  of  ferrio 
salts,  which  are  readily  soluble  in  ammonium 
chloride. 

Anhydrous  borates  are  produced  by  fusing 
together,  in  a  special  fumaoe  at  1350^-1400** 
for  three  hours,  boric  oxide  with  the  necessary 
quantity  of  oxide,  carbonate,  or  nitrate  of  the 
metaL  With  large  excess  of  boric  acid,  lithium, 
potassium,  sodium,  rubidium,  csosium,  thallium, 
and  silver  produce  clear  fusions  which  either 
crystallise  or  leave  dear  glasses  on  cooling. 
Cuprous  oxide,  and  oxides  of  lead,  bismuth, 
antimony,  arsenic,  titanium,  molybdenum,  and 
tungsten  produce  clear  fusions  at  the  high 
temperatures  which  form  emulsions  on  cooliiig. 
Ilie  oxides  of  calcium,  strontium,  barium, 
magnesium,  zinc,  cadmium,  manganese,  iron, 
colMtlt,  and  nickel,  do  not  give  nomogeneous 
fusions,  but  separate  into  two  layers  (W.  Guertler, 
J.  Soc.  Chem.  Ind.  1908,  158). 

Borates  have  also  been  prepared  electrol^- 
callv  by  Levi  and  CasteUani  by  electrolysing 
boric  acid  and  an  alkaline  earth  chloride  in  a 
special  type  of  divided  cell  (J.  Soc.  Chem.  Ind. 
1909,  248). 

Ammonium  borates.  LadereUite 
(NH4),B,oOu,6H,0 
occurs  in  the  Tuscan  lagoons  in  small  crystal, 
line  rhomboidal  plates  (D'Achiardi,  Chem.  Soo. 
Abstr.  1900,  600).  Atterberg  (Zeitsch.  anorg. 
Chem.  1906,  48,  367)  distin^ishes  a  diboraie 
{NB.t)fi4P^,5B.fi,  crystallising  in  tetragonal 
pyramids,  besides  the  pefUaborate 

(NH4),0,6B,0„3H,0, 
crystallising  in  rhombic  double  pyramids  pre. 
viously  prepared  by  Rammelsbeig. 

CMeium  borates  Ca^B^On.  Jliere  are  three 
varieties  of  calcium  borate,  which  correspond  to 
the  three  varieties  of  calcium  carbonate,  oalo 
spar,  marble,  and  chalk — viz.  boracUe  or  pander* 
mite,  c€^emanite,  and  pricite — each  found  in 
different  parts  of  the  world  in  large  quantities, 
and  of  a  well-defined  and  constant  composition. 
Meyerhoffer  and  van  't  Hoff  (Annalen,  351,  100), 
in  attempting  to  prepare  compounds  of  similar 
composition  artificially,  have  obtained  several 
other  calcium  borates.  Theee  authors  assign 
different  compositions  to  colemanite  and  pander- 
mite.  BoraciU,  in  outward  appearance,  closely 
resembles  a  snow-white,  fine-grained  marble  ; 
cciemanite  is  of  a  crystalline  nature  like  calo  spar, 
or  Iceland  spar,  and  has  been  termed  borate 
•par ;   prieile,  or  hechUiie,  is  a  very  fine,  white» 
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soft,  ohalky  mineral  of  a  cohesive  nature,  easily  ;  oaloium  borates,  differing  only  in  their  composl- 
rubbed  to  powder,  and  resembling  chalk,  i  tion  in  respect  to  the  water  of  combination, 
ChemicaUy   speaking,    they   are   all   nydrated  i  their  composition  being  given  in  table  below. 


Boric  acid  B^O, 
IdmeCaO 
Watev  H,0      . 


CajB^OjitSAq. 


56-8 
30-0 
14-2 


100-0 


Ga,BeO„.4Aq. 


C5a,B,Oii,5AQ. 

Ca,B,0i,,6Aq. 

48-8 
261 
251 

50-9 
27-2 
21-9 

100-0 

100-0 

Boracite  has  been  extensively  mined  at 
Sultan-Chairi,  in  the  district  of  the  Villayet  of 
Brousa  in  Asia  Minor,  forty-five  miles  from 
Panderma,  a  port  on  the  Sea  of  Marmora ;  the 
principal  deposits,  as  far  as  yet  known,  exist 
near  the  Tscnataldga  Mountain,  in  long.  28^  2" 
east  of  Greenwich  and  lat.  40^  north.  The 
Susurlu  river  runs  from  the  Tschataldf^a  Moun- 
tain to  the  Sea  of  Marmora ;  it  is  partly 
navigated  to  a  point  called  Mohalitch  ;  the  field 
is  situated  in  a  osksm  of  Tertiary  age,  surrounded 
by  volcanic  rocks,  which  vary  from  granite  on 
the  east  to  trachyte  on  the  north,  and  columnar 
basalt  on  the  west.  Several  basaltic  hills  and 
dykes  protrude  in  different  portions  of  the  basin, 
and  the  presence  of  hot  and  mineral  springs 
further  testifies  to  the  volcanic  influences  which 
have  been  at  work,  and  in  which,  doubtless, 
originated  the  boracio  mineral.  The  latter 
occurs  in  a  stratum  at  the  bottom  of  an  enormous 
bed  of  gypsum ;  its  greater  sp.gr.  probably  im- 
polling  it  downwards,  while  the  whole  mass  was 
yet  in  a  soft  state.  Several  feet  of  clay  cover 
the  gypsum  bed,  which  is  here  60  or  70  feet  thick, 
though  in  places  it  attains  to  double  that  thick- 
ness. The  borate  strata  vary  in  depth,  and  have 
been  proved  for  a  vertical  distance  of  45  feet. 
The  mineral  exists  in  closely  packed  nodules  of 
very  irregular  size  and  shape,  and  of' all  weights 
up  to  a  ton.  It  is  easily  separated  from  the 
dark-coloured  gypsum  in  which  it  is  embedded, 
and  a  number  of  people  are  employed  at  the  pit 
mouth  in  picking  and  selecting  the  material.  It 
is  sold  on  a  basis  of  40  p.o.  boric  acid,  which 


would  be  equal  to  78*5  p.c.  of  the  pure  calcium 
borate  with  five  molecules  of  water  Ca2^«0i  i  ,5Aq. , 
the  remainder  consisting  of  calcium  sulphate  and 
other  impurities. 

Borate  9par  or  coilemanite  has  been  exten- 
sively mined  since  1883  at  Calico,  in  San  Ber- 
nardino county,  California,  462  miles  south-east 
of  San  Francisco.  The  geological  formation 
of  the  surrounding  hills  consists  of  black  lava, 
sandstones  of  different  colours,  gypsum,  steatite, 
and  calcium  carbonate  ;  it  is  found  in  veins  and 
seams  from  2  feet  to  8  feet  in  thickness,  in  some 
cases  dipping  at  an  angle  of  36^,  and  at  others 
running  into  the  hillsides  almost  horizontally. 
Its  colour  and  streak  is  white-milky  to  trans- 
parent ;  hardness  3*5-4  ;  8p.gr.  2-4  ;  before  the 
blowpipe  it  exfoliates,  decrepitates  violentiy,  and 
melts  imperfectly  after  considerable  heating ; 
it  imparts  a  reddish-yellow  colour  to  the  flame, 
which  changes  to  green.  The  fntgments  are 
obscurely  niombic  and  pulverise  easily ;  it 
is  wholly  soluble  in  hot  hydrochloric  acid; 
from  the  solution  boric  acid  crystallises  on 
cooling.  Lustre  of  the  mineral  is  vitreous  to 
adamantine.  The  veins  and  seams  are  inter- 
spersed with  masses  of  calcium  carbonate  and 
magnesium  silicate,  from  which,  like  the  bora- 
cite,  it  has  to  be  picked  and  selected. 

Its  formula  ia  Ca2BfOi],5Aq. ;  it  is  sold  on  the 
basis  of  40  p.c.  boric  acid.  Average  samples 
from  the  bulk  vary  in  composition  from  33 '8 
p.c.  boric  aoid  up  to  41-2  p.c. ;  the  following 
analyses  may  serve  as  examples  of  the  general 
composition : — 


BoBATB  Spab. 

Component  parts 

1 

66-2 

16-3 

10-5 

7-0 

2 

70-4 
151 
10-2 

J!  ^'^  ^ 

100-0 
35*9  p.c. 

8 

75-0 

11-6 

8-9 

4-5 

i 

78-00 
8-75 
710 
6-15 

100-00 

39-8  p.c. 

6 

80-80 
7-17      1 
7-60 
4-43 

*Ca]oiam  borate  CasB|,0ti5Aq.  . 
Calcmm  carbonate  CaCO, 
Insoluble  matter  SiO, 
Kemaining  impurities  MgO,  fto. 

— 

100-0 
33-8  p.c. 

100-0 
38-2  p.c. 

100-00 

1 

♦=  to  boric  acid        .... 

41-2  p.o. 

Borate  spar  is  also  found  in  the  neighbourhood 
of  Furnace  Creek,  Inyo  county,  California ;  its 
outward  appearance  is  frequently  so  exactly 
like  calc  spar  as  often  to  be  mistaken  for  that 
mineral.  Pricite  has  hitherto  not  been  so  ex- 
tensively mined  as  boracite  and  colemanite  ;  a 
mine  of  this  mineral,  however,  exists  at  Lone 
Ranch,   Cheteo,   Curry,   county   Oregon,   from 


which  source,  since  the  first  cargo  was  extracted 
by  K  L.  Fleming  in  1888,  several  hundred  tons 
ha'u)  been  taken.  It  is  found  embedded  in 
boulders  of  different  size,  the  nodules  varying  in 
weight  up  to  one  ton.  It  is  of  a  soft  chalky 
nature,  purely  white,  can  be  easily  rubbed  to 
powder,  but  is  of  a  cohesive  character ;  it  is 
very  soluble  in  sulphurous  acid,  hydrochloric 
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aoid,  or  acetio  acid,  yielding  boric  acid.  The 
following  an&lysifl  from  bulk  shows  its  composi- 
tion : — 

Boric  acid  B,0,  .     44-24 


Lime  CaO 
Water  H,0 
Magnesia  MgO 
Silica  SiO,       . 


30*91 

23-00 

0-66 

1-20 


100*00 
BeehUiU  is*  a  calcium  borate  found  in  the 
lagoons  in  Tuscany. 

Its  composition  is  represented  by  the  formula 
CaB.O^SHjO. 

BorontUrocalcite»  Dlexitej  tiza^  cottonbaUs, 
hayesine  Ga,BfOiiNa,B40,,16H,0,  is  a  soft, 
fibrous,  silky  mineral  of  a  orilliant  white  when 
pure,  generally  found  in  nodules  of  a  yellowish- 
white  colour,  varying  in  size  from  that  of  a 
Brazil  nut  to  a  potato.  This  curious  mineral  was 
first  found  in  the  nitre  beds  of  Peru  in  sm^ 
quantities,  and  was  examined  by  Ulex  in  1836. 
It  was  discovered  in  Tarapaoa,  30  miles  from 
Iquique,  under  the  crust  that  covers  the  nitrate 
of  soda  beds.  It  has  since  been  discovered  in 
Chile,  Bolivia,  California,  Nevada,  Nova  Scotia, 
and  Persia. 

Its  composition  is  constant,  containing,  when 
pure: 

Boric  acid  B,0,  .         .     43-1 

Lime  CaO  ....     13*8 

SodaNa,0        ....       7-7 
Water  HjO       ....     36-4 

100-0 

The  nodules  are  frequently  found  incrusted 
with  a  coating  of  sodium  sulphate  and  salt, 
from  which  cause  the  percentile  of  boric  acid 
in  large  parcels  varies  considerably,  the  average 
being  from  18  to  25  p.c. 

Qiile  has  hitherto  been  the  principal  source 
of  supply  of  this  borax  material.  Ulexite,  when 
in  a  state  of  fine  division,  is  difficultly  soluble  in 
boiling  water. 

Calcium  borosUiccUe,  Dciolite  {HotdUe). 
A  siliqeous  borate  of  lime,  colour  white,  streak 
white,  opaque,  of  a  chaUcy  nature,  found  at 
Calico,  San  Bernardino  county,  California,  and 
at  Brookville,  Nova  Scotia.     Composition: 

Boric  acid  B2O,                 .         .  44-22 

Lime  CaO        ....  28*69 

Silica  SiO.       ....  15-26 

Water  H,0      ....  11-84 

100-00 

Copper  borate  is  readily  obtained  by  treating 
a  soluble  borate  in  solution  with  copper  chloride 
or  sulphate.  It  is  blue,  and  used  in  certain 
oil  paints  and  also  in  the  colouring  of  porcelain. 

Iron  borate.  A  hydrated  borate  of  iron, 
lagonite  Fe^Os.SBjO^dHfO,  is  found  in  the 
Tuscan  lagoons. 

Lead  borates.  By  mixing  concentrated 
solutions  of  lead  nitrate  and  borax,  the  meta- 
borate  Pb(B02)„H20  is  precipitated,  and  by 
the  use  of  solutions  of  smaller  concentrations 
Rose  obtained  many  basic  salts.  Thev  all  melt 
on  strong  heating  to  colourless  or  light-yellow, 
highly  refractive  glasses,  the  hardness  increas- 
ing with  the  boron  content.  Glasses  may 
be  obtained  bv  fusing  together  lead  oxide  and 


boric  acid  in  any  proportions  f;reater  than 
0*0725  equivalent  of  PbO  to  I  equivalent  BtO„ 
but  below  this  limit  an  emulsion  is  formed  011 
cooling. 

Ml^eetnm  boratei.  SiaasfwrtiU  (Szaibdyle), 
This  mineral  occurs  or^rstalline  and  massive, 
colour  white,  streak  white,  fracture  oonchoidal 
uneven,  subtransparent,  translucent,  lustro 
vitreous  inclining  to  adamantine,  haidness  7, 
sp.gr.  2*83,  pyro-electric,  soluble  in  acids.  It 
is  found  at  Stassfurt,  Prussia,  embedded  in  the 
kaioite  beds,  the  composition  being : 


Boric  acid  B,Ot 
Magnesia  MgO 
Chlorine  a 
Magnesium  Mg 


62*33 

27-03 

7*91 

2*73 

10000 


It  is  also  found  in  nodules  in  my  Umeetone 
at  Werksthal,  Hungary,  and  at  Danbury,  Con- 
necticut, United  States. 

Susseanie  is  a  hydrated  borate  of  manganese 
and  magnesia  found  in  Sussex  county.  New 
Jersey,  United  States.  Tourmaline^  found  in 
different  parts  of  the  world  in  different  colours, 
also  contains  a  small  percentage  of  boric  acid. 

Potassium  borates.  Atterberg  distinguishes 
five  different  potassium  borates :  a  monoborate 
K,0,B,0„3HsO ;  three  diborates  KaO,2B20, 
orystailising  with  4,  5i,  and  6  molecules  of 
water  respectively ;  and  Laurent's  pentaborate 
K20,5B,0„8H|0  (Zeitsch.  anorg.  Chem.  1906, 
367). 

Sodium  borates.  The  only  commercially 
important  compoimds  are  sodium  diborate 
(v.  Borax)  and  the  perborate  (v.  Perhomies). 
i?he  metaborate  NaB02,4H|0  is  readily  obtained 
by  fusing  together  the  neoessaiy  proportions  of 
boric  acid  and  sodium  carbonate,  and  crystal- 
lising. 

Sodium  diboraie,  or  Borax,  Borax  occurs  in 
the  crude  state  in  what  are  termed  borax 
marshes,  which  are  generally  the  bottoms  of 
dried-up  lakes,  or,  where  tinoal  is  found,  lakes 
that  are  nearly  dried.  The  crude  borax  in  the 
former  instances  is  found  lying  on  the  surface 
of  the  plain,  of  a  peculiar  greyish-yellow 
colour,  having  a  depth  of  from  1  inch  to  18 
inches.  It  is  generally  associated  with  other 
substances,  bow  soluble  and  insoluble,  as  the 
table  of  analyses  (p.  606)  shows. 

At  Jagacfhri  m  Northern  India,  37  miles 
S.K  of  UmbaUa,  there  is  a  borax  refinery,  the 
product  of  which  is  shipped  to  Calcutta.  The 
quantity  of  tincal  and  borax  obtained  from 
the  districts  of  the  Himalayan  Mountains 
anaounts  to  about  2000  tons  per  annum.  The 
tincal  deposits  are  of  very  ancient  origin.  In 
North  America  there  are  no  less  than  ten 
deposits,  five  of  them  being  in  the  State  of 
California — at  Saline  Valley,  Furnace  Creek,  and 
Armagora  (in  Inyo  county).  Slate  Range  (in  San 
Bernardino  county),  and  Lower  Lake  (in  Lake 
county) ;  the  remaining  five  are  in  the  State  of 
Nevaaa--^at  Rhodes,  Teels  Marsh,  Columbus, 
and  Fish  Lake  (in  Esmeralda  county),  and  Salt 
Wells  (Carson  Lake,  Churchill  county). 

Borax  was  first  accidentally  discovered  in 
California,  in  1856,  by  Dr.  John  A.  Veatch,  since 
which  time  the  different  deposits  mentioned 
have  been  developed,  and  the  available  supply 
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Ck)MFOSITION   OF   GSUDK   BOBAX   FBOM   THB   MaBSHBS. 


Sodiam  biborate 
Water      .         .         .         . 
i  Sand  and  insolnble  matter 
Sodium  oarbonate 
Sodium  sulphate 
Sodium  chloride 
Calcium  carbonate 
Magnesium  carbonate 
Oxide  of  iron  and  alumina 


I 


1 

2 

3 

4 

5 

6 

30*30 

38-3 

2-10 

5308 

1-9 

33-30 

37-68 

40-8 

14-08 

39-24 

25-7 

25-88 

18-00 

10-9 

12-80 

1-20 

33-0 

2-40 

6*10 

5-3 

16-10 

5-50 

34-3 

13-70 

0-26 

0-1 

1010 

0-35 

0-6 

8-25 

0-50 

0-4 

34-60 

0-50 

0-7 

15-40 

3-28 

2-4 

0-70 

_ 

2-0 

0-60 

2-26 

0-4 

0-30 

0-6 

0-30 

162 

1-4 

0-22 

0-13 

1-3 

0-17 

100-00 

1000 

100-00 

100-00 

100-0 

100-00 

6-52 

16-46 

8-80 

18-30 

20-22 

28-20 

0-80 

0-50 

0-20 


45-20 

43-80 

7-15 

2-75 

0-40 
0-30 
0-30 
0-10 


100-00  lOOKX) 


is  practically  unlimited,  and  is  solely  regulated 
by  the  demand.  The  exports  of  borax  from 
America  have  increased  very  greatly  of  late 
years,  and,  to  a  large  extent,  have  taken  the 
place  of  the  Italian  product. 

•  Commercially,  borax  is  valued  by  evaporating 
to  dryness  a  known  weight  of  the  sample  with 
hydrochloric  acid,  and  estimating  the  chloride 
volumetrically  in  the  residue  with  silver  nitrate. 
Any  chloride  present  in  the  sample  as  impurity 
is  estimated  separately  and  allowed  for,  the 
percentage  of  borax  being  calculated  from  the 
equation 

Na,B40,+2Ha-h5H,0=2Naa+4H,BO,. 

Propetties, — Borax  forms  two  varieties  of 
crystals,  (1)  the  deeahydrcUe,  which  is  produced 
by  allowing  solutions  of  borax  to  crystallise  by 
cooline  down  to  the  ordinary  temperature ;  (2) 
octah^ral  borax,  which  is  a  pentahydrate  which 
separates  out  when  the  solution  is  allowed  to 
crystallise  above  60^. 

1.  Ordinary  or  prismatic  borax  Na^BfOf, 
10H,O  forms  large  transparent  monoclinic 
prisms  with  truncated  lateral  edges.  They 
effloresce  when  exposed  to  the  air,  have  a  rather 
sweet  cooling  alkaline  taste,  and  a  sp.gr. 
of  1-75.  When  heated  they  melt  in  their 
water  of  crystallisation,  swell  up,  and  leave 
a  porous  spongy  mass,  called  burnt  or  calcined 
borax  (borax  twta),  and  fuse  at  a  red  heat  to  a 
colourless  anhydrous  glass  (vitrified  borax)  with 
a  sp.gr.  of  2*36,  which  gradually  absorbs 
water  from  the  air,  reforming  prismatic  borax. 
At  62°  the  decahydrate  undergoes  transition 
into  the  pentahydrate. 

When  borax  is  distilled  with  methyl  alcohol, 
about  50  p.c.  of  the  boric  acid  comes  over  fairly 
readily,  and  on  longer  treatment  nearly  60  p.c. 
From  the  liquor  remaining  in  the  flask,  crystals 
of  NaB0a,5CH,0H  separate  (Polenske,  Analyst, 
1902,  34). 

Borax  dissolves  in  water,  but  is  insoluble  in 
aloohoL  The  aqueous  solution  has  an  alkfJine 
reaction,  and  changes  the  colour  of  an  alcoholic 
solution  of  turmeric  to  brown ;  a  small  quantity 
of  a  mineral  acid  restores  the  original  yellow 
colour,  but  a  larger  quantity  liberates  bone  acid 
in  sufficient  quantity  to  produce  the  character- 
istic brown  colouration.  The  following  deter- 
minations of  its  solubility  are  those  of  Horn 
and  van  Wagener  (Amer.  Chem.  J.  1903, 
346)  :-- 


21-6* 

30*» 

46'* 

60*» 

5&* 


lOOgramsHtO  dis- 
solve of  anhydrous 
borax  NaiBAO^ 
1*3  gram 
.     2-8 
.     3-9 
.     81 
.   10-5 
.  14-2 


60° 
70* 
80* 
90*» 
100*» 


100  grams  H^O  dis- 
solve of  anhydrous 
borax  JihtB^Oj 
.   19*9  grams 

.  24-4 

.  31-4 

.  40-8 

.  62-3 


At  the  temperature  of  27^  borax  solutions 
hold  1  lb.  of  borax  to  the  imperial  jzallon,  and 
have  a  sp.gr.  of  1*050,  or  lO^w.  The  general 
cnrstalUsing  strength  is  1-160  sp.sr.,  or  32^w., 
when  the  solution  holds  5  lbs.  of  borax  to  the 
gallon,  crystallisation  commencing  at  66-5°. 

Borax  is  easily  decomposed  by  acids.  Hydro- 
chloric acid  leaves,  on  evaporation,  sodium 
chloride  and  free  boric  acid.  Carbonic  acid  is 
absorbed  by  a  solution  of  borax  from  the  air,  and 
no  borax  is  precipitated  on  tiie  addition  of 
alcohol.  Saturated  with  eulphuretted  hydrogen 
and  mixed  with  alcohol,  the  liquid  separates  on 
the  addition  of  ether  into  two  layers,  the  lower 
containing  sodium  sulphide,  the  upper  free  boric 
acid. 

It  forms  double  salts  with  arsenious  acid 
of  the  empirical  formula 

3Na,0-6B,0,-5AstO,-f  lOAq. 
(Schweizer,  J.  1850,  257).  With  sodium  fluoride 
it  forms  sodium  fluoborate.  When  1  pt.  tar- 
taric acid  is  mixed  with  2  pts.  of  a  hot  solu- 
tion of  borax,  boric  acid  separates  out  on 
cooling.  If  the  tartaric  acid  be  increased,  the 
separation  of  boric  acid  likewise  increases  up  to 
a  certain  point,  after  which  it  diminishes,  and 
ultimately  is  no  longer  separated.  Acid  tartrate 
of  poUisstum  forms  a  double  salt  with  borax. 
Silicic  acid  is  insoluble,  or  nearly  so,  in  solutions 
of  borax. 

Benzoic,  tartaric,  and  gallic  acids  dissolve 
more  readily  in  borax  than  in  water.  Many 
fatty  acids  and  resins  dissolve  as  readily  in 
borax  as  in  alkaline  leys,  the  borax  behaving 
like  a  mixture  of  boric  acid  and  free  soda. 

At  a  red  heat,  however,  the  boric  acid  in 
borax  readily  dissolves  and  unites  with  metallic 
oxides,  forming  a  fusible  glass  of  a  double  salt, 
which  property  renders  it  of  great  use  in  solder- 
ing ana  in  metallurffioal  operations  and  in  blow- 
pipe analysis,  the  glasses  thus  formed  often  ex- 
hibiting characteristic  colours.  It  is  used  also 
in  the  preparation  of  easily  fusible  glass  fluxes 
for  enamels  and  glazes. 


506 


BORON. 


2.  OciakedrcH  borax  Na,B40,,5H,0  is  ob- 
tained by  allowing  a  saturated  solution  of  borax 
to  cool  down  to  about  60^  in  a  warm  place  and 
removing  the  crystals. 

The  crystals  are  regular,  transparent  octa- 
hedra,  harder  than  the  ordinary  borax.  They 
have  a  conchoidal  fracture  and  a  8p.gr.  of  1'8. 
They  do  not  change  in  dry  air,  but  absorb 
moisture  very  readily  and  become  prismatic. 
They  fuse  more  readily  than  the  prismatic 
crystals,  and  with  less  intumescence,  and  with- 
out splitting.  Octahedral  borax  is  therefore 
better  adapted  for  soldering  and  as  a  flux  than 
common  borax,  and  the  smaller  quantity  of 
water  (a  difference  of  17  p.c.)  diminishes  the  cost 
of  transport.  The  prismatic  variety  is,  how- 
over,  generally  preferred,  probably  because  it  is 
cheaper  weight  for  weight. 

Tne  commonest  impurities  in  borax  are 
sodium  carbonate  and  small  quantities  of 
chlorides  and  sulphates  of  sodium,  calcium,  and 
magnesium.  It  is  occasionally  adulterated  with 
earthy  matters,  alum,  and  sodium  chloride.  It 
should  dissolve  in  two  parts  of  boiling  water  and 
should  not  effervesce  with  acids.  Tne  aqueous 
solution  should  not  be  rendered  turbid  when 
treated  with  an  alkali,  or  with  barium  chloride 
or  silver  nitrate  in  presence  of  nitric  acid. 

The  manu/aciure  of  borax  from  boric  acid. 

This  industry  is  chiefly  associated  with  the 
production  from  the  Tuscan  lagoons.  The  crude 
acid,  packed  in  large  casks  weighing  about  13 
cwts.,  on  arrival  at  the  borax  woncs  is  first  of  all 
manipulated  in  the  casks  themselves.  For  this 
purpose,  the  cask  is  placed  on  what  is  termed  a 
stiUage,  the  head  taken  off,  the  acid  loosened 
witik  a  spade  and  treated  with  small  quantities 
of  water  for  the  purpose  of  washing  out  the  sul- 
phates of  ammonia  and  msAnesia,  which,  on 
account  of  their  greater  solubility,  easily  sepa- 
rate from  the  less  soluble  boric  acid,  the  wash- 
ings being  used  for  the  recovery  of  the  ammonia 
and  magnesia  they  contain,  whilst  the  acid, 
which  formerly  contained  83*46  p.c.  BtOa3Aq. 
or  equivalent  to  128*5  p.c.  borax,  is  brought  up 
to  a  strength  of  96*67  p.c.  B|033Aq.  or  equivalent 
to  148-87  p.c.  borax.  The  acid,  after  draining 
for  twenty-four  hours,  is  then  placed  in  wicker 
baskets  and  transferred  to  the  saturators.  These 
are  made  of  wrought-iron  f  plates,  having  a 
diameter  of  10  feet,  egg-ended,  height  9  feet  6 
inches,  provided  with  nopper  and  swivel  dis- 
charge, still  head,  inspection  glasses,  run-off 
stop-cooks,  and  connected  by  steam  pipes  with  a 
penorated  iron  coil  in  the  bottom  of  the  pan  for 
the  purpose  of  boiling  the  borax  liquor  with 
injected  steam.  There  is  also  a  manhole  with 
movable  cover.  When  the  saturator  is  ready 
for  charging,  liquor  is  pumped  in  to  the  height 
of  4  feet,  or  2300  gallons,  which  is  then  boued 
with  steam  and  soda  ash.  Anhydrous  sodium 
carbonate  is  then  added,  about  23  cwts.  being 
generally  required  to  60  cwts.  of  acid.  When 
the  soda  ash  is  all  dissolved,  the  manhole  lid  is 
placed  on,  and  the  boric  acid  is  put  in  by 
degrees  through  a  hopper,  half  a  hundredweight 
at  a  time.  At  each  addition  of  acid  a  brisk 
ebullition  of  carbonic  acid  takes  place,  which 
passes  along  the  still  head,  and  after  being  de- 
prived of  its  ammonia  may  be  utilised  for  making 
bicarbonate  of  soda. 


After  the  saturator  has  received  its  charge  of 
soda  ash  and  acid,  the  liquor  is  thoroughly  boiled 
for  five  hours  and  allowed  to  settle,  in  order  that 
the  solid  impurities  may  subside.  This  gene- 
rally occupies  from  eight  to  ten  hours,  after 
which  the  liquor  is  run  into  large  wrought- 
iron  vats  12  feet  long,  6  feet  wide,  4  feet  deep, 
into  which  the  wires  made  of  iron,  technically 
called  *  straps,*  are  suspended  over  bars  of  wood 
laid  across  the  top  of  the  vat.  The  liquor  on 
cooling  crystallises  on  the  wires,  sides,  and 
bottom  of  the  vat,  and  when  the  temperature  has 
fallen  to  26*"  (80^F.),  the  liquor  is  siphoned  off 
from  the  vats,  and  men  ^et  in,  and,  by  the  aid  of 
iron  bars  terminating  m  a  chiselled  end,  first 
remove  the  crystallised  borax  from  the  straps, 
then  cut  up  the  borax  crystallising  on  the  bottom 
of  the  vat,  and  lastly  knock  down  the  sides. 
This  borax  is  not  of  sufficient  purity  for  the 
market,  and  is,  therefore,  subjected  to'  a  second 
refining,  and,  if  necessary,  bleaching.  For  this 
purpose  a  series  of  pans,  called  refining  pans,  are 
employed;  they  are  also  of  wrougnt  iron, 
circular,  9  feet  diameter,  egg-ended,  8  feet  deep, 
open  at  the  top  and  provided  with  cradles  of 
wrought  iron  perforated  with  holes,  suspended 
by  iron  chains  from  a  patent  block  overhead  in 
such  a  manner  as  to  be  raised  or  lowered  in  the 
pans  as  required.  The  pans  are  boiled  with 
steam  issuing  from  a  perforated  pipe  in  the 
bottom.  They  are  first  half  filled  with  water,  or 
some  of  the  clearest  liquor  from  a  previous 
operation,  and  when  the  liquor  is  boiling  crude 
borax  is  thrown  into  the  cradle  and  aUowed  to 
dissolve.  The  right  amount  of  borax  is  tested 
by  means  of  the  Twaddell  hydrometer,  which 
should  read  30^  when  the  liquor  is  of  the  required 
strength.  About  5  cwts.  of  sodium  carbonate  is 
added,  and  a  little  chloride  of  lime,  and  the 
whole  tiioroughly  boiled.  The  saturated  liquor 
is  then  allowed  to  settle  in  the  pans  for  ten  hours, 
covers  being  placed  on  them  to  prevent  the 
Uquor  chilling ;  the  pans  are  run  off  into  vats  of 
similar  size  and  shape  to  those  employed  in  the 
first  process,  and  the  borax  allowed  to  crystallise, 
which  takes  six  days.  Upon  the  expiration  of 
that  time,  the  liquor  is  siphoned  off  to  a  well, 
made  by  sinking  a  wrought-iron  tank  in  the 
^und  below  the  level  of  the  vats,  and,  if  impure, 
is  pumped  up  to  the  refining  pans  to  be  used  over 
again,  and  if  sufficiently  pure  is  pumped  to  boil- 
ing-down pans,  to  be  concentrated  to  such  a 
degree  as  to  yield  a  further  crop  of  borax. 

The  liquors  from  the  first  vats  are  also 
pumped  to  the  boiling-down  pans,  where  they 
likewise  undergo  a  process  of  concentration. 
These  boiling-down  pans  are  made  of  wrought 
iron,  and  are  capable  of  holding  about  4000 
gallons.  They  are  provided  with  (uy-steam  coils, 
and  are  superior  to  other  means  of  concentra- 
tion from  the  fact  that  they  are  completely 
under  control,  and  the  evaporation  of  the  liquor 
can  be  regulated  as  fast  or  as  slow  as  may  be 
necessary,  l^he  liquors  in  these  pans  are  concen  - 
trated  until  they  reach  a  sp.gr.  of  1-300,  or  60^ 
Tw.,  when  they  are  run  off  mto  vats  to  yield  first 
a  crop  of  borax,  and  then  upon  reaching  a  tem- 
perature of  80^F.  they  are  siphoned  off  into 
other  vats,  where  they  yield  a  crop  of  Glauber 
salts,  or  sodium  sulphate,  after  which  the  liquors, 
being  rich  in  sodium  carbonate,  are  used  again 
in  the  saturators  for  leaking  up  a  fresh  batch  of 
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borax  with  acid  and  soda  ash.  The  mother 
liquors,  strong  in  common  salt  and  weak  in 
sodium  carbonate,  are  further  conoentrated  in 
jacketed  pans,  where,  on  continued  boiling,  the 
salt  falls  to  the  bottom,  is  collected  by  means 
of  rakes,  and  fished  out  with  perforated  scoops 
provided  with  long  wooden  handles,  and  the  salt 
is  ladled  into  iron  baskets  set  over  the  pans  and 
allowed  to  drain.  By  this  means  all  the  salts 
contained  in  the  soda  ash  and  boric  acid  are 
saved,  and  nothing  is  run  to  waste. 

The  washings  from  the  boric  acid  in  the 
first  process,  containing  the  ammonium  sul- 
phate and  maenesium  stdphate,  are  collected 
together,  and  p&ced  in  a  wrought-iron  still  pro- 
vided with  a  dry-steam  ^oil.  The  requisite 
amount  of  sodium  carbonate  is  then  added,  and 
the  ammonium  carbonate  is  distilled  o£f,  yield- 
ing a  highly  concentrated  and  very  pure  carbon- 
ate of  ammonia  liquor,  which  is  either  sold  in 
that  state  or  utilised  for  making  the  purest 
volcanic  ammonia  salts. 

The  borax  from  the  refined  vats,  consisting 
of  the  straps  and  sides,  is  carried  to  the  packing 
room,  there  to  be  picked,  selected,  and  packed 
in  casks,  whilst  the  borax  bottoms,  not  being  in 
the  form  of  merchantable  borax,  are  refined  again. 

Manufactwrt  of  borax  from  homU  of  lime^ 
The  mineral  is  first  crushed  in  a  stone 
breaker,  the  size  of  jaws  being  8  inches  and 
known  as  No.  4,  easily  capable  of  crushing 
12  tons  in  twenty-four  hours.  As  the  min^^ 
passes  through  it  is  taken  up  by  an  elevator  and 
run  through  millstones,  30  inches  in  diameter, 
and  placed  by  the  side  of  the  crusher.  There 
are  two  pairs,  one  grinding  fresh  ore  and  the 
other  grmding  the  tailings.  The  millstones 
deliver  the  powdered  ore  into  another  elevator, 
which  passes  it  through  a  bolting  or  sifting 
machine,  10  feet  long  and  30  inches  m  diameter, 
having  octagonal  sides,  the  bolting  cloth  being 
of  silk  known  as  No.  8.  As  considerable  fine 
and  impalpable  dust  arises  from  the  sifting,  it  is 
kept  down  by  means  of  an  exhaust  fan  bfowing 
the  dust  into  a  dust  room.  The  fine  mineral  is 
conveved  by  means  of  an  Archimedean  screw 
and  elevator  into  bins,  each  holding  a  certain 
quantity  and  placed  over  the  saturators.  These 
are  wrought-iron  tanks  capable  of  holding  a 
charge  of  2600  gallons,  and  provided  with  suit- 
able agitators  and  either  dry  or  wet  steam  coils, 
the  bottom  of  the  saturators  being  connected 
by  3-inch  wrought-iron  valves  and  pipes  to  a 
powerful  pump  for  the  purpose  of  removing  the 
contents  of  the  saturator  when  desired.  The 
saturators  are  groui>ed  together  in  sets  of  four 
for  facilitating  the  lixiviation  of  the  contents  by 
means  of  repeated  washings,  after  the  first  de- 
composition of  the  mineral.  The  saturators, 
as  in  the  case  of  the  manufacture  of  borax  from 
boric  acid,  are  first  charged  with  Uquor  and 
brought  to  the  boil ;  a  charge  of  soda  ash, 
usuaUy  about  30  cwts.,  being  put  in,  which  is 
sufficient  to  decompose  three  tons  of  the  borate 
of  lime  which  is  gradually  added  after  the  soda 
ash  is  all  dissolved.  The  soda  ash  gradually  but 
completely  decomposes  the  sesquiborate  forming 
calcium  carbonate,  borate  of  soda,  and  biborate 
of  soda: 
C^,B,0„-f2Na,C0, 

=2CaC0,-i-Na,B40,-i-2NaB0,. 


After  boiling  five  hours  the  steam  and 
affitators  are  stopped,  and  the  muddy  liquor 
a&owed  to  settle  for  ten  hours,  after  which  time 
the  clear  supernatant  liquor  is  run  off  to  vats  to 
crystallise,  and  the  residue  is  again  washed  with 
weaker  liquor  from  the  saturator  previously 
washed,  the  operation  being  repeated  of  boiling 
and  washing  with  the  gradually  weaker  liquors 
from  the  other  saturators  in  rotation.  By  the 
time  the  mud  has  received  eight  washings,  the 
last  being  with  water,  the  whole  of  the  borax 
will  have  been  removed,  and  the  chalk  which  is 
left  is  then  pumped  through  an  iron  filter  press, 
which  completely  presses  out  the  remaining 
weak  liquor  and  leaves  the  chalk  in  a  solid  cake, 
which  is  generally  thrown  to  one  side,  being  too 
impure  for  any  purpose.  The  first  liquor  run  to 
the  vats  contains  the  biborate  and  borate  of 
soda,  together  with  carbonate  and  sulphate  of 
soda  in  solution.  The  biborate  of  soda  or  borax 
crystallises  out  after  cooling  in  the  vats  for 
about  six  days,  leaving  the  borate  of  soda  in 
solution.  The  liquor  is  then  siphoned  off  into 
the  well  and  pumped  to  the  boiling-down  pans, 
where  it  undergoes  the  process  of  concentration 
until  it  reaches  a  sp.gr.  of  1*360  to  1*400  {10"* 
to  80*Tw.),  when  it  is  run  off  into  vats  and 
allowed  to  throw  a  further  crop  of  borax.  The 
mother  liquor  is  now  of  a  syrupy  consistence, 
and  is  pumped  into  a  decomposingtank,  where 
carbon  dioxide  is  blown  through  it.  The  following 
decomposition  takes  place : — 

4NaB0,+C0,=Na,B40,+Na,C0,. 
The  borax  falls  to  the  bottom  of  the  tank  in 
a  finely  divided  state,  whilst  the  sodium  car- 
bonate remains  in  solution,  and  can  be  used  over 
again  in  the  saturators  for  the  first  operation. 
The  refining  of  \Axe  borax  horn  the  first  process  is 
the  same  as  that  employed  in  the  boric  acid 

Srooess,  and  therefore  need  not  be  further 
escribed.  The  only  precaution  necessary  is  the 
addition  of  a  little  bicarbonate  of  soda  in  the 
pans  to  decompose  any  borate  of  soda  that  might 
be  associated  with  the  borax.  Three  tons  of 
borate  of  lime  produce  2  tons  of  borax  and  1  ton 
of  borax  in  the  state  of  metaborate  of  soda.  Meta- 
borate  of  soda  may  be  formed  by  mixing  the  con- 
centrated solutions  of  borax  and  caustic  soda 
together  in  their  equivalent  quantities,  and 
evaporating  to  70*Tw. : 

Na,B40,+2NaHO=4NaBO,+H,0 
from  which  the  metaborate  of  soda  crystaUises 
in  needle-shaped  crystals  having  the  formula. 
NaB0a,4H,0. 

100  parts  of  metaborate  of  soda,  when  de- 
composed by  carbonic  acid,  produce  66*6  parts 
of  borax  and  34*4  parts  of  sodium  carbonate ; 
about  30  cwtfi.  of  borate  of  soda  thus  produce 
20  cwts.  of  borax. 

The  following  process  is  used  by  Masson, 
Gembloux,  and  TiUi^re,  Brussels.  An  am- 
monium salt  is  treated  with  lime  in  a  distilling 
column  and  the  ammonia  set  free  is  passed  into 
water  contained  in  a  digester,  and  the  digester  is 
then  charged  with  carbonic  or  sulphurous  acid. 
The  digester  is  gently  heated  and  pandermite  is 
introduced.  It  is  then  closed  and  more  strongly 
heated  for  several  hours,  whilst  the  contents  are 
mechaiiioally  agitated  and  are  transferred,  when 
the  action  is  complete,  to  filter  presses,  whence 
the  liquor  passes  to  a  reaction  obamber  where  it 
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is  agitated  with  sodium  chloride  and,  after 
addition  of  a  little  ammonia,  is  discharged  into 
crystallisers.  After  removal  of  the  borax  which 
crystalliaos  out,  the  mother  liquor  is  used  instead 
of  water  in  the  succeeding  operation.  After 
several  operations,  the  mother  fiquor  requires  a 
special  treatment. 

In  this  process,  an  ammonium  biborate  is 
first  obtained  by  the  ammonium  carbonate 
treatment  of  calcium  borate,  and  from  this  am- 
monium salt  borax  is  obtained  by  double  de- 
composition with  sodium  chloride.  Boronatro- 
calcite  may  be  used  instead  of  pandermite  if  the 
process  is  slightly  modified. 

Manufacture  of  borax  from  ulexite. 

Borax  is  manufactured  from  this  mineral  at 
the  various  deposits,  and  also  in  England, 
France,  and  Germany,  to  which  places  it  is  ex- 
ported from  Clule  and  California,  selected  and 
packed  in  sacks. 

The  first  operation  consists  in  reducing  the 
material  to  a  state  of  fine  division,  and  for  this 
purpose  a  mill  is  used  so  constructed  as  to  tear 
the  Dorate  to  pieces  instead  of  grinding  it,  which, 
owins  to  its  fibrous  silky  nature,  is  found  pre- 
ferable. 

The  borate  is  then  mixed  with  its  proper 
jNToportion  of  soda  ash  and  bicarbonate  of  soda, 
or  soda  ash  and  boric  acid,  having  regard  to 
the  fact  that,  if  associated  with  much  gjrpsum,  a 
proportionate  additional  allowance  of  soda  ash 
must  be  made,  as  the  gypsum  decomposes  the 
sodium  carbonate,  forming  sodium  sulphate 
and  chalk.  The  composition  of  ulexite  being 
^s^«Oii*^^i^4^7»  ^^  requires  one  equivalent  of 
bicarbonate  of  soaa  and  one  equivalent  of  car- 
bonate of  soda  to  decompose  it : 

2(Ca,B,0i  iNa.B^O  0 + 2NaHC0, + 2Na,C0  , 

=6Na,B40,+4CaCOa+HaO. 

These  ingredients  are  all  mixed  together  in  the 
dry  state.  The  process  adopted  is  similar  to  the 
processes  alrea^  described — ^namely,  that  of 
first  boiling  the  liquor  in  the  saturator,  then 
gradually  addhig  the  crude  material,  boiling, 
settling,  lixiviating. 

100  parts  of  the  ulexite,  testing  43  p.c.  boric 
acid,  require  10  parts  of  bicarbonate  of  soda 
and  12  parts  of  carbonate  of  soda,  for  its  con- 
version into  117  parts  of  borax. 

Manufacture  of  borax  from  crude  borax. 

This  branch  of  the  industry  is  generally 
carried  on  at  the  borax  marsh.  It  may  be 
desirable  to  give  a  de-scription  of  the  Saline 
Valley,  Inyo  county,  California,  where  the  most 
extensive  deposit  of  natural  borax  exists  in 
North  America,  before  entering  into  the  details 
of  refining. 

The  valley,  situated  on  the  eastern  slope  of 
the  Sierra  Nevada  Mountains,  11  miles  from  the 
Caxson  and  Colorado  railroad,  is  18  miles  long  and 
12  miles  wide,  surrounded  with  mountainous  hills 
which  afford  no  outlet,  and  therefore  the  valley 
may  be  said  to  be  the  bottom  of  a  dried-up  lake. 
At  the  point  of  deepest  depression  an  area  of  over 
1000  acres  is  covered  with  crude  borax  from  6  to 
18  inches  in  depth.  The  colour  of  the  crude 
material  as  it  lies  upon  the  level  plain  is  a  peculiar 
grey  yellow.  The  borax  in  Saline  Valley  is 
mixed  with  sand,  which  is  volcanic  ash  and  de- 
composed lime  rock,  sodium  sulphate,  sodium 
carbonate,  and  sodium  chloride.    The  surround- 


ing hills  consist  of  granite,  marble,  dolomite, 
black  lava,  and  felspar.  The  composition  of  tho 
crude  material  varies  in  strength  from  10  p.c.  of 
)x)rax  up  to  90  p.c,  whilst  in  some  places  on  tho 
marsh — ^undcr  a  crust  composed  of  sodium  sul- 
phate, sodium  carbonate,  and  common  salt — bedn 
of  tincal,  or  large  crystals  of  borax,  some  two 
feet  in  thickness,  are  found ;  whilst  below  the 
tincal  there  is  a  strong  saturated  yellowish 
liquor  containing  1  lb.  of  borax  to  the  gallon. 
All  the  manipulation  that  is  required  is  to 
shovel  off  the  surface  of  the  marsh  to  a  depth 
of  18  inches  and  cart  the  material  to  long 
hemispherical  wrought-iron  pans  set  on  arches 
of  stone,  fired  beneath  with  wood  fuel  obtained 
in  the  neighbourhood.  The  pans  are  charged 
with  water,  and  the  crude  material  thrown  in 
and  vigorously  stirred  with  lonff  poles,  until, 
with  the  aid  of  heat,  all  the  solublo  saJts  are 
dissolved.  The  fires  are  then  withdrawn,  and 
the  contents  of  the  pans  allowed  to  settle  for  ten 
hours,  when  the  liquor  is  drawn  off  into  vats, 
where  the  borax  crystallises  out.  The  mother 
liquor  after  six  days  is  drawn  off,  and  the  borax 
is  taken  out  and  packed  into  sacks  for  shipment. 
Borax  and  boric  acid  are  applied  m  the 
manufacturing  industries  as  follows  : — 
Brick  and  tile  mdkera.  Glazed  surfaces. 
Candle  makers.  Preparation  of  wicks. 
Cement,    Making  the  finest  kinds,  which  take  a 

polish. 

China  and  earlhenware.     In  preparing  a  frit 

used  for  glazing  what  is  technic^y  termcKl 

'  biscuit  ware '  m  pottery  of  all  descriptions. 

Colour  makers.     In  preparmg  Guignet's  green 

and  borate  of  manganese  (a  drier). 
Coppersmiths,    In  brazing. 
Druggists,    Pharmaceutic  preparations. 
EfMmeUed  iron.    An  enaroeUed  coating  to  cast 

and  wrought  iron. 
Glass,    Making  pastes  and  as  an  ingredient. 
Hat  makers.    Dissolving  shellac  for  a  stiffener. 
Ironsmiihs,    In  welding. 
Jewellers,    In    soldering.     (Ancient    name    for 

borax,  '  chrysocolla,' ffold-glue.) 
Laundresses,    As  a  starch-glaze  for  linen. 
Paper  makers.    Superfine  note  and  highly  glazed 

paper  and  cards. 
PorK  packers.    Curing  and  preserving  hams  and 

bacon. 
Safe  makers.    Lining  safes  to  resist  fire. 
Soap  fnakers.    As  an  emollient. 
Tanners,    Dressing  leather. 
Textile    manufacturers.    Solvent-bleach ;     mor- 
dant ;  fireproofer. 
Timber  merchants.    In  preparation  of  hard  from 
soft  wood. 

Pwborates  are  salts  of  the  acid  HBOj  which, 
has  not  been  prepared  in  the  free  state  on  account 
of  its  instability.  The  alkali  and  alkaline  earth 
salts  are  soluble  in  water  and  have  an  alkaline 
reaction.  They  behave  in  solution  like  mixtures 
of  borates  with  hydrogen  peroxide ;  the  active 
oxygen  being  liberated  by  heat,  by  acidifying 
the  solution,  or  by  large  dilution.  Oxydases, 
reductases,  and  manganese  dioxide  cause  them 
to  give  up  the  whole  of  their  reactive  oxygen. 
They  convert  chromic  acid  and  molybdates  mto 
perchromic  acid  and  yellow  permolybdates. 
They  readily  oxidise  protoxides  and  their  salts 
into  higher  oxides,  out  do  not  always  form 
perborates    with    them.    Ferrous,    mercurous. 
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manganoufl,  and  lead  salts  yield  higher  oxides ; 
the  salts  of  other  metals  yield  perorates  of  an 
indefinite  or  basic  composition.  Perborates 
of  the  alkali  metals  may  be  obtained  by  oarefnl 
precipitation  of  solutions  of  alki^  borates  with 
alcohol  in  the  presence  of  hydrogen  peroxide. 

Ammonium  perborate  lSlRfiO^,a.fi  is  the 
best  characterised  of  the  several  perborates 
resulting  from  the  action  of  ammonia  and 
hydrogen  peroxide  on  ammonium  borate.  It 
contains  16-84  p.c.  of  active  orvgen. 

PotaaHum  biperborate  KB,Oe,2HaO  is 
obtained  by  the  action  of  hydrogen  peroxide 
on  potassium  borate. 

Sodium  perborate  NaBO,,4HsO.  When 
248  grams  of  boric  acid  are  mixed  with  78  srams 
of  ^dium  peroxide  and  added  graduaUy  to 
2  litres  of  cold  water,  the  mixture  dissolves  at 
first,  but  later  a  crystalline  substance  separates 
out  which  may  be  filtered  o£E  and  dried.  This 
substance,  which  has  a  composition  Na2B40g, 
10U,0,  is  called  ^  perborax,*  and  is  soluble  in 
water  to  the  extent  of  42  grams  per  litre  at  11®. 
When  one-half  of  its  sodium  is  dii<placed  by  a 
mineral  acid,  a  crystalline  precipitate  of  sodium 
perborate  NaB0s,4H,0  separates  out.  This 
is  a  very  stable  substance,  and  can  be  preserved 
indefinitely  at  ordinary  temperatures.  It  dis- 
solves readily  with  slight  decomposition  in 
water  at  60^-60%  and  a  vigorous  ebullition  of 
oxygen  takes  place  at  100^'  The  cold  aqueous 
solution  possesses  all  the  properties  of  hydrogen 
peroxide.  When  powdered  sodium  perborate  is 
added  gradually  to  50  p.c.  sulphunc  acid,  and 
the  solution  filtered  through  guncotton  a  very 
strong  (150-200  vols.)  solution  of  hydrogen 
peroxide  is  obtained. 

Patents  for  the  manufacture  of  zinc  and 
magnesium  perborates  have  been  taken  out  by 
G.  W.  Johnson  (Eng.  Pat.  26790,  1904). 

Oboanio  Dbbiyatiyes  of  Bobig  Acid. 

AnUine  borate,  and  compounds  of  piperidine, 
coniine,  tetrahydroquinoline,  and  tetramethyl- 
ammonium  hydroxide,  have  been  prepared  by 
L.  &  T.  Spiesel  (J.  Soc.  Chem.  Ind.  1905,  103). 
The  menthyl  and  bomyl  esters  are  readily 
prepared  by  heatins  menthol  and  bomeol  with 
cx>rio  acid,  xylene  oeing  used  as  a  medium  in 
the  latter  case  (Verein  Chininfabriken,  Zimmer 
&  Co.,  Eng.  Pat.  11574,  1906). 

Ethyl  IwrosaUcylate,  or  *boryl,*  is  prepared  by 
boiling  together  62  grams  of  boric  acid  and 
138  grams  of  salicylic  acid  with  200  o.c.  of  water. 
The  resulting  borosalicylic  acid  is  esterified  by 
adding  60  grams  of  95  p.c.  alcohol  and  heating 
Avith  &  grams  of  sulphuric  acid.  It  forms  needle- 
shaped  orystaLs  which  are  more  convenient  than 
oil  of  winter-green  for  many  medicinal  purposes. 

Zinc  boropicraie,  or  ^chrysyl*  is  the  product 
obtained  by  boiling;  together  boric  and  picric 
acids,  and  saturatmg  the  mixture  with  zinc 
oxide.  It  is  a  yellow  powder  used  as  a  medicinal 
antiseptic  (Monteil,  J.  Soc.  Chem.  Ind.  1908, 
354). 

Phenyl  borate  B(0Ph)„  diphenylboric  acid 
B(0H)(0Ph)..  m-tolyl  borate  B(0CeH4Me)3,  and 
fi-naphthyl  borate  ^{G^^^fi)^,  together  with 
several  other  aryl  halogen  boron  compounds  and 
p-borobemoic  acid  V0^1i-G^lit'B{(jH)^,  have 
been  prepared  by  Michaehs  (Amxalen,  316, 
1»^3). 


Bordirates  are  valuable  as  remedies  in  cases 
of  kidney  disease  and  urinary  calculi.  Their 
solvent  power  for  urates  and  phosphates  is 
greater  than  that  of  lithium  benzoate.  The 
diborocitrates  are  best  adapted  for  the  purpose. 
The  following  are  known : — 

Magnesium  triborocitrate(C^H,0  j)  J^zCBz^fi^)  % 
„  diborocitrate  (C,H.O.)2Mg,(B,H.04) , 
„        monoborooitrate  (C,H507),Mg(BH02) 

Lithium,  potassium,  sodium,  and  ammonium, 
mono-,  di-,  and  tri-borocitrates  of  similar  con- 
stitution have  been  prepared.  Iron  salts  have 
also  been  obtained  containing  respectively  8  and 
16  p.0.  of  iron  by  acting  on  sodium  di-  and 
mono-borocitrate  with  ferric  hydrate  (Scheile, 
Pharm.  J.  [3]  11,  389). 

The  magnesium  compounds  possess  strong 
antiseptic  properties. 

DXTBOnON  AND  ESTIMATION  OF  BOBON. 

Boron  almost  always  occurs  in  the  form  of 
boric  acid.  When  the  acid  is  in  the  free  state 
it  can  readily  be  recognised  by  the  green  colour 
which  it  gives  to  the  flame,  and  by  its  action 
upon  turmeric. 

Turmeric  paper,  when  moistened  with  a  solu- 
tion of  boric  acid  and  dried,  acquires  a  cheixy-red 
colour,  which  is  changed  to  olive-green  on  moisten- 
ing with  an  alkali.  Acid  solutions  of  zirconic, 
tantaUc,  niobic,  and  molybdic  acids  also  colour 
turmeric  brown.  Cassal  and  Gerrans  (Chem. 
News,  1903,  27)  find  that  the  sensitiveness  is 
greatly  increased  by  the  addition  of  oxalic  acid, 
and  base  a  colorimetric  method  of  estimation 
of  boric  acid  on  this  reaction. 

The  green  colour  imparted  to  flame  is  a  very 
delicate  test  for  boron  (according  to  Merz,  J.  pr. 
Chem.  80, 487, 1  part  in  1400  may  be  detected  by 
means  of  it).  It  is,  however,  to  be  noted  that 
salts  of  copper  likewise  colour  flame  green, 
as  well  as  certain  compounds  of  chlorine  and 
barium  and  thallium.  When  the  boric  acid  is 
combined  with  a  base  the  compound  in  the  state 
of  powder  is  decomposed  by  means  of  sulphuric 
acid,  and  the  boric  acid  extracted  bv  afcohol. 
Compounds  not  decomposed  by  sulphuric  acid 
are  fused  with  potash  and  digested  with  alcohol 
and  sulphuric  acid. 

The  presence  of  boron  in  minerals  may 
be  detected  by  mixing  the  mineral  in  powder 
with  a  flux  containing  1  part  fluor-spar  to  4^ 
parts  hydrogen  potassium  sulphate,  made  into  a 
paste  with  water,  and  heating  the  mixture  in 
the  inner  blowpipe  flame,  when  boron  chloride  is 
given  off  which  tinges  the  flame  green ;  or  by 
mixing  the  suspected  substance  with  fluor-spar 
moistening  with  concentrated  sulphuiio  acid, 
and  passing  the  escaping  gas  through  a  tube 
drawn  to  a  fine  point  into  the  non-luminous 
bunsen  flame,  which  it  colours  green. 

The  spectrum  of  boron  shows  three  brisht 
lines  in  the  green  and  one  in  the  blue.  Hartley 
finds  in  the  spectra  of  boric  acid  and  borax  the 
lines  X3450-3,  A2497,  and  X2496-3,  which  he 
considers  characteristic  of  boron  (Roy.  Soc 
Froc.  35,  301).  (For  the  measurement  of  the 
intensity  of  these  bands,  v.  Lecoq  de  Bois- 
baudran,  Compt.  rend.  76,  883.) 

The  quantitative  estimation  of  boron  is 
difficult,  as  all  borates  are  soluble  to  some 
extent  in  water  and  alcohol,  and  boric  acid 
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oannot  be  heated  without  loss  m  contact  with 
water. 

One  method  of  diieot  determination  is  to 
precipitate  the  boron  aa  potassium  borofluoride, 
which  is  quite  insoluble  in  alcohol  (Berzelius, 
Lehrbuch,  3  ed.  10,  84 ;  Stromeyer,  Annalen, 
100,  82 ;  Thaddeeff,  J.  Soc.  Chem.  Ind.  1898, 
963).  This  method  has  been  adversely  criticised 
by  Gooch  and  others,  and  has  been  almost 
entire]^  superseded. 

The  most  trustworthy  method  of  estimating 
boron  ia  due  to  Gooch.  If  the  boron  is  not 
present  as  boric  acid,  it  is  brought  into  that 
state  by  heating  for  some  hours  in  a  sealed  tube 
with  nitric  acid.  The  resulting  solution  is 
repeatedly  distilled  with  methyl  alcohol,  the 
boric  add  passing  over  in  the  vapour.  The 
distillate  is  tnen  treated  with  an  exactly  weighed 
excess  of  pure  lime,  transferred  to  a  platinum 
crucible,  evaporated  to  drvness  on  the  water- 
bath  and  strongly  heated.  The  increase  in 
weisht  represents  the  boric  anhydride. 

Volumetrically,  boric  acid  may  be  estimated 
accurately  by  titration  with  caustic  soda,  usine 
phenolphthalein  as  indicator,  if  about  one-third 
of  the  bulk  of  the  solution  of  glycerol  is  added 
(Thomson,  J.  Soc.  Chem.*  Ind.  1894,  432  ;  v.  also 

AlTALYBIS). 

Boron  may  be  estimated  indirectly  by  digest- 
ing a  weighed  quantity  of  the  finely  divided 
compound  m  a  pkttinum  vessel  with  hydrofluoric 
acid,  and  then  with  concentrated  sulphuric  acid. 
On  wanning  gcntiy,  the  boron  present  is  expelled 
as  fluoride,  and  i^ter  driving  off  the  excess  of 
sulphuric  acid,  the  quantity  of  bases  in  the 
residue  is  determined.  Their  weight,  deducted 
from  the  weight  of  the  original  substance,  gives 
the  quantity  of  boric  anhy&de. 

When  combined  with  potash  or  soda,  boric 
acid  may  be  determined  by  evaporating  the 
solution  of  the  previously  weighed  salt  with 
hydrochloric  acid,  and  determining  the  chlorine 
in  the  dry  residue  (Schweizer,  Pharm.  Centr. 
1860,  372 ;  J.  1860,  690). 

Qrude  boric  acid  (Italian)  is  usually  valued  by 
determining  the  water  and  the  substances 
insoluble  in  alcohol,  and  taking  the  rest  as  being 
boric  acid.  According  to  Zschimmer  (Chem. 
Zentr.  1901,  [6]  44,  and  [7]  67),  the  results  are 
inaoonrate,  on  account  of  the  water  not  bein^ 
completely  driven  off  under  the  conditions  used 
(2  hours  drying  at  45^  and  2  hours  in  desiccator). 

Boron  is  best  estimated  in  the  presence  of 
silicates ;  e.g.  in  tourmaline,  by  the  method  of 
G.  W.  Sargent,  who  has  submitted  all  the 
processes  published  to  examination  and  criticism 
(J.  Amer.  Chem.  Soc.  1899,  868-888).  The 
mineral  is  fused  with  alkali  carbonates,  and, 
after  lixiviating  and  acidifying,  the  boric  acid  is 
volatilised  from  the  solution  as  the  methyl 
ester.  A  convenient  form  of  apparatus  for 
periorming  this  operation  is  described.  The 
boric  ester  is  subsequently  hydrolysed  bv  a 
weighed  quantity  of  pure  lime,  and  estimated  by 
Grooch's  process. 

A  method  for  its  estimation  in  insoluble 
silicates  is  also  given  by  Wherry  and  dJhapin 
(J.  Amer.  Chem.  Soc.  1908,  1687-1701). 

A  solution  of  boric  acid  produces  no  change 
of  colour  in  solutions  of  helianthin,  tropiBolin, 
and  methyl  orange,  but  a  drop  of  hydrochloric 
acid  immediately  changes  the  yellow  colour  into 


red.    Borax  may  thus  be  titrated  by  the  stronger 
adds  (A.  Joly,  Compt.  rend.  100,  103). 

(For  the  estimation  of  boric  acid  in  mineral 
waters,  v.  Fresenius,  Zeitsch.  anaL  Chem.  26, 
202.) 

To  detect  boric  acid  in  milk,  baryta  is  added 
to  100  C.C.  of  milk  till  alkaline.  After  incinera- 
tion, the  ash  is  dissolved  in  a  little  strone  hydro- 
chloric acid,  evaporated  to  dryness,  and  a  solu- 
tion of  turmeric  with  a  drop  of  dilute  hydro- 
chloric acid  added,  and  the  solution  evaporated 
on  a  water-bath.  0*001  p.o.  boric  acid  gives 
a  distinct  colour  to  turmeric  in  this  manner 
(J.  Soc.  Chem.  Ind.  1887,  663). 

Boric  acid  may  be  rapidly  determined  in 
butter  by  stirring  a  weighed  quantity  with  a 
known  volume  of  warm  standard  sulphuric  acid 
till  melted,  allowing  to  settle,  and  titrating  a 
portion  of  the  aqueous  part  with  caustic  scKLa, 
using  phenolphthalein.  The  pink  colour  appears 
when  the  sulphuric  acid  has  been  neutralised; 
glycerol  is  then  added  and  caustic  soda  run  in 
tfil  the  colour  reappears.  The  second  titration 
represents  the  boric  acid(  Richmond  and  Harrison, 
Analyst,  1902,  179). 

BORONATROCALCITE.  An  early  name  (G.  L. 
Ulex,  1849)  for  the  mineral  ulexite,  a  hydrated 
borate  of  sodium  and  calcium  NaCaB^0„8H}0. 
Most  of  the  natural  borates  exported  from  South 
America  (Chili,  Bolivia,  and  Argentina)  are  of 
this  species :  it  is  also  abundant  in  the  borate 
deposits  of  California  and  Nevada.         L.  J.  S. 

BOROVERTIM  v.  Sykthstig  dbugs. 

BORYL.  Trade  name  for  ethyl  borosali- 
cylate.  Prepared  by  boiling  together  solutions 
of  boric  acid  and  salicylic  acid  and  esterifying 
by  the  addition  of  alcohol  and  sulphuric  acid. 
Needle-shaped  crystals.  Used  in  medicine  as  a 
substitute  for  ethyl  salicylate  (Monteil,  J. 
Soc.  Caiem.  Ind.  1908,  364). 

BOSCH.  An  inferior  butter  prepared  in 
Holland.  The  term  is  sometimes  used  as 
synonymous  with  margarine  (9«v.). 

BOiSTONITE.  A  trade-name  formerly  in  use 
for  the  Canadian  serpentine  -  asbestos  {v. 
Abbbstos).  L.  J.  S. 

BOSWELUA  SERRATA  (Roxb.)  or  GUGAL. 
The  gum  of  this  plant  (ord.  Bturaeraeeas)  is  used 
as  an  incense.  It  is  often  confounded  with 
bdellium  and  olibanum  (Dymock,  Pharm.  J.  [3]  7> 
190). 

BOTANY  BAY  RESIN  v.  Balsams. 

BOTRYOLITE  v.  Caloixtm. 

BOTTLE-NOSE  OIL.  An  oU  obtained  £rom 
the  bottle-nosed  whale,  closely  resembling  sperm 
oil ;  its  sp.gr.  varies  horn  0-876  to  0*880  (Allen, 
J.  Soc.  Chem.  Ind.  2,  63). 

BOUILLON  NOIR.    Ferric  acetate  {v.  Acetic 

AGD>). 

BOU-NEFA.  The  root  bark  of  Thapaia  gar^ 
ganica  (Linn.),  an  umbelliferous  plant  growing  in 
the  South  of  Europe  and  Algeria.  It  contains  a 
resin  used  as  a  medicine  in  France. 

BOURNEENE  or  VALERENE.  A  liquid 
hydrocarbon  isomeric  with  oil  of  turpentine, 
secreted  by  the  Drydbaianopa  aromatica  (Gaertr. ), 
and  holding  in  solution  bomeol  or  Borneo  cam- 
phor. According  to  Wallaoh  (Annalen,  230, 
226;  Cihem.  Soc  Trans.  [2]  60, 70),  it  is  a  mixture 
of  the  decomposition  products  of  camphene. 

BOURNOlflTE.  Sulphantimonate  of  copper 
and    lead  CuPbSbSj,   crystallising  in  tabular 
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orthorhombio  crystals;  these  are  frequently 
twinned  and  show  re-entrant  angles  at  the  edges, 
hence  the  names  *  cogwheel-ore '  and  *'  wheel- 
ore.*  It  is  found  in  Cornwall,  Harz»  &o. ;  and 
in  Bolivia.  It  sometimes  occurs  in  sufficient 
abundance  to  be  used  as  an  ore  of  copper  and 
lead.  L.  J.  S. 

BOVEY  COAL  v.  Fuxl. 

BRAGA.  An  alcoholic  beverage  used  in 
Roumania,  prepared  by  the  fermentation  of 
millet.  The  seed  is  boiled  with  about  12  times 
ita  weight  of  water  for  14  hours,  the  resulting 
viscous  mass  cooled,  stirred  with  water  ana 
allowed  to  ferment.  The  liquid  is  filtered  and 
mixed  with  water,  when  it  is  ready  for  sale. 
It  is  somewhat  sweet,  and  contains  about  1*3  p.c. 
of  alcohol  by  weight. 


BRAM'S  POWDER.  An  explosive  consisting 
of  60  parts  of  a  mixture  of  potassium  chlorate, 

Sotassium  nitrate,  wood  charcoal,  and  oak  saw- 
ust  saturated  with  40  parts  of  trinitroglyoerine 
(Wu^ifer's  Jahr.  22,  476). 

BRAN.  The  name  given  to  the  coarser  frag- 
ments, consisting  mainly  of  the  outer  layers, 
which  are  produced  in  the  grinding  or  milling  of 
cereal  or  other  seeds.  When  the  term  is  used 
without  any  descriptive  adjective,  the  product 
from  wheat  is  usually  understood ;  but  maize, 
barley,  buckwheat,  rye,  oats,  even  peas  and 
earth  nuts,  when  milled,  yield  products  which 
are  described  as  '  bran.' 

The  following  analyses,  compiled  chiefly 
from  German  and  American  sources,  show  the 
general  average  composition  of  various  *  brans ' : 


Water 


Protein 


Fat 


'Sol.carbo- 
j  hydrates 


Fibre 
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Wheat  bran,  fine 

coarse 

spring  wheat 
winter  wheat 

Rye  bran  (German) 
„       „     (American) 

Barley  bran 

Oat  brah 

Maize  bran 

Rice  bran    . 

Buckwheat  bran,  fine 
„  „      coarse 

Pea  bran 

Earth  nut  bran    . 


1 

13-2 

1 
15-6 

4-8 

64-0 

8-0 

4-5 

13-2 

14*3 

4-2 

52-2 

10-2 

6-9 

11-6 

16-1 

4-6 

64-5 

8-0 

5-4 

12-3 

160 

40 

63-7 

8-1 

6-9 

12-6 

16-7 

3-1 

68-0 

6-2 

4-5 

11-6 

14-7 

2-8 

63-8 

3-6 

3-6 

10-6 

14-8 

3-6 

67-6 

8-6 

6-0 

9-6 

7-6 

2-7 

53-8 

21-6 

6-7 

12-5 

9-9 

3-6 

61-5 

9-6 

30 

9-7 

12-1 

8-8 

49-9 

9-5 

10-0 

12-0 

15-2 

4-6 

60-0 

11-8 

7-0 

15*6 

8-0 

1-8 

34-2 

37-6 

2-8 

11-7 

16-8 

1-7 

46-2 

20-1 

3-6 

10-6 

21-8 

18-1 

24-7 

19-6 

1 

6-4 

The  digestion  coefficients  for  the  constituents 
of  most  varieties  of  bran  are  low,  so  that  their 
food  value  is  in  general  not  so  high  as  the  analyses 
would  indicate. 

The  character  and  composition  of  the  bran 
from  any  particular  grain  is  liable  to  considerable 
variation,  according  to  the  method  of  milling 
adopted.  As  a  rule,  the  less  perfectly  the  com 
is  ground,  the  richer  is  the  bran  in  meal  and 
therefore  in  feeding  value. 

It  will  be  noticed  that  bran  is  much  richer 
in  protein,  fat,  ash,  and  fibre  than  the  fine  por- 
tions of  the  meal  from  the  same  grain. 

In  the  case  of  wheat,  the  finer  portions  of  the 
bran  are  known  as  *  middlings '  and  *  sharps '  or 
'  shorts.'  Usually  the  last  term  denotes  the 
portions  which  most  nearly  resemble  bran,  while 
'  middlings '  refers  to  an  intermediate  product 


more  approximating  to  flour  in  composition, 
thouffh  much  richer  in  protein,  aah,  and  fibre. 

'fke  processes  employed  in  the  milling  of 
wheat,  however,  are  so  complex  that  about  80 
or  100  products  are  separated.  For  a  study  of 
the  composition  of  the  various  products  of  a 
modem  roller  mill,  see  Cliflord  Richardson  (Bull. 
No.  4,  U.S.  Bept.  of  Agric.  Biv.  of  Ohemis- 
try,  reproduced  in  part  9,  Bull.  13,  [1898]). 
Usually,  about  70  to  76  p.c.  of  the  wheat  is  ob- 
tained as  flour  of  various  grades,  about  20  p.c. 
as  bran,  3  or  4  p.c.  as '  shorts,'  and  the  remainder 
as  screenings  and  loss. 

Weinwurm  (Oesterr-Ungar.  Zeits.  Zucker- 
ind.  u.  Landw.  1890)  found  that  from  Hun- 
garian wheat,  20  p.c.  of  bran  of  three  decrees  of 
fineness  were  obtained,  possessing  the  f(mowing 
composition : — 


Fine  bran 
Medium  bran 
Coarse  bran 


Yield 
p.c. 

Water 

16 
2 
2 

11-36 
11-65 
12-37 

Compoeltlon  of  dry  matter 


Protein 

Insol.       8<d. 

In  dlL  acetlo  acid 


13-50 
13-38 
13-44 


3-06 
2-72 
3-17 


Fat 


4-54 
3-96 
3-46 


Sd.  carbo- 
hydrates 


63-64 
63-97 
62-13 


Fibre 


8-71 
9-08 
9-79 


I 


Ash 


6-66 
6-89 
7-01 


Snyder  (Studies  on  Bread  and  Bread- 
making  at  the  University  of  Minnesota,  1901) 
examined  the  products  from  the  milling  of  wheat 
by  the  American  methods,  using  a  huxl  Scotch 
fife  wheat. 

The  shorts  and  bran  obtained  had  the  follow- 
ing composition : — 


Protein  Total  carbo- 

Water     (Mx6-7)  Fat      hydrates  Ash  Acidity 

Shorts    8-73      14-87  6-37      66-47    4-56    014 

Bran      9-99      1402  4-39      65-54    6-06    0-23 

The  acidity  is  expressed  in  terms  of  lactic  acid. 

llie  carbohydrates  of  bran  have  been  in- 
vestigated by  Sherman  (J.  Amer.  Chem.  Soc. 
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1807,  19,  291).     He  found  the  following  average 
peroentages  in  wheat  bran: — 

TotAl  soluble  carbohydrates  calcu- 
lated as  dextrin  .7*2  p.o. 

Starch 17-7 

True  pentosans          .                  .17*5 
Lignin  and  allied  substances  11*6 

CeUulose 8*5 


Total  carbohydrates    . 


62*5 


Other  investigaton  —  Tolleus,  Clialmot, 
Gttnther  and  Stone— have  found  from  22  to 
25  p.c.  of  pentosans  in  wheat  bran,  while  maize 
bran  contains  about  40  p.c. 

Girard  (Compt  rend  1897,  124,  926)  sives 
the  results  of  the  examination  of  by-pzoducta 
from  wheat — presumably  shorts  and  bran — by 
a  method  different  from  the  conventional  one. 

In  estimating  the  amount  of  water-soluble 
matter  in  products  from  seeds,  he  points  out  the 
necessity  of  using  ice-cold  water,  otherwise  the 
enzymes  present  may  act  upon  the  constituents 
of  the  seed,  and  greatly  increase  the  amount  of 
matter  soluble  in  water. 

The  following  are  the  mean  figures  calculated 
from  analyses  of  the  by-products  from  four 
French  wheats : — 

Water     Sdable  in  water     Insoluble  in  water 
14*72  10*63  74*65 

The  matter  soluble  in  water  consisted  of — 
proteids  2*70,  carbohydrates  6-16,  inorganic 
matter  1  *77.  The  matter  insoluble  in  water 
oondsted  of — ^gluten  4-66,  starch  28*08,  nitro- 

§enous  woody  matter  6*70,  fats  3*17,  cellulose 
0-22,  inorganic  matter  1*94,  loss  and  undeter- 
mined 0-99. 

The  mineral  matter  in  bran  is  very  hish  as 
compared  with  that  in  the  rest  of  the  seed,  being 
usually  between  6  and  6  p.c.,  whilst  that  in  flour 
is  usually  less  than  0*5  p.c. 

The  ash  of  bran  is  particularly  rich  in  phos- 
phoric acid,  but  poor  in  lime.    The  following 
analysis  by  Wolff  gives  its  usual  composition  : — 
K«0      Ka,0       MgO       CaO       P.Ob      BIG, 
24-0      0-6        16-8      4*7        51*8      11 

There  is  a  widespread  belief  that  bran  is 
particularly  well  fltted,  because  of  its  richness 
m  mineral  matter,  to  supply  the  needs  of 
animals  with  reference  to  the  development  and 
nutrition  of  bone.  But  from  a  study  of  a  bone 
disease  among  horses  and  mules  in  South  Africa, 
it  has  been  deduced  that  for  normal  bone  nutri- 
tion it  is  necessary  that  animals  be  supplied,  in 
their  rations,  with  phosphoric  oxide  and  lime  in 
approximately  equal  proportions  by  weight 
(Ingle,  Jour.  Comp.  Path,  and  Therapeutics, 
1907,  March,  also  Jour.  Agric.  Science,  1908, 
3,  22).  From  this  point  of  view,  bran  is 
particularly  ill  suited  to  aid  bone  development, 
since  it  contains  an  overwhelming!  preponderance 
of  phosphoric  acid  over  lime,  bemg  in  the  ratio 
of  100  to  9  in  the  above  analysis,  while  in  some 
samples  it  is  as  high  as  100  :  5*5.  That  bran 
has  an  injurious  action  upon  bone  nutrition 
when  used  in  large  quantities,  is  shown  by  the 
occurrence  of  a  pecmiar  bone  disease  in  horses 
known  as  *  bran  rachitis '  or  *  millers'  horse 
rickets,'  observed  in  animals  fed  largely  on  bran. 

The  phosphoric  acid  in  bran,  however,  does 
not  exist  entirely  as  metallic  phosphates.     Ac-  I 
cording  to  Patten  and  Hart  (Bull.  260,  New  ' 


York  Agrio.  £xpt.  Station,  1904)  about  68  p.c. 
of  the  total  phosphorus  is  extracted  by  0-2  p.c. 
hydrochloric  aoia  solution,  and  of  this,  nearly 
the  whole  exists  as  anhydro-oxymethylene  di- 
phosphoric  acid  CtH,P,0, 

=(OH),OPO-CH,-0-CH,-OPO(OH), 

a  substance  first  isolated  by  Postemak  (Revue 
General  de  Botanique,  19(X),  12,  5  and  65 ;  Compt. 
rend.  1903,  137,  439).  In  bran,  this  acid  exists 
in  combination  nith  magnesium,  calcium,  and 
potassium. 

The  free  acid,  when  heated  with  strong 
mineral  acids,  is  hydrolysed,  yielding  inositol  and 
phosphoric  acid 

3C,H,P,0,+3H,0=C,Hi,0^-f6H,P04. 

Bran  is  largely  used  as  a  food  for  farm 
animals,  but  has  a  weakeniQg  effect  upon 
digestion  if  used  in  larse  quantities.  It  is 
more  suitable  as  a  food  for  fattening  than 
for  working  animals.  Owing  probably  to  its 
mechanical  action  on  the  bowels,  it  has  a  purga- 
tive effect.  If  used  largely  for  milch  cows,  it 
tends  to  make  the  butter  soft.  Similarly,  large 
quantities  of  bran  given  to  fattening  animAiR 
tend  to  lower  the  mdting-point  of  the  body-fat. 
This  is  an  advantage  in  the  production  of  mutton 
or  beef,  but  a  disadvantage  with  bacon. 

Bran  is  also  largely  used  in  tanning  leather. 
(For  a  description  of  the  process  and  of  the 
changes  occurring  in  the  fermentation  of  bran 
so  employed,  see  Wood  and  Wilcox,  J.  Soc. 
Chem.  Ind.  1893,  422,  and  1897,  510.)    H.  I. 

BRANDY.  (Eau-de-vie,  Fr. ;  Branniwein, 
Ger.)  The  term  *  brandy'  is  an  abbreviation 
of  *  brandy- \^ine '  the  original  English  form  of 
the  word,  which  occurs  also  in  all  the  Teutonic 
languages  of  Northern  Europe,  and  signifies 
burnt  or  distilled  wine.  The  latter  term  (wine) 
in  its  widest  sense  includes  the  product  obtained 
by  fermentation  of  all  natural  fruit  juices  or 
extracts  from  grain,  and  not  fermented  grape 
juice  only.  0&  Enslish  Acts  of  Parliament 
refer  to  *  brandy '  ana  *  aqua  vit»  '  made  from 
malted  com,  whilst  the  (Wman  word  branni- 
wein is  applied  to  strong  potable  spirits 
generally  without  implying  that  such  spirit  is 
necessarily  derived  from  wine.  At  the  present 
time,  however,  the  *  brandy '  of  commerce  is 
almost  universally  understood  to  be  a  spirit 
derived  exclusively  from  the  grape. 

Besides  alcohol  and  water,  the  principal 
constituents  of  brandy  are  acetic,  but3Tic, 
OBnanthic,  and  valerianic  esters,  acetic  acid,  a 
small  quantity  of  a  volatile  oil,  and  a  little 
fixed  acid,  tannin,  and  colouring  matter.  When 
new,  brandy  is  colourless,  but  gnulually  acquires 
avellowish-brown  colour  by  storage  in  oak  casks. 
The  required  colour  for  particmar  brands  is, 
however,  usually  obtained  by  the  addition  of  a 
solution  of  caramel  or  burnt  sugar.  Genuine 
brandy  of  good  quality  has  a  sweet  mellow 
ethereal  flavour,  without  any  suspicion  of  the 
'  fiery '  or  *  earthy '  taste  common  to  inferior 
or  fictitious  brandies. 

The  bouquet  of  brandy  depends  upon  (a)  the 
nature  and  quality  of  the  wine  from  which  it 
has  been  produced ;  (b)  the  conditions  under 
which  the  wine  has  been  fermented;  (c)  the 
method  of  distillation  employed  ;  and  {d)  the  age 
of  the  brandy.  The  characteristic  flavour  of 
brandy  is  said  to  be  due  chiefly  to  oenanthic 
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ostcr  (ethyl  pdargonate),  but  it  varies  with  the 
total  amount  and  relative  proportions  of  other 
volatile  constituents  present.  According  to 
Ordonneau,  the  peculiar  fragrant  odour  of 
brandy  is  due  to  a  very  small  quantity  of  a 
terpene  which  boils  at  178°»  and  which,  on 
oxidation,  gives  the  characteristic  flavour  to  old 
brandy. 

Over  90  p.c.  of  the  brandy  imported  into  the 
United  Kingdom  comes  from  France,  the  finest 
grades  being  Cognac  and  ArmagnaCt  so  named 
from  the  french  towns  in  which  they  were 
originally  distilled.  But  little  brandy  is  now 
distilled  in  Cognac  itself,  the  greater  part  being 
produced  on  the  brskndy  farms  of  the  surrounding 
districts.  Other  brandies  of  less  value  commer- 
cially are  those  of  the  Midi  and  the  districts  oi 
Aude,  Gard,  Herault,  and  Pyrenees  Oocidentales, 
commonly  known  as  the  *  Trois-six  de  Mont- 
pellier.'  Marc  brandies  are  distilled  from  the 
fermented  *  marc  '  or  refuse  of  the  wine-press  as 
well  as  from  the  lees  of  the  wine-casks. 

Whilst  the  term  '  Cognac '  has  by  custom 
come  to  be  used  almost  as  a  generic  term  for 
*  brandy,'  it  is,  strictly  speaking,  applicable  only 
to  spirits  made  from  wine  grown  in  the  Cognac 
region,  which  comprises  a  certain  part  of  the 
two  departments  of  Charente  and  Charente 
Inf^eure,  also  Dordogne  and  Les  Beux-S^vres. 
A  strict  delimitation  of  the  Cognac  area  has 
been  made  by  the  French  Gbvemment  b^ 
decree  dated  1st  May,  1909,  and  the  region  is 
locally  subdivided  into  the  Grande  or  Fine 
Champagne,  the  Petite  Champagne,  the  Borderies 
and  the  Bois,  according  to  the  quality  of  the 
wine  produced. 

The  soil  of  the  district  is  mainly  calcareous, 
and  the  grape  is  a  small  white  berry  with  very 
acid  juice,  producing  a  wine  of  inferior  quality 
for  drinking  purposes.  (For  the  extraction  and 
fermentation  of  the  grape  juice,  see  Wens.) 

Ab  the  reputation  of  the  brandies  of  the 
Cognac  and  Armagnac  districts  depends  so  much 
upon  their  bouquet,  they  are  submitted  to  slight 
rectification  oiUy,  and  distillation  is  therefore 
usually  conducted  in  a  simple  *  pot '  still  by  the 
professional  distiller  as  well  as  by  the  farmer. 
The  still,  which  varies  in  content  from  about 
150  to  200  gallons,  is  usually  enclosed  in  brick- 
work, with  only  a  small  bulbous  head  exposed, 
and  is  generally  heated  by  means  of  a  furnace, 
wood  being  considered  the  best  fuel.  In  a  few 
distilleries  the  stills  are  heated  by  steam.  Occa- 
sionally, a  subsidiiury  vessel,  fiUed  with  wine  and 
called  a  *  chauffe-vm,'  is  attached  to  the  still, 
and  through  it  the  pipe  conveying  the  spirit 
vapour  to  the  refrigerator  passes,  neating  the 
wine  so  that  the  Gitter  is  quickly  raised  to 
boiling-point  when  subsequently  passed  into  the 
still,  thereby  effecting  a  saving  of  fuel.  Two 
distillations  are  made,  termed  '  brouillis '  and 
'  bonne-chauffe,*  cozresponding  respeotivelv  with 
the  *  low  wines '  and  ^  spirits '  of  the  whiskey 
distiller. 

In  some  distilleries  the  finished  spirit  is 
produced  at  one  continuous  distillation  by  means 
of  a  still  described  as  *  k  premier  jet.'  In  this 
form  of  still,  a  vessel  is  attached  to  and  above 
the  head  of  the  still,  and  through  it  the  spirit  of 
the  first  distillation  is  conveyed.  This  spirit  is 
again  vapourised  by  the  heat  of  the  spirit  vapour 
rising  from  the  still  itself  on  its  way  to  the 
Vol,  1.—T. 


refrigerator.  The  spirit  produced  in  this  way 
\A  not  considered  so  fine  as  that  obtained  by  the 
pot  still,  but  it  is  of  higher  strength  and  more 
suitable  for  the  manufacture  of  liqueurs. 

The  quality  of  the  spirit  depends  greatly  on 
the  care  with  which  the  distillation  process  is 
carried  out.  The  stills  should  be  worked  slowly 
and  regularly,  the  normal  time  for  the  complete 
distillation  of  a  charge  being  about  ten  hours. 

The  quantity  of  wine  umd  in  the  process  of 
manufacture  is  relatively  very  great,  the  amount 
of  brandy  produced  from  a  given  measure  being 
only  from  10  to  15  p.c.  The  strength  of  the 
wine  varies  from  4*5  to  9  p.c.  by  weight  of  puro 
alcohol,  or  approximately  from  10  to  20  p.c.  of 
proof  spurit,  we  average  beinff  6-5  p.o.  of  alcohol, 
or  14  p.c.  of  proof  spirit.  Tne  finished  spirit  as 
run  from  the  still  contains  about  64  p.c  by  weight 
of  alcohol,  equivalent  to  a  strength  of  about 
25  over-proof.  The  brandy,  as  received  from 
the  farmers,  is  blended  and  diluted  in  vats, 
sweetened  with  cane  sugar,  slightly  coloured 
with  caramel,  and  filtered  (if  necessary)  into 
storage  vats  in  which  it  is  matured. 

l£e  French  Government  has  by  various  laws 
and  decrees  of  the  years  1905  to  1909  prohibited 
the  description  '  Cognac '  to  be  applied  to  any 
mixture  of  Cognac  or  other  wine  spirit,  with  grain 
or  beet  spirit,  and  has  further  provided  that 
labels,  marks,  &c.,  bearing  the  word  *'  Cognac  ' 
should  signify  that  the  spirit  in  question  is 
solely  the  product  of  the  Cognac  region  (fnde 
supra). 

The  simple  pot  stills  and  the  modified  stills 
known  as  '  k  premier  jet,'  above  referred  to,  as 
beinff  used  in  the  Charente  districts,  are  not 
suitaole  for  wines  having  a  strong  earthy  flavour 
('terroir')  or  other  undesirable  qualities.  In 
such  cases,  as  in  the  brandies  of  the  Midi,  the 
Rochelle  district,  and  the  mare  brandies  of 
Burgundy,  stills  of  a  more  complicated  nature 
are  employed,  owing  to  the  necessity  for  a  greater 
degree  of  rectification.  In  these  the  distOlation 
is  continuous,  and  in  the  Rochelle  district  and 
the  islands  of  the  N.W.  coast,  a  pot  still  with 
a  rectifying  head,  known  as  the  'Alembic  dee 
lies,'  is  employed,  Tdiilst  in  the  south  the 
distilling  column  consists  of  a  series  of  compart- 
ments separated  by  plates  or  *  plateaux,*  con- 
nected with  taps  by  means  of  which  it  is  possible 
to  take  off  the  spirit  at  a  higher  or  lower  strenffth 
as  desired.  These  stills  are  generally  heated  l)y 
direct  fire. 

Immense  quantities  of  wine  are  produced  in 
the  Midi  for  conversion  into  Inrandy,  the  grapes 
of  this  region  being  unsuitable  for  making  good 
wine.  This  is  attributed  to  the  effects  of  the 
PhyUoxera,  which  devastated  the  whole  of  the 
Charente  district  in  the  years  1875-1878.  Before 
this  time,  most  of  the  orandy  exported  to  the 
United  Kingdom  was  genuine  Cognac,  but  the 
destruction  of  the  Charente  vineyaras  stimulated 
the  production  of  brandy  in  other  parts  of  France 
as  well  as  in  other  countries.  The  vineyards  of 
the  Cognac  district  were  replanted  with  American 
stocks,  on  which  Charente  vines  were  grafted, 
and  the  result  has  been  highly  successful ;  but 
in  the  south  of  France  the  vineyards  rava^^  by 
the  phylloxera  were  replanted  with  vines  which 
were  not  appropriate  to  the  soil,  and  which 
yielded  wine  in  great  quantity  but  at  the  sacrifice 
of  good  quality.    Hence  the  use  of  the  rectifying 
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stilla  in  the  Midi  and  the  large  quantity  of  brandy 
produced.  Most  of  this  is  consumed  in  France. 
The  spirit  derived  from  diseased  or  unsound  wines 
is  highly  rectified  and  used  for  industrial  pur- 
poses. The  cheapness  of  wine,  therefore,  affords 
little  or  no  inducement  to  the  distillers  of  the 
Midi  to  use  beet  or  grain  as  the  raw  material  for 
the  production  of  their  brandies. 

The  relative  values  of  the  spirits  above 
mentioned  may  be  gathered  from  the  average 
prices  per  proof  gallon  in  1909,  iv^ich  were  from 
6s,  for  brandy  of  the  best  Cognac  district 
(Champagne)  to  2«.  6d.  for  Bois  brandy,  the 
cheapest  in  the  Cognac  district,  whilst  Midi 
brandy  was  1«.  9d,,  and  grain  and  beet  spirit 
le,  2d.  and  Is.  Id.  per  proof  gallon  respectively. 

Marc  brandies  or  eaux-^-vie  de  marc  are, 
as  the  name  implies,  derived  from  the  marc  or 
refuse  of  the  grapes  after  the  juice  has  been 
extracted.  They  nave  a  strong  earthy  flavour, 
and  usually  are  very  rich  in  secondary  products. 
The^  are  therefore  often  added  to  other  wine 
spirits  to  impart  the .  brandy  character,  or 
admixed  with  neutral  spirit  from  grain,  beet, 
&c.,  in  the  preparation  of  fictitious  brandies. 

Algerian  brandy  is  of  high  quality,  resembling 
Cognac,  and  is  generally  sent  to  France,  whence 
considerable  quantities  are  reshipped  from  the 
Charente  district  to  the  United  Kingdom. 

Brandies  are  produced  in  most  other  wine- 
growing countries,  especially  when,  owing  to 
over-production  of  wine,  or  some  defect  in  its 
quslity,  it  becomes  more  profitable  to  convert  it 
into  spirit  than  to  dispose  of  it  as  *  wine.*  The 
most  important  commercially  are  from  Spain, 
Egypt,  Germany,  South  Africa,  and  Australia, 
but  the  quantities  of  these  exported  to  the 
United  Kingdom  are  small  as  compared  with 
French  brandies. 

The  Spanish  brandies  are  similar  in  character 
to  the  F^nch,  and  command  a  high  price. 
Genuine  Egyptian  brandy  is  made  from  fresh 
grapes,  although  the  wine  grape  is  not  cultivated 
in  E^ypt.  The  grapes  are  imported  into 
Alexandria  from  Southern  Turkey,  Greece, 
Cyprus,  and  Asia  Minor,  and  there  made  into 
wine  from  which  the  brandy  is  distilled.  Thev 
have  a  strong  characteristic  flavour,  much 
appreciated  by  consumers  of  the  cheaper  brandies. 
Spurious  brandies  of  doubtful  origin,  but 
described  as  *  £Wptian,'  are  also  on  the  market 
They  are  probably  made  from  the  currant  grape 
grown  in  Greece  and  Asia  Minor,  and  have  no 
right  to  the  title  of  *  Egyptian,'  beyond  the  fact 
that  they  are  exported  md  Alexandria.  Increas- 
ing quantities  of  brandy  of  fair  quality  are  being 
produced  in  South  Africa  and  Australia.  The 
so-called  *  dop '  brandy  of  South  Africa  is 
produced  in  the  same  way  as  the  French  '  marc  * 
orandies,  and  has  similar  characteristics. 

The  natural  improvement  observed  in 
genuine  brandies  by  *  ageing '  is  always  accom- 
panied by  a  rise  in  the  quantity  of  the  secondary 
constituents  due  to  the  formation  of  oxidation 
products  (aldehydes  and  acids)  and  esters,  as 
well  as  to  concentration  due  to  loss  of  alcohol 
and  water.  The  hi^er  alcohols  also  tend  to 
increase,  and  furfund  to  diminish,  with  age. 
According  to  Duplais,  the  mellowness  due  to  acre 
may  be  imparted  to  new  brandy,  making  it  fit 
fov  immediate  use,  by  adding  tiiie  following  to 
every  100  litres  :  old  rum,  2*0  litres ;  old  kirach. 


1*75  litres;  syrup  of  raisins,  2<0  litres;  and 
infusion  of  wunut  hulls,  0*75  litre.  Low  wines 
which  have  been  kept  for  some  months  in  casks 
containing  clear  ram  water  preserved  by  the 
addition  of  10  or  12  p.c.  of  strong  brandy  (85^) 
are  also  used  for  a  similar  purpose. 

Whilst  there  is  a  legitimate  use  of  colouring 
which  has  become  practically  an  essential 
character  of  the  brandy  of  commerce,  the  colour 
acquired  by  old  brantues  owing  to  long  storage 
in  casks  is  often  simulated  in  order  to  give  to 
new  brandies  a  fictitious  appearance  of  age  by 
means  of  a  tincture  of  oak  extract  obtained 
from  chips,  shavings,  or  sawdust  of  the  white 
oak  used  at  Cognac  for  making  brandy  casks. 

Brandy  is  described  in  the  British  Fharmaco- 
pcBia,  as  '  Spiritus  Vini  GUUici,'  thus  implying 
the  French  origin  of  the  spirit,  and  is  defined  as 
*  a  spirituous  liquid  distilled  fr6m  wine  and 
matured  by  age,  and  containing  not  less  than 
36^  p.c.  by  weight,  or  43^  p.o.  by  volume  of 
ethyl  hydroxide '  (approximately  76  p.c  of 
proof  spirit). 

This  definition,  however,  takes  no  cognisance 
of  the  nature,  quantity,  or  relative  proportions 
of  the  secondary  products  to  which  the  peculiar 
medicinal  properties  of  brandy  are  attributed, 
and  in  view  of  the  variations  in  these  oon> 
Btituents  even  in  the  brandies  of  commerce 
known  to  be  genuine,  and  the  difiSculty  of 
arriving  at  any  satisfactory  standard,  it  has 
been  proposed  by  the  British  Medical  Association 
to  eliminate  *  brandy '  at  the  next  revision  of 
the  PharmacopcBta. 

llie  following  standards  of  purity  are  pre- 
scribed by  the  United  States  Pharmaoopcsia. 
Brandy  should  be  at  least  4  years  old;  its 
alcoholic  content  from  39  to  47  p.o.  by  weight 
(81-06  p.0.  British  proof  spirit) ;  specific  gravity 
not  exceeding  0*941  nor  less  than  0*925;  the 
residue  should  not,  on  the  volatilisation  of  the 
last  traces  of  alcohol,  evolve  a  marked  disagree- 
able odour  of  fusel  oil,  and  should  not  exceed 
1*5  p.0. ;  also  the  residue  from  100  c.c.  should 
dissolve  readily  in  10  cc  of  cold  water,  and 
should  be  free  from  more  than  traces  of  tannin 
(f.e.  should  not  give  more  than  a  pale-green 
colouration  on  the  addition  of  a  dilute  solution 
of  ferric  chloride);  aiid  the  acidity  diould 
require  not  more  than  1  cc.  of  decinormal  alkali 
for  neutralisation  using  phenolphthalein  as  an 
indicator. 

Under  the  Sale  of  Food  and  Drugs  Act,  no 
standard  for  brandy  is  fixed  beyond  the  limita- 
tion of  8treng|th  (in  common  with  whiskey  and 
ram)  to  a  minimum  of  25  p.c  under  proof,  below 
which  it  may  not  legaUv  be  sold  without  the 
fact  of  dilution  beinf  deolared.  The  strength  of 
brandy  as  imported  into  the  United  ELingdom 
varies  considerably,  but  the  averase  is  about 
69  below  proof,  or  46*5  p.c.  of  alcohol  by  weight. 
Ordonneau  (Compt.  rend.  102,  217)  subjected 
100  litres  of  25-year-old  brandy  to  fractional 
distillation,  and  obtained  the  following  substances 
estimated  in  grams  per  hectolitre : — 

Aldehyde 3*0 

Normal  propvl  alcohol  .  40*0 

Normal  butyl  alcohol    .  .  218*6 

Amyl  alcohol  ....  83*8 
Hexyl  alcohol  .  .  .  .0*6 
Heptyl  alcohol      .  .1*5 

Acetic  ester  ....     35*0 
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Propionic,  butyric,  and  caproio  esters     3-0 
(Enanthic  ester  (about)  .       4-0 

Aoetal  and  amines         .  .     traces 

Morin  (Compt.  rend.  105,  1019)  distiUed  92 
litres  of  pure  cognac  in  Claudin  and  Morin's 
apparatus.  The  &st  portion  of  the  distillate 
contained  the  more  volatile  bodies ;  the  second 
consisted  of  tolerably  pure  ethyl  alcohol ;  the 
third,  the  higher-boiling  alcohols,  &c.  The 
residue,  chiefly  water,  was  tested  for  free  acids, 
i^obutylglycol  and  glycerol. 

The  first  three  portions  were  then  fraction- 
ated, 5  litres  of  liffut  alcohol,  55  litres  of  pure 
ethyl  alcohol,  and  3*5  litres  of  higher-boiling 
compounds  being  obtained.  The  latter  fraction 
smelt  strongly  of  fusel  oil,  and  possessed  a 
burning  taste.  The  water  remaining  behind  was 
added  to  that  already  obtained.  The  fractions 
were  then  redistilled  in  Le  Bel  and  Henninger's 
apparatus.  The  fusel  oil  portion,  which  after 
dehydration  by  potassium  carbonate  weighed 
352  grams,  gave : 

grams 

Water 7 

Ethyl  alcohol      .         .  .130 

Normal  propyl  alcohol  .  25 

Isohutyl  alcohol  ...       6 

Amyl  alcohol      .  .         .175 

Furfural 2 

Wine  oils 7 

The  water  contained  a  little  acetic  and  butyric 
acids,  and  a  small  quantity  of  a  viscous  liquid 
which  distiUed  undecomposed  under  diminished 
pressure,  and  appeared  to  consist  of  Mobutyl 
alcohol  and  glycerol.  The  residue  contained 
tannin,  together  with  substances  extracted  from 
the  wood. 

In  the  following  table :  1  shows  the  com- 
pounds contained  m  100  litres  of  the  cognac  ; 
2  shows  the  same  obtained  by  the  fermentation 

of  100  kilos,  of  sugar  : — 

1  2 

grams  grams 

Aldehyde                          trace  trace 

Ethyl  alcohol          .     50,83700  50,615-0 

Norm,  propyl  alcohol        27-17  2*0 

/«obutTl  alcohol     .             6-52  1-5 

Amyl  alcohol                   190-21  510 

Furfural  bases                     2-19  — 

WineoU        .         .             7-61  2-0 

Acetic  acid    .                    trace  — 

Butyric  acid                      trace  — 

/tfobutyl  glycol       .            2-19  — 

Glycerol                 .            4-38  — 

Butyl  alcohol  was  absent ;  furfural  was 
detected  directly  by  the  addition  of  aniline  to 
the  cognac,  a  red  colouration  beina;  produced 
in  the  presence  of  acetic  acid.  It  will  be  observed 
that  wobutyl  alcohol  is  present  only  in  small 
quantity,  whilst  in  Ordonneau's  results  it  is 
absent  altogether. 

The  aniQytical  data  usually  relied  upon  for 
discriminating  between  genuine  brandies  and 
those  blended  with  neutral  spirit  are  (a)  volatile 
acids ;  (6)  aldehydes  ;  (c)  esters  ;  yd)  higher 
alcohols ;  and  (e)  furfural.  The  results  are 
calculated  in  parts  per  100,000  of  absolute 
alcohol,  e.g.  in  milligrams  per  100  cc,  or  grams 
per  hectolitre.  The  total  amount  of  the 
secondary  products  expressed  in  this  manner 
is  termed  the  *  coefficient  of  impurities,'  or 
preferably  the   '  coefficient  non-alcohoL*    The 


standard  coefficient  suggested  by  Girard  and 
Cuniasse  for  genuine  brandy  is  300,  of  which  not 
less  than  80  should  be  esters.  In  cnlculating  the 
proportion  of  neutral  spirit  in  a  mixture,  allow- 
ance should  be  made  for  the  small  amount  of 
secondary  products  present  in  neutral  spirit. 
The  average  coefficient  for  industrial  alcohol,  as 
shown  by  the  analyses  of  Girard  and  Cuniasse, 
is  17  and  the  esters  8. 

(For  a  detailed  description  of  the  methods  of 
analysis  employed,  see  Thorpe,  Minutes  of 
Eviaence  taken  by  the  Royal  Commission  on 
Whiskey  and  other  Potable  Spirits,  ii.  Appen- 
dix Q,  xii.  1909.) 

The  causes  which  affect  the  characteristic 
bouquet  of  the  wine  naturally  influence  the 
proportion  as  well  as  the  character  of  the 
volatile  matters  included  in  the  *  coefficient '  of 
the  brandy.  Thus  the  proportion  of  acids  and 
esters  is  considerably  augmented  if  the  wine 
becomes  sour,  and,  speaking  generally,  the 
aldehydes  are  higher  in  white  than  in  red  wines. 
Also  in  regard  to  distillation,  the  aldehyde  and 
more  volatile  esters  are  found  mainly  in  the 
first  runnings  ('produits  de  t^te'),  whilst  the 
higher  alcohols  and  furfural  occur  in  largest 
quantity  in  the  tailincs  (*  produits  de  queue '). 

In  the  brandies  of  Charente  and  Armagnao 
the  coefficient  is  usually  rather  high,  but 
ordinarily,  in  cognacs  and  fine  champagne^  it 
ranges  between  275  and  450,  although  occasion- 
ally it  falls  considerably  beyond  tnese  limits. 
Brandies  obtained  from  wines  of  the  Midi  and 
from  Algeria  show  much  wider  variations, 
ranging  from  25  (indicating  strong  rectification) 
to  500.  Marc  brandies  have  almost  invariably 
a  very  high  coefficient,  ranging  from  500  to  nearly 
1500,  and  in  these,  aldehydes  often  form  a  large 
proportion. 

Attempts  have  been  made  to  fix  minimum 
and  maximum  values  for  the  coefficient,  but 
without  much  success,  the  former  'with  a  view 
to  the  detection  of  the  admixture  of  neutral 
spirit,  and  the  latter  to  restrict  the  amount  of 
secondary  products  for  hyeienic  reasons.  The 
effect  of  such  limits  would  be  to  condemn  many 
brandies  that  are  undoubtedly  genuine  and  even 
of  high  commercial  value. 

fVom  the  hygienic  point  of  view,  the  esters, 
furfural,  and  especially  the  aldehydes,  have  a 
much  more  deleterious  action  on  the  human 
system  than  the  higher  alcohols,  whilst  the 
acids,  particularly  acetic,  which  frequently  forms 
a  large  proportion  of  the  coefficient,  cannot  be 
said  to  have  any  detrimental  influence. 

The  French  Government,  in  1904,  instituted 
.  an  inquiry  by  the  Technical  Committee  of 
CEnology  into  the  i)Ossibility  of  fixing  standards 
for  the  total  amount  of  secondary  products 
{*  coefficient  non-alcohol  *)  of  genuine  brandy, 
but  the  conclusion  arrived  at  was  that  neither  a- 
minimum  nor  a  maximum  limit  could  be  recom- 
mended owing  to  the  extremely  variable  character 
of  brandy,  not  only  with  respect  to  the  co- 
efficient as  a  whole,  but  also  in  regard  to  the 
proportions  of  the  volatile  constituents  relatively 
to  each  other.  Chemical  analysis  should  not 
be  relied  upon  alone,  but  should  be  supplemented 
and  its  results  confirmed  by  expert  tasting 
('  degustation  *). 

Brtdsh  brandy  is  usually  made  from  grain 
spirit  distilled  with  certain  flavouring  materials^ 
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or  by  adding  flavouring  ingredients  to  the  spirits. 
It  is  frequently  mixed  with  foreign  brandy,  and 
is  larf2;ely  used  for  cooking  purposes. 

The  following  is  Ure's  recipe  for  British 
brandy  :  *'  Dilute  the  pure  alcohol  to  proof  pitch 
and  add  to  every  100  pounds  weight  of  it  from 
half  a  pound  to  a  pound  of  arsol — crude  tartar — 
dissolved  in  water,  some  bruised  French  plums, 
and  a  quart  of  good  cognac.  Distil  this  mixture 
over  a  gentle  nre  in  an  alembic  provided  with 
an  agitator.  The  addition  of  brandy  and  argol 
intrc^uces  cenanthic  ether,  and  if  a  little  acetic 
ether  be  added  to  the  distillate,  the  whole  imparts 
the  peculiar  taste  of  genuine  Cognac  brandy. 
(Colour  with  burnt  su^ar,  if  necessary,  and  add 
a  little  tannic  acid  to  impart  astrin^ncy.' 

Amongst  the  flavourmg  ingredients  used  in 
the  manufacture  of  artificial  brandies  (including 
British  brandy)  may  be  mentioned  the  following  : 
a>nanthic  ester,  tincture  of  catechu,  balsam  of 
tolu,  acetic  ester,  aisol,  cognac  oil,  essence  of 
cognac,  infusions  of  oitter  almond  shells,  tea, 
and  walnut  huUs,  liquorice  root,  prune  juice, 
rum,  syrup  of  raisins,  vanilla,  &c.  So>oalled 
*'  cognac  essences '  contain  mixtures  of  the 
aromatic  compounds  just  mentioned,  whilst 
'cognao  oil'  is  made  by  the  distillation  of  a 
mixture  of  alcohol,  coco-nut  oil,  and  sulphuric 
acid,  cenanthic  ester  being  one  of  the  products. 

As  a  simple  formula  for  artificial  orandy  of 
the  cheapest  grade,  Fleischmann  nves  the 
following  :  spirits,  45  gallons  ;  caramd,  6  ozs. ; 
cognao  oil,  )  oz. 

Cider  brandy  is  manufactured  in  the  United 
States  and  Canada  ftt)m  cider  and  perry. 

Danzig  brandy  is  made  from  rye  ground  with 
the  root  of  Calamus  aromaticus. 

Guernsey  brandy  is  the  spirit  of  beet  root 
flavoured  to  imitate  true  brandy. 

Hambvg  brandy  is  said  to  consist  of  potato 
or  beet-root  spirit  as  a  basis,  flavoured  with 
essences  or  bv  the  addition  of  inferior  Iwandy, 
and  coloured  to  represent  genuine  brandy. 
Similar  imitation  brandies  appear  to  be  made  m 
the  north  of  France,  in  Belgium,  and  in  other 
foreign  countries.  (Girard  and  Cuniasse,  Man. 
pratique  de  TAnalyse  des  Alcools  et  des  Spi- 
ritueux  :  Schidrowitz  :  Analyst,  June,  1905,  and 
June,  1906;  Thorpe,  Nature,  3  Nov.  1904; 
and  Report  of  Royal  Commission  on  Whiskey 
and  other  Potable  Spirits,  1908-9.)  J.  C. 

BRASS  v.  Znro. 

BRASSIC  ACID  v.  Bbassidio  acid. 

BRASSIDIC  ACID  {BrasHc  acid) 

C,H„!^  •  ^CiiH„-CO,H 

is  isomeric  with  emcic  acid  (q.v.),  from  which  it 
may  be  obtained  by  the  action  of  nitrous  acid 
(HauBsknecht,  Annalen,  143,  54;  Reimer  and 
Will,  Ber.  1886,  3321 ;  Websky,  Jahrb.  Chem. 
1853,  444 ;  Fitz,  Ber.  1871,  444) ;  by  treatment 
with  hydrogen  bromide  in  acetic  acid  solution, 
monobroml^henic  acid  C22H4sOtBr,  being  also 
formed  (Ponzio,  Gazz.  chim.  ital.  35,  ii.  394) ;  and 
by  heatins  with  concentrated  sulphurous  acid 
at  200"  (M.  K.  and  A.  Saytzew,  J.  Russ.  Phys. 
Chem.  Soo,  24,  482 ;  J.  pr.  Chem.  60,  [2]  78). 
It  may  also  be  obtained  by  heating  benenolio 
acid  with  zinc  and  acetic  acid,  and  a  few  drops 
of  hydrochloric  acid  (Holt.  Ber.  1982,  962),  and 
by  the  reduction  of  monobrombrassidic  acid. 


which  is  obtained  by  treating  behenoUc  acid  with 
hydrogen  bromide  (Hasse  and  Stutzer,  Ber. 
1903,  3601).  Brassidic  acid  crystallises  from 
alcohol  in  plates,  m.p.  65*^-66"  (Saytzew,  l.c), 
b.p.  282*  (30  mm.),  265* (15  mm.), 256*» (10 mm.), 
180*"  (0  mm.),  (Krafft  and  Weilandt,  Ber.  1896, 
1325);  sp.^.  0*8585  at  57*^/4'*;  is  less  soluble 
than  erucic  acid  in  alcohol  and  ether.  (For 
relationship  to  erucic  acid  and  comx>arison  of  their 
behaviour  towards  various  reagents,  v.  Alb..zky, 
J.  Russ.  Phys.  Chem.  Soo.  31,  76;  34,  788; 
J.  pr.  Chem.  61,  [2-3]  65.)  By  fusing  brassic 
acid  with  potash,  araohidic  acid  G^^K^fi^  is 
obtained  (Goldschmidt,  Jahrb.  Chem.  1877, 728) ; 
oxidation  with  potassium  permanganate  yields 
a  dihydroxybehenic  acid  (Jukovuy,  J.  Ross. 
Phys.  Chem.  Soc.  24,  499 ;  Albitzky,  le.). 
Treatment  with  hydriodic  acid  in  glacial  acetic 
acid  yields  iodobehenic  acid  (Bayer  and  Co., 
D.  R.  P.  180087  ;  Chem.  Soc.  Abrt.  1907,  i.  380). 

BRASSIL.    A  local  name  for  iron  pyrites. 

BRASSYLIC  ACID  C^H.^O..  ObUined, 
together  with  other  products,  by  acting  on 
behenolic  acid  CitHfoO,,  with  fuming  nitrio 
acid  (Haussknecht,  Annalen,  143,  45 ;  Gross- 
mann,  Ber.  1893,  644).  May  be  prepared  by 
the  action  of  nitric  acid  on  erucic  acid  (Filet  i  and 
Ponzio,  Gazz.  chim.  ital.  23,  ii.  393),  and  from 
iK-undecenoic  acid  (Krafft  and  Seldis,  Ber.  1900, 
3571).  Flat  needles;  m.p.  113''~114'*;  readily 
soluble  in  alcohol  and  ether,  sparingly  soluble  in 
water.        

BRAUNITE«  A  manganese  mineral  classed 
with  the  oxides,  but  containing  an  appreciable 
amount  of  silica  (8-10  p.c),  the  formula  being 
3Mn,0,'MnSiO,  or  4Mn,Ot-BinSiO..  The  man- 
ganese  is  usually  isomorphously  rephM^  by  small 
amounts  of  iron,  calcium,  barium,  &c.  It  is 
generally  found  in  compact  masses,  but  sometimes 
as  tetragonid  pvramids,  the  angles  of  which  are 
very  near  to  those  of  the  regular  octahedron. 
The  crystals  possess  a  perfect  pyramidal  cleavage. 
The  colour  is  black  with  a  sub-metallic  to  metafiio 
lustre.  Sp.gr.  4-8 ;  H.  6-6}.  The  mineral  is 
found  in  the  manganese-mines  in  Sweden  ;  and, 
with  the  exception  of  psilomelane,  it  is  the  most 
abundant  of  the  manganese  ores  in  India  (r. 
L.  L.  Fermor,  Mem.  Geol.  Survey,  India,  1909, 
xxvii).  Ii.  J.  S. 

BRAZIL  NUTS  are  the  fruits  of  BerthdUiia 
excelsa  (Humb.  and  Bonp.).  They  yield  73  p.c. 
of  a  fatty  oil  of  pale  y^ow  colour,  of  a  taste 
similar  to  that  of  the  nuts  themselves.  The 
oil  is  expressed  from  mouldy  nuts  only,  as  the 
sound  nuts  have  too  high  a  value  for  edible 
purposes  to  be  used  for  the  manufacture  of  a 
fatty  oil.      ^^  J.  L. 

BRAZILETTO.  An  inferior  kind  of  Brazil- 
wood obtained  from  Cceaalpinia  hraziliensis 
(Linn.),  growing  in  the  West  Indies. 

BRAZILW(X)D.  Under  the  name  of  Brazil- 
wood certain  varieties  of  the  so-called  *  soluble ' 
red  woods  are  known,  the  term  *  soluble  '  being 
employed  to  distinguish  them  from  the  dye- 
stuffs  of  the  barwood  class,  which  only  with 
difficulty  yield  their  colouring  matters  to  boiling 
water.  These  soluble  red  woods  give  with 
aluminium  mordanted  fabrics,  a  bright-red  shade, 
which  in  each  case  is  derived  from  one  and  the 
same  colouring  matter,  and  all  are  botanioally 
allied,  in  that  they  consist  of  the  wood  of  various 
species   of   CcBsaJpinia,    About   nine  varieties 
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FtmanAveo  or  PemambiKO  teood  ia  considered 
to  be  the  richest  in  ooloariiig  nuttter,  and  u  the 
product  of  the  Oiaialpinia  crula,  a  tree  which  is 
Kbund*nt  in  Jamaioa  and  Bratil. 

The  true  BmzUinood  is  derived  from  the 
CtEtalpinia  irazilieneu,  and  is  uid  to  contAin 
only  one-haJi  the  colouring  matter  which  is 
preeent  in  the  Feroambnco  variety.  It  ia 
obtained  exalnaiveEy  from  Brazil. 

SappantBOod  hi  obtained  from  the  Couotpinia 
tappan,  a  tree  which  ia  eommon  to  the  waraiBT 
regions  of  Asia.  The  so-called  lAmaviood  ia  a 
variety  of  a&ppan,  and  the  dyewood  imported 
from  the  Philippine  Islands  is  an  inferior  quality 
of  this  product. 

Pt/KkiBood  is  the  product  of  the  OowiUpinia 
ttJiinaia,  which  occurs  in  Central  America  and 
the  norUiem  parts  of  South  America. 

These  woods,  which  are  very  hard,  and  of  a 
deep-red  colour,  come  into  the  market  in  the 
form  of  billets  varying  in  weight  from  a  few 
pounds  up  to  a  hundredweight.  If  freehiy  out, 
the  internal  colour  of  the  wood  is  seen  to  be 
light-yellow,  but  this  soon  changes  to  deep'red 
in  oontaot  with  air. 

Some  varieties  of  these  woods  were  em|doyed 
for  dyeing  purposes  in  India  long  before  the 
disooveiy  of  America,  and  it  is  stated  that  when 
South  Amerioa  was  discovered  by  the  Spaniards, 
in  ISOO,  Hob  northerly  portion  of  the  oountry 
wu  named  BraEil(from  braxa,  fiery  red),  because 
this  red  dyewood  was  found  there  in  such  im- 


Owing  to  the  fugitive  oharacter  of  the 
colours  yielded  by  Brazilwood,  it  is  now  only 
employed  to  a  somewhat  limited  extent. 

Bnailin  C,,H,,0„  the  oolouring  principle  of 
Brazilwood,  was  niat  isolated  in  a  crystalline 
condition  by  Chevreul  (Ann.  Chim.  Phys.  [II 
60,  22G) ;  but  was  not  further  examined  until 
1864,  when  Bolley  (Sohweiz.  poly.  Zeitsch.  ix. 
267)  assigned  to  it  tlie  formula  C,,H,,Or 
Subsequently  Kopp  (Ber.  6,  446}  propoeed  the 
formok  C,,H,,0^  out  it  was  left  to  Liebermann 
and  Burg  (Ber.  9,  1S83)  to  determine  the  exact 
compoeitiion  of  this  substance,  and  ttieir  formula, 
C,|Hii0.,  is  in  use  at  the  present  time.  To 
prepare  braiilin  from  the  wood  itself,  it  is  beat 
to  employ  the  oommorcial  extracL  This  is 
stirred  up  with  a  oonsiderabte  quantity  of  aand, 

I   product   extracted    with   oold   ether,    the 


This  method  ia,  however,  tedious,  and  the 
usual  source  of  bnzilin  conidstB  of  the  crude 
cryatalline  crusta  of  this  enbstanoe  which  are 
frequently  deposited  from  Brazilwood  liquor, 
an  intermediate  product  in  the  manufacture  of 
Brazilwood  extract.  The  crude  aubatanco  ia  bust 
purified  by  two  or  three  crystal liaations  from 
water,  to  which  a  tittle  sulphuroua  acid  has  boon 
added  (OUbody  and  W.  H,  Pcrkin,  and  Yatra, 
Chem.  Soo.  Tnuia.  1901,  79,  139tl).  Brazilin 
orystalliaea   in   two  forms,  eiUier  aa   colourless 


o^s! 


.p.  106°-lDe°  (Buchka  and  i 
1139);  firomfrnuiltnCi.HjiBrO,,  brown-red 
leaflets(B.andK):  di'bnnniniziIinC„H,iBr,0„ 
leaflets  (SchaU  ac  '  ~     "     ~       "'  tttra- 

ac^yUrronOwa'^it  edlea, 

m-p.  203''-204=  (1 
acttyldATombrazv 
188°  (S.  and  D.); 
and  D.);  diMo 
B.)  1  and  tttnJ>rc  W  rod 

needles  (B.  and 

When  braziU  lethyl 

iodide  in  the  usual  manner,  it  gives  iroziJiit 
tnmtthyi  eiher  (S.  and  D.  Ber.  20,  3365  ;  Herzig, 
Honatsb.  14,  66:  and  SchaU,  Ber.  27,  525) 
C„H„0,(OCH,)„  prUms,  in-p.  138=^139=;  and 
on  acetylstion  yields  ocelyBirajif in  trimtthyl  ether 
C,4H,oO,(OCH,),(C,H,0),  m.p.  ni-'-HS*  (Her- 
zig, Honatsh.  IS,  140 ;  Schall.  Ber.  27,  326). 

Aooording  to  Gilbody,  Perkin,  and  Yates 
(Chem.  Soc.  Trans.  79,  1403),  lar^  quantities  of 
the  trimethyl  ethra  are  conveniently  prepared 
as  follows :  143  grams  of  brazilin  (Uasblrad  in 
the  smallest  possible  qoantity  of  methyl  alcohol, 
are  treated  with  ZB  grams  of  sodium  m  methyl- 
alcohol  and  methyl  iodide  (260  RTams),  and  the 
mixture  is  heated  GO  hours  to  BO^-SG"  in  absence 
of  air.  A  second  method  employed  also  by 
Koitaneoki  and  I^mpe  (Ber.  36,  1666)  coosiata 
in  methylating  braziUn  with  exoeas  of  di> 
methylaulphato  and  alkali 

The  difficulty  expecienoed  in  fully  metl^lat- 
ing  bnudliu  is  evidence  of  the  presence  of  an 
atooholio  group ;  but  the  tetramethyl  ether 
CnH,,0(OCH,)„  m-p.  137°-139'',  has  been  pre- 
pued  by  Scboli  by  treating  the  sodium  oom< 
pound  of  the  trimethyl-  derivative  suspended 
in  tienzene  with  methyl  iodide  at  120°  (compare 
alsoUenig,I.c).  Aorathiaaubstanoe  the  follow- 
ing derivatives  have  been  prepared  : — 

Brtmbraalin  letranttthyl  iiher  C,,H(BrO- 
(OCH,}„  prisms,  m.p;  180°-181°  (S.  and  D.  Ber. 
21,  3014] :  and  dibronArazilin  tdranutkul  ithtr 
C„H,BrtO(OCH,)„  m.p.  215°  (S.  and  D.  Ber. 
23,  1432J. 

When  brazilin  is  submitted  to  dry  distillation, 
it  gives  remrcin  (Kopp,  I.e.),  and  by  fusiiu  it 
with  potassium  hydroxide,  Liebermann  and  Bun 
obtained  resorcin,  and  Herzig  (Monatah.  27, 
739)  also  protocaUchuK  acid.  With  nitric  acid 
brazilinyieldBJrini(rore*Jn:inoi(Roim,Ber.4,334). 

When  brazihn,  the  oolouring  prinoiplo,  ia 
oxidiaed  under  suitable  conditions,  it  la  converted 
into  brazilein,  the  true  colouring  matter 
Ci.HjiO,  -i-O =C„H,  ,0,  -t-  H,0 
and  for  thia  purpose  the  action  of  air  on  an 
alkaline  brazilin  solution,  alcoholic  iodine 
(Liebermann  and  Burg),  potassium  nit^te,  and 
aoetic  acid  (Schall  and  Dralle),  nitric  acid  in 
the  presence  of  ether  (Buchka  and  Erck),  and 
sodium  iodate  (Uayer,  Centralb.  1904,  L  228) 
have  been  employed.  It  can.  however,  be  more 
economically  prepared  from  Brazilwood  extract 
in  the  following  manner  (Hummel  and  Perkin, 
Chem.  Soc  Trans.  1682.  41,  367). 

To  an  aqueous  solution  of  the  extract,  an 
excess  oC  ammonia  Is  added,  and  air  is  aspirated 
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through  the  liquid.  A  precipitate  of  the 
impure  ammonium  salt  of  brazilein  gradually 
separates,  and  this  is  collected,  dissolved  in 
hot  water,  and  treated  with  dilute  acetic  acid 
(8p.gr.  1-04).  A  brown  viscous  precipitate  of 
the  crude  colouring  matter  is  thus  obtamed,  and 
this  is  extracted  with  hot  dilute  acetic  acid, 
and  the  extract  evaporated  on  the  water-bath. 
Crystals  of  brazilein  separate,  which  are  collected 
and  washed  with  acetic  acid. 

Brazilein  consists  of  minute  plates  possessing 
a  strong  metallio  lustre,  and  by  transmitted 
light  a  reddish-brown  colour.  It  is  very  spar- 
ingly soluble  in  all  the  usual  solvents,  and 
cannot  be  reorystallised  in  the  ordinary  manner. 
It  is  in  reality  the  colouring  matter  of  Brazil- 
wood, and  possesses  strong  tinctorial  property. 
Alkaline  solutions  dissolve  it  with  a  deep-red 
colouration,  which  on  standing  in  air  passes 
gradually  to  bro^n.  A  study  of  this  oxidation 
was  carried  out  by  Schall  and  Dralle,  with 
interesting  results.  2*7  grams  of  brazilin  dis- 
solved in  150  CO.  of  water  was  treated  mth  10 
C.C.  of  sodium  hydroxide  solution  (sp.n'.  1.37), 
and  air  aspirated  through  the  liquid  for  36  hours. 
Ether  extracted  from  the  acidified  solution 
fi-resorcylic  acid,  and  a  substance  C^H^O^, 
crystallising  in  brownish-yellow  needles,  m.p. 
27  P,  which  gave  a  diacetyl  compound,  m.p. 
148^-140°,  and  a  (fifne%2  ether,  m.p.  169^-170^. 
When  the  latter  was  oxidised  in  acetic  acid  solu- 
tion, with  potassium  permanganate  fi-reaoTcylic 
acid  monomethyl  ether  was  pn^uced : 

CH,0/N0H 
'v^^COOH 

Schall  and  Dralle  considered  that  this  com- 
pound was  probably  a  pheno-7-pyronc  derivative, 
and  Feuerstein  and  Kostanecki  (Ber.  32,  1024) 
proved  that  this  was  in  reality  the  case,  and 
assigned  to  it  the  following  constitution  : — 

^-fe 


\/\nn/ 


H. 


CO^ 


Thus  the  dimethyl  ether,  when  hydrolysed 
with  alcoholic  potash,  gave  fiselol  dimethyl  ether 

CH,0,'^\0H 


'\/ 


COCH.OCH, 


a  substance  which  had  already  been  obtained 
in  a  similar  manner  by  Herzig  from  fisetin  tetra- 
mcthyl  ether  {see  Young  Fustic). 

Our  chief  knowledge  of  the  constitution  of 
braziJin  is  due  to  the  elaborate  investigations  of 
W.  H.  Perkin  and  his  pupils,  who  obtained  most 
important  results  by  the  oxidation  of  brazilin 
trimethyl  ether  with  potassium  permanganate, 
and  also  with  chromic  acid. 

Gilbody,  Perkin  and  Yates  (Chem.  Soo. 
Trans.  1901,  79,  1465)  found  that  when  brazilin 
trimethyl  other  is  oxidised  with  permanganate,  it 
givc<4,  in  a<ldition  to  oxalic,  acetic,  and  formic 
aciclH,  the  following  compounds  : — 

1.  W'Uemipinic  acid 

CB.Jd'  ^COOH 
CH.Ol^^COOH. 

The  isolation  of  this  substance  was  important, 


since  it  showed  that  brazilin  contains  a  catechol 
nucleus  and  two  orthohydroxyls,  as  a  result 
of  which  no  doubt  in  part  its  tinctorial  pro- 
perties are  duo. 

2.  2-Carboxy'b'metho3eyphenoxyacetie  acid 

CH,0/\0CH,-C0,H 

'"^/JcOtH. 

On  fusion  with  alkali,  this  compound  yields 
resorcinol,  and  on  heating  with  water  to  200** 
is  converted  into  meihoxyphenoxyacetic  acid 

CH,0j^\0-CH,'C00H 

\/ 

This  can  be  synthesised  by  the  interaction  of 
ethyl bromacetate  and  the  sodium  compound 
of  resorcinol  monomethyl  ether  and  subsequent 
hydrolysis. 

3.  Bmzilic  acid 

CH.O/'V'^^CH, 

!,^l^yC(OH)-CH,-COOH 

when  fused  with  alkali,  gives  resorcin,  and  on 
warming  with  sulphuric  acid  is  converted  into 
anhydrobrazilic  acid 


CH.O' 


/  CH 
HI- 


NDOO/ 


COHjOOOH 


Boiling  baryta  water  hydrolyses  anhydrobrazilic 
acid,  with  production  of  formic  acid  and 
^'hydroxyA-methoxybenzoylpropionic  acid 

CH,0(^\-OH 

'       '— CO— CHj— CH.COOH 

On  methylation  this  is  converted  into  the 
dimethyl  ether,  and  the  latter  can  be  produced 
by  the  interaction  of  dimethyl  resorcinol  and 
the  half-chloride  of  succinic  acid  monoethyl 
ester,  and  subsequent  hydrolysis.  It  is  also 
formed  when  resorcinol  dimethyl  ether  and 
succinic  acid  are  treated  i^ith  aluminium  chloride 
without  emploving  a  solvent. 

Finally,  when  the  methyl  eater  of  this 
hydroxymethoxybenzoylpropionic  acid  is  dis- 
solved in  ethyl  formate  and  treated  with  sodium, 
the  methyl  ester  of  anhydrobrazilic  acid  is  pro- 
duced. This  interesting  synthesis  may  be  repre- 
sented as  followH : — 

CHjO^"^— OH 

1       '     CO— CHjCH^COOCUa 

CH,0/^— OH  CHOH 


CH.O 


II 
I— CO— C— CHaCOOCH  , 

/\--^^CH 


II 


\. 


V 


/' 


.         /C— CHjCOOCH,. 

X!0/ 

Dimethoxycarboxybenzyl  formic  acid  (1),  and 
dimeihoxycarboxyhenzoyl  formic  acid  (2). 

(1)  COOH  '\— OOH,  (2)  COOH^^\— OCH3 
COOHCJH..        !— OCH,    COOHO)!!— OCH3 

represent  intermediate  stages  in  the  formation 
of  m-hcmipiiiic  acid  from  brazilin  trimethyl 
ether,  whereas  the  acid 
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CH.o/ V-0— CH ,  CH(OH)COOH 
licOOH 

also  isolatecU  is*  no  doubt,  that  product  of  the 
oxidation  which  is  anterior  to  the  formation  of 
oarboxymethoxyphenozyaoetic  acid  {9ee  above). 

The  earlier   work  suffgested   the  following 
probable  constitution  for  brazilin : — 

0H/^\— 0 


\/ 


CH 

— CH(OH)-CH-CH 


OH 
OH 


but  this,  as  a  result  of  the  full  investigation  and 
synthesis  of  brazilinic  acid,  a  verv  important  sub- 
stance, also  produced  by  the  oxidation  of  brazilin 
trimethyl  ether,  was  subsequently  discarded. 

Brazilinic  acid.  The  constitution  of  this  acid 
has  been  conclusively  demonstrated  by  its  synthe- 
sis, which  has  been  effected  by  the  interaction  of 
m-hemipinic  anhydride  with  ethyl  methoxyphen- 
oxyacetate  in  the  presence  of  aluminium  chloride. 
This  is  illustrated  by  the  following  equation  : — 

CH,0/\— O— CH,<X)OEt 


KJ 


+ 


;0_lcb 


OCH,  OCH, 


3CHj 


.      .— C0\^  ^OOH 


OCH,  OCH,. 
Bradlioio  acid. 

When  brazilinic  acid  is  reduced  with  sodium 
amalffam,  it  is  quantitatively  converted  into 
diky£r6brazilinic  acid  Cj,H2,0„  which  at  once 
loses  water  with  the  formation  of  the  lactone 
CnHjjO,. 

To  syntheaise  the  latter  compound,  m-hemi- 
pinic  anhydride  is  condensed  with  resoroinol  di- 
methyl ether  to  form  2!'hydroxy'^.6A'4rimdkoxy- 
henssoyl  benzoic  Mid 


/\i 


+ 


/\/ 


CHjOj^  \OCH, 

CH,o/ V-OH  COOH 
""  I)   -  CO—  l^OCH,. 

When  reduced  with  sodium  amalgam,  this 
acid  ^ves  2-fn'meconyl-5-met?U)xyp&nol  (1), 
and  this  by  the  action  of  chloracetic  acid  and 

E>tassium    hydroxide    is    converted   into    the 
ctone  of  dihydrobrasilinic  acid  (2) 

CH.Oi^'N— OH  /Ov 

'vi--CH/     ^CO 

(1) 


/ 


I 


odH,. 


ock, 

CH,0/V-0— CH,-C0OH 


(2) 


V 


y 


— CH/     ^€0 


OCH, 


OCH, 


CH,0 '^\— O—OH.COOH 
(3)  L/— CHOH  "COOH 

^    -< 

CH,0     OCH,* 
Bihydrobrazilinio  acid  itself  ia  accordingly 
represeuted  by  formula  (3). 
The  following  constitution : — 

0 

OH,^YV^« 

9^         )CH, 

H^- 

has,  as  a  result  of  this  work,  been  assigned  to 
brazilin  by  Perkin  and  Robinson  (Chem.  Soc. 
Trans.  1908,  93,  496),  and  is  in  complete  har- 
mony with  the  facts  above  enumerateo. 

OTcidaiion  of  trintethylbrazilin  vnlh  chromic  add. 

When  trimethylbrazilin  is  oxidised  with 
chromic  acid  it  is  converted  into  trimethyl- 
hraziUmc  (Gilbody  and  Perkin,  v.  infra). 
(CH,0),Ci,H„0,+20  =  (CH,0),Ci,H,0,+H,0 
and  this  apparently  simple  reaction  has  proved 
to  be  of  an  extremely  puzzling  character. 

When  trimethyl  brazilone  is  oxidised  with 
permanganate,  it  gives  m-hcmipinic  acid,  2- 
carboxy  -  5  •  methoacyphenoxyaceiic  acid,  hrazilic 
acid^  dimethoxyearboon/benzoylformic  acid,  dime- 
thoxycarboxybenzylfonnic  acid,  methoxycarboxy- 
phenooeylactic  acid,  and  brazilinic  acid. 

In  an  earlier  paper,  Gilbody  and  Perkin 
(Chem.  Soc.  Trans.  1902,  81,  1040)  suggested  for 
trimethylbrazilone  a  constitution  based  upon 
their  first  formula  for  brazilin  {see  above),  but  it 
has  now  been  shown  that  the  reaction  proceeds 
in  the  following  manner  {ibid,  1908,  93,  498). 
By  the  oxidation  of  trimethylbrazilin  (1)  with 
chromic  acid  a  disruption  of  the  central  Ikikage 
occurs,  with  the  formation  of  an  unstable  dike- 
tone  (2),  and  this  subsequently  undergoes 
aldol  condensation,  and  trimethylbrazilone  is 
produced  (3). 

CH,0/^  V^^\CH,       CH,0/\.^^"^CH , 


qOH)  • 


V    j.  CO 

(2)  I        CH, 


CH,0 
CH,0 


OCH, 


och7 


OCH, 


/\/ 


0 


\y^ 


(3) 


C(OH) 


;cH-co 

CH, 


/ 


OCH, 


OCH, 
I        This   formula   represents  trimethylbrazilone 
I  as    a    derivative  of    tetrahydronaphthalene,  and 

affords  a  ready  explanation  of  the  decomposition 

products  of  this  compound. 
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An  important  point  in  favour  of  this  con- 
stitution is  afforded  by  the  behaviour  of  trimethyl 
brazilone  with  alkalis  or  acetic  anhydride  and 
other  dehydrating  asents,  for  it  is  thus  converted 
with  loss  of  one  molecule  of  water  into  anhydra- 
trimethylbrazilone  (CH30),CieH70j,  There  can 
be  little  doubt  that  the  formation  of  this  sub- 
stance is  due  to  the  elimination  of  water  from 
the  aldol  grouping  in  trimethylbrazilone,  and 
that  it  possesses  the  following  formula : — 

/ 

■\ 

CH,0  OCHa 
Anhydrotrimethylbrazilone  is  thus  a  deriva- 
tive of  fi-naphthol,  and  it  possesses  many  of  the 
properties  of  this  substance.  It  is  soluble  m  dilute 
alkali,  and  this  solution  gives  with  diasobenzene 
chloride  a  red  azo-  dyestuff.  Biazonaphthalene 
chloride  behaves  similarly,  and  the  dye  thus 
produced  dissolves  in  sulphuric  acid  with  a  blue 
colour. 

When  trimethylbrazilone  is  boiled  in  acetic 
acid  solution  with  phenylhydrazine,  deoxyiri' 
meihylbrazilone  Ci,H^O,(CH,0),  is  obtained, 
and  this  is  probably  a  dihydronaphthalene 
derivative  of  the  formula 


\ 


V 


CH 


\ 


< 


OCT,  OCH, 
The   most  striking    reaction    of   trimethyl- 
brazilone is  its  behaviour  with  nitric  acid,  when 
it  yicdds  niirohydroxydihydrotrimethylbrazilone 
C„H,0,(CH,0),-fHNO,  =  C,,H4oO,N(CH,0), 

This  substance  dissolves  in  alkali  with  a 
purple  colour,  but  on  standing  the  colour  rapidly 
fades,  (hmtrohomovereiroil  separates,  and  the 
solution  contains  p-meihoxysiuicylic  acid.  Oxi- 
dation with  permanganate  gives  2-carhoxy-6- 
methoxypJienoxyacetic  acid,  and  these  decom- 
positions point  clearly  to  the  formula 


CH,0^^^\h,        OaN/^"^, 


OCH, 


C(OH)— CHjl^yOCH, 

^"^  oo-d) 

as  representing  the  constitution  of  the  nitro- 
compound. {See  also  Perkin  and  Robinson, 
ibid.  1909,  95,  381.) 

Feuerstein  and  Eostanecki  (Ber.  32,  1024) 
assigned  the  following  constitution  to  brazilin: — 

OH,        -^   ^CH 


which  was  based  upon  the  production  of  di- 
hydroxyt>heno-7.Dyrone  (SchsJl  and  Dralle),  by 
its  alkaline  oxidation  and  of  protocatechuic 
acid  by  fusion  with  alkali  (Herzifl). 

It  was,  however,  pointed  out  by  Perkin  that 
this  formula  does  not  account  for  the  presence 
of  m-hemipinic  acid  among  the  oxidation 
products  of  trimethylbrazilin,  and  Herzig  and 
Pollak  (Monatsh.  1901,  22,  207)  advanced  a 
similar  criticism.  On  the  other  hand,  it  was 
suggested  by  Kostanecki  and  Lampe  (Ber.  1902, 
36,  1667)  that  m-hemipinic  acid  was  not  to  bo 
regarded  as  an  oxidation  product  of  trimethyl- 
brazilin itself,  but  that  it  arose  from  the 
formation  during  the  oxidation  of  a  phenanthrene- 
or  indene-  derivative,  which  by  the  further 
action  of  the  permanganate  cives  this  acid. 
Such  an  indene-  condensation  is  mustrated  by  the 
following  scheme,  which,  according  to  these 
authors,  probably  occurred  during  the  formation 
of  trimethylbrazilone  from  trimethylbrazilin. 
The  first  product  of  the  oxidation  with  chromic 
acid  will  possess  the  formula  I.,  and  this  is 
converted  by  the  following  stages  into  trimethyl- 
brazilone III. 


I. 


II 
COH 


OH-C 


/\, 


CH, 


\/ 


OCH, 
OCH, 


CH,0^''^^\)H 


II. 


I! 

c 


OH-C        \/\0CH, 


CH,- 


V 


;ocH, 


III. 


CH,0^^^\jH 

1^ 


\/\  /\/^OCH, 
HOC 

I 
HOHC  — 


II 
COH 


\ 


1 

CH,- 


\/OCH, 


This  constitution  accounts  in  a  simple  manner 
for  the  formation  of  the  anhydrotrimethyl- 
brazilone I.,  and  the  nitrohydroxydihydrotrime- 
thylbrazilone  II.  of  Perkin,  which  can  be 
represented  as  follows  : — 


CH,0; 


I. 


V 


OH 
/OH 


/0\ 

II 

J\c/\ 

^OCH, 

1 

HOC    , 

.    ,oca. 
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CHgO/^^^CH 


^   ICOH 
^^-        h6--o"  NO -/\ OCH, 


I 
HO— CH 


\/ 


jOCH, 


When  anhydrotrimethylbrazilone  is  digested 
with  hydriodic  acid,  anhydrobrazilone  Oi^HioOg 
+H2O  is  produced,  but  when  trimethyJbrazi- 
lone  itself  is  treated  in  a  similar  manner,  the 
result  is  of  a  peculiar  nature.  The  compound 
CxaH,0(0H)4  so  obtained  does  not  consist  of 
brazilone,  but  possesses  the  formula  (I.)  or  (II. )> 
and  on  distillation  with  zinc-dust  gives  hrazan 
(III.)  (Kostanecki  and  Lloyd  Ber.  1903,  36 
2193). 
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In  1899  Liebermann  (Ber.  32,  924)  obtained 
anhydro-a-naphthoquinone  resorcin  by  the  con- 
densation of  2-3-dichlor-a-naphthoquinone  with 
resorcin 
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and  this,  according  to  Kostanecki  and  Lampe 
(Ber.  1908,41,  2373),  is  S-hydrozybrasanquinone. 
By  reduction  with  hydriodic  acid,  this  gives 
hydroxybrazan 

and  from  this  latter  or  from  the  quinone  itself, 
brazan,  identical  with  that  obtained  from 
trimethylbrazilone,  is  produced.  Brazan  crys- 
tallises in  leaflets,  and  melts  at  202^. 

Kostanecki  and  Lampe  (Ber.  1902,  35,  1674) 
have  considered  it  probable  that,  after  all, 
tri  methyl  brazilin  does  contain,  as  found  by 
Perkin,  a  nucleus  which  on  oxidation  yielcb 
hemipinio  acid,  and  appear  to  have  adopted  the 
following  08  their  final  formula  for  brazilin  : — 

HO— r^"^   ^CH, 


CH 


^      CH 

I 

HOCH- 


/\/- 


OH 
OH 


This  constitution,   it   is   evident,   wih   still 
harmonise    with    the    formula)    of    trimethyl- 


brazilone and  anhydrotrimethylbrazilone  given 
above  by  these  authors. 

Herzig  and  Pollak  (Ber.  1903,  36,  398) 
suggested  the  following  constitution  for  brazilin, 
trimethylbrazilone,  and  anhydrotrimethylbrazi- 
lone : — 
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TrimethylbraiUone. 
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AnhydrotrimethylbrazilDne. 

Somewhat  later  Herzig  observed  that  (Ber. 
1904,  37,  631)  that  trimethylbrazilone  undergoes 
isomeric  change  when  it  is  dissolved  in  sulphuric 
acid,  and  yiM-y-trimethylbrazilone  CJ^fH^O, 
(OCH,)„  m.p.  170M73^  to  which  the  formula 


0> 


OCH 


./^"\)H. 


HC 


C  --/'\)C'H, 


\  yOCH, 


OHCX) 


was  assigned  (Herzig  and  Pollak,  Monatsh. 
1906,  27,  743).  Perkin  and  Robinson  {Ic.) 
find  that  on  oxidation  with  permanganate  this 
compound  gives  large  quantities  of  ^'Carboxy- 
^•5-aimeihoanfphenylaceiie  acid  (CH,0),'CaH,* 
(COOH)CH,-COOH,  and  that  there  can  be 
little  doubt  that  its  true  constitution  is  repre- 
sented by  one  of  the  formulae 

CHjOf^V^^jH     COOHCH,/\oCH, 


x/~ 
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or 


CH,o/V  \h    cooh/'\och, 
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Finally,  Herzig  and  Pollak  (Monatah.  1906, 
27,  743)  have  considered  it  necessary  to  modify 
their  first  formula  for  brazilin,  an<l  have  arrived 
at  the  conclusion  that  that  latterly  proposed  b^ 
Kostanecki  and  Lampe  correctly  represents  this 
colouring  principle.  The  more  recent  work  of 
Perkin  ana  Robinson  detailed  above  shows,  how- 
ever, that  this  constitution  cannot  be  correct. 
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beoause  it  does  nut  aooount  for  the  production 
of  brasilinic  aoid  by  the  oxidation  of  trimethyl- 
brasiiin 


OCH, 


O-CHj-COOH 


\/^00 
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COOH 

^ 


om\  o6h. 


and  there  is  eyerv  reason  to  consider  that  the 
formula  suggested  by  the  latter  authors  is  the 
correct  representation  of  the  constitution  (c/. 
also  Perkin  and  Robinson,  Chem.  Soc  Trans. 
1909,  96,  381)  of  brazilin. 

Brazilein  yields  a  triaoetyl  derivative 
C,«H,05(C,H,0)„  yeUow  leaflets,  m.p.  203*'"207** 
(Schall  and  Dralle,  Ber.  23, 1434),  and  a  trimethyl 
ether  CieH,(0CH.),0t,  which  crystallises  in  two 
modifications,  melting  at  160*  and  178^  respec- 
tively (Engels  and  Perkin,  Chem.  Soc.  Proc.  1906, 
22,  132).  Brazilein  trimethyl  ether  combines 
with  formic  aoid,  yielding  a  formic  acid  derivative 
which  crystallises  in  garnet-coloured  prisms,  and 
is  decomposed  into  ito  components  by  treatment 
with  alcohoL 

The  constitution  assigned  to  brasilein  by 
Perkin  is  as  follows  : — 


on/^^   \jH, 


When  brazilein  is  dissolved  in  sulphuric  acid, 
and  the  solution  is  diluted  with  acetic  acid, 
minute  oranse-red  prisms  of  isobmzilein  aulphaie 
CifHiiO^'SOiH  separate  (Hummel  and  A.  G. 
Perkin,  Chem.  Soc.  Trans.  1882, 41, 367),  and  this, 
on  treatment  with  alcohol,  gives  the  basic  sulphate 
^nHi,0.(Ci,H,iO.S04H)j,  which  crystallises  in 
r^  needles.  Hydrochloric  and  hydrobromic 
acids  at  100^  sive  isdbrazileinehlorhydrin 
C|,Hii04*Cl,  and  isobrazileinbromhydrin 
Ci,Hii04Br,  and  both  compounds  consist  of 
orange-coloured  prisms,  which  are  somewhat 
readuy  soluble  in  water,  forminjp;  a  solution 
which  contains  free  haloid  acid.  Tneee  interest- 
ing substances  dye  mordanted  fabrics  colours 
which  are  entirely  different  from  those  yielded  by 
brazilein,  and  the  shades  which  are  produced 
especially  on  calico  somewhat  resemble  those 

given  by  alizarin*  iVom  these  haloid  salts  by 
igestion  with  silver  oxide  a  substance  is  pro- 
duced known  as  isobrazilein,  which  has  the 
formula  Cx,Hi,0(,  but  is  totally  distinct  from 
brazilein. 

According  to  Engels,  Perkin,  and  Robinson 
(Chem.  Soc.  Trans.  1908,  93>  1140),  %vhose 
paper  must  bo  consulted  for  the  detailed 
account  of  brazilein  and  its  derivatives,  these 
Mobrazilein  salts  are  derived  from  4-3-tn<feno- 
henzopyranol  (1),  and  the  sulphate  which  is 
trihydroxy-  4  -  3  -indenobenzopyranolanhydrohydro- 
gen  Bfdphale  (2),  may  be  represented  thus  : 


/\y^\.. 


o 


(1) 


CH 

II 
0 


COH    CH, 

I ^1 


HSO4 
(2) 


II 

C 


C         CH, 


oi 


It  was  found,  for  instance,  that  when  faraziloin 
trimethyl  ether  (3)  is  treated  with  sulphuric  acid, 
it  is  converted  with  loss  of  methyl  alcohol  into 
the  dimethyl  ether  of  t«obrazilein  sulphate  (4) 
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These  authors  assign  an  ortho<ininonoid 
structure  to  this  and  sinular  oxonium  salts. 

The  commercial  prepcaraiions  of  Braolwood 
known  as  Brazilwood  extract  and  Brazilwood 
liquor,  are  prepared  by  boiling  the  sroimd  fresh 
wood  with  water,  and  evaporating  the  decoction 
thus  obtained  to  various  degrees  of  consistency 
without  access  of  air,  or  as  rapidly  and  at  as  low 
a  temperature  as  possible,  e.g,  in  vacuum  pans. 

Dyting  Properties. — Before  dyeing,  the  logs 
as  imported  are  rasped  to  a  coarse  powder,  and 
this  is  then  usually  moistened  with  water  and 
allowed  to  ferment  for  some  weeks.  This 
operation  is  performed  in  order  to  increase  the 
colouring  power  of  the  wood,  and  there  can  be 
little  doubt  that  a  considerable  quantity  of  the 
brazilin  present  is  thereby  oxidised  to  the 
colouring  matter  brazilein.  It  has  been  con- 
sidered by  some  that  the  fresh  wood  contains  in 
reality  a  glucoside  of  brazilin,  which,  under  the 
influence  of  fermentation,  is  hydrolysed,  but  no 
evidence  has  been  forthcoming  in  support  of 
this  suggestion. 

Although  still  used  in  calico-printing  and  in 
wool-dyeing.  Brazilwood  and  its  allies  have  lost 
much  of  their  importance,  chiefly  because  of  the 
fugitive  character  of  the  colours  they  yield.  In 
caHco-printing,  sappan  liquor  is  empoyed  for 
producing  steam-reds  and  pinks,  the  mordant 
used  being  aluminium  acetate  or  stannic  oxalate, 
separately  or  combined,  together  with  some  oxi- 
dising agent,  e.g,  potassium  chlorate  or  a  copper 
salt.  It  also  enters  into  the  composition 
of  steam-chocolates  and  certain  steam  colours 
in  conjunction  with  other  dyewood  extracts. 
These  woods  have  also  been  much  used  in 
the  past  along  with  garancine  in  dyeing  the 
reds,  chocolates,  and  other  colours  of  cheap 
prints. 

In  wool-dyeing  these  woods  have  been  ap- 
plied for  the  purpose  of  dyeing  reds  and  various 
shades  of  claret  and  brown,  the  wool  being  pre- 
viously mordanted  with  alum  and  cream  of  tar- 
tar or  oxalic  acid,  or  '^^ith  potassium  dichromate. 
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in  which  case  other  dyewoodfl,  e.g.  logwood 
and  old  fustic,  are  appbod  in  addition.  The 
colours  produced  by  this  method  are  now  only 
used  to  a  limited  extent. 

In  ootton-dveing,  peachwood-red  was  for- 
merly obtained  by  first  preparing  the  cotton  with 
tannin  matter,  then  mordanting  with  a  stannic 
salt,  and  finally  dyeing  with  peachwood,  sappan- 
wood,  &c.  Browns  were  obtained  by  ihe  use  of 
logwood  in  addition,  with  or  without  a  fiinal 
passage  through  a  ferric  salt  solution  (nitrate  of 
iron).  These  colours  are  now  replaced  by  others 
obtained  from  coal  tar.  A.  G.  P. 

BRAZUEIN  and  BRAZUIN  v.  Brazilwood. 

BRAZILIAN  ANIME  v,  Oleo-bbsins. 

BREAD  may  be  defined  as  the  doush  made 
bv  the  mixture  of  the  flour  of  grain  ^ith  water, 
charged  in  some  way  withjzas  so  as  to  distend  it, 
and  afterwards  baked,  ^e  resulting  loaf  has 
a  delicate  spongy  structure  which  causes  it  to 
be  the  most  readily  and  easily  digested  of  all 
wheat  foods.  The  simplest  and  most  primitive 
form  of  bread  making  consisted  merely  in  mixing 
flour  with  water  and  baking  the  dough,  and  it 
survives  still  in  the  Passover  cakes  of  the  Jews 
and  in  the  *  damper '  of  the  Australian  setUer. 
The  charging  with  carbonic  sas  is  commonly 
effected  by  fermentation  with  leaven  or  yeast ; 
alternative  methods  involve  the  use  of  baking 
powders  (q,v,)  or  the  direct  injection  of  the  gas. 
In  addition  to  producing  gas,  fermentation  has  a 
profound  effect  on  the  constituents  of  flour,  and 
improves  the  flavour  and  digestibility  of  the 
loaf. 

The  mechanical  result  of  aeration  is  the 
creation  of  innumerable  vesicles  or  cells  within 
the  doughf  whioh  are  subsequently  distended  by 
heat,  the  whole  mass  being  encased  in  the  baking 
within  the  crust  of  dextrin  formed  by  the  action 
of  heat  upon  the  starch.  The  making  of  bread 
from  wheaten  flour  is  only  possible  because  the 
latter  contains  gluten.  Gluten  is  a  mixture  of 
proteins  which  becomes  viscid  when  mixed  with 
water,  and,  when  blown  up  with  gas,  has  suffi- 
cient coherence  to  remain  in  the  form  of  a  honey- 
comb instead  of  collapsing  and  allowing  the  gas 
to  escape. 

Leavening  (Lat.  levo,  to  rise)  has  been 
practised  from  time  immemorial  in  the  East; 
from  the  Egyptians  it  passed  to  the  Greeks  and 
thence  to  the  Romans,  whose  conquests  and 
colonies  extended  the  art.  It  consisted  in  the 
first  instance  probably  in  a  natural  fermentation 
of  the  dough  by  leaving  it  to  become  sour ;  but 
to  hasten  tiiie  process  it  became  usual  to  add  to 
new  dough  a  portion  of  old  fermented  paste  or 
*  leaven.  More  recently,  yeasts  were  substi- 
tuted for  the  piece  of  leaven.  These  were  of 
various  origin,  that  from  the  distillery  being  the 
most  suitaDle.  To-day,  'pressed*  or  German 
yeast,  which  consists  of  yeast  grown  in  a  special 
way,  purified  by  repeated  washing  and  com- 
prmed  into  cakes,  is  the  most  generally  used. 
This  keeps  well,  is  uniform  in  quality,  and  enables 
the  baker  to  exercise  a  close  control  over  the 
regularity  of  the  process. 

Dough  consists  roughly  by  weight  of  two- 
thirds  flour  and  one-third  water,  the  quality  of 
the  water  being  a  matter  of  some  importance. 
The  softer  the  water  the  quicker  is  the  fermenta- 
tion, and  since  the  quality  of  the  bread  depends 
on  fermentation  being  allowed  to  proceed  to 


exactly  the  right  point,  it  cannot  be  carried  out 
under  precise^  the  same  conditions  with  hard 
as  with  soft  water. 

Chemistry  of  bread  making, — ^The  chief  con- 
stituents of  flour,  so  far  as  bi^sad  making  is  con- 
cerned, are  (1)  the  carbohydrates,  (2)  the 
proteins.  The  former  include  sugars  and  starch, 
the  proteins  consist  of  a  small  proportion  of 
soluble  protein  and  a  large  proportion  of  in- 
soluble gluten. 

The  gas  formed  during  panary  fermentation 
is  produced  by  the  action  oi  the  yeast  organism 
on  dextrose.  Flour  contains  about  1  p.o.  of 
sucrose  and  a  little  raffinose :  before  fermenta- 
tion, both  these  sugars  are  converted  into 
dextrose  by  the  enzyme  invertase  present  in 
yeast.  This  amount  of  sugar  would  not  suffice 
to  give  the  necessary  amount  of  gas,  but  it  is 
supplemented  by  the  maltose  produced  from  the 
starch  of  the  flour,  maltose  being  itself  converted 
into  fermentable  dextrose  by  another  enzyme 
maUase  contained  in  yeast. 

The  formation  of  maltose  is  effected  by  the 
agency  of  a  diastatic  enzyme  present  in  flour ; 
it  begins  directly  the  flour  is  wetted  and  continues 
throughout  fermentation  until  the  loaf  is  baked. 
Yeast  contains  no  diastatic  enzyme^  but  it  is 
possible  that  its  action  on  the  proteins  of  flour 
facilitates  the  production  of  diastase. 

Gas  escapes  from  the  dough  throughout  the 
process  of  making  a  loaf,  and  the  supply  available 
must  be  sufficient  to  distend  the  loaf  and  main- 
tain it  fully  distended  until  it  is  fixed  in  the  oven. 
Flours  which  have  relatively  little  diastatic 
enzyme  will  produce  insufficient  gas,  and  this 
fact  explains  perhaps  the  beneficial  results 
sometimes  obtained  on  adding  malt  extraot» 
whioh  is  rich  in  diastase,  to  dough.  This  ques- 
tion is  in  reality  somewhat  more  complicated  in 
that  diastase  consists  of  two  enzymes — a  liquefy- 
ing enzyme  which  renders  the  starch  soluble,  and 
a  nydrolysin^  enzyme  which  converts  it  into 
maltose.  It  is  the  former  rather  than  the  latter 
enzyme  which  is  sometimes  lacking  in  flour. 

Gluten  IB  the  characteristic  and  the  most 
important  constituent  of  flour  (v.  Glittbn).  It 
is  the  agent  which  principally  determines  how 
much  water  a  dough  will  take ;  what  length  of 
time  it  requires  to  be  fermented ;  what  will  be 
the  size  of  the  loaves,  and  their  colour,  flavour, 
and  general  appearance.  The  baker  requires 
quality  rather  than  quantity :  the  relation 
between  chemical  constitution  and  quality  is 
not  yet  fully  understood  {see  British  Association 
Report  on  Wheat,  Winnipeg,  1909).  During 
fermentation,  gluten  becomes  softer  and  at  first 
more  elastic,  simsequently  it  softens  still  further, 
loses  elasticity,  and  begins  to  break  down. 
Baker's  yeast  always  contains  lactic  acid 
organisms,  and  the  conditions  in  a  long  sponge 
are  favourable  for  the  formation  of  this  acid, 
which  has  a  marked  solvent  and  disintegrating 
action  on  sluten.  Accordingly,  in  a  long 
sponge,  the  gluten  is  considerably  disintegrated. 
The  oaker's  art  consists  in  taking  the  sponge 
when  sufficiently  mellow.  If  undor-fermentcKl, 
a  foxy  crust  is  obtained ;  if  over-ripe,  the  gluton 
becomes  too  much  disintegrate!  and  the  loaf  w 
less  bulky,  inclined  to  crumble,  and  in  extreme 
oases  becomes  sour. 

Common  salt  is  very  generally  added  to 
breads    This  is  done  firstly  to  give  the  necessary 


524 


BREAD. 


flftTOur,  as  owing  largely  to  the  action  of  salt  in 
stimulating  the  palate,  minute  quantities  of 
other  substances  can  be  recognised  in  its  pre* 
senoe.  Secondly,  salt  has  a  toughening  and 
binding  effect  on  gluten,  though  it  has  a  solvent 
effect  on  some  of  the  proteins  of  flour.  In  view 
of  the  modem  theory  that  the  properties  of 
gluten  are  due  to  small  quantities  of  associated 
salts,  the  effect  of  the  added  sodium  chloride 
must  be  taken  also  into  account.  Salt  also 
checks  diastatic  action  and  fermentation  to 
some  extent.  Use  is  made  of  this  property  by 
the  baker  in  dealing  with  sponges  wnich  are 
over-ripe  :  a  little  more  salt  than  usual  is  used 
in  making  the  doush,  and  the  subsequent  fer- 
mentation is  retaraed  and  the  disintegrated 
gluten  somewhat  toughened. 

To  make  a  large,  well-adrated,  shapely  loaf 
of  good  colour  and  flavour,  it  is  necessary  to  use 
a  large  proportion  of  flour  from  strong  wheats. 
Such  a  flour  usuaDy  contains  more  nitrogenous 
compounds  than  a  weak  flour.  Commercially, 
a  demand  has  arisen  for  strong  flours,  which 
aocordinchr  realise  a  higher  price  than  weak 
flours.  The  strongest  flours  come  from  parts  of 
the  United  States  and  Western  Canada,  also 
from  Hungary.  English  wheats  give,  as  a  rule, 
weak  flourSy  which  by  themselves  are  unsuited 
for  modem  bread  making. 

It  is  the  object  of  the  uagp  millers  to  produce 
a  brand  of  flour  suited  for  bread  making  which  is 
a  blend  of  several  wheats,  and  to  maintain  this 
brand  of  flour  of  uniform  quality  throughout  the 
3rear.  The  preparation  of  sample  loaves,  made 
under  carefmlv  standardised  scientific  conditions, 
still  remains  the  most  satisfactory  test  of  quality, 
and  many  flour  mills  maintain  a  laboratory  for 
this  purpose. 

According  to  Humphries,  the  starch  of  flours 
made  from  wheat  grown  in  hot,  dry  climates  is 
very  stable  and  resists  disintesration.  Such 
flours  require  special  treatment,  me  addition  of 
malt  ezteact  being  a  veiy  common  process. 
This  addition  generally  causes  an  improvement 
in  flavour,  due,  it  is  supposed,  to  the  production 
of  deztrinous  products,  which  further  have  the 
effect  of  making  the  bread  more  moist. 

There  is  a  loss  of  weight  during  panary 
fermentation,  due  to  the  conversion  of  carbo- 
hydrates into  alcohol  and  carbon  dioxide.  Jago 
estimates  this  loss  at  1*3  p.c. ;  other  authorities 
give  somewhat  higher  values.  Experiments 
made  at  Pittsburg  indicate  that  over  two-thirds 
of  the  total  fat  present  in  flour  is  lost  during 
baking. 

The  manaffteture  of  bread.  To-day,  in 
large  towns,  bread  is  usually  made  in  bakeries  on 
a  manufacturing  scale,  and  machinery  is  em- 
ployed for  the  mixing  of  the  dough,  weighing 
and  moulding  of  the  loaves,  whilst  3ie  bakmg  is 
carried  out  in  large  draw-plate  ovens. 

There  are  various  systems  of  bread  making 
depending  on  whether  the  dough  is  made  right 
off  in  one  operation,  or  whether  a  portion  of  the 
flour,  the  yeast  and  the  water,  arc  first  made  up 
into  a  loose  paste — ^the  sponge — and  the  rest  of 
the  flour  added  some  hours  later.  A  third 
system  involves  the  preparation  of  a  ferment 
most  commonly  consisting  of  potatoes,  boiled 
and  mashed  with  water  to  which  a  little  raw 
flour  is  added.  The  yeast  is  introduced  into 
this  and  fermentation  carried  out  so  as  to  favour 


growth  and  reproduction  and  get  the  yeast  in  a 
particularly  active  state.  Flour  is  added  to 
make  a  sponge,  and  this,  some  hours  later,  made 
into  dough.  The  longest  svstem  of  fermenta- 
tion is  that  practised  in  Scotland.  An  eighth  or 
tenth  of  the  flour  is  made  into  a  fairly  tight 
dough  with  a  little  yeast  and  allowed  to  be  14  to 
18  hours,  during  which  time  the  gluten  becomes 
almost  entirely  soluble,  and  the  dough  acquires 
a  distinctly  vmous  smell  and  taste.  It  is  then 
broken  up  with  flour  and  the  remainder  of  the 
liquor  to  a  thin  sponge,  which  lies  about  1^  hours 
tiU  it  shows  signs  of  turning  and  is  then  made  up 
into  a  rather  soft  dough.  The  long  systems 
formerly  in  use,  were  partly  the  result  of  custom 
and  partly  due  to  the  slow  working  yeasts  used. 
To-day,  particularly  in  large  bakeries,  the 
tendency  is  in  the  direction  of  the  straight 
dough,  though  the  sponse-and-dough  method  is 
very  largely  praotiseaL  it  has  been  claimed  that 
the  longer  processes  require  less  yeast,  make 
bulkier  oread,  and  bread  of  better  flavour. 

When  the  dough  is  ready  it  is  scaled  off  and 
kneaded  into  shape.  This  presses  out  nearly  all 
the  gas  and  toughens  the  ^uten ;  if  it  is  not 
thoroughly  done  the  loaf  is  likely  to  contain 
holes.  The  loaves  are  next  put  aside  in  a  warm 
place  to  prove,  during  which  the  gluten  relaxes 
and  the  yeast  eicpancb  the  dough  evenly.  Too 
much  proof  must  be  avoided,  as  on  putting  the 
bread  in  the  oven  the  excessive  expansion  is 
frequently  followed  by  the  collapse  and  flatten- 
ing of  the  loaves.  The  loaves  are  then  baked  at 
45O''-600''F.,  a  2-lb.  loaf  requiring  about  40-^50 
minutes.  l>uring  baking,  the  gases  are  at  first 
expanded  and  the  dough  swells,  the  yeast  is 
killed,  some  of  the  starch  oeUs  burst,  the  heat 
sets  the  gluten  and  the  starch,  and  finally  the 
crust  is  converted  into  dextrin  and  in  'part 
caramelised. 

It  is  the  baker's  object  to  get  the  maximum 
number  of  loaves  from  a  sack  of  flour.  Accord- 
ingly, that  flour  is  selected  which  has  the 
greatest  power  to  take  up  and  retain  moisture. 
Such  flours  are  often  termed  strong.  A  sack 
(280  lbs.)  of  good  flour  yields  about  96 
quartern  loaves. 

Vienna  bread  is  a  term  applied  to  rolls 
and  light  fancy  bread  baked  in  an  atmosphere 
entirely  charged  with  steam,  to  obtain  wmch  a 
special  oven  construction  is  adopted.  The 
starch  of  the  flour  is  burst  by  heat  and  changed 
into  dextrin  by  the  aid  of  moisture,  so  that  a  rich 
golden-brown  highly  dazed  orast  is  obtained. 

Leavened  6rea<2.— In  France  and  elsewhere 
on  the  Continent,  bread  is  made  from  leaven,  but 
in  the  more  important  towns  this  mode  of  bread 
makiiu;  has  been  given  up  for  the  Viennese  and 
English  processes.  The  practice  in  the  prepara- 
tion of  tne  leaven  consisted  in  a  series  of  stages 
(*levain  de  chef,  levain  de  premiere,  levain  de 
seconde,  levain  de  tout  point ),  by  which,  starting 
with  a  piece  of  dough  put  away  from  a  previous 
baking  and  adding  at  intervals  more  and  more 
flour  and  water,  the  required  quantity  is  leavened. 
From  this  is  taken  a  half,  which  when  baked  yields 
a  dark,  sour  bread ;  the  remainder,  being  again 
mixed  with  a  quantity  of  flour  and  some  yeast, 
produces  a  whiter  and  less  sour  dough,  a  portion 
of  which  is  baked  and  the  residue  once  more 
added  to  fresh  flour.  This  subdivision  is  re- 
peated three  times,  the  bread  improving  at  each 
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stage.  A  oharaoteristic  example  of  leavened 
bread  is  seen  in  the  rye  bread  (Schwarzbrod)  of 
Germany. 

Next  to  wheat,  rye  is  the  chief  bread-making 
grain  throughout  the  world,  and  in  particular  it 
is  lai^ely  used  in  Northern  Eurojpe.  Bye  bread 
is  moister,  closer,  and  darker  in  colour  than 
ordinary  household  bread.  There  are  several 
qualities,  differing  in  the  proportion  of  bran 
contained,  the  so-called  *  pumpernickel '  being  an 
extreme  example.  Fine  rye  bread  is  as  diges- 
tible as  wheaten  bread,  but  in  the  case  of 
pumpernickel  a  very  lar^e  proportion  is  un- 
absorbed  (Romberg,  Archiv.  f.  Hygiene,  1897, 
28,  244). 

Baking  Powders. — Carbon  dioxide  ma^  also 
be  senorated  within  dough  by  the  action  of 
baking  powders,  which  are  usually  mixtures  of 
sodium  carbonate  and  some  acid  or  acid  salt, 
and  evolve  gas  when  moistened  or  heated. 
Owing  possibly  to  the  difficulties  of  distributing 
fresh  yeast,  baking  powders  were  formerly 
widely  employed  in  America.  They  are  not 
used  much  in  this  country  for  wlute  bread. 
They  are  usually  classified  according  to  the  acid 
constituent^  as  tartrate,  phosphate,  or  alum 
powders  (t>.  Baeiho  powdbbs).  The  so-called 
self -raisinff  flour  contains  baking  powder  already 
mixed  wiUi  it. 

AUraUd  bread  is  made  by  iniecting  carbon 
dioxide  into  dough  by  mechanical  means.  The 
process  was  originated  by  Dr.  Dauelish  in  1859, 
and  at  one  time  enjoyed  considerable  popularity, 
but  it  has  not  met  with  universal  favour  on 
account  of  the  raw  and  insipid  taste  of  the  bread, 
due  to  the  absence  of  the  products  which  yeast 
produces  during  fermentation.  The  carbon 
dioxide  is  produced  separately  and  forced  into 
water  under  pressure  :  this  water  is  mixed  with 
the  flour  in  a  specially  constructed  vessel,  in 
which  the  pressure  is  maintained.  On  opening 
the  vessel,  the  dough  rises  and  can  be  imme- 
diately baked.  The  advantages  claimed  for  the 
system  are  uniformity  of  result,  and  the  avoidance 
of  the  losses  in  weight  which  occur  during  fer- 
mentation. A  later  development  consisted  in 
mixing  a  little  wort,  made  firom  malt  and  flour 
and  fermented  till  sour,  with  the  water  to  be 
aerated,  so  as  to  improve  the  flavour.  The 
process  is  eminently  suited  for  the  manufacture 
of  whole-meal  bread,  as  the  preparation  of  a 
batch  of  douffh  can  be  effected  m  tnirty  minutes. 

Compoeitum  of  Bread. — ^The  seneral  composi- 
tion of  bread  is  very  variable.  About  two-thirds 
of  the  volume  is  made  up  of  gas.  By  weight  it 
contains  4€^-50  p.c.  of  water  and  6*5  p.o.  of 

gotein,  the  balance  being  mainly  carbohydrate, 
utchison  sives  the  following  mean  figures  for  a 
number  of  breads  analysed  by  him :- — 

Garbo- 
Water  Protein  Vat  hydrates  CeUolose  Ash 
White  .  40      6-5      1-0      51*2      0-3      1-0 

Wholemeal.  45     6*3      1-2      44-8      1*5      1-2 

On  keeping,  a  loaf  gradually  loses  moisture  to 
the  extetit  of  8  p.c.  in  48  hours,  14  p.c.  in  72 
hours  (Qoodfellow)  or  14  p.c.  in  1  week  (v.  Bibra). 
At  the  same  time,  the  bread  becomes  stale,  but 
this  change  is  not  attributed  to  loss  of  moisture, 
as  much  of  the  freshness  is  restored  on  heating, 
during  which  considerably  more  water  is  lost. 
It  is  suggested  that  staleness  is  due  to  a  gradual 
combination  of  water  with  the  starch  or  gluten 


which  is  readily  broken  up  by  heat ;  or,  alter- 
natively, that  it  is  duo  to  the  shrinkage  of  the 
fibres  which  form  the  walls  of  its  visible  pores. 

The  'adulteratiop  of  bread  with  alum,  zinc, 
and  copper  sulphates,  lime,  &c.,  is  now  entirely 
a  thing  of  the  past.  These  were  added  to 
prevent  the  injurious  effects  of  an  excess  of 
diastase  on  the  starch  during  panary  fermenta- 
tion when  inferior  flour  ^^'as  employed.  The 
cheapening  of  flour  and  the  critical  demands  of 
the  public  for  a  well-risen  white  loaf,  as  well  as 
improvements  in  the  miller's  technique,  have 
necesFitated  the  use  of  the  best  flours  in  bread. 

Thd  question  of  colour,  meaning  brightness 
of  appearance  in  crumb  and  crust,  is  an  im- 
portant one  ;  at  the  moment,  the  demand  is  for 
a  white  loaf.  Colour  is  largely  a  question  of 
optics ;  a  weak  but  very  white  flour  may  make 
poor  din^y-looking  loaves,  whilst  a  darker, 
stronger  flour  will  make  loaves  which  are  better 
aSrated  and  hence  appear  much  whiter. 

A  modem  development  is  the  artificial 
bleaching  of  flour,  usually  with  nitrous  fumes 
producea  by  some  electrical  process.  There  is 
no  proof  that  bread  made  with  bleached  flour  is 
deleterious  to  health,  but  its  use  has  been  for- 
bidden in  America  under  the  Pure  Food  Laws. 
It  is  a  matter  of  controversy  whether  bleaching 
b^  nitrogen  peroxide  is  due  to  oxidation  or  to 
mtration.  Bleaching  does  not  change  a  low- 
grade  flour  into  a  hisher  one,  and  bleached  flour 
should  therefore  be  aeclared  as  such. 

The  souring  of  bread  is  one  of  the  baker's 
problems.  It  is  the  result  of  a  combination  of 
bacterial  fermentations,  the  bacteria  being 
introduced  by  the  yeast,  by  the  flour,  or,  as 
should  not  occur,  by  the  use  of  dirty  vessels. 
The  flavour  of  fermented  bread  improves 
gradually  as  the  process  proceeds  until  a  maxi- 
mum is  reached,  after  which,  if  fermentation  is 
continued,  it  begins  to  deteriorate.  At  this 
stase  the  alcoholic  ferment  is  exhausted  and  the 
acid  fermentation  begins  to  predominate.  The 
sourness  is  mainly  due  to  lactic  and  acetic  acids, 
the  odour  to  acetic  and  sometimes  butyric  acids. 

Such  bread-diseases  as  ropiness  (compare 
E.  J.  Watkins,  Ropiness  in  Flour  and  Bread, 
J.  Soc.  Chem.  Ind.  1906,  350)  are  due  to  specific 
bacteria. 

In  a  modem  bakehouse,  bacterial  diseases 
should  not  occur ;  they  may  often  be  traced  to 
the  use  of  unsound  flour. 

Whole-medl  Breads, — ^The  majority  of  the 
I>atent  breads  belong  to  the  *  brown '  variety, 
and  contain  more  of  the  wheat  grain  than  the 
white  flour.  In  some,  the  finely  ground  bran  is 
introduced,  in  others  the  germ,  whilst  a  third 
class  claim  to  contain  the  complete  wheat  grain. 
Bran  is  very  rich  in  diastatic  enzyme,  hero 
termed  ceretdin,  and  its  introduction  causes  a 
very  rapid  conversion  of  the  starch  into  dextrin 
and  suear.  This  causes  the  dough  to  become 
soft  and  clammy  and  to  bake  brown :  in  addition, 
it  becomes  very  prone  to  souring.  The  use  of 
sodium  bicarbonate  and  hydrochloric  acid  for 
aerating  whole-meal  bread  is  common.  When 
the  fermentation  process  is  used,  the  bran  is  not 
introduced  until  the  dough  staee.  Whole-meal 
bread  has  a  sreat  tendency  to  oecome  sodden ; 
it  has  to  be  baked  for  a  considerable  time,  and 
consequently  often  has  a  thick  crust.  Qerm 
has  a  very  injurious  effect  on  flour,  owing  to  its 
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diaatatio  character,  and  the  tendency  to  become 
rancid.  Every  effort  is  therefore  made  to 
remove  it  as  completely  aa  possible.  When 
Hubjeoted  to  the  action  of  superheated  steam, 
the  germ  is  cooked,  the  diastatio  properties  are 
destroyed,  and  it  acquires  a  pleasant  malt-like, 
nutty  flavour  and  aroma.  This  process  was 
patented  by  R.  Smith  of  Biacclesneld,  and  a 
mixture  of  one  part  of  treated  germ  and  three 
parts  of  white  flour  constitutes  Hovis  flour,  from 
which  Hovis  bread  is  made. 

The  relative  nutritive  values  of  white  and 
whole- meal  bread  is  a  highlv  controversial 
subject.  It  is  claimed  that  \nioie-meal  bread  is 
richer  in  protein  and  so  more  valuable,  but  this 
is  far  from  being  generally  true.  A  second  con- 
tention is  the  larger  amount  of  mineral  matter, 
especially  phosphoric  acid,  in  the  brown  bread. 
This  is  certainly  true,  but  experience  has  shown 
that  the  mineral  matter  is  not  all  absorbed  from 
white  bread,  whilst  in  whole- meal  bread  the 
quantity  absorbed  is  so  much  less  that  it  is 
probable  the  blood  obtains  much  the  same 
amount  from  both  (Hutchison).  Whole-meal 
bread  is  defectively  absorbed,  owing  to  the 
cellulose  which  it  contains  preventing  the  gastric 
juices  from  gaining  access  to  the  neighbouring 
nutritive  in^edients,  and  for  the  same  reason 
it  interieres  somewhat  with  the  absorption  of 
other  foods.  When  the  unsatisfactory  nature 
of  the  whole-meal  bread  itself  and  the  pre- 
cautions necessary  in  its  manufacture  are  taken 
into  consideration,  it  is  to  be  deplored  that  a 
section  of  the  public  should  demand  bread  in 
this  form.  Witn  bread  containing  added  germ 
the  case  is  different,  the  bran  is  absent  ana  the 
food  value,  both  as  regards  protein  and  phos- 
phate, is  larger  than  of  white  bread. 

The  use  of  floor  containing  the  untreated 
original  germ  of  the  wheat  berry  for  bread  is 
disadvantageous,  since  the  flour  easily  becomes 
ranoid  and  the  germ  enzymes  commence  to  act 
on  the  gluten  from  the  moment  the  flour  is 
made,  causing  the  loaf  to  be  of  poor  colour  and 
to  be  less  nndy  vesicuUted  and  digestible. 
These  factors  more  than  outweigh  the  advantages 
of  the  very  small  additional  amounts  of  protein 
and  phosphate  introduced  and  the  dightly 
sweetev  flavouv  of  germ  bread. 

The  desire  for  more  phosphates  can  be  met 
by  the  addition  of  phosphoric  acid  to  the  flour, 
as  is  indeed  being  done  at  the  present  moment 
during  the  milling  process  in  order  to  improve 
the  quality  of  flour  (compare  Humpnries, 
Eng.  Pat  13135  and  17279  of  1908 ;  Chitty 
and  Jago,  Eng.  Pat.  22434  of  1909;  Levin, 
Eng.  Pat.  3673  of  1910). 

Authorities, — Jago,  Science  and  Art  of 
Breadmaking,  London,  1911 ;  Hutchison,  Food 
and  the  Principles  of  Dietetics,  London,  1911; 
Wheat:  Brit.  Ass.  Report,  Winnipeg,  1909; 
Hamill,  Local  Govt.  Board,  No.  114,  1911. 

E.  F.  A. 

BREAD  FRUrr.  The  fruit  of  Aiiocarpu8 
incisa  (Linn.).  The  tree  grows  freely  in  tropical 
islands,  and  yields  fruit  continuously  for  9  months 
in  the  year.  The  fruit  is  nearly  spherical,  and 
sometimes  weighs  5  or  6  lbs.  It  is  usually  gathered 
while  yet  unripe,  i.e,  before  its  starch  has 
changed  into  sugar  ;  sometimes  the  unripe  fruit 
is  peeled,  wrapped  in  leaves  and  cooked  whole, 
when  a  product  resembling  ordinary  bread  is 


obtained,  or  the  unripe  fruit  is  dried,  powdered, 
and  sifted,  yielding  a  flour  which  has  the 
following  composition: — 


Water  Protein    Fat 
14-3       1-0      0-2 


SUrcb    Fibre     Ash 
83-8      0-2      0-4 


(Balland,  J.  Pharm.  Chim.  1903, 17,  [101 476). 

The  leaves  and  wood  of  Artocarpus  incisa  arc 
devoid  of  colouring  matter  (A.  G.  Perkin, 
Chem.  Soc.  Trans.  1898,  73,  1019).  A  closely 
related  tree  {Artocarpus  integrifolia)  bears  a  still 
larger  fruit,  *  jak  fruit,'  weighing  about  25  lbs., 
of  which  about  26  p.c.  is  flesh,  the  remainder 
being  rind  66  p.c.,  and  seed  8  p.c.  The  flesh, 
when  ripe,  contains  about  5  p.c.  of  sugar,  mainly 
cane  sugar  (Prinsen  Geerligs,  Chem.  Zeit.  1897, 
21,r721719).  H.  L 

BREAN  v.  Olxo-bxsins. 

BREEZES.  {Braise,  Fr.)  The  dust  of  coke 
or  charcoal.  The  coke  burner  applies  this  term 
to  the  small  residual  coke  obtained  in  coke 
burning.  The  sifted  ashes  removed  from  houses 
is  called  *  breeze,'  and  sold  under  that  name  to 
briokmakers  and  others.  An  arrangement  for 
burning  breeze  is  described  in  J.  Soo.  Chem.  Ind. 
5,  425. 

BREIDIN,  BREltN  v.  Olxo-bxbins. 
BREMEN   BLUE   and   BREMEN   GREEN. 

Pigments  containing  a  basic  copper  carbonate 
with  alumina  and  calcium  carbonate. 

BREWING.  1.  Introduction.  Beer  (Fr.  hiire ; 
Ger.  hier)  may  be  defined  as  a  spirituous  liquor 
made  from  any  farinaceous  grain,  but  preferably 
from  barley,  which  is.  first  caused  to  germinate, 
then  ground  and  mashed  with  hot  water,  whereby 
its  fermentable  substance  is  extracted.  This 
wort,  as  it  is  then  termed,  is  next  boiled  up  with 
hops,  which,  besides  imparting  an  agreeable 
bitterness  to  it,  precipitates  certain  albuminous 
bodies.  The  liquor  drained  off  from  the  hope  is 
cooled  down,  yeast  added,  and  fermentation  set 
up.  After  the  liquor  has  ceased  fermenting  it  is 
freed  from  the  yeast,  run  off  into  casks  ana  sent 
away  for  consumption.  It  may  be  of  different 
degrees  of  strength  and  colour,  according  to  the 
quantity  and  nature  of  the  ingredients  employed 
in  its  manufacture  ;  thus  we  may  have  mUd  ale, 
strong  ale,  light  dinner  ale,  pale  ale,  bitter  beer, 
porter,  and  stout. 

2.  The  ingredients  used  in  the  manufacture 
of  English  beer  are  water,  barley  malt,  malt 
adjuncts  such  as  maize,  rice,  sugar,  glucose, 
sacchamm,  ftc,  hops,  and  yeast. 

3.  Water.  The  principal  seat  of  the  brewing 
trade  in  Great  Britain  is  Burton-on-Trent,  which 
owes  its  great  commercial  prosperity  in  this 
branch  of  chemical  industry  to  a  certain  chemical 
property  possessed  by  the  waters  of  this  locality, 
which  render  them  mre-eminently  suitable  for 
brewing  purposes.  This  property  is  nothing 
more  or  less  than  the  presence  of  calcium  sul- 
phate in  large  quantities  in  these  waters,  derived 
from  the  deposits  of  gypsum  contained  in  the 
Keuper  marls  of  the  district. 

4.  The  waters  supplying  the  Burton  breweries 
are  derived  from  two  sources :  (1)  from  the 
valley  gravels  (shallow  wells),  and  (2)  from  the 
red  marls  and  water  stones  of  the  new  red  sand- 
stone formation,  obtained  by  artesian  borings. 

The  following  analyses  of  these  waters  may 
be  regarded  as  typical.  No.  1  sample,  from  a 
well  sunk  to  the  depth  of  29  feet  in  the  valley 
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gravels,  very  fairly  represents  the  composition  of  < 
the  mineral  oonstituents  of  the  older  and  shallow 
wells  of  the  distriot,  in  which  the  sulphates  of 
lime  and  magnesia  are  partially  replaced  by  car- 
bonates of  the  same'metals  due  to  tne  percolation 
of  rain  water  charged  with  carbonic  acid  gas 

Tablx  I. 


In  Kralns  per  Imperial  gallon 
Shallow  well       Deep  well 


Calcium  sulphate 
Magnesium  sulphate 
Calcium  carbonate 
Magnesium  carbonate 
Potassium  sulphate  . 
Sodium  sulphate 
Sodium  chloride 
Ferric  oxide 
Silica 

Total  mineral  matter 


25-480 

Absent 

18-060 

9100 

2-275 

7-630 

10010 

0*837 

0-840 

74-232 


70-994 
12-600 
9-046 
5-880 
0-696 
13-300 
9-120 
1-130 
1120 

124-206 


through  the  gravel  bed.  No.  2,  from  an  artesian 
boring  sunk  through  the  gravel  and  in/o  the 
underiying  red  marl  to  a  total  depth  of  97  feet, 
may  be  taken  as  a  type  of  the  deep  weUs  of  the 

district. 

It  will  be  seen  from  these  tables  that  the 
chief  characteristics  of  both  waters  are  the  large 
quantities  they  contain  of  certain  mineral  salts, 
but  especially  of  gypsum.  The  brewing  ex- 
cellences of  the  Burton  water  are  supposed  to 
arise  partly  from  its  freedom  from  organic 
matter,  but  mainly  from  the  circumstance  that 
the  mineral  constituents  are  of  such  a  nature  as 
to  favour  the  extraction  of  all  the  alcoholic 
principle  of  the  midt  without  at  the  same  time 
taking  up  the  colouring  matter;  hence  the 
Burton  water  is  peculiarly  fitted  for  brewing 
those  various  quahties  of  pale  ale  for  which  the 
town  has  been  so  long  celebrated. 

5.  I^m  this  it  will  be  seen  that  no  matter 


how  pure  a  water  may  appear  to  be  by  chemical 
analysis,  it  by  no  means  follows  that  such  a  water 
would  be  the  most  suitable  for  brewing  purposes 
or  produce  the  best  beer.  Certainly  it  is  ad- 
visable that  a  brewing  water  should  contain  in 
solution  as  little  as  possible  of  those  matters 
which  are  derived  from  the  decomposition  of 
Clonic  substances,  and  especially  those  of 
animal  oriffin,  but  at  the  same  Mme,  unless  it 
holds  in  8<3ution  certain  mineral  salts  in  given 
quantity  it  is  comparatively  useless  for  brewing 
purposes.  Of  course,  the  presence  or  absence 
of  such  salts  will  entirely  depend  on  the 
geological  nature  of  the  various  strata  through- 
out the  country ;  thus,  whilst  the  Burton  waters 
are  highly  saline,  the  waters  of  Thames  Valley 
deep  wells  are  strongly  alkaline,  whilst  in  Wales, 
Cornwall,  and  Cumberland  we  find  waters 
containing  little  or  almost  no  solid  matter  in 
solution,  or  frequently  highly  peaty  in  character 
and  containing  as  much  as  4  grains  per  eallon  of 
organic  matter,  but  entirely  of  vegetabfe  origin. 
6.  For  purposes  of  convenience,  all  waters 
may  be  classified  as  follows  : — 

I.  Alkaline,  from  the  chalk,  the  predominat- 
inff  mineral  constituents  being  poutssium  and 
sodium  carbonates. 

II.  Calcareous,  from  the  carboniferous  and 
liassic  limestones,  the  predominating  con- 
stituents being  calcium  and  magnesium  car 
bonatee. 

III.  Saline  (a)  from  the  new  red  sandstone, 
the  predominating  constituents  being  calcium 
and  magnesium  sulphates. 

IV.  Saline  (6)  from  wells  near  the  coast,  the 
predominating  constituent  being  sodium  chlo- 
ride. 

V.  Peaty,  containing  principally  vegetable 
organic  matter. 

VL  Waters  from  the  primary  rocks,  contain- 
ing very  little  or  only  traces  of  mineral  matters 
in  solution. 

VII.  Waters  of  no  distinctive  character. 

The  following  analjrses  may  be  given  as 
examples  of  these  various  types  of  water : — 


Tablb  IL 

1 

AlkaUne 

8-25 
1-47 
7-81 

9-68 
6*61 

14-99 
0*08 
0*88 

2 

8 

4 

5 

6 

7 

No 
distinctive 
character 

8 

Mild 
ale 

26 
6 

16 

6 
8 

9 

1 

Ca^ 
careens 

0-69 

18*^7 
0*44 

r78 
0*46 

Saline  (a) 

70*99 

12-60 

904 

6-88 

0-97 

13-30 

9-17 
118 
1-12 

SaUne(ft) 

6*89 
0*48 

4-87 

69-67 
0-85 
0-28 

Peaty 

2*26 
2*77 

0-87 

0^ 

0-79 
1-46 
0*84 
0-49 

1014 

Fdmaiy 
rocks 

Pale 
ale 

0-22 

1*68 
0-40 

216 

1*68 

1*27 
1*86 

0*46 
0-27 

0-48 
1-76 
0-10 
0-88 

7*66 

40 
8 
16   > 

10 

6 
80 

43*62 

1718 

124*20 

7204 

Calcium  sulphate 
Magneeiom  sulphate 
Calcium  carbonate  . 
Magnesium  carbonate 
Potassium  sulphate. 
Sodium  sulphate 
Potassium  carbonate 
Sodium  carbonate   . 
Calcium  and  magnesium  nitrates 
Potassium  nitrMe    . 
Magnesium  chloride 
Potassium  chloride . 
Sodium  diloride 
Oxides  of  iron  and  alumina 
Silica     .... 

!  Total  mineral  matters 

I  

7.  From  the  foreeoing  it  will  be  seen  that  i  possess  such  a  water  supply  he  must  render  the 
for  the  brewing  of  ales  me  water  to  be  most  one  he  has  available  by  the  addition  of  certain 
preferred  is  undoubtedly  that  of  the  saline  type,  '  saline  ingredients  suitable  for  his  purpose.  In 
and  if  it  should  fall  to  the  brewer's  lot  not  to    order  to  do  this  a  complete  analysis  of   the 


miimal  coiutituonta  of  the  wnter  muat  first  be 
milido,  and  then  HUlphAtes  of  lime,  msgneew, 
and  potAsh,  &tld  Bodium  obloride  ftdded  in  such 
ptopurtions  u  to  bTinu  the  minenl  conatituents 
up  to  the  ri^^uirud  atandaid,  <iith<T  to  that  shnnit 
in  column  S  if  intended  for  mild  alee,  dt  to  that 
of  column  9  if  int«!nd©J  for  paJe  ales. 

In  the  caao  of  neulml  waters,  the  neoensary 
mineral  salts  are  simply  wided  to  the  water  in 
the  given  proportione,  but  if  the  watoir  be  alka- 
line, the  alltaline  carbonates  must  Gist  be 
deetroyed  beEore  further  treatment.  An  easen- 
tial  condition  in  hardening  ■  water  with  oaloium 
sulphate  is  that  the  proceaa  ahall  be  regular,  and 
the  beet  method  of  gettmg  the  gypsum  into 
Boiution  is  decidedly  by  paning  the  water  as  it 
issues  from  the  supply  tap  or  storage  oistem 
through  a  tank  filled  to  three  quarteiB  its  depth 
with  gypsum  stones  about  the  size  of  a  hen's  egg. 
The  method  of  procedure  is  shown  below  :— 

A  is  a  wooden  round,  having  a  perforated  false 
bottom  B,  on  which  the  gypsum  stones  rest; 
c,  water  inlet  from  main  or  cistern  ;  s,  in- 
dicating valve  J  X,  wa«te.pipe  having  a  fall  of 
30  feet  for  washing  out ; 
:  F,   wssh-out   valve ;    o, 

*  overflow  pipe  to  liquor 
tluik.  He  valve  D  being 
opened  to  the  requisite 
d^iee,  and  r  closed,  the 
water  enters  at  c,  perco- 
lates thionghthegypsum 

I   in   A,   and    flows    over 

through  the  pipe  Q  into 

ft  liquor  tank.     The  rate 

of   Bow    of    the    water 

I  which    determines    the 

I  amount   of   gypsum  to 

*  be  taken  up  is  regulated 
by  the  valve  d.  The 
sise  of  gypsum  tank  and 
the  speed  at  which  the 
water  passes  through  will 
determine  the  quantity 
taken  up.  As  a  rule,  a 
tank  capable  of  holding 
about  ft  ton  of  gypsum 

Fia.  1.  And  with  a  water  of  the 
composition  of  No.  2 
flowing  through  it  at  the  rate  of  three  barrels 
per  mmute.  takes  up  about  20  grains  per 
gallon  of  calcium  sulphate.  Fre(£  gypsum 
must  be  added  daily  so  as  to  keep  the  aepth 
of  layer  of  gypsum  as  regular  as  possible. 
~  ■  -■       of  dimy   ^ '■ 

.  . .      ,  .   the   tis^   should   be 

thoroughly  wm  washed  evary  other  week ;  this 
may  be  done  by  closing  n  and  opening  x,  then 
turning  water  on  at  the  top  of  b,  this  passing 
througn  such  a  length  of  pipe  as  ■  causes  a  certain 
amount  of  suction  which  produces  the  deeired 
cleansing  effect.     Some  brewers 


after  the  besting  at  the  water  preparatory  t« 
mashing,  others  sprinkle  it  over  the  grist  as  it 
runs  into  the  mash  tun,  whilst  others  again  add 
it  to  the  wort  as  it  is  boiling  up  in  the  copper. 
None  of  these  methods  can  be  recommended,  as 
in  no  one  case  will  the  vAoh  of  the  gypsum  be 
taken  into  solution,  hence  the  brewing  liquor 


Mill,  according  to  varying  circumstances,  contain 
different  quantities  of  oalcium  sulphate,  but 
always  less  than  is  really  required.  After  the 
whole  of  the  water  required  for  mashiDg  and 
sparsing  has  run  throueh  the  gypsum  tank  into 
thn  hut  liquor  back,  then  the  other  salts  are 
added.  This  may  be  most  conveniently  accom- 
plished by  the  use  of  kaiiute  and  common  salt  in 
such  proportions  as  cbemioaJ  analysis  may  point 
out  to  be  neccAsary.'  For  instance,  let  us  take 
water  No.  4  ;  here  it  was  found  that  by  passing 
the  natural  water  throush  about  s  ton  of  gypsum 
at  a  speed  of  three  barrels  per  minute,  20 
Eiains  per  gallon  of  oalcium  sulphate  were  taken 
mto  solution  ;  kainite  at  the  rate  of  2  oe.  per 
barrel  and  common  salt  I  ox,  per  barrel  were 
next  added ;  the  mineral  constituents  of  this 
water  had  then  the  compodtioa  shown  in 
column  II. 

On  referring  to  our  table  of  typical  analyses, 
it  will  be  seen  that  this  water  is  of  the  mild  ale 
type.  To  lender  it  suitable  for  brewing  pale  alca, 
the  water  must  be  run  at  less  speed  through  the 
gypsum  tank  BO  as  to  increase  the  oaloium  sulphate, 
and  further  quantities  of  kainite  and  oomm 
salt  must  be  added  as  shown  in  oolumn  IIL 


Tabu  III. 

—               \     ^ 

n. 

ni. 

Calcium  sulphate          .   1    0-69 

20-«9 

M-69 

441 

8-82 

Calcium  carbonate       .  1  13-87 

13-87 

13-87 

0-44 

044 

Potassium  sulphate      .   i  None 
Sodium  chloride            .        1-73 

6-23 

10-46 

2.B8 

6-76 

18-35 

32-86 

Oxides    of     iron    and 

alumina 

0-45 

0-4fi 

0'45 

Silica 

None 

Total  solid  matters  . 

Iris" 

ee-32 

108-45 

In  the  case  of  alkaline  waters,  as  aoon  as 
the  calcium  sulphate  eaten  into  solution  a 
distinct  chemical  action  between  it  and  the 
alkaline  carbonates  takes  place,  calcium  carbo- 
nate being  formed,  and  snlphates  of  the  alkalis. 
It  is  genially  assumed  that  this  reaction  takes 
place  aocording  to  the  equation 

CaSO, +Nft,CO,=CaCO,+Ha^, 
but  this  has  been  proved  not  to  be  the  case. 
From  numerous  eiperimeats  made  to  determine 
this    point,    the    following    oonolosiona    were 

(a)  If  the  quantity  of  oalcium  sulphate  added 
be  less  than  the  quantities  of  alkaline  carbonates 
^oesent,  then  all  the  calcium  Bulfdiate  is  at  onoe 
converted  into  oalcium  carbonate,  and  an  equi- 
valent quantity  of  sJkaline  carbonates  is  con- 
verted into  aUudine  sulphates. 

{b)  If  the  quantity  of  calcium  sulphate  addcol 
■  Analysis  of  kalsitfl : 

HacDcslum  sulphate  

Potaisliim  inlMiste 
MUDMlnm  dOortde 
Bodlnm  cbloilds  . 
Watai 
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be  equivalent  to  the  quantity  of  alkaline  car- 
bonates present,  then  only  about  three-fourths 
of  the  calcium  sulphate  is  converted  into  cal- 
cium carbonate,  and  an  equivalent  quantity, 
that  is  to  say,  three-fourths  of  the  alkaline 
carbonates  present,  is  converted  into  alkaline 
sulphates.  As  we  increase  the  calcium  sulphate, 
the  alkaline  carbonates  decrease,  until  when 
we  add  double  the  equivalent  of  calcium  sul- 
phate nearly  the  whole  of  the  alkaline  carbonates 
18  converted  into  alkaline  sulphates. 

(c)  The  last  portions  of  the  alkaline  carbo- 
nates seem  to  be  very  persistent,  for  not  until  we 
increase  the  quantity  of  calcium  sulphate  to 


nearly  three  times  the  quantity  of  alkaline  car- 
bonates originally  present  do  we  find  that  the 
last  traces  of  these  substances  finally  disappear. 
These  are  the  results  of  numerous  experiments 
carried  out  by  the  author  both  in  the  laboratory 
and  on  the  Ukzge  scale  in  breweries  where  the 
deep-well  water  supply  was  highly  alkaline  in 
character,  and  it  was  found  that  the  results 
obtained  on  the  laree  scale  fuUy  confirmed  those 
arrived  at  in  the  laboratory. 

The  following  analyses  of  an  alkaline  water 
before  and  after  treatment  with  gypsum  will 
make  this  more  clear : — 


Akalysbs  of  an  ALKALung  Watbb  bbvobb  and  aftbb  Tbbatmbnt. 


1 
Before 


Cakiam  sulphate 
Magnesiam  sulphate 

Caloinm  carbonate 
Magnesium  carbonate 
Potasdum  8ulpha.te 
Sodium  sulphate 
Potassium  carbonate 
Sodium  carbonate 
Potassium  chloride 
Sodium  chloride  . 
Oxides  of  iron  and  aluminium 
Silioa  .... 


Total  mineral  matter 


absent 
absent 

3*25 

1-47 
7-31 

absent 
9-58 
6*61 

absent 

14-99 

003 

0-38 


43-62 


Column  1  shows  the  composition  of  the 
mineral  constituents  of  the  natiiral  water. 

Column  2,  the  same  water  after  41  *79  grains 
per  gallon  of  gypsum  had  been  added,  but  the 
water  was  found  to  be  still  alkaline,  and  not 
until  53-54  grains  of  gypsum  were  added  did 
the  alkalinity  disappear. 

Column  4  gives  the  composition  of  the 
mineral  constituents  after  the  addition  of  a 
further  quantity  of  gypsum,  and  11*39  grains  of 
magnesium  chloride  to  decompose  the  excess  of 
alkaline  sulphates. 

The  ales  brewed  with  this  water  after  the 
above  treatment  were  found  to  ffive  every  satis- 
faction, and  to  compare  ver^^  »vourably  with 
the  best  Burton  pale  ales. 

It  will  be  noted  that  the  alkaline  sulphates 
originally  present  in  the  water  are  considerably 
increasea  by  such  treatment,  and,  as  a  laij^  ex- 
cess of  these  substances  exercises  a  deoidedljjr 
injurious  effect  both  in  mash  tun  and  copper,  it 
is  advisable  to  ^et  rid  of  this  excess  by  adding 
sufficient  quantity  of  calcium  chloride  or  magne- 
sium chloride  to  the  water,  whereby  a  portion  of 
the  alkaline  sulphates  is  converted  into  alkaline 
chlorides,  the  ciedcium  or  magnesium  chlorides 
being  at  the  same  time  changed  into  sulphates. 
We  thus  get  a  water  highly  saline  in  character 
and  possessing  all  the  properties  of  a  typical 
Burton  water  suitable  in  every  way  for  pale-ale 
brewing. 

Having  once  ascertained  the  exact  quantity 
of  gypsum  required  to  be  added  to  the  water, 
Vol.  h—T, 


After  gypsum 


27-92 
absent 

13*44 
1-47 

14-21 
8-86 
4-11 
absent 
absent 

14*99 
0*03 
0*38 

85-41 


After  gypsnm    After  gyptiim  and 
I  MgCI, 


35-62 
absent 

16-42 

147 

19-39 

8-86 

absent 

absent 

absent 

14-99 

0-03 

0-38 


97*16 


44-95 
14-39=:11.39 
(MgCl,) 
16-42 
1-47 
9-39 
absent 
absent 
absent 
8-56 
22*29 
0-03 
0-38 

117-88 


either  for  the  purpose  of  increasing  the  per- 
manent hardness  or  for  the  destruction  of  the 
alkaline  carbonates,  it  is  very  easy  for  the 
brewer  to  keep  a  check  upon  his  gypsuming  pro- 
cess as  follows:  In  the  ease  of  non-alEaline 
natural  waters,  the  total  hardness  of  the  water 
is  determined,  and  the  same  after  the  water  has 
been  hardened.  The  first  subtracted  from  the 
latter  gives  the  hardness  expressed  as  degrees  of 
calcium  carbonate  (1®  being  equal  to  1  grain  of 
calcium  carbonate  per  gallon)  due  to  the  gypsum 
dissolved;  this  multiplied  by  the  factor  1-36 
will  give  the  grains  per  gallon  of  calcium  sul- 
p^te  taken  up  during  the  process  of  gypsuming. 
This  method  answers  admirably  for  3l  practical 
purposes,  the  error  as  compared  with  direct 
analysis  liot  varying  more  than  about  (  grain 
per  gallon.    For  example  : 

Non-€dkaline  water  (v.  Analysis  No.  4). 

Total  hardness  before  gypsuming  .         .12*6 
f,  „         after  „  .    27*44 

27*44- 12*6=s  14-84,  which  mul- 
tiplied by  1*36=1  20*99 

CaSOt  found  by  direct  analysis    31*23 

DifP.  0-24ofagrain 
In  the  case  of  alkaline  waters  the  total  hard- 
ness of  the  natural  water  is  determined  as  be- 
fore ;  then  having  found  by  trial  the  quantity  of 
CaS04  necessary  for  the  deetruotion  of  the  alka- 
line carbonates  and  for  the  permanent  hardness, 
the  water  is  run  through  the  gypsum  tank  at 
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such  a  speed  as  to  take  up  this  quantity  of 
CaS04.  As  soon  as  the  requisite  amount  has  run 
through,  the  total  hardness  of  the  treated  water 
is  determined.  The  amount  of  calcium  sul- 
phate in  the  water  is  next  ascertained  by  chemi- 
cfJ  analysis,  and  the  figures  thus  obtained  taken 
as  standards  of  comparison  for  all  subsequent 
determinations.  Thus  an  alkaline  water  con- 
taining 16-19  grains  per  gallon  of  alkaline  carbo- 
nates, after  hardening  was  found  to  have  taken 
up  56*42  grains  per  gallon  of  calcium  sulphate. 
Of  this  17*92  grams  were  required  to  convert  the 
alkaline  carbonates  into  sulphates,  leaving  37*5 
grains  of  available  CaS04. 

The  total  hardness  of  this  water  was  43*76. 
Hence  43*76^  of  hardness  correspond  to  37*6 
grains  CaSOf.  Another  determination  of  total 
hardness  of  this  water  after  gypsuming  was 
made  some  weeks  later ;  this  was  found  to  be 
46*6.    Therefore 


46-6  X  37*6 
43*76 


=^39  grains  of  available  GaS04. 


This  does  not  give  such  accurate  results  as  in 
the  .case  of  neutral  waters,  but  is  quite  near 
enough  for  aU  practical  purposes. 

TreatmttU  of  water  for  hretnng  black  beers, 
eiout  and  porter, — It  is  a  well-known  fact  that  the 
best  stout  and  porter  are  brewed  in  London 
and  Dublin.  Dublin  waters  are  exceedingly  soft, 
whilst  London  water  is  strongly  alkaline,  t.e.  it 
contains  alkaline  carbonates,  and  although  con- 
taining as  much  as  from  40  to  60  srains  per 
gallon  upon  the  average  of  total  souds,  these 
London  deep-well  waters  are  yet  comparatively 
soft,  showing  only  6^  of  hardness  with  the  soap 
test.  IVom  this  it  will  be  seen  that  one  of  the 
necessary  conditions  for  the  successful  produc- 
tion of  black  beers  is,  primd  facie,  a  soft  water. 
Hence,  a  brewer  whose  water  supply  contains 
large  quantities  of  magnesium  and  calcium  sul- 
phates, t.^.  a  hard  water  like  the  Burton  waters, 
cannot  expect  successfully  to  brew  black  beers, 
but  must  fidl  back  upon  the  town  supply  if  that 
is  of  only  a  moderate  degree  of  hardness.  In  the 
case  of  naturally  soft  waters,  such  as  a  London 
or  Dublin  water,  no  further  treatment  is  necee- 
sary,  but  in  the  case  of  a  non-alkaline  water,  such 
a  water  should  first  be  well  boiled  so  as  to 
precipitate  the  OaCO,,  then,  whilst  still  boiling, 
Na^CO,  at  the  rate  of  10  grains  per  gallon  and 
30  grains  of  NaCl  per  gallon  should  be  added  to 
the  brewing  liquor,  the  whole  well  mixed  up 
and  then  allowed  to  stand  until  the  CaCO,  has 
completely  subsided,  and  the  mash  proceeded 
with  as  usual. 

8.  Having  glanced  briefly  at  the  composition 
of  various  t3rpe8  of  water  and  the  advantages 
or  disadvantages  they  possess  from  the  point  of 
view  of  the  brewer,  we  now  proceed  to  consider 
the  relative  effects  produced  on  the  malt  wort  by 
the  several  mineral  constituents  usually  found  to 
occur  in  water. 

As  has  been  seen  from  the  tables  of  analysis 
on  page  627,  the  quantity  and  character  of  the 
various  mineral  substances  found  in  natural 
waters  vary  considerably,  and  depend  on  the 
nature  of  the  rocks  through  whicn  the  water 
percolates.  An  interesting  series  of  analyses  of 
water  from  the  different  geoloffioal  formations  of 
England  was  made  by  Sir  Edward  Frankland, 
and  published  by  him  in  his  work  on  Water 
Analysis,  to  which  the  reader  is  referred. 


The  most  frequently  occurring  substance  in 
solution  in  natural  waters  is  calcium  carbonate, 
associated  to  a  greater  or  less  extent  with  mag- 
nesium carbonate.  These  carbonates  are  h<dd  in 
solution  by  the  carbonic  add  which  is  always 
present  in  natural  waters ;  they  probably  exist 
m  solution  as  bioarbonates.  On  lM>Dinff,  this  ex- 
cess of  carbonic  acid  is  driven  off,  and  the  cal- 
cium and  magnesium  carbonates  are  precipitated. 
There  is  no  doubt  that  these  carbonates  ]^y  a 
very  important  part  in  the  brewing  economy. 
Although  a  large  portion  of  these  salts  is 
thrown  out  of  solution  during  the  heating  of 
the  water  preparatory  to  madiinff,  yet  the 
greater  part  of  the  precipitated  cartionates  re- 
maining in  suspension  finds  its  way  into  the 
mash  tun,  ana  there  combines  with  certain 
organic  acids,  principally  lactic  acid,  idwavs  pre- 
sent in  malt,  forming  soluble  salts.  This  neu- 
tralisation of  at  least  a  portion  of  these  organic 
acids  must  exert  an  important  influence  on  the 
various  processes  which  take  place  subsequently. 

The  amount  of  calcium  and  miu^esium  car- 
bonates varies  considerably,  but  12-15  grains 
per  gallon  may  be  taken  as  a  fair  average.  It 
IS  usual  in  those  breweries  where  the  waters 
contain  very  little  or  none  of  these  salts  to 
sprinkle  calcium  carbonate  or  chalk  through  the 
grist  as  it  goes  into  the  mash  tun  at  the  rate 
of  4  oz.  per  quarter  of  malt  (about  10  grains 
per  gallon  of  water). 

Calcium  sulphate  occurs  less  frequently  than 
the  carbonate,  but,  with  the  exception  of  sodium 
chloride,  exeroises  a  more  important  infliuenoe 
on  the  mashing  and  boiling  processes  than  any 
of  the  other  salts  present  in  natural  waters. 

A  very  interesting  article  on  this  subject  by 
Southby,  appeared  m  the  Country  ^nwer^B 
Gazette  for  1879,  in  which  he  proves  very  con- 
clusively that,  contrary  to  the  opinion  prevalent 
among  brewers,  calcium  and  magnesium  sid- 
phates,  even  when  present  in  the  brewing  water 
m  very  large  proportions,  have  no  appreciable 
effect  on  the  solubility  of  the  nitrogenous  matters 
of  malt ;  their  principal  effect  m  the  earliest 
stage  of  brewing  operations  is  to  greaUy  facilitate 
the  ultimate  fining  of  the  beer  by  causing  those 
matters  which  are  rendered  insoluble  byooiling 
to  separate  in  a  flocculent  form  instc»Ml  of  in 
that  minute  state  of  division  which  results 
in  the  beer  remaining  obstinately  cloudy,  as  so 
many  brewers  find  to  their  cost.  In  addition  to, 
this,  calcium  sulphate  possesses  a  decided  anti-' 
septic  action,  as  worts  brewed  with  a  sulphated 
water  resist  the  action  of  the  fermentative 
germs  when  exposed  to  the  atmosphere  better 
than  those  brewed  with  a  softer  water.  Tlie 
presence  of  calcium  sulphates  in  a  wort  also 
prevents  the  solution  of  the  coarser  bitter  prin- 
ciples of  the  hop,  hence  a  brewer  employing  a 
siuphated  water  can  use  a  much  larger  propor- 
tion of  hops,  if  necessary,  without  rendering  his 
ales  excessively  bitter."  The  same  applies  to 
magnesium  sulphate.  Valuable  as  the  above 
sulphates  are  in  the  production  of  pale  and  mild 
ales,  they  are  absblutely  injurious  in  the  Inewins 
of  porter  and  stout  if  present  to  the  extent  m 
more  than  3  grains  per  gallon. 

These  results  have  been  confirmed  by 
Moritz  and  Hartley  (Brewer's  J.  1883,  92) ;  they 
find,  however,  that  these  sulphates  extract  moro 
nitrogenous  matter  from  malt  than  any  other 
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of  the  mineral  constituents  of  water  do,  and 
Matthews  (B.  T.  R.  1887,  295)  is  of  opinion  that 
these  nitroeenous  substajicee  are  of  the  nature 
of  coagulable  albuminoids.  We  must  at  the 
same  time  not  forget  that,  b^  usins  a  water 
containing  appreciable  quantities  ol  calcium 
sulphate  m  solution,  a  large  proportion,  if  not 
all,  of  the  phosphoric  acid  existing  in  the  malt, 
probably  as  potassium  phosphate,  is  by  double 
decomposition  converted  into  acid  oalcium  phos- 
phate. It  is  well  known  that  this  substance 
exercises  a  powerful  influence  on  certain  albu* 
minoid  substances,  especially  at  high  tempera- 
tures. Hence  the  precipitation  in  flocks  of  these 
bodies,  when  the  wort  is  boiled  in  the  copper,  is 
no  doubt  due  in  great  measure  to  the  action  of 
this  salt. 

Water  containing  alkaline  carbonates  must 
undoubtedly  be  condemned  as  unsuitable  for 
brewing  mild  or  pale  ales.  It  is  well  known 
that  certain  nitrogenous  matters,  whose  presence 
in  malt  wort  would  have  a  most  injurious  effect, 
are  freely  soluble  in  slishtly  alkaline  waters ; 
these  remain  unchanged  during  the  process 
of  fermentation,  and  render  the  finished  beei 
persistently  cloudy,  besides  forming  a  suitable 
niduB  for  the  development  of  various  forms 
of  bacteria.  A  large  amount  of  colouring 
matter  is  also  extracted  from  the  malt  by  alka- 
line waters,  whilst  the  diastatio  action  is  con- 
siderably impeded ;  in  the  copper  also  certain 
resinous  matters  are  extracted  from  the  hops, 
which  impart  a  bitter  and  rank  flavour  to  the 
finicdied  beer. 

Alkaline  sulphates  if  present  in  excess  (more 
than  10  grains  per  gallon)  have  the  same  action, 
thouffh  in  a  very  much  diminished  degree,  as 
alkalme  carbonates,  more  especially  sodium  sul- 
phate. Potassium  sulphate,  on  the  other  hand, 
if  present  to  the  extent  of  not  more  than  6  to  10 
grains  per  gallon,  has  a  decidedly  beneficial 
effect,  actine  much  in  the  same  manner  as  mag- 
nesium sulphate.  ^ 

Calcium  chloride  gives  to  the  beer  a  harsh, 
coarse  flavour. 

Magnesium  chloride,  if  present  in  small 
quantity,  2  to  4  grains  per  gallon,  is  supposed 
to  be  beneficial  to  fermentation. 

With  regard  to  the  beneficial  influence  of 
sodium  chloride  in  a  brewing  water,  there  can  be 
no  Question  whatsoever.  Some  of  the  finest  ales 
in  me  United  Kingdom  are  brewed  in  districts 
where  sodium  chloride  occurs  in  the  natural  well 
waters  to  a  larger  extent  than  is  allowed  by 
excise  regulations  to  be  present  in  the  finished 
beer. 

Alkalme  chlorides  add  considerably  to  the 
palatefulness  of  the  finished  beer,  exercise  con- 
siderable antiseptic  properties  during  fermenta- 
tion, and  contribute  to  a  oeneral  mellowness  and 
roundness  of  flavour  which  without  them  is 
absent  in  the  best  brewed  ales,  mild  or  pale. 

The  question  of  nitrates  is  still  a  mixed  one ; 
the  balance  of  evidence  seems  to  be  that  where 
they  are  not  derived  from  recent  sewaee  con- 
tamination their  presence  in  small  quantities  acts 
as  a  stimulus  to  fermentation,  but  a  water  con- 
taining more  than  4  grains  per  gallon  of  potas- 
sium nitrate  ought  to  oe  looked  upon  with  grave 
suspicion,  if  not  altogether  condemned  for  brew- 
ing purposes,  more  especially  as  it  is  impossible 
to  get  rid  of  nitrates  once  they  are  found  to  be 


present  in  water.  Nevertheless^  the  fact  remains 
that  in  several  breweries  where  nitrated  waters 
are  used  for  brewing,  the  yeast  keeps  clean  and 
vigorous  and  the  ales  are  all  that  can  be  desired  ; 
but  it  is  only  fair  to  state  that  in  such  breweries 
sugar  to  the  extent  of  at  least  one-fifth  the  quan- 
tity of  malt  is  also  used. 

Iron  in  any  shape  or  form  is  most  injurious, 
but  as  it  exists  mostly  in  natural  waters  in  the 
form  of  carbonate,  it  can  be  converted  by  oxida- 
tion into  the  insoluble  peroxide  and  removed  by 
subsidence  or  filtration. 

The  organic  matter  in  water  may  be  of  two 
kinds,  vegetable  and  animal;  the  vegetable 
organic  matter  is  mostly  of  peaty  origin,  and  as 
such  cannot  form  suitable  pabulum  for  bacteria, 
and  first-class  mild  and  light  ales  have  been 
brewed  from  peaty  waters  Stter  treatment  with 
gypsum  and  kainite ;  but  on  the  other  hand, 
where  the  organic  matter  is  of  animal  origin, 
derived  from  sewage  contamination  containing 
such  matter  in  solution,  as  it  necessarily  must 
be,  the  water,  on  biological  examination,  will  in 
all  probability  be  found  to  be  highly  contami- 
nated with  disease  germs ;  and  aSihough  all  of 
these  germs  as  well  as  their  spores  are  most  un- 
questionably killed  during  the  boiling  of  the  wort 
in  the  copper,  still  such  a  water  must  be  regarded 
as  a  dangerous  one  to  use  for  brewing  purposes  as 
indicating  the  presence  of  matter  in  solution 
which  neither  boiling  nor  filtration  can  deslxoy 
or  modify,  and  whicm  at  the  first  moment  that 
favourable  circumstances  present  themselves 
will  serve  to  nourish  and  promote  the  growth  of 
such  germs  of  disease  as  may  find  their  way 
subsequently  into  the  beer  or  wort  brewed  from 
such  a  water. 

9.  Barley.  The  grain  which  for  centuries  has 
been  most  generally  acknowledged  to  be  best 
adapted  for  brewing  purposes  is  barley.  Of  this 
cereal  as  many  as  100  varieties  have  been  culti- 
vated in  this  country  at  one  time  or  another,  but 
the  one  most  generally  preferred  by  brewers  is 
the  narrow-eared,  two-rowed  type  generally 
known  as  the  '  Chevalier  '  (Hordeum  distichum). 
Several  varieties  of  Chevalier  barley  are  grown  in 
some  parts  of  the  country,  and  give  good  results, 
e,g.  Archer  '  Stiff  Straw.  ^  There  is  also  another 
type  of  the  two-rowed  barley  known  as  Gold- 
thorpe,  which  has  been  malted  in  increasing 
quantity  for  some  years,  and  often  gives  excellent 
results.  This  barley,  having  a  stouter  straw  than 
Chevalier,  is  able  to  withstand  bad- weather  con- 
ditions better. 

The  various  species  of  cultivated  barley  are 
diBtingmshed  as  two-rowed,  four-rowed,  and  six- 
rowe(]C  according  to  the  number  of  fertile  spikelets 
on  the  ear.  The  first  and  last  of  these  species 
are  the  most  characteristic,  the  first  including 
the  finest  varieties  of  English  barley. 

The  different  varieties  have  been  classified 
by  E.  S.  Beaven  as  follows  (J.  Inst.  Brewing, 
1902,  8,  547)  :— 

Hordeum  disitehum, — Commonly  known  as 
six-rowed  barley,  ear  wide,  short  distance 
between  the  corns.  Grown  in  England  as  a 
winter  sort.    Found  in  Chilian  brewing  barley. 

Hordeum  vuJgare, — Known  as  four-rowed, 
ear  narrow,  long  distance  between  the  corns. 
The  'here'  or ^ bigg'  of  Scotland  is  of  this 
variety  as  well  as  most '  Light  Foreign.* 

Hordeum  zeocriton, — ^Two-rowed  bariey,  ear 
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wide,  comparatively  short  difitance  between  the 
comB.    The  Goldthorpe  barleys  are  of  this  type. 

Hordeum  distiehum, — Two-rowed  barleys,  ear 
narrow,  comparatively  Ions  distance  between 
the  corns.  The  Chevalier  oarleys  are  of  this 
type,  as  well  as  many  long,  thin-grained  Eastern 
barleys  such  as  Ouchak. 

Originally  in  the  United  Kingdom,  malt  for 
brewing  was  made  from  home  grown  barley  only ; 
of  late  years,  however,  very  considerable  quanti- 
tiee  are  imported  from  other  countries  as  France, 
Germany,  Denmark,  California,  Russia,  Egypt, 
Algeria,  Chili,  and  New  Zealand ;  and  Beaven 
also  classifies  these  as  foUows : — 

Chevalier  Califomian,  GhevaUer  Chilian,  Tri- 
poli (Ouchak  type),  and  Ouchak  are  the  narrow- 
eared  two-rowed  type,  Hordeum  distiehwn* 
Brewing  Califomian,  Mexioan,  Argentine,  North 
African,  Gaza,  Smyrna,  Black  ^a,  Danubian, 
Cyprus  and  Spanish  are  mostly  of  the  four- 
rowed  type,  Hordeum  vulgare.  Brewing  Chilian, 
Persian,  and  Beyrout  are  of  the  six-rowed  type, 
Hordeum  hexasiichum^  Mixtures  of  two-rowed 
and  six-rowed  barleys  are,  however,  common  in 
a  good  many  foreign  barleys. 

Some  of  these  Darleys  are  muoh  superior  to 
the  English  in  appearance,  whilst  otners,  al- 
though presenting  anything  but  a  favourable 
appearance,  are  nevertheless  not  to  be  despised, 
fulfilling,  as  they  do,  a  useful  purpose  when 
judiciously  mixed  with  our  own.  Tlus  we  shall 
see  later  on. 

The  quality  of  barley,  as  one  would  naturally 
suppose,  depends  to  a  large  extent  on  the  nature 
of  the  soil,  olimate,  manure,  &o. 

Cold  day  land,  which  is  stifi  <»  tenacious,  no 
matter  how  well  drained  it  may  be,  can  rarely 
grow  really  good  malting  baiiey  (Stopes  on  Malt 
and  Malting). 

Barley  requires  a  warm,  friable  soil  such 
as  the  calcareous  loams,  fto.,  of  Norfolk  and  the 
districts  havii^  a  chalk  subsoil,  which  are  the 
best  natural  sous.  Rich,  loamy,  or  well-manured 
sandy,  and  other  dry  soils  are  also  capable  of 
producing  fine  barleys  when  the  season  favours 
them,  especially  if  lime  be  present  in  fair  quan- 
tities. 

Barley  flourishes  best  in  the  farmer's  interest 
upon  land  well  tilled  and  heavily  manured,  for  it 

Sows  strongly  and  produces  heavily.  Such 
kriey,  however,  is  not  the  best  for  the  brewer, 
for  it  has  a  higher  percentage  of  certain  nitro- 
genous matters  whico  are  decidedly  injurious  to 
the  keepinff  properties  of  the  finished  beer. 
Hence  the  direct  manuring  of  the  soil  for  barley 
with  nitrogenous  manures  (stable  manure,  salts 
of  ammonia,  and  nitrates)  must  be  avoided,  such 
manures  also  produce  a  rank  growth  of  the  stalk 
and  of  the  leaves ;  the  barley  is  easily  beaten 
down,  and  produces  from  this  cause  weak  grains 
poor  in  starch. 

Accordingly,  Professor  Farmer  recommends 
that  barley  snould  follow  wheat  which  in  its 
turn  f oUowed  roots.  This  seems  to  be  reasonable, 
for  it  is  now  acknowledged  that  highly  nitro- 
genous manures  are  deci(&dly  prejudicial  to  the 
production  of  good  malting  barley.  For  malting 
purposes,  the  fine,  full,  well-developed  bright 
grain  is  tlie  best. 

Climate  exercises  a  more  important  influence 
on  barley  than  soil  or  manure.  Indirectly,  a  bad 
summer,  and  especially  a  bad  harvest  time,  will 


almost  invariably  cause  such  defects  in  barley 
that  the  production  of  really  good  malt  is  im- 
possible. The  diflerenoe  in  price  may  not  be 
very  sreat,  if  viewed  from  the  standpoint  at  first 
cost,  out  the  deficiency  of  extract  and  the  in- 
ferior quality  of  the  wort  produced  add  largely 
to  the  actual  loss  of  the  brewer. 

For  the  production  of  sound  li^t  beers  quick 
in  brightening,  it  is  imperative  to  secure  a  barley 
of  hign  vegetative  capacity.  With  our  varying 
climate  and  his^  farming,  English  barleys  are 
less  suited  for  wis  purpose  than  those  imported 
from  other  countnes,  and  the  superiority  of 
foreign  barleys  over  English  is,  no  doubt,  to 
be  attributed  to  the  more  suitable  condition  of 
olimate  under  wliich  they  have  been  grown  and 
harvested. 

10.  Charaeteristios  of  bartey.  For  maltmg 
purposes  Stopes  groups  the  qualities  of  barley 
as  vaadeT  four  eseeniials :  vitality,  condition, 
maturity,  odour;  and  six  desirable  non- 
eseeniials;  size,  weiffht,^  uniformity, 
colour,  appearance  of  skin,  age. 

Upon  tne  vitality  of  barley  depends  the 
ffrowtn,  hence  it  is  most  impcntant  that  the 
barley  should  contain  as  few  non-germinating 
grains  as  possible.  The  most  trustworthy  test 
for  this  is  that  of  enforced  growth,  and  for  this 
purpose  Coldewe's  -^ 

apparatus  (Fig.  2)  ^^ 

is  very  effective.  flH 

This  consists  of 
a  receptacle  for 
water,  a  germina- 
tion  tray,  usually  a 
porcelain  plate  pro- 
vided with  100  per- 
forations, and  a  felt 
cover  fitted  with  a 
thermometer  as 
shown  in  the  figure. 
The  corns  to  be 
tested  are  inserted 
in  the  perforations 
with  the  germ 
downwards,  and  a 
small  quantity  of 
moist  sand  placed 
round  them.  They 
receive  the  neces- 
sary moisture  for 
germination  with 
perfect  equality 
from  the  recep- 
tacle uhdemeatn, 
whence  the  water 
evaporates  without 
causing  them  to 
be  exposed  to  an 
excess  of  moisture. 
The  consequence  is 
that  corns  of  even 
quality  not  only 
grow  as  fast  as 
they  possibly  can, 
but  also  perfectly  alike,  thus  showing  pre- 
cisely the  even  or  uneven  germinating  capacity 
of  the  grain,  and  as  the  tray  is  constructed  to 
hold  exactly  100  corns,  the  percentage  is  at  onoe 
seen. 

Other  forms  of  apparatus  in  use  for  the  same 
purpose  are  the  '  Aubry '  and  *  Blaber,'  which 
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condat  of  waim  chamben  or  capboards,  in 
which  the  oonu  are  germinated  lo  a  moist 
atmoaidieTe.  Theee  appeu  to  give  better 
reralta  tboii  the  Coldewe,  and  their  capacity  is 
greater,  ao  that  Bevenl  badaya  can  be  tested 
at  the  same  time. 

lliia  teat  ahonld  show  at  the  utmost  only 
4  p.o.  of  non-germinating  grains.  The  above 
quatitieg  may  l^  briefly  summed  up ; 

The  eoma  ahould  not  contain  more  than 
4  p.c.  of  non-germinating  grains. 

When  out  through,  t£e  out  aurfaoe  should  be 
white,  friable,  and  mealy  looking ;  if  it  is  fatty. 
glassy,  or  spotted,  it  is  not  to  ae  recommended 

Barley  ought  to  smell  fieah  and  dean,  not 
mustv  or  moiSdj. 

The  Doma  should  bo  as  nearly  aa  poasible  of 
one  aize,  plump  and  heavy,  and  free  from  other 
seeds,  A  good  heavy  barley  should  weigh  from 
SOlbe.  toSolba.  per  bushel ;  all  under  60  Iba.  may 
be  deemed  liiiht.  The  grains  should  have  an 
even  light-yeflow  colour,  vritk  a  thin  wrinkled 
akin.'  Barlev  improves  in  vitality  for  the  fint 
few  months  after  narveetina,  and  then  decUnee, 
so  that  it  is  not  safe  to  malt  barleys  more  than 
two  seasons  old.  The  actual  judging  of  parlicuiar 
samples  with  regard  to  quality  andoomparative 
value  is  a  matter  requiring  great  practical 
experience  and  skill,  eepeoially  as  often  the  bulk 
is  Dought  from  a  mere  cursory  examination  of 
the  sam[de  in  market.  Orain  very  hard  to  bite, 
can  never  be  converted  into  good  malt.  It  has 
beML  found  that  light  passes  readily  through 
vitreous  corns,  but  not  through  moaly  ouee, 
and  this  fact  has  been  taken  advantage  of  to 
distinguish  between  the  two.  The  apparatus 
invented  by  Vogel  is  used  for  thia  purpose. 

Barley  shooH  be  neither  over-  nor  under-ripe. 
Under-ripe  corns  have  a  bad  colour,  and  feel  oold 
to  the  band.  It  is  difScnlt  to  detect  over-ripe 
grains.  Mature  dry  gl^uos  slip  through  the 
Qngera  more  readily  than  immature  or  damp  onea. 

One  of  the  great  difficulties  of  the  preaent  day, 
in  addition  to  those  resulting  from  bad  harvest- 
ing and  maturing  of  the  gram,  ia  the  prevalence 
of  damped  and  broken  coma.  It  is  more 
difficult  than  ever  to  procure  samples  that  are 
perfect  in  this  reepeot,  owing  to  the  carelessness 
ao  prevalent  daring  the  threehing  of  the  barloy 
by  modem  methods,  for  we  may  have  not  only 
broken  corns  which  are  easily  detected,  but  other 
coma,  apparenUy  aomid  and  good,  that  show  on 
closer  inspection  slight  abrasions  of  the  skin 
oooasioned  during  threshing  by  the  too  close 
setting  of  the  maoniaary.  Thiaisaaouroeof  much 
trouble  to  the  maltster,  giving  rise  to  mould  on 
floors  as  well  as  to  a  large  proportion  of  non- 
germinating  coma. 

Attention  has  been  drawn  to  the  ill  effects 
of  this  close  dressing  by  several  authorities,  and 
quite  recently  Montagu  Baird  and  C.  E.  Babing- 
ton  havD  been  instruments  in  inducing  Uie 
B«krd  of  Agrioultuie  to  publish  a  circular 
drawing  the  hirmer's  atteatioa  to  this  matter, 
and  leoommending  more  careful  methods  of 
'threshing. 

11.  Stnietllie  ol  bailer.  When  a  grain  of 
barley  is  examined  with  the  naked  eye,  a  deep 


I  Fault;-  Eralni 
uU;  detected  fa;  ._  . 
heir  DnOSoiUr  bright 


fl^aoDtty  Hulphorct 
exwilcaced  person,  a 
tcSour. 


I  account  of 


but  narrow  furrow  may  be  obsorced  running 
down  the  whole  length  of  one  aide ;  the  general 
appearanoe  of  this  side  ia  very  convex,  both 
laterally  and  longi- 
tudinally, hence  it 
is  knowD  aa  the 
ventral  aide,  and  is 
the  side  which  faces 
inwarda  when  the 
grain  is  still  attached 
to  the  ear.  The 
outer  or  dorml  aide 
of  the  grain  is  much 
flatter  than  the  ven- 
tral. If  next  w«  out 
through  a  grain  of 
barley  lengthwise' 
with  the  furrow,  so 

three  principal  parts  ■ 
can  be  distinguished 
in  it  (Hg.  3) : 

(1)  The  bull,  oro 
skin.  (2)  The  endo- 
sperm, or  starch 
substance.  (3)  The 
embryo,  or  germ. 

Tlie  hull  (P)  or 
outer  coat  of  the 
grain  consists  of  the 
paUte  or  valvee, 
formed  of  three  tows 
of 


. .  .       The  hull  can 

be  easily  peeled  off  Fia.  3. 

the      barley     grain 

aft«r  atee^HDg,  and  under  this  ia  a  shell  tightly 

enclosing  the  groin ;  this  is  the  pericarp  tn  the 

fruit,    and    benealii  this    and    closely    grown 

together  with  it  lies  the  integument  of  the  seed. 

The  starch  subetanoe,  or  endosperm  (■),  forms 

by  far  the  la^er  bulk  of  the  barley  grain. 

The  embryo,  or  germ,  constitutes  about  [ 
of  the  ^m,  and  lies  on  the  lower  end  of  the 
grain,  and  its  point  or  apex  inclines  towards 
the  smooth  or  unfurrowed  side.  The  lobe  of 
the  seed  proper  in  the  shape  of  a  flat  shield,  00, 
the  scnteUum,  forma  the  boundary  between  tho 
endosperm  and  the  embryo  j  which,  lying  aa  it 
docs  in  dose  contact  with  the  endosperm,  serves 
aa  a  special  organ  of  absorption,  through  which, 
during  germination,  the  nutritive  matjer  stored 
in  the  endosperm  most  pass  on  it«  way  to  the 
growing  portums  of  the  embryo.  A  line  of  cells 
forming  a  well-marked  ^nihaium  separatee  the 
embryo  from  the  endosperm.  This  also  has 
the  function  of  alisorption  of  nutriment  for  the 

Cwing  germ,  but  it  ia  markedly  differentiated 
m  the  other  tissuos  by  its  specialised  tecretory 
functions. 

Immediately  below  the  scuteltum  and  in 
intimate  organic  connection  with  it,  are  tho 
main  organs  of  the  axis,  the  plvmufc  and  radicU. 
lite  former  consists  of  four  rudimentary  leaves 
enclosed  in  tiie  plumule  sheaths,  whilst  the 
primary  radicle  with  its  root  cap  is  oompletely 
imbedded  in  the  toot  sheaths.  The  endcsperm 
is  principally  SUed  with  a  mass  of  thin-iralled 
oells,  close^  packed  with  staroh  granules, 
embedded  in  a  very  fino  network  of  proteid 
material,  and  arranged  ivith  their  larger  dimen- 
sions parallel  with  the  axis  i>f  the  grain.    The 
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Btaroh-oontaining  cells  are  suirounded  by  a 
triple  laver  of  tCiok- walled  rectangular  oelk  the 
so-called  aleurone  ceUa,  the  ceU  contents  of 
which  consist  mainly  of  doseljy  packed  aleurone 
grains  and  fat,  embedded  m  a  protoidasmic 
matrix  with  well-defined  nucleus.  Ilus  layer 
does  not,  however,  enter  the  embrvo  at  any 
point,  but  is  only  in  dose  contact  with  it. 

Lying  between  the  starch-containing  portions 
of  the  endosperm  and  tiie  embryo,  is  a  com- 
paratively thick  layer  of  empty  and  compressed 
cells  belonging  to  the  endosperm.  These  cells 
are  emptied  of  their  contents  during  tiie  later 
itage  of  the  growth  of  the  grain.  The  develop- 
ment of  the  embryo  takes  place  at  the  expense 
of  the  endosperm,  empt3ring  its  cells  of  their 
starch  and  protoplasm.  The  cell  walls  do  not 
share  the  fate  of  the  cell  contents,  but  remain 
in  the  ripe  grain,  pressed  tightly  together  by  the 
growing  einbryo. 

The  changes  which  take  place  during  germina- 
tion are  brought  about  by  certain  cataljrtic 
agents  termed  enzymes,  and  are  threefold. 

In  the  first  place,  there  is  the  dissolution  of 
the  walls  of  the  starch-containing  cells  by  one  of 
these  enzymes,  which  action  proceeds  progres- 
sivelv  from  the  proximal  to  the  distal  regions 
of  the  endosperm ;  in  the  second  place,  the 
dissolution  of  the  starch  granules  thus  set  free, 
by  a  second  enzyme,  and  the  transference  of 
the  soluble  products  of  the  action  to  the  growing 

Soints  of  the  embrvo ;  and  finally,  the  breakins 
own  of  the  complex  nitrogenous  or  albuminoid 
bodies,  which  form  the  material  of  the  endosperm 
cells,  into  simpler  ones  by  a  third  enzyme, 
thereby  rendermg  them  available  as  food  for 
the  young  plant. 

12.  Cb«nii€«l  oompotitlon  of  barley.  Those 
substances  which  go  to  compose  the  barley 
grain,  as  well  as  the  other  cereals  used  in  brew- 
ing, may  be  classified  as  follows : — 

I.  Carbohydrates.  II.  Resins  and  fats.  IIL 
Nitrogenous  substances.     IV.  Ash. 

The  proportions  of  these  several  constituents 
vary  with  different  kinds  of  barley,  according  to 
circumstances  of  gro^^-th,  manuring,  hMvestiog, 
climate,  Ac. 

L  The  earbohydntes  contain  the  three  ele- 
ments, carbon,  oxygen,  hydrogen,  and  are  so 
called  because  they  may  be  supposed  to  be  de- 
rived from  the  union  of  a  certain  number  of 
molecules  of  water  with  an  equivalent  number 
of  atoms  of  carbon. 

The  principal  members  of  this  group  are  (a) 
eeUiilose,  starch,  dextrin ;  (b)  maUoae,  cane  svgar 
or  sucrose,  raffinose  ;   (c)  dextrose,  levtdose. 

As  the  chemistry  of  the  carbohydrates  is  fully 
treated  of  elsewhere,  there  is  no  occasion  to 
refer  further  to  this  subject  here. 

II.  Fats.  Only  small  quantities  of  fat  are 
found  in  grain,  and  the  amount  contained  in 
barley  is  about  2*5  p.c  It  can  be  readily 
obtained  from  the  ground  com  by  treatment 
with  ether,  which  on  evaporation  leaves  the  fat 
as  a  thin  yellow-coloured  fluid  of  an  agreeable 
odour,  which  is,  however,  soon  replaced  by  an 
offenBive  one  if  the  oil  is  allowed  to  remain  in 
contact  with  air. 

The  composition  of  this  fat  has  been 
investigated  by  many  observers,  and  the 
following  is  its  composition  according  to  A. 
Stcllwag : — 


Fatty  acids  13*62  p.0. 

Neutral  fat  .                  .  77*78    ^ 

Lecithin  .         .  4*24    », 

Cholesterol  .  6-08    „ 

Reeilis.  The  outer  coatings  of  most  cereals 
develop  in  ripening  a  certain  amount  of  resinous 
matter,  whicn  by  its  comparative  insolubility 
protects  the  interior  from  premature  access  of 
water. 

In  addition  to  fat  and  resin,  a  number  of 
other  substances  free  from  nitrogen  and  which 
are  generally  classed  with  the  resins  are  also  re- 
presented in  the  grain  of  barley.  Very  little  is 
known  of  them,  but  although  present  in  minute 
quantity  they  play  an  important  part  in  con- 
tributing to  the  flavour  and  general  appearanoe 
of  each  mdividual  grain  of  com. 

111.  The  nitrogenous  or  proteld  bodies  found 
in  grain  are  much  more  complex  in  chemical  com- 
position than  the  carbohyc&ates  ;  they  all  con- 
tain carbon,  oxvgen,  hydrogen,  nitrogen,  and 
some  of  them  sulphur  as  well. 

Several  investigators  have  turned  their 
attention  to  the  nature  of  these  bodies,'  and  we 
are  indebted  to  T.  B.  Osbome  for  much  valuable 
information  on  this  subject.  This  worker  finds 
that  barley  contains  the  following  proportions 
of  proteid  bodies  : — 

Leucosin  (albumin)  0*30  p.c. 

Proteose,  edestin  (globulin)  1*95    „ 

Hordein       ....  4-00    „ 

Insoluble  proteid   .         .  4*60    „ 


10*75     „ 

Of  these  the  albumin  is  soluble  in  water,  but 
coagulated  by  heat,  globulin  is  insoluble  in 
water,  but  soluble  in  dilute  saline  solutions, 
proteose  is  soluble  in  water,  and  hord^n  onlv 
slightly  so,  but  readily  soluble  in  70  p.c  alcohol. 

In  common  with  all  other  seeds  and  living 
vegetable  as  well  as  animal  organisms,  barley 
contains  several  of  a  remarkable  series  of  bodies, 
which  are  considered  to  be  closely  allied  to  the 
albuminoid  bodies,  and  which  are  termed 
enzymes.  Up  to  the  present  no  evidence  has 
been  brought  forward  to  determine  whether 
these  bodies  have  a  definite  composition,  for  in 
spite  of  many  investigations  it  has  not  been 
found  possible  to  determine  the  constitution  of 
a  single  one. 

Tnese  bodies  are  termed  unorganised  fer- 
ments, and  they  effect  fermentative  processes. 
Effront  defines  them  as  active  organic 
substances,  secreted  by  cells  which  have  the 
property  under  certain  conditions  of  faciUtat- 
m^  chemical  reactions  between  certain  bodies, 
without  entering  into  the  composition  of  the 
definite  products  which  result.  The  ferments 
act  specifically,  that  ia  to  say,  each  one  exercises 
its  activity  exclusively  on  substances  of  well- 
defined  stmctural  and  stereo-chemical  composi- 
tion. Of  the  means  by  which  these  ferments 
develop  their  activity  nothing  is  known.  Their 
reactions  must  at  present  to  simply  regarded 
as  special  phenomena  of  the  catal3'tic  processes, 
catalytic  reaction  being  a  somewhat  vaeue  term 
which  wc  apply  to  those  rcactiouH  whicn  cannot 
without  further  knowknlge  be  explained  by 
simple  chemical  theories.  The  enzymes  have 
been  divided  into  the  following  seven  groups, 
according  to  their  respective  specific  reactions 


BREWING. 


635 


( W.  J.  SykeB,  PrinoipleB  and  Practice  of  Brewing, 

1907,  117):— 

Group  L — ^Diastatic  enzymes. 

Diastase  of  secretion  .tt„j^i,„^  ^^^u 
(malt)  Hydrolyse  starch 

Trknsloiation  diastase  SiLu.°^^S 
/v^.i^„v  I    glucose^       and 

tHydrolyses  starch 
finally  into  glu- 
cose. 
Orcup  IL — Cyto-hydrolytic  enzymes, 
Cytase  (miiit) 
Ehizvmes   of   seeds   in 
which  the  reserve  ma* 
terial  is  cellulose 
Qraup  III. — Pectin  enzymes. 

Enzymes   which   convert  pectinous   snb 
stances  into  vegetable  jelly. 
Qraup  IV, — Inverting  enzymes. 

T     .        /      _.v  JConvert        cane 

Invertase  (yeast) 

Invertase  (malt) 

Maltase  (yeast) 

Enzymes  of  the  small 
intestine 

Enzymes  of  yeast  wliioh  degrade  the 
deztrins  to  maltose  ;  these  are  especially 
present  in  those  yeasts  which  brins 
about  the  seconda^  fermentation  and 
condition  of  beer. 

milk 


Transform  cellu- 
lose into  sugars 
such  as  man- 
nose,  xylose,  &o. 


sugar  into  in^ 
v^  sugar. 
Transform    mal- 
tose into  glu- 
cose. 


I  Inverts 
\    sugar. 

{Converts  maltose 
into  cane  sugar. 


Enzyme  of  kephir 

Plrobable  enzyme  of 
germinating  barley 
Group  V, — Proteolvtic  enzymes. 

Enzymes  of  malt  and  \^       .         .  ,, 

other         vegetables,  jConyert  proteids 
among     wffch     ar^  }    "^^  proteoses 
peptaseandtryptase         P^Ptones,    and 

Trypsin  (pancreas)  '    ftmides. 

I  Converts  proteids 
into  proteoses 
and  peptones, 
but  not  into 
amides. 


Pepsin  (stomach) 


Peptonising  ferments   secreted  by  many 
bacteria. 
Qrowp  VI, — Qlucosidal  enzymes. 

Splits  up  amyg- 


Emulsin      (bitter 
mond) 


al. 


dalin  mto  ou  of 
bitter  almonds, 
hydrocyanic 
acid,  and  water. 
Many  other  enzymes  which  have  the  power 
of  hydrol3rsing  glucosides. 
Qroup  VII. — ^Zymase  of  yeast. 
Splits  up  sugar  into  alcohol  and  carbon 
dioxide. 
'Ferments,'  as  applied  to  these   bodies,  is 
hardly  a  very  satisfactory  name,  and  it  has 
been  suggested,  and  the  suggestion  has  been 
adopted  to  a  large  extent,  that  those  enzymes 
that  bring  about  the  hydrolysis  of  substances 
should  be  termed  hydrovysts^  and  by  combining 
the    word   *  hydrolyst  *  with  the  name   of   the 
Busbtanco  acted  upon,  we  get  a  liistinctive  name 
for  each  class.     Thus  an  enzyme  capable  of 
inducing  the  hydrolysis  of  starch  is  termed  an 
amylo-hydrolyst ;  one  which  affects  proteids,  a 
proteo-hydrolyst,  &c. 

Bde    of   enzymes    during    germination. — A« 


alreadv  mentioned,  the  embryo  of  the  barley  com 
is  in  dose  contact  with  the  starchy  part  of  the 
grain,  the  endosperm,  which  is  tne  storehouse 
of  all  the  nutriment  required  bv  the  ^oung  }dant 
until  such  time  as  it  can  lead  an  mdependont 
existence  and  acquire  necessary  food  from  the 
air  and  soil.  The  enzymes  during  this  period 
convert  the  insoluble  starch  and  nitrogenous 
matter  into  soluble  bodies,  which  can  easily 
travel  to  the  growing  germ. 

Unfferminated  bar&y  contains  an  enzyme  or 
amylo-hydrolyst,  usually  known  as  translocation 
diastase,  which  differs  from  the  amylo-hydrolyst 
or  diastase,  which  is  present  in  germinated 
grain,  in  its  inability  to  liquefy  starch  paste ; 
the  latter  having  extremely  active  liquefying 
and  saccharifying  powers. 

If  a  cold-water  extract  of  barley  be  added 
to  starch  paste,  it  is  found  to  have  no  action 
whatever.  If,  however,  this  starch  paste  be 
first  treated  >vith  cold-water  malt  extract,  at  a 
temperature  of  about  75^C.  for  a  few  minutes,  so 
as  to  bring  it  into  the  form  of  soluble  starch  or 
erythro-dextrin,  then  cooled  to  a  temperature  of 
50^C.,  and  some  cold-water  barley  extract 
added,  the  conversion  of  the  soluble  starch  or 
higher  dextrins  into  reducible  sugars  proceeds 
with  great  facility. 

Tninslocation  diastase  is  unable  to  corrode 
starch  granules.  Brown  and  Morris  stating  that 
this  power  and  that  of  liquefying  gelatinised 
starch  appear  to  go  hand  in  hand. 

Lintner  and  Eckhardt  found  that  the  action  of 
barley  and  malt  diastases  differed  considerably  at 
various  temperatures  (Zeitsch.  fiir  Brauw.  1889), 
and  J.  L.  Baker  has  snown  (J.  Ghem.  Soc.  1902) 
that  the  products  of  reaction  on  a  solution  of 
soluble  stiuch  by  barley  diastase  are  very  different 
from  those  of  malt  diastase. 

As  soon  as  the  barley  com  beff ins  to  germinate, 
the  more  active  amylo-hydrolyst,  termed  by 
Brown  and  Morris  secretion  diastase^  to  dis- 
tinguish it  from  the  diastase  already  present  in 
the  grain,  makes  its  appearance,  and  accord- 
ing to  these  authors,  is  principally  due  to  a 
secretion  by  the  columnar  epithelium  of  the 
growing  embryo.  There  is  a  steady  accumula- 
tion of  this  diastase  in  the  endosperm,  which  in 
the  course  of  time  permeates  its  whole  tiaiue, 
the  ready  passage  of  the  enzyme  through  the 
contents  oi  the  grain  having  been  enormously 
facilitated  by  the  previous  destruction  of  the 
cell  walls  by  the  cyto-hydrolyst. 

When  this  is  aocompliBhed,  the  malt  acquires 
the  so-called  mealy  condition  which  the  maltster 
endeavours  to  bring  about  to  its  fullest  extent. 

Secretion  diastase  was  first  investigated  by 
Payen  and  Persoz,  in  1883,  who  gave  it  the 
name  diastase  from  dtdarairts  (separation),  on 
account  of  its  supposed  property  of  separatinjg 
the  interior  of  tne  starch  sranules  from  their 
outer  envelope.  Under  the  action  of  this 
diastase,  stuoh  which  has  been  first  gelatinised 
by  boiling  water  undergoes  a  series  of  hydrations 
and  successive  decompositions,  resulting  in  the 
production  of  maltose  and  dextrin.  The  action, 
which  is  capable  of  taking  place  at  iy^O.,  attains 
it  maximum  betwcnm  (M)°  and  ((6*'(*.,  and  ccasf^s 
altogether  at  80%^ 

It  appears,  then,  that  malt  contains  at  least 
two  amylo-hydrolyst«  or  dituttues,  one  of  which, 
formed  during  the  growth  of  the  barley,  has  not 
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the  power  of  traiuforming  a  saocharifying  starch 
paste  until  it  has  been  first  converted  into 
soluble  starch ;  Uie  other»  formed  during  gertni- 
nation  on  the  malting  floors,  possesses  the  power 
to  a  very  marked  degree  of  saccharifying  starch 
paste  even  at  as  high  a  temperature  as  &^C. 

Brown  and  Heron  (Chem.  Soo.  Trans.  1879, 
596)  formed  an  opinion  that  these  bodies  were 
not  simple  chemical  compounds  of  constant 
definite  composition,  but  must  be  considered  as 
a  mixture  of  several  bodies  differing  from  each 
other  in  chemical  and  physical  properties.  They 
ascertained  that  when  cold-water  extracts  of 
barley  and  malt  are  heated  up  to  different 
temperatures,  for  each  increase  of  temperature 
there  is  a  distinct  and  definite  amount  of  coagu- 
lation of  soluble  albuminous  substances,  and 
at  the  same  time  a  diminution  in  the  diastatic 
energy  of  the  solution,  from  which  they  conclude 
'  that  ihe  diastatic  power  of  malt  is  a  function 
of  the  coagulable  albuminoids  themselves,  and 
is  not  due  to  the  presence  of  a  distinctive  trans- 
forming agent.'  There  can  be  no  doubt  that 
during  the  kilndryins  of  malt  a  similar  reaction 
takes  place,  especially  in  the  earlier  stages  of 
dryinff ;  a  small  proportion  of  the  more  easily 
coagulable  albuminoios  being  rendered  insoluble, 
the  diastatic  power,  which  had  attained  its 
maximum  at  the  withering  stage,  at  the  same  time 
being  diminished  to  a  considerable  extent. 
IndMd,  it  is  a  well-established  fact,  that  a  high- 
dried  malt  will  produce  in  the  brewing  a  more 
highly  dextrinous  beer  than  one  which  has  not 
been  dried  at  so  high  a  temperature  on  the  kiln. 
Another  set  of  enzymes  which  are  secreted 
during  germination  are  those  that  act  upon  the 
proteids,  the  proteo-hydrolysts.  It  was  not 
until  quite  recently  that  the  presence  of  these 
enzymes  were  definitely  decided  in  the  afSrma- 
tive,  althouffh  it  has  long  been  known  that  the 
nitrogenous  Dodies  of  barley  undergo  considerable 
modifications  during  ffjermination,  and  Weiss 
(Zeitsch.  f.  j^ysiol.  Chem.  31,  78-79 ;  and 
Zextsch.  ges.  Brauw.  1903,  19,  301)  has  proved 
fairly  conclusively  that  the  two  enzymes,  peptase 
and  tryptase,  are  present.  PepUue  degrades  the 
proteids  down  to  albumoses,  having  a  maximum 
activity  at  61^.,  and  tryptase  degrades  the 
albumins  down  to  amides,  &c.,  the  optimum 
temperature  lying  between  i6*C.  and  60^C.  The 
action  of  both  enzymes  ceases  at  70*C. 

The  embryo  of  the  barley  com  during 
development  requires  nitrogen  to  build  up  new 
protoplasm,  in  addition  to  the  carbohydrates 
supphed  to  it  with  the  help  of  the  diastase,  and 
the  mineral  salts.  There  is  therefore  a  con- 
tinuous draft  on  the  nitrogenous  as  well  as  the 
carbohydrate  reserves  of  the  endosperm.  These 
nitrogenous  reserves  reside  for  the  most  part  in 
the  fine  network  of  the  material  in  which  the 
solid  starch  grains  are  embedded,  and  consist  of 
a  complex  mixture  of  proteids  with  very 
different  properties.  Some  are  soluble  in  water 
(15-16  p.c.  of  the  whole),  whilst  others  require 
reagents  to  bring  them  into  solution,  lliese 
proteids  require  previous  preparation  before  they 
can  bo  absorbed  by  the  erabryo. 

This  preparation  is  brought  about  by  the 
enzymes  above  described,  the  peptase  reducing 
the  proteids  to  albumoses,  and  the  tryptase 
further  reducing  the  albumoses  to  the  amino- 
acids,  &c.,  and  it  is  mainly  in  this  form  that  the 


nitrogen  wanders  through  the  soutellam  into  the 
young  plant. 

Brown  estimates  that  about  35-40  p.c.  of 
the  nitrogenous  reserves  of  the  endosperm  pass 
into  the  young  plant,  and  it  is  probable  during 
the  ordinary  malting  period  that  at  least 
60-70  p.c.  of  the  proteids  have  been  altered, 
while  only  16-17  p.c  of  the  reserve  starch  has 
been  attacked  in  the  same  time. 

The  nitrogenous  bodies  found  in  malt  are 
due  to  two  quite  different  but  complementary 

Erooesses  going  on  simultaneously,  viz.  the 
reakiiig  down  of  these  substances  into  less  com- 
plex bodies,  which  goes  on  in  the  endosperm,  and 
the  building  up  of  these  simpler  bodies  into  new 
complexes,  which  ffoes  on  in  the  growing  embryo — 
a  down-gntde  ana  an  up-grade  process.  About 
one-half  of  the  nitrogenous  bodies  of  malt  are 
up-grade  products  of  the  processes  of  germina- 
tion. This  appears  to  be  tne  explanation  of  the 
fact  that  the  conditions  which  tend  to  force  the 
^wth  of  the  vegetative  parts  of  the  grain  are 
just  those  which  tend  to  increase  the  proportion 
of  the  permanently  soluble  nitrogenous  con- 
stituents of  a  malt. 

H.  T.  Brown  (The  Nitrogen  Question  in 
Brewing,  J.  Inst.  Brewing  1907,  5)  has  investi- 
gated the  nature  of  the  nitrogenous  bodies 
soluble  in  water  and  not  coagulated  on  boiling, 

S resent  in  the  finished  malt,  and  was  able  to 
etermine  about  66  p.c.  of  the  totaL 
Taking  the  nitrogen  of  a  previously  boOed 
extract  of  malt  as  1(K),  he  found  its  distribution 
amongst   the    various   classes   of   constituents 
came  out  approximately  as  follows : — 

Ammonia  nitrogen 

Malt  albumose  nitrogen  . 

Malt  peptone  nitrogen 

Amide  and  amino  nitrogen 

Nitrogen  due  to  oi*ganic  bases 

Balance  of  N  still  unsccounted  for 


3*5 

20-0 

31-0 

8*5 

4-0 

33-0 

lOOO 


This  ffives  a  synopsis  of  the  various  classes 
into  whidi  they  are  divided.  It  was  found  l^t 
the  albumoses  consist  of  at  least  three  distinct 
bodies,  albumoses  I.,  II.,  and  IIL ;  whilst  the 
peptones  can  be  differentiated  into  two  malt 
peptones,  I.  and  11.  The  8*5  p.c.  of  nitroeen 
attributed  to  amides  and  amino-acids  includes 
cisparagine,  tyrosin,  and  leucine^  and  aUantoin 
is  also  included.  The  4  p.c  of  nitrogen  corre- 
sponding to  or^o  bases  mainly  represents 
odaine  and  choline. 

The  following  table,  deduced  by  R.  Warington 
from  a  compilation  of  all  cKJcessible  analjrses, 
numbering  56  in  all,  may  be  taken  as  showing 
a  fair  average  composition  of  barley  grain : — 

1.  Carbohydrates    .         .         .     63-66 


2.  Fibre 

3.  Fat   . 

4.  Albuminoids 

5.  Ash  . 

6.  Water 


7-09 
205 

10-58 
2-67 

14-05 


Total  .  100-00 

Barley  grain  contains  on  an  average  lees 
nitrogen  than  either  wheat  or  oats ;  the  propor- 
tion is  least  in  fine  malting  barley,  amounting  to 
only  8  or  9  p.c.  of  albuminoids. 

I\'.  The  ash  of  barley  grain,  as  calculat^xl 


from  GO  anklyne  b?  B.  WolS,  hM  the  following 

Fotuh      . 

K.O 

21 -30 

Soda 

S6° 

2-2S 

Ume        . 

2-74 

MjO 

8-66 

Fenio  oxide 

F.,0. 

0-91 
36-91 

Phosphorio  wihydridB 

w.- 

36-19 
t-72 

Silica        . 

SiO, 

2610 

Chloiine  . 

a 

0-88 

63-89 
The  bulk  of  these  phospborio  acid  compoDnda 
in  bwtle^  ash  exist  u  a  MlaiDm-mafaesium- 
potaBsium  salt  of  oxTmethylenediphOBphorio 
acid,  while  about  6  p-c  are  present  as  lecithin- 
phocphoric  acid. 

It  bsH  already  been  stated  that  land  vrbich 
has  been  highly  manured  witlk  mineral  aalte 
contaioing  a  high  percentage  of  nitrogen,  snch, 
for  instance,  ae  sodium  nitrate  or  ammonium 
sulphate,  will  produce  a  heavy  crop  of  barley. 
This,  of  conise,  from  a  farmer's  point  of  view,  is 
deoidely  an  advantage,  but  such  barley  is  always 
found  to  be  exoeedinglyrioh  in  albuminoids,  and 
oonseqaentiy  low  in  the  percentage  of  starch. 
Hence  for  brewing  purposes  it  is  extremely  nn- 
advjsable  to  use  such  a  barley,  for  not  only  will 
the  wort  nsulting  from  the  malt  made  from  thia 
barley  be  poor  in  saocbarine  matter,  but  these 
nitrogenous  substances,  when  preeont  in  too  large 
proportionB  in  the  wort,  exercise  a  very  injuriouB 
lofluence  on  it,  and  cause  the  finished  beer  to 
become  thick  and  cloudy  and  prevent  its  keep- 
ing sound  for  any  length  of  time  (L.  Marx,  Rev. 
Univ.  de  la  Brasserie). 

Therefore,  from  a  browing  point  of  view,  a 
barley  rich  in  albuminoids  must  be  regarded  as 
of  poor  qnality,  while  a  low  content  of  albu- 
minoids m  general  is  an  eipmasion  of  high 
quality.  Hence  Maercker  (Bied.  Zentr.  1686, 
<t9flj  concludes  that  the  weight  pet  bushel  which 


kilndrying  or  sweating, 
generally  found  adhering  to 
barley  oooaists  to  a  large  extent  of  spores  of 
numerous  ferments  and  fungoid  organisms,  many 
'  which  find  their  way  mto  the  fermeatiog 
■and ;  seeds  of  weeds  uid  other  foreign  grains 
may  also  be  present. 

G  Q.  Matthews  (J.  B.  Microsc.  8.  1BS3) 
lud  that  various  kinds  of  barley,  English  as 
well  as  Saale,  French,  Chilian,  and  Califonian, 
yield,  when  steeped  for  a  short  time  in  water,  an 
abundance  of  mould  spores,  bacteria,  and  infu- 
soria of  various  species,  and  from  many  experi- 
ments made  by  Eiim  he  conclndea  that  in  the 
first  stage  of  malting,  when  the  bailey  is  piA  in 
steep  the  spores  of  various  motilds  and  other 
mioro-organisms  are  present  in  quantity  in  the 
steep  water,  being  introduced  into  the  cistern 
.. -.1  .1  .1  -jlny,ftnil  although  the  greater  portion 
imovcd  on  withdrawal  of  the  steep 
there  would  in  all  probability  be  left 
sufficient  to  oauso  a  mould  growth,  on  injured  or 
weakly  corns  whilst  on  the  malting  floor.  Now, 
it  is  a  well-known  fact  that  good,  healthy,  grow- 
ing, perfect  corns  are  never  found  to  develop 
growths  of  any  kind  of  mould;  the  ooms  which 
appear  to  be  favourable  to  such  are  always  those 
which  from  various  causes  are  inoapable  of 
carrying  on  a  strong  and  healthy  growth,  having 
been  mjured  by  heating  in  stack,  or  sprouting, 
or,  OS  is  more  generally  the  case  nowadays,  been 
scjit,  oruahed,  or  otherwise  damaged  during 
threshing,  a  slight  abrasion  of  the  s^  in  some 
instances  being  sufficient  to  give  rise  to  develop- 
ment of  moutdl  Hence  it  will  be  seen  how  very 
important  it  is  that  the  barley  should  be  aleaned 
and  freed  as  much  as  possible  from  dust,  broken 
corns,  and  all  other  matters  whieh  may  in  any 
way  enooorage  the  growth  of  mould  on  the 
malting  floors,  so  that  if  a  maltster  wishes  for 
dean  floors  he  must  first  thoroughly  clean  his 
barley  of  suck  objeotionable  bodies  by  proper 
and  careful  soreenmg.    A  form  of  scraen  whiah 


is  generally  regarded  as  a  fair  criterion  of  the 
vahie  of  a  barlejr,  can  hardly  be  looked  upon 
obne  as  a  safe  giude  wiUi  regard  to  quality,  but 


.  (1)  I 


jistODcy  ;  (2)  its  colour  | 


;  these  in  first-class  barleys  should 
not  exceed  S-B  p.o.  He  also  finds  that  a  grain 
possesBing  a  fine,  thin  husk  is  found  to  yield  the 
largest  amount  of  starch  ;  the  kernels  in  this 
case  should  be  thin  and  rounded,  the  percentage 
of  husk  being  a  minimum.  This  is  the  view 
adopted  by  Prof.  Brewer,  of  the  Brewer's 
Experimental  Station,  New  York,  as  well  as  by 
C,  IJntner,  Dingl.  poly.  J.  247,  360),  who  gives 
ID'6  p.c.  of  albuminoids  as  a  limit  for  first-cfoss 
barley. 

13.  Prepuallon  of  barley  fn  malUnf.  Very 
little  bailey  is  in  a  fit  condition  for  undergoing 
the  process  of  malting  when  it  is  delivered  at  the 
brewery  or  malthouse  by  the  farmer,  as  it  gene- 
rally contains  several  varieties  of  forei^  scedx, 
fragmpnts  of  pebbles,  &e.,  mixnl  up  with  it,  as 
weU  as  light  and  damaged  oom.  The  following 
preparatory  stages  ore  considortid  by  Slopes  to 
bo  generally  needed  ; — 


Fio.  1.— SxLr-AonKO  Malt-scoibk. 

seems  well  adapted  for  this  purpose  is  shown  in 
Fig.  4. 

Grading  grain  in,  if  ponsiUe,  "till  more  impor- 
tant than  cleaning  it,  as  it  iri  most  desirable  that 
for  malting  purpoaes  all  the  ooms  should  as 
far  OS  possible  be  of  uiuform  aize.  The  next 
process,  and  one  of  extreme  irapurtonco,  is  the 
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kilndrying  of  barley,  or  sweatings  as  it  ia  teoh- 
nioally  termed.  With  cold  ana  damp  seasonB, 
and  with  the  modem  fashion  of  thivshing  by 
steam  either  when  carting  or  almost  immediately 
after  stacking,  so  that  the  grain  has  had  no 
chance  of  sweatinc  in  stack,  it  is  highly  desirable 
that  this  should  oe  done  on  the  kiln,  but,  like 
every  other  operation  in  malting,  it  requires 
discrimination  and  the  exercise  of  judgment. 
Broadly  speaking,  almost  eyery  sample  that  has 
not  been  influenced  by  damp  is  decidedly  the 
'better  for  a  few  hours  upon  the  kiln  prior  to 
»torinff  or  steeping.  If  the  acrospire  has  moved, 
then  oxying  does  more  harm  than  good. 

The  moisture  percentage  should  be  deter- 
mined on  each  parcel,  and  those  parcels  which 
contain  a  larger  percentage  than  12  should  be 
dried  (or  sweated)  to  expel  any  excess  over  this 
figure. 

Great  improvement  in  germinating  power  is 
brought  about  by  this  sweating,  which  is  as- 
cribra  to  the  following  causes  :  (1)  the  removal 
of  dirt  from  the  skin  of  the  com  and  consequent 
freeing  of  the  pores  ;  (2)  the  removal  of  moisture 
from  the  endosperm  cells  causes  them  to  draw 
together  aUghtly  and  so  gives  rise  to  pores  and 
passages  tw>ugh  which  the  steep  water  may 
reach  the  centre  of  the  grain, — excess  of  original 
moisture  causes  these  cells  to  swell  and  be^me 
tightly  pressed  together;  (3)  the  expulsion  of 
moisture  considerably  increases  the  secretory 
function  of  the  embryo  as  regards  the  amylo- 
hydrolytic  and  cyto-hydrolytic  enzymes. 

Sweating  is  best  carried  on  at  a  low  uniform 
temperature,  rarely  exceeding  105^F.  Sohon- 
field  states  that  excellent  results  are  obtained  by 
gradually  raising  the  temperature  of  the  barley 
to  133^F.,  and  maintainmg  this  temperature 
with  a  liberal  supply  of  air  until  sufficiently  dr^. 
When  dried  it  is  advisable  to  store  the  biurley  m 
bins  for  at  least  a  fortnight  prior  to  steeping,  in 
order  that  it  may  have  time  to  mellow.  The 
grain  is  now  in  a  suitable  condition  for  under- 
going the  various  processes  of  malting ;  these 
are  steeping,  couching,  flooring,  withering, 
drying. 

14.  The  chief  distinctive  difference  between 
malt  and  com  is  srowth ;  no  matter  what  pro- 
cesses they  mayliave  been  subjected  to,  any 
grains  of  the  com  which  have  not  grown 
remain  as  barley,  wheat,  &c.,  and  are  not  malt. 
When  a  seed  is  placed  under  suitable  conditions 
with  regard  to  heat,  light,  air,  and  moisture,  it 
begins  to  germinate  or  grow.  When  it  begins  to 
grow  the  first  sign  of  a  change  taking  place  ia 
the  protrusion  in  a  downward  direction  of  the 
rootlets  or  radicle  through  the  integument ;  at 
the  same  time,  the  plumule  or  acrospire  begins 
to  start  growing  in  an  upward  direction  until  it 
bursts  through  the  integument  and  gives  rise 
to  the  first  leafy  organs  of  the  growing  plant. 
When  wheat  commences  to  germinate,  the 
plumule  of  the  embryo  on  burstmg  through  its 
envelope  finds  itself  in  immediate  contact  with 
the  inner  surface  of  the  pericarp,  which  in  this 
case  not  being  sufficiently  strong  is  ruptured, 
the  plumule  continuing  its  gro\\i.h  outside  the 
grain. 

In  barley  the  pericarp  is  of  sufficient  strength 
(even  in  the  so-called  naked  barley,  where  the 
palea,  as  in  wheat,  is  not  adherent)  to  retain 
the  plumule  within  it.  In  consequence  of  this  the  I 


growth  of  the  plumule  takes  place  between  the 
testa  and  pericarp,  and  in  very  close  proximity 
to  the  reserve  materials  of  the  endosperm,  until 
it  finally  issues  at  the  end  of  the  grain  the 
farthest  removed  from  the  embryo. 

15.  The  water  used  for  wetting  or  steeping 
should  be  of  such  purity  that  it  may  pass  as 
drinking  water.  Waters  containing  much 
organic  matter,  especially  that  derived  from 
animal  sewage,  frequently  contain  salts  of  phos- 
phorus, which,  coming  in  contact  with  the 
numerous  spores  of  bacteria  and  mould  on  the 
surface  of  tne  barley,  afford  a  most  favourable 
medium  for  their  development  and  growth.  Cer- 
tainly the  water  in  which  barley  has  oeen  steeped 
affords  itself  very  suitable  nourishment  for  these 
micro-organisms,  and  where  the  water  helps  in 
the  same  direction  the  result  is  self-evident. 

Of  the  mineral  matter  in  wAter  iron  in  any 
form  is  most  objectionable,  as  it  gives  rise  not 
only  to  the  insoluble  phosphate  of  iron,  but  it 
also  forms  with  the  tannin  in  the  husks  of  the 
grain,  the  black  insoluble  tannate  of  iron  which 
remains  in  the  husk  and  discolours  the  grain* 

Chlorides  of  the  alkalis,  if  present  in  large 
quantity,  remove  a  considerable  proportion  of 
mineral  as  well  as  organic  matter,  ^milst  they 
retard  germination  to  a  considerable  degree 
(Michel  and  Handwerck,  Bied.  Zentr.  1882,  &6). 

The  presence  of  calcium  chloride  hinders  the 
extractive  action  of  sodium  chloride  to  a  certain 
extent  {ibid,). 

Hitherto  it  has  been  generally, accepted  that 
when  barley  is  steeped  in  the  cistern,  the  steep 
water  extracts  matter  not  only  from  the  husks, 
but  also  from  the  interior  of  the  grain ;  and 
differing  views  have  been  advanced  regarding 
the  influence  which  hard  and  soft  waters  exert 
on  the  extraction  of  organic  matter  and  phos- 
phates from  the  interior  of  the  grain.  Ullick 
found  that  calcium  and  magnesium  carbonates 
and  sulphates  are  generally  supposed  to  fix  the 
phosphoric  acid  in  the  grain,  the  potash  and 
magnesia  being  extracted  by  the  hard  water, 
whUst  the  lime  enters  into  combination  with  the 
phosphoric  acid,  forming  an  insoluble  phosphate 
m  the  fiprain  (UUick,  Bied.  Zentr.  1882,  40-42) ; 
but  Mifls  and  Pettigrew  found  that  the  more  of 
these  mineral  salts  there  are  in  steep  water  the 
more  mineral  matter  there  is  extracted  from  the 
barley  (Chem.  Soc.  Trans.  1882, 38).  They  were 
confirmed  in  their  results  by  Michel  and  Hand- 
werck (Dingl.  poly.  J.  247, 82, 168,  and  214).  From 
a  series  of  experiments  made  by  the  author  on 
the  steeping  of  barley,  where  (1)  distilled  water 
alone,  (2)  a  water  containing  13*8  grains  of 
calcium  carbonate  per  gallon  (v.  Analysis 
No.  2,  p.  352),  and  (3)  the  same  with  30  grains 
of  gypsum  added,  were  employed,  the  following 
results  were  arrived  at :  that  the  total  matter 
extracted  by  water  No.  1  was  in  all  cases  the 
greatest,  that  by  water  No.  3  least ;  that  this 
applied  to  the  mineral  as  well  as  the  organic 
matter,  but  whereas  No.  1  dissolved  out  ih.e 
most  mineral  matter.  No.  3  extracted  the  most 
phosphoric  acid. 

Mills  and  Pettigrew  conclude  that  nitrates 
have  a  highly  stimulating  action  on  the  germi- 
nation of  malt,  and  recommend  the  addition  of 
a  small  quantity  of  calcium  nitrate  (about  3 
grains  per  gallon)  to  those  waters  which  are  de- 
ficient in  nitrates. 


A.  J.  Brown,  however,  tuB  proved  (J.  Inst. 
Brewing,  1907,  13,  668)  thftt  when  und»inafed 
bailey  conu  ore  Bleeped  in  either  hard  or  soft 
waten  the  uIIb  diuotved  only  penetiate  the 
outer  thick  coverings  of  the  groin,  uid  the  first 
thin  skin,  or  ptriearp,  but  are  arreted  by  the 
Moond  thin  akin,  or  (Mfo,  which  immediately 
Eorrounda  the  germ  and  endoBperm,  only  pnre 
wat«r  entering  the  grain.  Hence  tha  action  of 
Bt«ep  water  is  limit^  to  the  external  envelope*  of 
the  grain,  and  the  m&tt«r  extracted  during  steeping 
(varying  from  0-S  to  I'6  p.c.)  muat  be  oonsideted 
to  be  derived  in  its  entirety  from  the  skins  of 
the  barley  com.  Working  on  theoe  linee,  H. 
SeySert  (Zeiteoh.         "  " 

the  oarbonatea         ...    _ 

magnesium,  and  calcium)  ___ 

bittra  principles  of  the  husks  (the  effect  being 
to  remove  them  or  render  them  harmless), 
mnng  the  malt  an  aroma  and  greater  swaetDess. 
This  anthor  condiders  very  soft  waters  unsuitable 
for  steeping,  and  oulv  give  good  results  with 
very  fine  tnia-skinned  barleys,  for  the  greater 
the  carbonate  content  of  the  ivat«r,  the  less 
stress  need  be  placed  on  the  quality  of  the 
barley.  Moufang  and  L.  Vett«r  confirm  the 
views  of  SeySert,  and  also  add  that  calcium 
sulphate  and  sulphuric  acid  in  steep  water 
cause  the  husk  oonstituenta  to  adhere  more 
firmly  to  the  fibre  of  the  busk,  so  that  these 
substances  can  only  be  removed  by  sabsequent 
treatment  wiUk  alkaline  water.  Matter  in 
Bolntion  in  the  steep  water,  however,  enters 
damaged  oonit,  and  loss  of  extract  from  tbe 
interior  ot  the  grain  takes  place  in  any  type  of 
water,  which  fact  strengthens  the  objection  to 
the  damages  ot  dose  threshing. 

It  will  be  seen,  then,  that,  contrary  to  previous 
views,  the  moat  favourable  water  for  steeping 
is  one  containing  alkaline  carbonates. 

The  temperature  of  the  steep  water  con- 
siderably effects  the  rate  at  ivhich  the  grain 
absorbs  water,  and  also  the  speed  of  germination 
on  the  floors.  The  warmer  tbe  water,  the  more 
rapid  is  the  absorption,  and  the  quicker  the 
start  of  gemination.  The  temperature  usually 
adopted  m  England  is  60°-66°F.,  and  care 
should  be  taken  to  see  that  this  is  kept  constant, 
in  Older  to  preserve  r^[ularity  of  water  content 
and  growth. 

The  use  of  lime  water  in  the  steep  has  been 
recommended  by  Windisch  to  improve  germina- 
tion and  to  avoid  mould  formation  on  the  Boors. 
This  has  been  found  to  give  good  resulte,  Uie 
lime  water  being  used  in  the  first  ohonge  only. 

16.  Halting.  At  present  three  systems  of 
making  malt  are  practised : 

(1)  English  system. 

(2)  ContiuentoL 

(3)  Pneumatic 

The  English  system  briefly  consists  in  steep- 
ing tbe  grain  in  water  in  Isrge  iron  or  stone 
cisterns,  draining  the  water  off,  B}H«»ding  the 
moistened  grain  in  thin  layers  upon  exposed 
doors  and  drying  upon  an  open  fire  kiln  at  a 
period  of  from  9  to  21  dayx  from  time  uf  ateeping. 

Tbe  continental  Hj-sti'm  differs  materially  in 
bU  tho  above  details. 

Pneumatic  malting  provides  for  absolute 
control  over  the  admission  of  air  supplied  to  the 
germinating  groin. 

Briefly  the  system  ia  as  follows  :   Thu  grain 


is  first  steeped  in  the  same  manner  as  in  the 
English  floor  system.  It  is  then  transferred  to 
the  interior  of  a  met«l  cylinder  or  drum,  which 
is  rotated  slowly  in  order  to  keep  the  growing 
barley  on  Uie  move,  whilst  moist  air  is  blown 
through  the  grain  from  a  central  duct ;  by  this 
means  absolute  oontrol  of  temperature  and 
humidity  is  obtained,  and  the  necessity  for 
sprinkling  is  obviated ;  when  the  piece  (oa 
tbe  drum  load  of  growing  barley  is  termed) 
has  grown  to  tbe  desired  extent  it  is 
either  transferred  to  an  ordinary  kiln  or  dried 
in  tbe  samo  drum,  hot  atr  being  blown  through 
instead  of  cool  moist  air  until  the  piece  is  suffici- 
ently oured. 

The  simplMt  form  of  malthouse  possessing 
any  capacity  for  work  is  a  plain  two-stery  build- 
ing having  attached  to  it  a  kiln  or  diyins- 
houBC,  and  consisting  of  a  ground-floor  of  cluncn, 
a  brick  steeping  cistern,  and  a  first  floor  of 
timber  with  or  without  partitions  for  separating 
the  stored  groin  or  malt ;  but  a  good  malt- 
house  of  fair  size  is  most  conveniently  and 
favourably  worked  if  it  consiate  of  one  main 
building  of  three  stories — two  kiku  and  a  com 
or  malt  stere. 


be  preferred  is  either  cement  oonorete  worked  to 
a  perfectly  smooth  face,  or  plam  unglazed  red 
tiles,  well  set  in  oement. 

The  cistern  should  always  be  at  the  end 
opposite  to  the  kiln  io  a  slnf^e-floor  house,  and 
so  arranged  that  entire  control  of  the  tompera- 
tur«  of  the  steep  liquor  can  be  secured,  and  thAt 
tike  groin  con  be  readily  screened  into  them 
when  filled  with  water  to  enable  the  thin  com 
and  refuse  to  float  off. 

The  water  supply  should  be  so  arranged 
that  it  can  be  run  in  from  below  and  overflow 
at  top  prior  to  a  charge  of  steep  liquor,  and  a 
number  of  inlet  and  outlet  pipes,  all  fitted  with 
strainers,  should  be  fixed.  There  should  be 
in  oddition  a  series  of  periorated  pipes,  by  means 
of  which  water  con  be  sprayed  or  sparged  from 
above  over  the  grain  like  a  shower.  The  cis- 
terns are  emptied  ot  the  steeped  grain  either  by 
shovelling  on  to  the  fioor,  if  on  the  s«mo  level, 
or  by  running  down  tbrongb  shoote  in  the 
bottom  to  the  tloor  below. 

Citterns  are  generally  built  of  oonorete,  brick, 
or  inHi.  An  excellent  form  of  construction  is 
afforded  by  the  use  of  the 
Hygeian  Bock  oement,  as 
sliown  in  Fig.  S.  This 
method  givee  a  wall  only 
9  inches  thick,  but  quite 
strong  enough  for  all  prac- 
tiool  puiposes ;  the  outeide 
wall  of  ue  cistern  is  gene- 
raUy  coated  with  oement, 
whilst  the  interior  of  the 
cistern  is  [seferably  lined 
with  white  glazed  or 
enamelled  bricks  well  set  in  PtQ.  S. 

cement.    Brick  or  concrete 

cintems  should  bovo  n  wide  central  channel 
running  their  full  length,  lliotop  of  the  channel 
must  be  framed  to  receive  periorated  iron  plates 
or  tiles  to  serve  as  strebers.  Iron  cistams  are 
best  made  square  in  shape,  with  a  conical  bottom 
with  a  valve  at  the  apex  to  discharge  tb«  vret 


snin,  the  dnw-uS  oook  for  the  8t«ep  water 
being  fixed  u  oloao  to  the  valve  bb  possible,  and 
boins  ooTcmd  witha  psrioraled  i^ate  to  prevent 
tbo  barlej  conu  being  dnwD  oCF  with  the  watqf . 
Such  oierteTD*  are  uaually  fixed  above  the  srowing 
floor,  and  the  grain  is  diicharged  direct!}-  on  to 


it.  The<Mip»oityoftheBeoiBtemsBhouldbeample 
enongh  to  steep  the  utmort  quantity  of  oon)  Uv 
floor  oan  poaaiblj  grow  in  the  ooldeet  weather 


not  lees  than  14  oubio  feet  per  quarter  ahoold 
be  nllowed  when  osloulatins  their  dimenaions. 

The  Idhi  ahould  be  a  lofty  and  roomy  atroc- 
turc,  preferablj  of  briok,  with  a  high  roof 
surmounted  by  a  oowl.  The  area  of  the  drying 
floors  should  never  exceed  onC'fourth  oi  be  lees 
than  onc'sisth  of  the  growing  floors,  nor  should 
the  combined  air  inlets  and  discharses  bear  a 
ratio  to  each  other  exoeedins  that  of  i 

In  praotioe  it  is  found  that  the  mo 
a  kiln  resembles  a  ohimney  in  oonstrui 
greater  is  its  effective  oapacity,  oooBequently 
the  tendenov  bu  been  oonatanUy  to  increase  the 
height  of  the  kilns.  Kilns  may  be  of  various 
fomiB.  but  a  square  one  ia  undoubtedly  the  beat. 
In  Fig.  6  is  shown  a  type  of  kiln  at  one  time  very 
'n  Great  Britain. 


■e  closely 


In  every  portion  of  the  plant  i 
maltins,  groat  diversities  of  size  s 
and  kiln  fumaoes  offer  no  exception  to'  tho  rule. 


«  and  style  occur, 


GonoroUy  molt-kiln  fumocca  either  pormit  tho 
|)roductd  of  combuBtion  to  pass  through  the 
malt  whilst  drying,  or  Ihey  do  not  do  so.  Tho 
form  of  furnace,  perhapit,  most  in  vogue  in  this 
type  of  kiln  is  knowu  as  the  fire-basket.  This 
is  a  large  open  oast-iron  basket  of  from  3  to  6  ft, 
square,  with  legs  or  supports  oarrying  a  frame 


merely  upon  the  bottom  floor  of  the  kiln 
no  protection  of  any  kind,  others  are  built  over 
with  a  brick  arch  left  full  of  hole.s  for  tho  escape 
of  heat  on  all  sidea.  A  in  Fig.  6  shows  the  form 
of  firc-baxkot  usually  employed,  the  spaces  its 


at  the  sides  of  the  fnmaoe  are  used  as  coal  or 
fuel  stores.  The  drying  floor  o  is  built  at  kU 
heights,  ranging  from  S  to  29  ft.  above  tlie 
furnace,  and  is  generally  made  of  ctuthenwara 


FlO.  7. 

perforatod  tiles  resting  ou  light  iron  bars,  which 
in  their  turn  ore  supported  by  larger  joist*. 

The  construetion  of  the  rooF  s  is  of  groat 
importance,  as  very  much  depends  on  iF  ;  u  the 
pitch  is  not  at  the  proper  angle,  the  drying  of 
the  malt  is  affected  to  a  certain  extent ;  orosa 
timbers  are  objoctionable,  and  should  be  avoided 
OS  far  as  possible  ;  lath  and  plaster  forms  the 
beat  lining  to  the  slate  roof,  as  well  as  for  the 
sides  of  thn  drying  chamber. 

The  cowl  K  is  tho  usual  form  of  outlet  to 
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this  type  of  kiln.  In  1881  the  first  kiln  in 
Englana  with  two  floors,  and  known  as  Stopes's 
system  (Fig.  7),  was  erected  by  Messrs.  Taplin  & 
oons,  at  Brighton,  which  gave  very  satisfactory 
results,  and  is  used  by  many  breweries  in  this 
country.  It  is  claimea  that  two-floor  kilns  pos- 
sess several  advantages,  of  which,  probably,  the 
cluef  are  the  regularity  of  temperature  upon 
both  floors  and  the  economy  of  fuel  and  labour. 
The  modem  type  of  luln  is  illustrated  in 
Fig.  8.  With  this  type  the  furnace  a  consists 
of  a  square  chamber  lined  with  fire-brick,  and 
furnished  with  ordinary  fire-bars.      The  tem- 

Eerature  of   the   upward  draught  is  regulated 
y  iron    plates  wnich  control  the  air    inlets 


Flo.  8. 

aa  above  the  fire.  The  hot  air  and  products  of 
combustion  x>a8s  up  the  shaft,  and  are  distributed 
evenly  over  the  drying  floor  c  by  the  brick  and 
concrete  baffle  b,  supported  on  short  brick 
pillars.  The  dnring  floor  o  is  composed  of  steel 
wire.  The  cowl  is  replaced  by  a  shaft  d,  pro- 
vided with  louvre  boards,  and  a  fan  B  to  control 
the  force  of  the  upward  draught  is  fixed  at  the 
base  of  this  shaft.  The  spaces  nr  are  used  as 
a  malt  stores. 

17.  Steeping.  The  cistern  should  be  filled 
with  the  steep  ^"ater,  then  the  barley  slowly  run 
through  a  shoot  into  the  cistern ;  by  this  means 
the  durt  and  dust,  small  and  light  corns,  and 
other  matters  find  their  way  readily  to  the  sur- 
face and  may  be  skimmed  off.  Tms  first  steep 
water  should  be  run  off  within  the  first  six 


hours,  it  being  the  most  impure ;  the  succeeding 
steep  water  should  be  changed  every  twelve  to 
twenty-four  hours,  according  to  temperature  and 
season  of  year. 

Sufficient  time  must  be  allowed  between  run- 
nine  off  the  old  and  running  on  the  fresh  water 
tofulow  the  barley  to  become  well  aSrated.  In 
some  maltings  air  is  pumped  into  the  barley 
whilst  it  is  steeping  in  the  water. 

The  Gret  steep  water  should  be  run  off  from 
above,  and  the  second  water  run  in  from  under- 
neath ;  this  upward  filtration  serves  very  effeo* 
tually  to  cleanse  the  grain  from  any  adhering  im- 
purities. Some  maltsters  spaige  on  the  steep 
water  through  sparge  arms  fixed  above  the 
cistern,  thereby  aidmg  aSration  considerably. 
The  grain  is  allowed  to  remain  in  steep  for  a 
period  of  forty  to  seventy  hours,  depending  upon 
surroundings  ;  but  the  maltster  would  naturally 
be  guided  by  the  temperature  of  the  atmosphere, 
the  quality,  condition,  and  age  of  the  barley, 
high  temperature  necessitating  more  frequent 
changes  of  steep  water  and  shorter  time  in 
steep.  Then,  again,  coarse,  thick-skinned,  or 
heavy  barleys  would  naturally  require  longer 
steeping  than  the  lighter  and  thinner  kinds  ;  the 
older  the  barley,  me  longer  it  requires  to  be 
steeped,  as  new  barley  germinates  more  quickly 
than  old,  the  chief  object  of  steeping  being  to 
impart  to  the  grain  about  to  be  malted  a  suffi- 
ciency of  moisture  to  ensure  perfect  and  regular 
germmation. 

18.  CrOaehlng.  Before  the  repeal  of  the  malt 
tax  the  barley,  when  taken  out  of  steep,  was 
placed  in  what  was  known  as  the  couch.  This 
might  be  regarded  as  a  dry  oistem  where  the 
grain  had  to  Re  a  certain  number  of  hours,  or  until 
it  was  gaujy;ed  by  the  excise  officer  and  the  duty 
levied.  Since  tnis  has  been  done  away  with,  the 
couch  is  no  longer  needed,  though  even  yet 
many  maltsters  pile  up  the  barley  when  taken 
out  of  steep  in  a  heap  for  twenty  to  twenty-four 
hours,  indeed,  until  the  growii^  point  of  the 
rootlet  begins  to  show.  This  is  a  great  mis- 
take. In  the  first  place,  a  greater  amount  of 
heat  will  be  developed  in  the  interior  of  the 
heap  than  on  the  outside  by  the  germinating 
grain,  hence  these  corns  will  grow  more  rapidly 
than  the  others,  so  that  very  uneven  *  pieces ' 
on  the  floors  will  be  the  result.  It  has  also 
been  proved  that  heat  in  couch  tends  directly 
to  produce  acidity  in  the  finished  malt.  After 
the  grain  oomes  out  of  steep  it  requires  all  the 
oxygen  it  can  get,  as  well  as  the  removal  of  the 
oarTOnic  acid  gas  which  becomes  disengaged 
by  the  process  of  germination ;  this  necessarily 
involves  free  contact  with  air,  and  therefore  it  is 
advisable  that  couching  be  done  away  with 
altogether. 

19.  Flooring.  Where  it  is  still  practised,  as 
soon  as  germination  is  observed  to  have  com- 
menced, the  couch  is  broken  down  and  the  grain 
spread  out  on  the  floor,  the  depth  at  first  vary- 
ing from  12  inches  to  about  3  or  4  according 
to  season  and  temperature;  it  is  then  left  for 
from  twenty  to  twenty-four  hours,  when  it  is 
turned  by  means  of  a  wooden  spade.  For  the 
succeeding  two  or  three  days  it  is  either 
*  ploughea '  or  turned  about  twice  daily ;  of 
course  this  entirely  depends  on  the  judigment 
and  experience  of  the  maltster,  his  main  object 
being  to  obtain  a  good  bushy  root  and  a  regular 
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dovelopmcnt  of  tho  acrospiro.  This  requires 
very  careful  and  close  attention  on  the  part  of 
the  maltster,  for  during  '  flooring '  he  has  not 
only  to  control  the  development  or  growth  of 
the  germinating  grain,  but  the  very  natui'e  of 
that  growth,  lie  has  to  give  air  and  secure 
ventilation,  to  regulate  heat  and  humidity,  to 
foster  the  development  of  the  acrospire,  and 
check  the  root  growth,  or  vice  versd  as  the  case 
may  be ;  all  this  can  only  be  attained  by  long 
experience  and  an  intelligent  appreciation  of 
scientific  facts. 

As  a  rule,  English  maltsters  allow  germina- 
tion to  proceed  until  the  acrospire  has  extended 
to  about  three-fourths  the  length  of  the  grain, 
the  rootlets  being  at  the  same  time  about  twice 
the  length  of  the  grain,  but  tlus  is  varied  con- 
siderably according  to  the  ideas  of  each  in- 
dividual maltster.  Germination  is  accordingly 
carried  on  untU  this  stage  is  reached. 

About  the  fifth  day  from  the  time  of  taking 
out  of  steep  the  grain  is  sprinkled  at  intervals 
with  water  from  a  watering-can ;  this  is  con- 
tinued until  the  sixth  day.  The  quantity  of 
water  used  for  this  purpose  varies  from  three  to 
six  gaUous  per  quarter  of  barley,  but  of  course 
will  naturally  aepend  upon  the  state  of  the 
atmosphere  as  well  as  on  the  condition  of  the 
piece.  On  the  days  of  sprinkling  the  grain  is 
turned  four  times  each  day  ;  after  the  sixth  day 
it  is  turned  two  or  three  times  daily.  As  soon 
as  the  germination  has  proceeded  to  such  a 
degree  as  may  be  desirable,  it  is  subjected  to 
the  process  of  withering,  the  object  being  to 
arrest  germination,  to  increase  the  temperature 
of  the  piece  so  that  as  large  an  amount  of 
moisture  as  possible  may  be  got  rid  of  prepara- 
tory to  kilndrying.  Li  many  malthouses  a 
proper  withering  floor  ia  provided,  generally  of 
wood.  Durinff  this  stage  the  aootlets  wither,  be- 
coming shriveled  and  dry.  As  soon  as  this 
takes  place,  many  maltsters  throw  the  green 
malt,  as  it  is  now  called,  into  a  heap,  and  aUow 
it  to  heat  spontaneously,  the  object  being  to 
make  it  tender. 

A  piece  which  was  sprinkled  on  the  fifth  and 
sixth  aa3rs  under  ordinary  conditions  should  be 
ready  to  go  on  kiln  on  the  tenth  or  eleventh 
day. 

Some  maltsters  allow  the  piece  to  become 
almost  dry,  not  sprinkling  until  the  eighth  or 
even  ninth  day,  but  this  cannot  be  recom> 
mended.  The  grain  at  time  of  going  to  kiln  is  at 
most  only  imperfectly  withered,  contains  an 
excess  of  moisture  necessitating  very  frequent 
turning  as  well  as  encouraging  the  growth  of 
mould  on  kiln,  and  finally  imputing  a  degree  of 
hardness  or  steeliness  to  the  finished  malt 
which  occasions  diminished  extract  and  pos- 
sibly starchy  worts. 

If  the  oarley  whilst  on  the  floors  shows 
much,  or  in  fact  any  signs  of  mouldiness,  both 
the  cistern  and  floors  must  be  thoroughly  well 
scrubbed  with  water  to  which  10  p.c.  of  good 
strong  calcium  bisulphite  has  been  aoded. 
When  dealing  with  low-class,  ill-conditioned, 
or  damaged  grain,  it  is  always  well  to  add  a 
suitable  quantity  of  bisulphite,  both  to  the 
steep  water  as  well  as  to  the  water  used  for 
sprinkling. 

It  is  also  essential  that  thermometers  should 
be  placed  at  frequent  intervals  on  the  floors, 


and  the  temperature  carefully  noted  from  time 
to  time ;  indeed,  the  question  of  temperature  is 
just  as  important  a  factor  in  malting  as  it  is  in 
mashinff. 

20.  Drying.  By  the  time  the  germinateil 
barley  is  ready  to  go  on  the  kiln,  it  really  is  in 
effect  no  longer  barley  but  malt,  or  more  pro- 
perly flreen  malt,  and  has  attained  at  this  stage 
its  highest  diastatio  energy,  so  that  if  the  object 
were  merely  the  production  of  diastase  the  malt 
might  now  be  dried  off  at  ordinary  tempera- 
tures ;  but  for  the  purposes  of  the  brewer  and 
distiller  it  is  absolutely  necessary  that  this 
green  malt  be  subjected  to  the  influence  of  heat, 
not  only  for  the  purpose  of  drying  it  completely 
and  arresting  germination,  but  in  order  that 
certain  changes  may  take  place  in  the  chemical 
composition  of  its  various  constituents  which 
are  necessary  to  impart  flavour  and  other 
properties  to  the  liquor  brewed  from  it  and 
which  we  term  beer.  In  addition  to  this,  tho 
malt  also  becomes  capable  of  lengthened  storage, 
aad  when  well  dried  is  best  adapted  for  grinding 
and  for  transport ;  also  all  mould  and  fungoid 
growths  are  completely  arrested  and  their 
vitality  suspended. 

The  temperature  employed  in  finishing  off 
the  malt  on  the  kiln  will  determine  its  quality, 
thus  we  may  have  pale  malts,  medium,  and  high- 
dried. 

For  pale  malt  only  the  better  qualities  of 
barley  should  be  used,  and  great  attention 
should  be  paid  whilst  on  the  growing  floor  to 
prevent  the  development  of  mould;  also  the 
withering  off  should  be  carefully  attended  to, 
the  principal  object  of  the  maltster  being  to 
obtam  a  good  healthy  growth  in  the  earlier 
stages,  ana  that  the  green  malt  should  be  as 
dry  as  possible  at  the  time  of  going  to  kiln. 

To  dry  pale  malt  well,  Stopes  says  three 
things  are  necessary : 

(1)  It  should  be  loaded  in  the  condition  just 
described  as  sound  green  malt  upon  a  floor  at  a 
thickness  rarely,  if  ever,  exceeding  7  to  8  inches. 

(2)  It  must  remain  unturned  at  a  low  tem- 
perature until  nearly  all  moisture  is  removed. 

(3)  Heat  must  then  be  applied  steadily  and 
freely,  and  be  maintained  for  a  considerable  time 
at  a  nearly  uniform  temperature,  ranging  from 
160^  to  as  high  as  230"  in  some  cases. 

Constant  forking  of  the  kiln  at  this  period  is 
necessary,  otherwise  mould  is  specially  liable  to 
take  place,  and  this  should  be  persevered  in 
until  the  malt  is  sufliciently  dry  to  be  turned. 
On  no  account  should  turning  be  resorted  to 
until  the  malt  is  fairly  dry  to  the  touch.  To 
ensure  the  carrying  out  of  these  points  with 
greater  accuracy  and  less  risk  than  is  possible 
on  an  ordinary  kiln,  the  employment  of  a  fan 
is  requisite  to  create  a  motion  of  air  throueh 
the  malt,  by  which  means  the  moisture  can  be 
extracted  at  much  lower  temperatures  than  would 
be  possible  under  ordinary  circumstances,  and 
without  fear  of  putrefaction,  whilst  for  unifor- 
mity of  temperature  it  is  unequalled. 

As  long  as  an  appreciable  amount  of  mois- 
ture remams  in  the  malt,  it  is  most  important 
that  the  temperature  on  kiln  should  not  exceed 
120^  while  sp^ial  attention  must  be  paid  to 
ventilation.  When  we  consider  that  from  90° 
to  120*^  is  the  most  favourable  range  of  tempera- 
ture  for  the   development  of  tiie  numerous 
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spores  of  various  micro-organisins  which,  de- 
spite all  our  efforts  to  the  contrary',  are  to  be 
found  adhering  to  the  moist  corns,  and  that  with 
their  development  ensue  chemical  chances,  such 
as  the  production  of  various  organic  acids,  which 
most  serioudy  affect  the  character  of  the  malt, 
it  would  seem  that  the  shorter  time  the  malt 
is  exposed  to  this  temperature  the  better ;  there- 
fore it  is  advisable  that  the  layer  of  malt  should 
certainly  not  exceed  8  inches,  and  it  would 
be  better  still  if  it  were  only  6.  But  it  is  not 
simply  a  question  of  drying  the  malt  quickly  at 
a  low  temperature ;  certain  changes  irrespective 
of  those  produced  by  micro-organisms  are 
brought  about  in  the  nitrogenous  as  well  as  in 
the  other  constituents  of  tne  malt  whilst  sub- 
mitted to  these  conditions  of  temperature  and 
moisture. 

As  soon  as  the  malt  begins  to  present  a  dry 
appearance,  the  temperature  may  be  gradually 
raised  up  to  the  final  temperature  at  which  it  is 
to  be  finished  off.  It  is  impossible  to  sive  a 
fixed  limit  for  this,  as  a  great  deal  will  depend 
upon  circumstances,  but,  as  a  general  rule,  for 
pale  malt  the  final  temperature  may  be  taken  at 
200*F.  From  the  time  of  raising  the  tempera- 
ture until  the  end  of  the  process,  tne  malt  should 
be  turned  at  intervals. 

In  drying  the  malt  the  great  point  to  be 
observed  is  me  maintenance  of  a  perfectly  even 
temperature,  so  that  the  whole  of  the  malt 
drying  should  be  at  any  given  moment  of  the 
same  uniform  temperature. 

In  the  old  type  of  kiln  the  process  of  drying, 
from  time  of  going  on  to  coining  off  kiln,  usually 
oooupies  about  four  days,  and  is  distributed  as 
follows : 

1st  day  not  below  80^  or  above  100^. 
2nd       „  „      90*  „      110* 

3rd       „  ,.      120**        „      130" 

4th       „  „      140**        „      180*-186* 

For  the  first  two  days  the  malt  should  on  no 
account  be  turned,  but  the  surface  forked  over 
lightly,  if  needed.  After  the  second  day  the 
malt  should  be  turned  at  frequent  int^vak. 
In  the  modem  type  of  kiln  the  drying  process 
from  the  time  of  going  on  to  coming  off  kiln 
usually  occupies  throe  days,  and  is  distributed  as 
follows : — 

1st  day  not  below  80*  or  above  lOO'F 
2nd      „  „        100*         „      130* 

3rd      „  „        130**         „      200* 

The  malt  is  not  turned  until  the  second 
day.  As  soon  as  the  green  malt  is  loaded  on 
the  kiln,  the  fan  is  started  rapidly,  and  by  this 
means  a  strong  upward  draught  is  induced 
which  draws  the  moisture  rapidly  from  the  malt ; 
as  the  latter  becomes  dry,  the  temperature  is 
increased,  and  the  speed  of  the  fan  is  reduced. 
Medium  and  high-dried  malts  are  finished  off 
at  much  higher  temperatures,  ranging  from 
200*  to  230*  and  upwards. 

As  soon  as  the  temperature  gets  up  to  the 
final  point,  this  heat  is  in  a  great  many  maltin^p 
maintained  only  for  one  or  two  hours.  This  is 
a  great  mistake ;  there  can  be  no  doubt  that  the 
longer  the  malt  is  exposed  to  a  high  heat,  the 
sounder  and  better  keeping  will  be  the  resulting 
beer.  The  final  heat  might  certainly  be  attained 
in  a  shorter  time  than  it  usually  is,  and  the 
malt  might  be  exposed  to  this  heat  for  at  least 


6  hours  >nthout  undergoing  any  darkening  in 
colour  whatever. 

Much  the  same  method  is  pursued  in  the 
drying  of  the  malt  on  double-floor  kilns  as  on 
single.  The  malt  is  first  loaded  on  to  the  top 
floor,  where  it  is  kept  at  a  temperature  not  ex- 
ceeding 120*  until  aoout  90  p.c.  of  the  moisture 
is  driven  off.  It  is  then  dropped  through  doors  or 
holes  to  the  lower  floor,  where  it  is  finally  dried 
off  at  a  temperature  of  from  180*  to  190*  or  more, 
and  the  same  heat  and  air  that  effect  this  are 
in  fact  the  very  best  possible  to  drive  off  the 
moisture  from  the  upper  fioor,  which  in  the 
mean  time  will  have  oeen  loaded  with  a  fresh 
piece. 

It  is  hardly  necessary  to  say  that  in  the 
process  of  kilndrying,  where  the  temperature  is 
the  important  factor,  several  thermometers 
placed  on  each  floor  are  absolutely  indispensable. 

The  malt,  after  it  is  finished  drying,  has  yet 
to  be  freed  from  the  radicles  or  *  comMs.'  ^is 
used  to  be  accomplished  in  the  old  maltings  bv 
its  being  well  trodden  by  men  furnished  witk 
heavy-soled  boots;  the  radicles  being  thus 
detached  from  the  corns,  and  by  passing  the 
malt  over  a  '  water-fall '  malt  screen  it  was 
completely  freed  from  these  as  well  as  from 
some  of  the  adhering  dust.  In  modem  maltings, 
as  soon  as  the  malt  is  thrown  off  the  kila,  it  is 
passed  through  a  brushing  machine,  each  kernel 
being  brashea  free  from  *  combes'  and  adhering 
dust.  In  some  maltings,  previous  to  being 
brushed,  the  malt  is  heaped  up  in  the  centre  of 
the  floor  and  remains  so  overnight  with  the  fire 
well  banked  up. 

We  may  get  a  very  fair  idea  of  the  tempera- 
ture at  which  the  malt  has  been  dried  by  observ- 
ing the  colour  of  the  combes.  The  higher  the 
temperature,  the  more  highly  coloured  they  be- 
come ;  indeed,  where  it  is  almost  impossible  to 
observe  any  difference  in  the  colour  of  two  malts 
dried  at  aifferent  temperatures,  an  examina- 
tion of  the  combes  from  these  malts  shows  it  at 
once. 

21.  Storing.  After  freeing  from  the  combes 
by  screening,  malt  is  usually  stored  away  in  bins 
for  some  weeks  previous  to  use  in  the  brewery. 
The  floor,  sides,  and  top  of  these  bins  should  be 
made  of  good  seasoned  wood  and  lined  with 
sheet  zinc.  These  bins  are  usually  built  in  the 
driest  part  of  the  malthouse ;  this  would  natu- 
rally oe  in  the  neighbourhood  of  the  kiln,  and 
it  should  be  protected  as  much  as  possible  from 
draughts. 

During  this  storage  of  the  malt  previous  to 
use  some  change  certainly  takes  place  in  its 
nitrogenous  constituents ;  in  technical  language, 
'  the  fire  is  taken  out  of  it  and  the  malt  b^omes 
mellow,'  but,  whatever  these  changes  are,  nothing 
is  known  about  them  up  to  the  present.  All  that 
can  be  said  is  that  it  has  been  found  decidedly 
nnadvisable  to  use  any  malt  for  bre\(ing  purposes 
until  it  has  been  stored  for  at  least  six  weeks 
from  the  time  of  coming  off  the  kiln. 

22.  Charaeteristles  of  malt  The  following 
are  the  characteristics  of  a  good  malt,  as  given 
by  Slopes : — 

(1)  Orouih.  The  malt  should  be  evenly 
grown,  the  acrospire  showing  between  two-thirds 
to  three-fourths  up  the  bade ;  any  malt  which 
contains  many  corns  showing  the  acrospire  pro- 
truding should  be  rejected.    On  the  other  hand. 
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it  should  also  not  contain  more  than  4  p.c.  of 
ungerminated  corns. 

(2)  Slackness  or  moisture.  This  will  vary  to 
a  alignt  extent  with  the  ago  of  the  malt,  but  on 
the  average,  malt  should  not  contain  more  than 
3  p.c.  of  moisture. 

(3)  Age.  Malt  is  at  its  best  from  six  weeks  to 
four  months ;  after  that  time,  under  ordinary 
conditions  of  storage,  it  gradually  absorbs  mois- 
ture and  becomes  more  or  less  slack. 

(4)  Odtmr.  Good  malt  should  have  a  pleasant, 
well-known  aroma  peculiar  to  itself. 

(5)  Condition,  This  will  depend  a  good  deal 
upon  the  quaUty  of  the  barley.  Good  barley 
badly  managed  may  produce  a  bad  malt,  but  a 
bad  barley  will  never  produce  a  ^|ood  malt. 
Good  malt  should  be  tender  and  fnable  when 
broken,  and  should  bite  crisp  and  crumble 
readily  under  the  teeth. 

(6)  Cleanliness.  Malt  should  be  compara- 
tively free  from  mould  and  dust  as  well  as  root- 
lets and  inorganic  refuse. 

7.  Flavour.  The  flavour  of  malt  is  derived 
from  influMices  of  growth  and  of  dr3ring;  it 
should  possess  a  pleasant,  mellow,  sweetish 
taste,  free  ^m  rawness  on  the  one  hand,  and 
bitterness  on  the  other. 

Such  are  the  characteristics  of  a  good  malt 
BO  far  as  can  be  determined  by  the  eye,  but 
these  should  always  be  supplemented  by  a  com- 
plete chemical  woalysis.'  B^  this  means  we 
obtain  the  following  information  : — 

I.  Actual  composition : 

a.  Starch  products,  as  dextrin  and  maltose. 
6.  Caaie  sugar. 

c.  Other  sugars. 

d.  Total  albuminoids  soluble  after  boiling. 

e.  Ash. 

/.  Moisture. 

g.  Insoluble  matters  or  grains. 

II.  Relative  diastatic  capacity. 

III.  Specific  rotatory  power. 

A  brewer  ought  to  have  a  fair  idea  of  the 
constituents  of  his  malt  before  commencing  to 
mash  with  it,  for  from  such  an  analysis  as  given 
above  he  will  be  in  a  position  to  predicate  very 
fairly  what  kind  of  wort  and  beer  his  malt  is 
going  to  produce,  and  so  be  enabled  to  control 
not  only  his  mailing  process,  but  all  subsequent 
operations. 

Other  descriptions  of  malt,  in  addition  to  the 
kind  we  have  hitherto  been  considering,  are 
made  and  used.    These  are  : 

Brown  or  porter  malt. 

Amber  mait. 

Black,  roasted,  chocolate,  or  patent  malt. 

Brown  and  amber  malt  are  prepared  prac- 
tically in  the  same  way  as  ordinary  malt  until 
they  go  on  kiln.  Here  they  are  dried  at  a  much 
higher  temperature,  and  wood  is  largely  used  for 
the  purpose  instead  of  coal  or  coke. 

Black  malt  is  simply  ordinary  malt  which  is 
roasted  in  exactly  the  same  way  as  coffee  berries 
are.  *  A  sample  of  properly  roasted  malt  is 
uniform  in  colour,  of  a  chocolate  hue,  not  black, 
and  each  com  clear  and  clean.  If  it  is  black, 
with  the  corns  burst,  and  especially  if  matted  or 
run  together,  it  is  of  a  most  -inferior  kind,  and 
neither  good  flavour  nor  permanent  colouring 
can  be  expected  from  it.' 

>  For  full  details  of  latest  methods  of  analjrses  of  malt, 
worts,  and  beer,  r.  Sugar,  Saocbarimetry. 


23.  Malt  adjonets.  These  may  be  divided 
into  two  classes.  First,  those  substances  from 
which  the  extract  has  to  be  obtained  by  the 
mashing  process ;  and  second,  those  in  which  the 
extract  is  already  formed. 

Class  I.  Several  grains  of  cereals  other  than 
barley  have  been  prepared  for  brewing  purposes, 
either  by  malting  or  subjecting  to  the  action  of 
heat  in  some  way  or  other.  The  principal  of 
these  which  are  at  present  used  as  substitutes 
for  malt,  either  in  a  prepared  form  or  in  the  raw 
state,  are  maize  malt,  germless  maize,  gelatinised 
maize,  gelatinised  rice,  torrefied  mm  or  white 
malt,  and  in  the  raw  state  baney,  rice,  and 
maize.  When  using  luiy  of  these  substances  for 
brewing  purposes,  certain  proportions  of  them 
are  either  mixed  with  the  malt  in  the  mash  tun, 
or  else  the  starch  contained  in  them  is  first  gela- 
tinised in  a  separate  vee&el  and  rendered  soluble 
by  the  addition  of  a  little  malt,  and  afterwards 
added  to  or  sparged  over  the  goods  in  the  mash 
tun. 

dam  U.  Under  this  head  are  included  ordi- 
nary cane  sugar,  invert  sugar,  glucose  or  starch 
sugar,  and  dextrin-maltose. 

Raw  cane  sugar  cannot  be  recommended  as  a 
brewing  materiid,  owing  to  the  large  quantities 
of  impurities  of  a  dangerous  character  which  are 
always  present. 

Refined  cane  sngax  is  used  to  a  certain  extent* 
but  before  it  can  ander^^  fermentation  it  has 
first  to  be  hydrated  or  mverted  by  a  peculiar 
unorganised  ferment  contained  in  the  yeast  and 
termed  invertase,  and  as  this  reaction  tends  to 
weaken  the  yeast  to  a  certain  extent  as  well  as 
favour  the  production  of  lactic  aoid,  it  has  been 
found  more  advantageous  to  use  cane  sugar 
which  has  been  previously  inverted.  This  is 
done  by  means  of  sulphuric  acid,  which  is  after- 
wards neutralised  with  calcium  carbonate,  and 
the  inverted  su^^ar  freed  from  the  calcium  sul- 
phate by  filtration  is  further  purified  by  beinff 
passed  over  animal  charcoal,  and  then  boiled 
down  under  diminished  pressure  to  a  thick 
syrup,  m  which  state  it  is  sent  out  by  the 
manufacturer. 

24.  Hops.  The  hop  plant  belongs  to  the  nettle 
family,  and  is  a  perennial  dimbin^  or  rather 
twining  plant.  It  is  found  in  the  wild  state  all 
over  Europe,  and  is  propagated  not  by  seed  but 
by  sets  or  suckers  thrown  up  from  the  root, 
which  is  perennial,  the  stems  dying  down  at 
the  approach  of  winter,  and  fresh  ones  coming 
up  each  spring,  and  often  attaining  a  height  of 
30  feet  or  even  more.  The  hop  plant  bears 
two  distinct  kinds  of  flowers,  male  and  female, 
and  these  flowers  again  are  produced  on  distinot 
plants ;  of  these  only  the  plant  bearing  fe- 
male flowers  is  cultivated,  the  male  plant  being 
rigidly  excluded  from  most  hop  plantations. 
l£e  flowers,  which  are  the  only  parts  of  the 
plant  of  any  use  to  the  brewer,  occur  in  the 
form  of  peduncles  or  cones,  consisting  of  a  series 
of  scales  or  carpels  lying  above  each  other  so  as 
to  form  a  cone.  On  the  inner  side  and  on  the 
lower  edge  the  carpel  is  turned  over  and  encloses 
at  flrst  the  female  flower  and  afterwards  the 
fruit  developed  from  the  flower.  The  fruits  of 
the  hop  are  round  hard  granules  or  little  nuts; 
these  fruits  and  the  inner  sides  of  the  scales  are 
thickly  covered  with  a  fine  yellow  dust — ^the  so- 
called  lupulin.    Under  the  microscope  this  dust 
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is  seen  to  consist  of  Qumberleas  granules,  these 
granules  being  composed  of  glands,  whioh  are 
formed  by  the  union  of  several  simple  cells. 
These  glands  are  hollow,  and  this  hollow  space 
is  filled  with  hop  oil,  resin,  bitter  principle,  ac. 

As  a  rule,  the  value  of  the  hop  may  roughly 
be  determined  by  the  quantity  of  lupulin  it 
contains. 

In  practice  the  quantity  of  the  hop  flour 
present  —  the  *  condition,'  as  it  is  called  —  is 
rouehly  estimated  by  rubbing  the  hops  between 
the  nands,  the  amount  of  stickiness  left  forming 
an  index  as  to  the  quantity  of  lupulin  present 
in  the  hops. 

Hops  are  principally  cultivated  in  the  eoun- 
ties  of  Kent,  Surrey,  Sussex,  and  Worcester. 
The  Kent  hops  are  in  much  repute,  and  more 
especially  that  variety  known  as  Golding,  being 
rich  and  delicate  in  flavour ;  the  Sussex  hops 
are  somewhat  coarser  in  flavour  than  Kent,  and 
perhaps  do  not  present  such  a  pleasing  appear- 
ance to  the  eye,  out  nevertheless  are  good  useful 
hops  for  running  beers  or  for  mixing  with  Kents 
for  hiffher-class  ales. 

V^roester  hops  are  milder  than  the  above, 
and  in  some  breweries  much  preferred  to  anv 
other.  Of  late  years  bad  seasons  and  the  attack 
of  the  hop  aphis  have  done  much  to  deteriorate 
the  quidity  of  English  hops,  so  that  at  present 
large  quantities  are  imported  from  Germany  and 
America ;  but  foreign  hops  lack  that  delicate 
aroma  and  flavour  peculiar  to  English  growth, 
and  are  as  a  rule  only  used  for  the  lower  quality 
beers.  Hops,  in  order  to  be  kept  for  any  appre- 
ciable time,  require  to  be  thoroughly  dried ;  the 
hop  cones,  after  thev  are  picked,  are  spread  out 
on  the  floor  of  a  kiln,  where  they  are  dried  by 
artificial  heat.  Sulphur  is  often  sprinkled  on 
the  kiln  fires,  and  the  sulphurous  acid  gas  thus 
produced  passing  through  the  hope  bleaches 
them,  so  that  hops  naturally  dark  m  colour  or 
unsightly  in  appearance  are  rendered  more 
pleasing  to  the  eye  and  feteh  a  higher  j^ce. 
Thausing  claims  that  it  is  decidedly  beneficial 
to  subject  hops  to  the  sulphuring  process  on 
the  kiln ;  but,  unless  where  the  milcfew  and  other 


parasitic  diseases  have  made  their  appearance, 
sulphuring  is  decidedly  injurious  as  well  as  en- 
courages fraud.  On  the  other  hand,  it  seems 
to  be  a  pretty  general  custom  nowadays  to 
sprinkle  the  hop  plants  whilst  growing  with 
flowers  of  sulphur,  to  prevent  or  destroy  certain 
diseases  which  attack  the  plants  at  various 
stages  of  their  growth — ^such  as  mildew  and 
blight — but  it  is  evident  that  very  little  of  this 
is  to  be  found  on  the  hop  cones  after  picking ; 
but  even  if  any  should  remain  adherent,  being 
present  as  free  sulphur,  it  can  have  little  or  no 
effect  on  the  constituent  principles  of  the  hop. 

In  order  to  estimate  tne  value  of  hops  with- 
out having  recourse  to  analysis,  the  following 
I)hysical  features  may  be  token  into  considera- 
tion :  the  fineness  of  the  aroma,  the  proportion 
of  lupulin  which  the  cones  contain,  the  pro- 
portion of  stalk,  seeds,  and  impurities  which 
accompany  the  hops,  and  the  general  appearance 
of  the  cones  themselves. 

The  following  experimente  (J.  Inst.  Brewing, 
xii.  301)  were  undertaken  some  years  ago  by 
the  writer,  with  a  view  to  getting  some  definite 
idea  of  the  action  of  the  various  salts  occurring 
in  brewing  waters  upon  hops.  Both  as  regar£ 
the  extractive  properties  of  these  salto  as  well  as 
the  flavour  and  colour  of  the  extract  so  obtained, 
several  experiments  were  made,  of  which  the 
mean  value  is  given  in  the  annexed  table.  The 
method  of  exoeriment  was  as  follows  :  The  dry 
salto  were  adaed  to  distilled  water  at  the  rate 
of  21  grains  per  gallon,  or  0-3  gram  per  litre; 
10  grams  of  hops  were  then  digested  with  900 
o.c.  of  each  solution  in  a  boiling  water- bath,  for 
one  hour,  cooled  down  to  ordinary  temperature, 
and  made  up  to  1005  c.c.  (10  srams  of  hops  being 
found  to  be  equivalent  in  bulk  to  5  c.c.  of  water), 
shaken  well  up  and  filtered  as  bright  as  possible ; 
100  CO.  contamed  the  extract  of  1  gram  of  hops. 
This  quantity  was  evaporated  to  dryness,  dnod 
in  water  -  oven  and  weighed  until  constont, 
then  ignited  and  weighed  aeain ;  the  latter 
weight  subtracted  from  the  former  gave  the 
weight  of  organic  matter  extracted  from  1  gram 
of  hops  (J.  Inst.  Brewing,  xii.  300). 


Name  of  salt 


Sodium  chloride 
Galcium  chloride 
Sodium  sulphate 
Potassium  sulnhato 
Bfagnesium  sulphato 
Calcium  sulphate 
Sodium  carbonate 
Potassium  carbonate 
Calcium  carbonate 
Distilled  water 


Bxtraet, 
per  cent. 


Ootoor 

Id  4-inch  cell. 

Total  units 


18 

7-2 

17 

5-7 

16 

6-8 

16 

_— 

16 

6-2 

17 

6-5 

19 

10-9 

18 

11-6 

18 

11-2 

20 

4-7 

Analysii  of  oolour 


Bed 


Yellow 


1-2 
1-2 
1-3 

1-2 
1*5 
1-9 
2-6 
2-8 
1-1 


6-0 
4-5 
5-5 

5-0 
5-0 
9-0 
9-0 
8-4 
3-6 


Flavour 


Pleasant. 


»» 


Rank. 

Harsh. 

Pleasant. 


>» 


Nauseous. 


»» 


Pleasant. 


25.  Chemieal  eompoiltloii  of  hops.  Hops  con- 
tain, besides  cellulose,  woody  fibre,  water,  and 
ash,  certain  substances,  more  or  less  soluble  in 
boiling  water,  and  which  give  an  agreeable 
bitter  and  aromatic  flavour  to  beer.  These  con- 
sist of  hop  oil,  resins,  bitter  substance,  and 
tannin. 
Voi*  I.— r. 


The  hop  oil  is  an  essential  oil,  givins  to 
the  hop  ite  characteristic  aereeable  smell.  It  is 
present  to  the  extent  of  about  0*8  p.a  in  the 

f  lands  of  the  hop  cone,  and  may  be  obtained 
1^  distillation  in  a  current  of  steam,  the  volatile 
oil  floating  upon  the  surface  of  the  condensed 
water  in  the  receiver,  from  which  it  may  bo 
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separated  by  decantation.  During  the  boUing 
of  the  hops  with  the  wort  in  the  copper  the 
greater  portion,  if  not  all,  of  this  oil  becomes 
▼olatilised  and  lost  to  the  brewer ;  hence  a  pro- 
cess has  been  recently  introduced  for  extractinar 
this  oil  from  the  hops  previous  to  boilinff,  ana 
afterwards  adding  it  either  to  the  wort  Def ore 
ordinary  fermentation  or  to  the  finished  beer. 

When  obtained  from  fresh  hops,  the  oil  has 
a  light-yellow  colour,  hot  burning  taste,  and 
agreeable  aromatic  smelL  It  is  onlv  slightly 
soluble  in  water,  but  freely  so  in  alcohol,  ether, 
and  li^ht  petroleum.  Not  only  is  the  hop  oil 
volatilised  at  temperature  of  boiling  water,  but 
also  slowly  at  ordmary  temperatures  and  by  ex- 
posure to  air  is  easily  oxidised  into  volatile  acids, 
especially  valerianic  acid,  to  the  presence  of 
which  the  peculiar  odour  found  in  old  hops  is 
due. 

A.  G.  Chapman  has  investigated  the  com- 
position of  hop  oil  and  has  found  it  to  consist 
principally  of  tnyrcene  and  a  sesquitespene  which 
ne  ha!s  termed  humvJene,  together  with  small 
quantities  of  linolool  and  Jino^Z  isononoaU. 

This  hop  oil  is  generally  found  intimately 
mixed  with  resin,  wmoh  it  seems  to  be  capable 
of  dissolving  to  a  certain  extent.  It  seems  very 
probable  that  the  resins  of  the  hop  (three  of 
which  have  been  determined)  are  the  results  of 
the  oxidation  on  the  one  hand  of  the  hop  oil,  and 
on  the  other  of  an  organic  acid.  Bungener  (BulL 
Soo.  ohim.  46,  0),  who  has  isolated  it  from  hops 
and  studied  its  properties,  has  termed  it  lupulinic 
acid,  Hayduok  (Wochenschrift  fflr  Brauerei, 
1887,  347)  has  detected  three  different  resins  in 
hops — one  a  soft  resin,  precipitable  by  lead 
acetate  and  soluble  in  petroleum  ether ;  a  second, 
also  soft  resin,  soluble  in  petroleum  ether,  but 
not  precipitable  by  lead  acetate ;  and  a  third 
one,  hard  and  solid,  not  soluble  in  petroleum  ether 
and  not  precipitable  by  lead  acetate.  Experi- 
ments made  by  Hayduok  show  that  the  second 
of  these  resins  is  identical  with  the  soft  resin 
formed  by  the  oxidation  of  Bungener's  Ivptdinie 
Mid,  whilst  the  third  resin  is  due  to  the  oxidation 
of  hop  oiL  Hayduck  also  shows  that  the  soft 
resins  possess  highly  antiseptic  properties,  whilst 
the  hurd  one  ^ecks  to  a  certain  extent  the 
rapidity  of  fermentation.  It  was  found  that 
wnen  these  resins  were  repeatedly  extracted 
with  water  the  aqueous  solution  gradually  de- 
creased m  antiseptic  power ;  this  tends  to  show 
that  it  is  inadvisable  to  boil  hops  more  than 
once,  since  the  first  boiling  would  probably 
extract  the  greater  portion  of  the  soft  and  more 
soluble  resio. 

Although  it  is  possible  to  estimate  with  a 
fair  degree  of  precision  the  various  constituents 
of  hops,  it  has  not  been  so  far  found  possible  to 
establish  any  very  definite  relation  between  the 
value  of  the  hope  and  the  amount  of  essential  oil, 
resins,  and  tannin  which  the^  contain.  Conse- 
quently, up  to  the  present  time,  chemistry  has 
not  anorded  much  assistance  in  this  direction. 
Briant  and  Meacham  (Jour.  Fed.  Inst.  Brewing, 
1897,  2,  233)  have  proposed  a  method  for  the 
valuation  of  the  preservative  power  of  hofM 
which  consists  in  estimating  the  amount  of  soft 
resin  they  contain.  Heron  proposed  to  estimate 
the  value  of  hops  by  the  amount  of  tannin  the^ 
contain.  He  considers  that  the  larger  this 
amount  is  the  better  the  sample.     Barth  (Zeit. 


f.  d.  Gerammt  Brauwerein,  1897,  168)  confirms 
this  view  to  a  certain  extent.  He  finds  that  all 
good  hops  contain  high  percentages  of  tannin. 

DituUue  of  hops, — Hops,  like  all  other  jdants, 
contain  diastase,  hut  this  point  appears  to  have 
been  overlooked  until  attention  was  called  to  the 
fact  by  Brown  and  Morris  (Trans.  Inst.  Brewing, 
1803,  94). 

llie  tannic  acid  which  occurs  in  hops  is  a 
fawn-coloured  powder,  easily  soluble  in  water 
and  weak  alconol,  but  insoluble  in  ether.  In 
aqueous  solution  it  gives  a  dark-green  coloura- 
tion with  ferric  chloride,  and -possesses  the  pro- 
perty of  precipitating  in  fiocl^  the  albuminous 
bodies  of  malt  wort.  It  is  therefore  an  eminently 
useful  substance  in  the  manufacture  of  beer. 
From  the  foregoing  it  would  appear  that  the 
only  substances  in  hops  of  any  use  to  the 
brewer  are  the  soft  resins  and  tannic  acid. 
These  soft  resins  are  readily  oxidised  into  the 
hard  and  insoluble  variety,  whilst  tannic  acid 
is  capable  of  being  converted  in  like  maimer 
into  gallic  acid,  a  substance  possessing  very 
few  of  the  properties  of  tannic  acid.  It  is 
not,  then,  a  matter  of  surprise  that  old  hops 
are  of  little  or  no  value,  for  considering  the 
loose  manner  in  which  they  are  housed  in  most 
breweries,  subject  to  every  variation  of  tempera- 
ture and  freely  exposed  to  ^e  air,  changes  in 
the  composition  of  the  active  principles  must  of 
necessity  take  place  in  a^  more  or  less  rapid  time, 
rendering  them  eventually  of  little  or  no  value 
to  the  brewer. 

Briant  and  Meacham  (Jour.  Fed.  Inst. 
Brewing,  1897,  3,  487)  have  described  numerous 
experiments  which  they  had  conducted  to  dis- 
cover the  best  method  of  storing  hops.  They 
recommend  the  use  of  a  cold  chamber  at  a 
temperature  of  36*  to  40*F. 

xhis  method  of  storing  has  been  proved  to 
give  excellent  results,  and  has  been  very 
generally  adopted  throughout  the  trade. 

26.  Yeast  and  fermeiitatioiL  Before  the 
classical  researches  of  Pasteur,  various  theories 
were  advanced  to  account  for  the  phenomena 
connected  with  fermentation,  but  he  was  the 
first  chemist  who  proved  that  the  process  of 
fermentation  was  due,  not  to  a  pecuuar  proto- 
plasmic substance  secreted  by  the  yeast  fungus, 
but  that  the  presence  of  the  plant  itself  in  the 
saccharine  liquid  is  essential  to  alcohc^c  fer- 
mentation,  and  that  the  yeast  cells  have  the 
power,  in  the  absence  of  the  oxysen  of  the  air, 
of  splitting  up  sugar  into  alcohol  and  carbonic 
acid,  and  deriving  the  oxygen  necessary  for  their 
support  and  nourishment  by  that  means. 

Pasteur  has  shown  that  easily  fermented 
saccharine  solutions  can  remain  for  years  with- 
out  decomposiiiff,  even  when  the  air  has  access 
to  them,  provitfed  that  the  living  germs  which 
were  origiaallv  present  in  those  8<3utions  be  first 
destroy^  by  heat,  and  that  care  be  taken  not  to 
let  any  but  absolutely  pure,  that  is,  germ-free 
air  enter  those  solutions  afterwards.  But  the 
moment  impure  air  was  allowed  to  enter  the 
liquid,  or  the  minutest  portion  of  living  yeast, 
fermentation  was  rapidly  set  up. 

Pasteur  has  also  shown  that  associated  with 
ordinary  yeast  are  to  be  found  in  most  fermenta- 
tions and  beers  a  great  number  of  orgamsms  of 
quite  a  different  appearance  and  character  to 
yeast  ceUs,  and  which  may  all  be  classed  under 
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the  general  term  of  baoteria,  and  he  proved  most 
condnsively  that  these  organisms  are  capable  of 
and  do  give  rise  to  the  v.arious  diseases  to  which 
beer  is  subject.  Or  in  other  words,  that,  in 
addition  to  the  healthy  fermentation  of  saccha- 
rine solutions  carried  on  by  sound  yeast,  these 
other  organisms,  if  present,  are  also  capable 
under  certain  conditions  of  carrying  on  fer- 
mentations which  give  rise  to  products  other 
than  alcohol  and  carbonic  acid.  Hence  these 
bacteria  or  false  ferments  have  been  classified 
and  named  according  to  the  functions  they  fulfil 
or  the  products  they  give  rise  to. 

Those  organisms  which  induce  alcoholic 
fermentations  in  a  saccharine  solution  are  known 
under  the  general  name  of  saocharomyces,  and 
since  under  normal  conditions  they  reproduce 
themselves  by  gemmation  or  budding,  they  have 
been  assigned,  to  that  division  of  the  mat  fungus 
group  known  as  budding  fungi,  in  brewmg 
technology  they  are  known  under  the  genenu 
term '  yeast.'  Yeast  cells  are  either  single  or  occur 
in  groups  or  strings '.  each  cell  oonsiste  of  a  thin- 
walled  sac  or  bag  containing  a  semi-fluid  matter, 
in  the  centre  of  which  there  is  often  a  space  full 
of  a  more  clear  and  watery  fluid  than  the  rest, 
which  is  termed  a  vacuole.  The  sac  is  com- 
parativeljT  tough,  but  it  may  easily  be  burst, 
when  it  gives  exit  to  its  contents,  which  readily 
diffuse  themselves  through  the  surrounding 
fluid.  The  whole  structure  is  called  a  cell,  the 
sac  being  the  cell  wall  and  the  contents  the  proto- 
plasm. Under  a  high  magnifying  power  each 
cell  is  seen  to  be  round  or  oval,  and  on  the 
avera^  about  j^jU  inch  in  diameter.  An  agglo- 
meration of  sucn  cells  is  technically  termed 
*  yeast,'  and  to  the  naked  eye  appears  as  a  thick, 
s&my  cream-coloured  fluid,  from  which  all  the 
moisture  can  be  pressed,  and  the  residue  dried 
at  a  low  temperature  to  a  powdery  mass  without 
losing  its  vitality;  but  if  heated  in  the  moist 
state  to  the  temperature  of  boiling  water,  its 
fermentative  power  is  completely  destroyed. 
Fermentation  which  has  already  commenced  in 
a  saccharine  liquid  can  be  stopped  by  boilins  it. 

When  a  minute  quantity  of  yeast  is  added  to 
some  malt  wort  which  has  previously  been 
filtered  bright,  and  is  then  kept  in  a  glass  flask 
at  a  temperature  of  about  70^F.,  after  a  few 
hours  bubbles  of  gas  will  be  seen  to  rise  to  the 
surface  of  the  liquid,  which  gradually  becomes 
more  and  more  turbid,  and  later  on  a  sediment 
will  be  observed  at  the  bottom  of  the  flask  or  a 
scum  may  collect  at  the  surface,  carbonic  acid 
ffas  beinc  copiously  evolved.  If  the  yeast  cells 
be  carefmly  examined  under  the  microscope  from 
time  to  time  whilst  this  is  goinff  on,  it  wiU  be 
noticed  that  at  first  the  vacuoles  which  were 
present  in  every  cell  gradually  disappear,  each 
cell  becoming  full  ana  rounded  in  appearance 
owing  to  the  absorption  through  its  cell  wall  of 
oertam  nourishing  substances  from  the  wort. 
Soon  minute  little  buds  will  be  noticed  jutting 
out  from  the  sides  of  the  cells;  these  buds 
rapidly  grow  and  soon  assume  the  size  of  the 
parent  cell,  from  which  they  finally  become  de- 
tached, but  not  before  they  in  their  turn  have 
developed  other  buds,  and  these  yet  others,  thus 
giving  rise  to  those  groups  or  strings  of  cells  which 
are  sometimes  seen  under  the  microscope.  This 
cell  reproduction  and  growth  is  due,  then,  to  the 
nourishment  which  the  yeast  derives  from  the 


wort,  but  for  some  time  after  the  yeast  cell  con- 
tinues to  produce  any  buds,  and  even  after  the 
rupture  tiikes  place  between  the  parent  cdls  and 
the  resulting  daughter  ceUs,  the  former  still 
continue  to  absorb  various  substances  from  the 
liquid.  This  may  be  looked  upon  as  a  kind  of 
fattening  process,  and  is  due  to  the  assimilation 
by  the  yeast  of  certain  nitrogenous  matters  con- 
tained m  the  worts.  Hence  the  process  of  fer- 
mentation of  malt  worts  may  be  regarded  as 
first  an  absorption  of  carbohydrate  substance  by 
the  yeast  cell,  the  transformation  of  this  sub- 
stance into  alcohol  and  carbonic  acid,  whilst  at 
the  same  time  the  oxygen  derived  from  this 
decomposition  enables  the  yeast  cell  to  thrive 
and  grow  and  to  put  forth  buds. 

When  this  period  of  srowth  va  accomplished,  a 
fattening  of  the  cells  t&i&a  place  at  the  expense 
of  the  nitrogenous  bodies  readily  assimilable  by 
yeast  and  which  consist  principally  of  amido- 
and  amino-  acids  (asparagin,  trypsin  and  leucine) ; 
if  no  assimilable  nitrogen  be  present  this  fatten- 
ing does  not  take  place,  and  the  yeast  becomes 
starved,  as  it  were,  and  perishes  ;  if,  on  the  other 
hand,  there  be  a  large  excess  of  these  nitro* 
genous  matters  in  the  worts,  the  yeast  cells 
become  oveHed,  and  their  capactty  for  repro- 
duction considerably  diminished,  for  it  has  been 
found  that  the  power  of  multiplication  and  the 
formation  of  new  cells  decreeiaea  with  the  increase 
of  nitrogen  in  the  yeast. 

It  is  essential,  therefore,  that  the  brewer 
obtains  a  wort  which  is  both  constant  in  quality 
and  definite  in  composition,  and  which  exactly 
suits  the  tvpe  of  yeaist  he  employs.  For  a  type 
is  producecl  by  environment^  and  varies  as  the 
composition  of  the  wort  varies. 

A  wort  produced  entirely  from  malt  contains 
a  large  excess  of  assimilable  nitrogenous  sub- 
stances, and  is  hardly  an  ideal  medium  for  yeast 
production  and  vitality.  It  is  found  advan- 
tageous to  *  dilute '  these  nitrogenous  bodies 
with  a  certain  proportion  of  material  devoid  of 
yeast  nutriment.  Raw  or  gelatinised  grain, 
mvert  sugar,  fliuoose  or  other  similar  brewing 
sugars  are  used  for  this  purpose.  A  very  satis- 
factory grist  is  composed  of  the  following  pro- 
portions: 60-05  p.c.  malt,  18-22  p.c.  brewing 
sugar  and  13-18  p.c.  unmalted  cereal. 

Among  the  factors  which  exert  a  considerable 
infiuenoe  on  the  progress  of  fermentation, 
besides  that  of  the  chemical  composition  of  the 
liquid,  temperature  and  the  amount  of  oxygen 
present  in  the  liquid  may  be  mentioned.  Tnis 
much  is  known  of  the  effect  of  oxysen  on  the 
progress  of  brewing  in  practice,  that  m  order  to 
get  a  good  result  it  is  a  necessity  to  aerate  the 
wort,  i.e«  to  let  it  take  up  oxygen  from  the  air. 
Pasteur's  researches  on  this  subject  led  him  to 
state  that  fermentation  is  life  without  air, 
and  that  yeast  can  only  decompose  sugar  by 
taking  the  necessary  oxygen  from  t^e  sugar 
molerale.  His  theory  has,  however,  proved  to 
be  wronp;.  A  deeper  insight  into  the  influence 
of  aSration  on  fermentation  in  breweries  could 
only  be  obtained  by  the  study  of  pure  culture 
species  and  races,  for,  as  Hansen's  investigations 
in  brewing  practice  have  shown,  they  behave 
differently  with  respect  to  oxygen.  Hansen 
found  further  that  when  the  yeast  cells  have  free 
access  to  the  oxygen  of  the  air  they  can  yet 
produce  an  active  fermentation,  an  oDservation 
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which  contndioted  the  theory  of  Pasteur. 
Adrian  J.  Brown  observed  that  a  plentiful  supply 
of  oxygen  increases  the  fermentative  activity  of 
the  single  cell,  even  when  the  cells  are  in  such 
circumstances  as  prevent  multiplication  (Chem. 
Soc.  Trans.  1892,  1894). 

Not  only  has  Pasteur  established  the  fact 
that  fermentation  is  due  to  the  development  and 
growth  of  yeast  in  saccharine  solutions,  but  he 
has  also  shown  that  there  are  several  distinct 
species  of  yeast,  each  one  differing  from  the 
other  in  functions  and  properties,  and  of  the 
several  species  which  are  capable  of  inducing 
alcoholic  fermentation  he  identified  the  following 
as  being  present  in  malt  worts,  in  addition  to  that 
species  known  as  Saccharomyces  certvUicB,  the 
true  beer  ferment,  Saccharumycea  ptukfiianus, 
8.  elliwoideus,  8.  exiguus,  and  8.  apieuUUus. 
These  he  found  were  always  present  in  the  atmo- 
sphere as  well  as  on  the  surface  of  all  fruits,  so 
that  if  some  sweet  wort  be  freely  exposed  to  the 
air,  it  will  in  the  course  of  a  few  hours  manifest 
all  the  signs  of  alcoholic  fermentation ;  but,  in 
addition  to  these  various  species  of  yeast,  spores 
of  bacteria  and  moulds  will  also  manifest  tnem- 
selves  and  develop,  so  that  after  a  few  days,  if 
left  to  itself,  this  wort  becomes  quite  turbid,  is 
covered  with  a  thin  film,  emits  a  disagreeable 
smell,  and  soon  putrefies.  Hence  the  necessity 
for  boiling  the  wort  before  fermentation ;  by 
this  means  all  the  spores  which  may  have  been 
present,  derived  in  great  part  from  the  surface  of 
barley  or  malt,  are  killed  and  the  wort  rendered 
free  from  all  foreign  germs,  and  ready  to  undergo 
a  true  yeast  fermentation. 

But  although  Pasteur  directed  attention  to 
the  presence  of  these  other  forms  of  saccharo- 
myces or  wild  yeasts,  as  they  are  now  termed,  in 
fermenting  worts  and  beer,  he  did  not  tell  us 
how  to  introduce  into  the  liquid  about  to  be  fer- 
mented a  seed  yeast  which  is  really  free  from 
all  such  forms  of  wild  yeast.  This  work  was 
reserved  for  Hansen,  and  was  brought  to  a  most 
successful  issue  by  him.  He  started  with  the 
idea  of  cultivating  a  crop  of  yeast  from  a  single 
selected  yeast  cell,  and  pure  yeast  thus  procurod 
was  first  used  for  brewing  purposes  at  old  Carls- 
berg  Brewery,  near  Copenhagen,  in  1883  (Med- 
del3ser  fra  cWlsberg  Laboratoriet,  1881).  In 
that  year  he  brought  forward  his  doctrine  that 
some  of  the  most  dangerous  and  most  common 
diseases  of  low  fermentation  beer  were  caused, 
not  by  bacteria,  but  by  certain  species  of 
saccharomyces,  and  that  each  of  the  names  em- 
ployed by  Rees — 8.  cerevisicB,  8,  pasiorianus, 
8.  eUopaoideu9 — represented  not  one  but  several 
kinds  or  races.  He  showed  that  varieties  which 
had  been  until  then  incorrectly  grouped  under 
the  name  of  8accharomvc€s  cerevisioB  ffave  in 
the  brewery  products  havins  quite  different 
characters.  Since  then,  oarefiuly  selected  types 
of  yeast  from  pure  cultures  on  this  method  have 
been  introduced  into  all  the  leading  breweries  of 
Denmark,  Norway,  and  Bavaria,  with  the  most 
marked  success.  So  far,  all  the  work  that  has 
been  done  ^ith  pure  yeast  relates  to  that  parti- 
cular variety  which  is  employed  on  the  Continent 
and  known  as  bottom  yeast,  or  low  fermentation 
yeast,  so  called  because  the  fermentation  is  there 
carried  on  at  a  low  temperature  (47°F.  or  even 
lower),  and  is  a  slow  process  extending  over  some 
weeks,   during   which  the  yeast  sinks  to  the 


bottom  of  the  vats  or  casks,  in  contradistinction 
to  the  English  method  of  fermentation  termed 
high  fermentation,  and  the  yeast,  top  yeast, 
b^use  here  the  process  is  conducted  at  a  high 
temperature  commencing  at  about  60^F.  and 
running  up  to  70*F.  or  more,  so  that  the  fer- 
mentation is  much  more  rapid  and  the  yeast 
thus  produced  rises  to  the  suitace  and  works  out 
of  the  bungholes  of  the  casks  or  is  skimmed  off 
the  surface  of  the  fermenting  tuns. 

A  great  deal  of  practical  work  has  been  done 
in  the  way  of  pure  yeast  cultivation  on  the 
large  scale  in  Knglish  breweries  with  varying 
results.  H.  T.  Brown  and  Q.  H.  Morris  caxried 
through  a  series  of  experiments  between  the 
years  1880-94  in  a  large  Burton  breweir,  but 
found  that  although  the  beers  producea  were 
sound,  they  hardly  ever  came  into  condition,  and 
no  secondary  fermentation  occurred,  unless  after 
the  addition  of  malt  extract  or  sugar  priming. 
Later  investigators  have  found  that  for  many 
ales  the  system  can  be  adopted  with  very  satis- 
factory results,  as  they  have  found  that  in  this 
type  of  beer,  fermented  with  a  single-cell  yeast, 
a  continuation  of  the  primary  fermentation 
occurs  after  racking  and  lasts  for  about  a  fort- 
night. It  is  conclusively  "proved  that  the  true 
secondary  fermentation,  such  as  occurs  in  the 
case  of  stock  ales  when  stored  for  a  considerable 
period,  is  not  brought  about  by  primary  3rea8t, 
and  hence  the  failure  of  Hansen's  system  in  the 
English  breweries. 

N.  H.  daussen  has  studied  the  yeasts  which 
bring  about  the  secondary  fermentation  in 
Enff&sh  beers  (J.  Inst.  Brewing,  1904,  10,  308), 
ana  has  discovered  a  non-sporulating  budding 
fungus  belonging  to  the  Torula  jp^up  which 
possesses  the  special  property  of  setting  up 
secondary  fermentation,  and  even  creates  in 
Continental  be^rs  that  flavour  and  condition 
t3rpical  of  English  beers.  He  gives  the  name  of 
Brettanomyces  to  this  organism,  and  holds  the 
belief  that  it  is  a  constituent  of  the  pitching 
yeast. 

Sufficient  has  been  done  to  prove  that  in 
ordinary  brewery  yeast  the  English  brewers 
also  possess  a  mixture  from  which,  by  Hansen's 
method,  several  varieties  of  8,  cerevisim  can  be 
separated,  which  cannot  microscopically  be  dis- 
tinguished from  each  other,  but  which,  when  used 
upon  a  practical  scale,  give  entirely  differmt 
results,  both  as  to  flavour,  brightening,  attenu- 
ation, and  mode  of  separation  of  we  yeast. 
Experiments  have  also  shown  that  these  charac- 
teristics can  be  maintained  unimpaired  through- 
out a  very  great  many  successive  fermentations 
in  the  brewery  (Morris,  J.  Soo.  Chem.  Ind.  1887, 
113). 

Great  differences  have  been  found  to  exist  in 
the  fermentative  capabilities  with  regard  to 
different  sugars.  Most  yeasts  ferment  glucose 
and  fructose,  but  there  are  several  types  which 
are  unable  to  ferment  such  BKunrB  as  maltose, 
cane  sugar,  and  milk  sugar.  This  difference  is 
evidently  dependent  upon  the  enzyme  which  the 
yeast  is  able  to  secrete.  It  has  long  been  known 
that  cultivated  yeast  secretes  an  enzyme  called 
inverUue,  which  hydrolyses  oane  sugar,  con- 
verting it  into  the  more  readily  fermentable 
sugars  dextrose  and  Invulose.  It  has  more 
recently  been  found  that  these  yeasts  secrete 
another  enzyme,  maUaae,  which  converts  maltose 


BREWING. 


540 


into  glucose,  previous  to  its  fermentation.  As 
long  ago  as  1868,  Traube  brought  forward  a 
theory  relating  to  fermentation,  ^niich,  however, 
received  little  credenoe  at  the  time.  Accordinffto 
this  theory,  f ermentaiion  is  explained  as  an  e&ct 
due  to  the  various  enzymes  contained  in  yeast, 
and  not  to  the  veast  ceU  itself.  This  theory  has 
been  practically  confirmed  by  the  discoveries 
of  EmU  Fischer  (Ber.  27,  1894  and  28,  1896) 
and  Ed.  Buchner.  Fischer's  investigations  on 
enzymes  have  not  only  brought  to  light  new 
facto,  but  have  also  pomted  to  quite  new  views 
as  to  the  nature  of  the  processes  concerned.  In 
1897,  Buchner,  by  submitting  yeast  to  high 
pressure,  succeeded  in  obtaining  an  extract 
capable  of  producing  fermentation  in  solutions 
of  sugar.  He  concluded  from  his  experimente 
that  the  active  element  in  the  expressed  juice 
was  an  enzyme  which  he  called  zynuue.  Its 
fermentative  power  he  found  to  be  several 
hundred  times  less  than  that  of  living  yeast,  and 
it  loses  ito  activity  on  keeping. 

This  activity  is  not  influenced  by  yeast  cells 
nor  is  this  activity,  when  lost,  restored  by  the 
action  of  living  cells. 

A  very  large  amount  of  work  has  been  done 
since  1897,  as  the  direct  result  of  the  new  series 
of  investiffations  provided  by  Buchner's  re- 
searches, both  in  Elngland  and  abroad.  A 
valuable  resum^  of  these  researches  will  be 
found  in  two  papers  read  before  the  Institute 
of  Brewing  by  I>r.  Arthur  Harden  (J.  Inst. 
Brew.  1906,  11,  2-15,  and   1910,  7,  663-634) 

{v.  FSBMBNTATION). 

Hansen  found  that  particular  forms  of  disease 
which  manifest  themselves  in  beer  after  it  has 
bten  stored  in  cask  are  due  to  the  presence  of 
species  of  wild  yeast  (Meddelelser  fra  Cu'lsberg 
liiaboratoriet,  1883),  and  notably  to  certain  varie- 
ties of  8.  paatorianue,  but  he  has  also  shown 
that  if  these  wild  types  are  present  to  the  extent 
of  not  more  than  2*5  p.c.  on  the  total  quantity 
of  yeast,  they  do  not  develop  their  particular 
form  of  disease.  Brown  and  Morris  (Non-crys- 
tallisable  Producto  of  the  Action  of  Diastase 
upon  Starch,  Chem.  Soc.  Trans.  1885,  669)  have 
found  that  some  of  these  *  wild  types  of  yeast,' 
S.  paHorianua  and  S,  eUipticua,  which  with  other 
species  constitute  the  secondary  f ermento  of  our 
high-fermentation  beers,  are  capable  of  first 
hydrolysing  the  dextrin  to  maltose  and  then 
fermenting  it,  and  these  resulto  have  been  fully 
confirmed  by  the  author  on  the  large  scale  in 
the  brewerv.  It  is  perfectly  certain  that  the 
'  sick  frete  and  other  diseases  which  prevail  in 
summer-time  amongst  certain  kinds  of  beer,  are 
due  to  the  presence  in  large  quantity  of  these 
wildyeast  types  in  the  beer. 

liusre  are  also  present  among  the  secondary 
fermente  of  our  top-fermentation  beers  several 
types  of  the  Toruia  group,  one  type  of  which  has 
been  investigated  by  daussen,  as  already  men- 
tioned. By  Tonda,  Hansen  understands  yeast 
cells  which  are  similar  to  Stuxharomyces,  but  do 
not  form  endospores  nor  develop  typical  mould 
growths.  As  resards  the  production  of  alcohol, 
they  may  exhibit  this  in  all  degrees.  Com- 
paratively little  is  known  as  ^*et  with  regard  to 
these  yeasto,  but  no  doubt  m  the  near  future 
they  will  be  more  fully  investigated. 

A  method  for  the  preservation  of  yeast 
whereby  it  can  be  transported  to  foreign  coun- 


tries, has  been  patented  by  the  uTiter.  It 
simply  consisto  of  the  admixture  of  ordinary 
pressed  yeast  with  solid  glucose.  The  glucose 
is  first  melted  by  heat  and  allowed  to  cool,  when 
it  does  not  immediately  set,  but  remains  liquid. 
The  brewer's  yeast  is  first  pressed  and  then  in- 
corporated with  it,  when  uie  whole  mass  sete 
ham  in  the  course  of  a  few  hours ;  the  yeast  is 
thus,  so  to  speak,  imprisoned  in  the  crystallised 
glucose,  yet  without  oeing  completely  dried  up, 
and  retains  ito  fermentative  power  with  but 
dight  diminution  for  a  very  long  period. 

As  we  have  seen,  the  microscope  dees  not 
enable  us  in  some  instances  to  differentiate  one 
form  of  yeast  from  another,  and  in  order 
to  be  able  to  do  this  some  other  method  must 
be  resorted  to.  It  has  lone  been  noticed  bv 
many  observers,  more  especiuly  by  Rees,  Engei, 
and  Brefeld,  that  under  certain  conditions  the 
yeast  cell,  instead  of  throwing  out  a  bud,  multi- 
plies itself  in  another  way :  ito  protoplasm  divides 
itself  into  four  masses  termed  ascospores,  each 
of  which  surrounds  itself  with  a  cell  wall,  and 
the  whole  are  set  free  by  the  dissolution  oi  the 
cell  wall  of  the  parent. 

Hansen  found  that  the  ordinary  bottom-fer- 
mentation yeast  only  formed  spores  at  25^0. 
after  some  days,  whilst  the  wild  forms  are 
capable  of  forming  ascospores  at  this  tempera- 
ture in  a  few  hours,  and  upon  these  resulto 
Holm  and  PoiUsen  (Meddelelser  fra  Carlsberg 
Laboratoriet,  1886)  have  based  a  method  for  the 
practical  analysis  of  brewer's  yeast.  The  method 
of  procedure  is  as  follows:  A  small  quantity 
of  the  yeast  to  be  examined  is  spread  on  a  smaU 
sterilised  block  of  plaster  of  Paris  ;  this  block  is 
then  placed  in  a  flat  covered  glass  dish  and 
kept  moist  by  water  previously  poured  into  the 
disn.  This  is  then  placed  in  the  thermostat  or 
forcing  chamber,  and  kept  at  a  temperature  of 
26^C.  for  forty  hours.  At  the  end  of  that  time 
it  is  carefully  examined  under  the  microscope, 
when  the  spores,  if  any  wild  yeast  be  present, 
will  be  seen  as  round  bodies  within  the  cell  wall. 

Grove  Johnson  and  S.  Hare  (J.  Inst.  Brew- 
ing, xi.  467),  in  the  course  of  some  bacterio- 
logical experiments,  accidentally  discovered  a 
new  yeast,  to  which  they  gave  the  name  of 
SaccMTomjfcea  tJtermafUikmum,  owing  to  ito 
power  of  resisting  high  temperatures.  It  proved 
to  be  a  true  yeast,  forming  spores  at  definite 
temperatures  and  capable  of  setting  up  a 
vigorous  alcoholic  fermentotion  in  a  saccharine 
solution  at  a  temperature  of  110''-130''F.  Prof. 
Lindner  stotes  that  this  new  yeast  differs  from 
Logos  yeast  in  that  it  precipitotes  in  a  much 
more  compact  mass.  He  further  states  that  at 
109^F.  the  fermentation  proceeds  quickly  and 
normally,  and  the  yeast  retains  ito  ability  to 
isolate  itself  in  large  lumps,  thereby  causing  a 
spontaneous  clarification  of  the  wort. 

Yeast  has  always  been  classified  as  belonging 
to  the  fungoid  group  of  planto,  but  those  other 
organisms  which  also  have  the  power  of  in- 
ducing fermentation  other  than  alcoholic  in 
saccharine  solutions,  have  been  regarded  by  the 
older  observers  as  belonging  rather  to  the  animal 
than  to  the  vegetoble  kingdom, 'chiefly  on  ac- 
count of  their  motility  and  in  the  absence  of  the 
basis  required  for  a  more  exact  comparison,  but 
later  investigators  see  no  reason  for  separating 
them  from  the  vegetoble  kingdom,  although  aU 
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that  can  yet  be  said  of  them  is  that  they  may  be 
clasBed  as  bacteria,  and  *  are  a  group  of  simple 
plants  of  a  low  order.' 

Of  these  the  species  best  known  to  us  as 
occurring  in  beer  are  SaccharcbaciUus  pas- 
torianuSf  Bacillus  amylobacUr,  Bacterium  termo. 
Bacterium  aeeti,  Baderium  ladis,  and  Sarcina. 
There  are  other  species  of  which  Uttle  is  known, 
but  which  are  often  met  with  in  old  beer,  such 
as  the  ropy  ferment,  colour  bacterium,  certain 
forms  of  v&rio,  spirillum,  Ac. 

These  constitute  what  are  known  as  the 
disease  germs  of  beer,  and  generally  develop 
under  favourable  conditions  in  the  finished  beer 
after  it  has  been  some  time  in  cask  or  bottle. 
Bacterium  aceti  has  the  power  of  converting 
the  alcohol  of  the  beer  into  acetic  acid ;  B.  lactis 
attacks  the  saccharine  matter,  converting  it  into 
lactic  acid ;  whilst  butvric  acid  is  supposeid  to  be 
derived  from  the  further  fermentation  of  lactic 
acid  by  means  of  Bacillus  amylobacter,  or  from 
sugar  along  with  butyl  alcohol  by  means  of  the 
same  organism.  These  three  forms  of  bacteria 
are  perlu^ps  those  most  commonly  occurring  in 
beer. 

A  few  forms  of  mould  are  sometimes  met 
with,  such  as  Mucor  racemosus,  PeniciUium 
glaucum^  Aspergillus  niger;  but  space  will  not 
permit  to  treat  further  of  this  subject. 

Energy  of  fermentation. — Leaving  out  of  con- 
sideration the  different  physiological  conditions 
of  the  yeast,  the  various  races  show  marked 
differences  in  their  fermentative  activity.  This 
can  be  estimated  by  observing  the  amount  of 
gas  evolved  in  a  given  time.  The  apparatus 
shown  in  Fig.   9  is  used  for  the  purpose,  and 


FiQ.  9. 

consists  of  a  flask,  a,  containing  the  yeast  and 
a  solution  of  cane  sugar.  It  is  pui^ed  in  a  water- 
bath  provided  with  a  perforated  false  bottom, 
the  contents  of  the  bath  heing  kept  at  a  constant 
temperature  of  86*F.  The  flask  A  is  furnished 
with  an  indiarubber  cork  having  two  perfora- 
tions, into  each  of  which  short  pieces  of  glass  tube 
are  inserted.     To  one  of  these  the  tube  com- 


municating with  the  measuring  apparatus  is 
connected,  to  the  other  a  stout  piece  of  india- 
rubber  tube  which  can  be  dosed  by  an  ordinary 
burette  clip.  The  measurinf  appaimtus  con- 
sists of  a  U-Bhaped  tube,  one  Umb  which  is  con- 
siderably wider  than  the  other,  is  constructed  to 
hold  600  C.C.  and  is  graduated  into  10  co.  divisions. 
The  extremity  of  the  narrower  tube  carries  a 
funnel-like  expansion,  and  is  provided  at  its 
lower  end  with  a  tap ;  the  upper  extremity  of 
the  wider  limb  carries  a  narrow  tube  bent  at  a 
right  angle,  and  also  a  tap. 

When  a  determination  is  made,  10  grams  of 
yeast  under  examination  are  intimately  mixed 
with  400  C.C.  of  a  10  p.c.  solution  of  cane  sugar, 
and  introduced  into  the  flask.  This  is  then 
placed  in  the  water-bath,  which  has  been  pre- 
viously heated  to  and  is  now  constantly  main- 
tained at  a  temperature  of  86°F.  and  is  allowed 
to  remain  uncorked  for  an  hour ;  in  the  mean 
time  the  measuring  apparatus  is  made  ready. 
Five  c.c.  of  paraffin  oil  are  firstpoured  into  the 
funnel,  and  afterwards  water.  This  latter  drives 
the  oil  before  it,  and  this,  when  it  enters  the 
measuring  chamber,  floats  on  the  surface  of  the 
water  and  prevents  the  absorption  of  carbonic 
dioxide.  Sufficient  water  is  then  introduced  to 
bring;  the  surface  of  the  paraffin  layer  to  the  zero 
mark  on  t^e  scale.  After  the  flask  has  stood  for 
an  hour  in  the  water-bath,  the  apparatus  is 
connected  up,  the  tube  o  being  left  open  while 
this  is  being  done.  This  is  now  closed  with  the 
clip,  the  tap  d  opened,  and  the  time  noted  as 
fermentation  proceeds.  The  disengaged  gas 
gradually  displaces  the  liquid  in  the  wider  limit, 
and  the  tap  B  is  opened  just  sufficiently  to  allow 
the  water  to  escape  at  the  same  rate  as  the  gas 
enters.  At  the  expiration  of  half  an  hour,  the 
taps  D  and  B  are  closed,  the  dip  o  is  removed,  and 
with  the  assistance  of  the  pointer  the  level  of  the 
liquid  in  the  two  limbs  adjusted  to  the  same 
height,  either  by  pouring  water  into  the  funnel 
or  orawing  it  off  by  the  tap  a,  and  the  quantity  of 
collected  gas  read  off. 

27.  Having  very  briefly  glanced  at  the  dif- 
ferent materiab  used  in  brewing,  we  prooeed 
next  to  consider  the  various  processes  involved 
in  the  manufacture  of  beer. 

Preparation  of  matt  for  mashing.  As  soon 
as  the  malt  is  delivered  at  the  brewery  it  is 
further  cleaned  by  screening  from  adherent  dust, 
mould  spores,  and  small  corns.  It  is  then  de- 
livered into  a  small  hopper,  from  which  it  passes 
to  the  midt  mill.  This  consists  of  a  pair  of 
smooth  steel  rollers,  or,  preferably,  of  two  pairs 
of  such  rollers,  one  pair  of  rollers  being  set  to  a 
wider  gauge  than  the  other.  When  passing 
through  such  a  set  of  rollers  the  larger  corns  are 
crushed  by  that  pair  which  is  set  so  as  to  crush 
them  sufficiently  but  not  too  much,  whilst  the 
smaller  corns  pass  on  to  the  other  pair,  which 
are  set  at  a  narrower  gauge  so  as  to  ensure  the 
complete  crushing  of  every  individual  com.  By 
this  means  a  comparatively  even  grist  is  ob- 
tained. As  the  malt  is  ground  it  passes  to  the 
grist  case  (c.  Fig.  10)  which  is  generally  placed 
over  or  has  command  of  the  mash  tun. 

The  grist  case  should  be  made  of  well- 
seasoned  pine  or  deal,  planed  smooth  and  well 
jointed,  and  should  be  lined  with  sheet  zinc,  or 
it  may  be  constructed  of  galvanised  iron.  The 
bottom  of  the  grist  case  must  be  of  sufficient 


slope  to  allow  of  the  giiat  falliug  Msily  and 
readily  into  the  moahiiiK  machine,  and  is  pro- 
vided at  the  bottom  with  a  sliding  Tolve. 

28.  MuhliiK  proeea.  From  the  grUt  cose 
the  crushed  molt  passee  on  to  the  outaide 
mashing  machine,  where  it  meets  with  the 
mashing  liquor  at  a  temperature  varTing,  ao- 
cording  to  oireomstanoes,  from  iWF.  to  170°F. 
The  malt  and  water  ore  here  thoroughly  mixed 
before  running  into  the  maah  tun.  The  beat 
form  of  machme  for  this  purpose,  and  the  one 
most  generally  em- 
'  ployed,  18  Steel's  mashei, 
of  which  a  section  is 
shown  at  Fig.  10,  D.  This 
consists  of  a  horizontal 
cylinder  closod  at  one 
end  and  open  at  the 
other,  from  3  to  6  feet 
in  length  and  from  S  to 
22  inches  in  diameter. 
It  is  Szed  horiiontally 
above  the  level  of  the 
upper  edge  of  the  mai^ 
tun,  and  is  usually  fur- 
nished   y/ith    a     shoot 

ted   into  one 

ims.    For  m- 
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when  used,  are  constructed  of  staves  of  best 
English  oak,  with  a  bottom  of  Bantzio  Gr.  The 
staves  should  not  be  leas  than  two  and  a  half 
inches  thick  for  small  tuns,  which  must  be  in- 
creased for  larger  tuns  in  proportion  to  their 
size.  The  mash  tun  is  provided  with  a  false 
bottom,  an  internal  mashing  machine,  and  a 

EIpe,  termed  an  underlet,  for  introducing  hot 
quor  from  the  main  into  ^e  tnash  tun  when  de- 
sired. The  capacity  of  the  tun  should  be  such  as 
to  allow  three  and  a  half  barrels  for  every  quarter 
of  malt  to  be  mashed  ;  to  this  must  be  added  an 
allowance  of  3  inches  to  the  depth  of  the  tun. 

The  false  bottom,  of  such  a  thickness  as  tu 
leave  a  space  of  2  inchea  in  depth  between  it 
and  the  real  bottom  of  the  tun,  ooniiists  of  a 
series  of  well-fitting  stout  sheet-copper  plates 
perforated  with  small  holes  or  slots  one-aighth 
of  an  inch  in  size  and  about  1  inch  apart,  and 
supported  by  wooden  bearers.  The  internal 
mashing  machinery  consists  of  a  horizontal  shaft 
rotating  at  a  level  of  about  half  the  depth  of  the 
tun  round  a  central  vertical  abaft  as  well  as  on 
its  own  axis,  and  fitted  with  light  iron  bars 
placed  at  regular  intervals  along  the  length  of 
the  shaft,  which  by  their  motion  more  effectually 
mix  up  the  grist  in  the  tun.* 

One  or  more  pipea,  termed  underlets,  by 
means  of  which  hot  water  can  be  intiodaoed 
into  the  tun  under  the  false  bottom  for  the  pur- 
pose of  raising  the  temperature  of  the  mash 
when  required,  should  be  affixed  to  every  mash 
tun.  This  heating  is  termed  piecing  up,  and  the 
hot  water  run  in  hir  the  purpose,  pieoe  liquor. 

The  relative  proportions  of  a  mash  tun  ate 
a  matter  of  some  importanoe.  Table  V.,  given 
by  Southby  for  the  form  of  maah  t 


describing,  shows  these  proportions. 
For  the  purpose  of  drawing  o&  tb 
I  extract  of  Uie  malt,  or  in  technical  language 


rart,   the   bottom    ol^e 

'"i-d  with  a  auit- 

t,  which  should 

lor  intervals  to 


at  [deasore.  Inside  the 
cylinder  and  running  its 
whole  length  ^is  a  shaft 
provided  with  spokes  at 
short  and  regular  mtervals, 
and  of  auch  a  length  that 
the^  just  revolve  freely 
mside  the  cylinder  as 
shown  in  section. 

The  shaft  is  driven  by 
a  pulley,  and  the  grist  is 
ted    into    the    uppw   side 

through  the  uprightT- pieoe,  *^'*-  " 

the  water  from   the  hot  liquor  back  meeting  I 
the  grist  at  this  point.  i 

A  slide,  accurately  adjusted  by  mesjis  of  a 

screw,  regulates  the  fall  of  the  malt,  whilst  a  ^(^^t* 
screw  tap  allows  of  the  admission  of  the  proper  maahed 
quantity  of  water.  -    — 

The  process  of  mmtiing  js  carried  on  in  a 
veaael  called  a  mash  tun,  ■.     ThiB  may  be  ntade  & 

of  wood,  wood  lined  with  copper,  or  of  iron,  but  * 

the  material  most  generally  employed  ia  iron,  i^ 

as  it  is  found  to  last  very  much  longer  than  wood  i        1& 
and  is  more  easily  oleaned.     Wood  mash  tuns, '        ^ 
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it  from  diut. 

This  oover  mnv  b«  of  two  foruu,  Bquwe  top 
and  oonioftl,  but  the  one  to  be  mcuit  preferred  u 
undoubtedly  the  coniokL  The  aqokre  top,  which 
ii  of  the  ume  dumeter  kU  the  way  up  M  the 
nuidi  tun,  and  ii  from  two  to  two  and  a  naif  feet 
in  height,  ia  provided  with  doon  or  sliding 
ahatten.  The  gieat  objeotion  to  this  form  is 
the  large  amount  of  spaoe  left  above  tike  mash, 
and  the  facility  afforded  by  the  flat  top  (or  the 
ooUection  of  dnat. 

The  conioal  oover  ia  made  in  insular  oeotiona, 
all  of  which  ue  removable,  whilst  the  objectiona 
to  the  square  top  are  reduced  to  a  minimum. 

Both  thwetypee  of  covers,  however,  are  being 


rapidly  replaced  by  copper  covers,  getiandly 
haod-shapoil,  hung  on  chains,  and  worked  by 
puUevB  and  weights  so  that  the  hood  oan  be 
readily  iowerod  or  raised  a«  desired. 

The  dr«w-off  pipes  to  which  laps  are  aSized 
are  carried  separately  from  the  nuuh  tun  to  a 
small  receiving  vessel  termed  the  '  underback,* 
into  which  the  wort  from  each  tap  flows,  and  is 
conveyed  from  this  to  the  coppra. 

Figs.  11  and  12  give  a  general  view  of  all  the 
mashing  arrangements  described  above. 

As  we  have  said,  the  malt  as  it  leaves  the 
grist  case  meets  ia  Steel's  mashing  machine 
with  the  hot  liquor,  and  both,  thoroughly  inter- 
mixed, are  run  into  the  maah  tun.  As  eocm  as 
all  the  grist  is  run  in,  a  few  gallons  of  nmhtng 
liquor  are  run  through  the  Steel's  masher,  and 
then  the  rakes  are  set  going,  two  turns  round 


Fia.  11. — HAsmNQ  Rooh  in  Huasa.  WoRTHraoTOM  ft  Co.'8  Bbiwxbv,  Bcstoh-oh-Tkekt.' 


the  tun  being  considered  suflicient.  The  tem-  ' 
peraturo  of  the  maah  is  then  taken  ;  this  may  , 
vary  from  140°*'.  \o  IWF.  according  to  the  i 
[vactice  of  the  brewery.  If  this  initial  tempera-  ' 
turc  is  not  up  to  the  proper  point,  then  some  i 
more  hot  liquor  is  introduced  through  the  under- 
let until  the  right  temperature  is  attained  ;  the 
covers  are  shut  up  and  the  mssh  allowed  to  I 
stand,  generally  for  one  and  a  half  to  two  hours. 

29,  The  ehemleal  chAngM  vhleh  ireeur  daring  < 
IDMhlng.  When  ground  msit  is  brought  into  , 
contact  with  watsr  at  the  mashing  temperature,  ' 
the  starch  which  it  nontaina  becumca  gt-Iatirised 
and  the  several  enzymes  present  in  the  malt  are 
enabletl  to  perform  their  several  functions.  The  I 
amylo-bydrolystordiastaseactsupon  thestarch,  ' 

■  Thlii,witb  Fla,  IS.  arc  UIi«d  Irom  Noted  Bmnriea  ol 
GreatBil<aln,bykladpermlulaiiDf8liJ,C&u>toa&Soiu. 


which  becomes  rapidly  converted  into  dextrin 
and  maltose  ;  the  proteo-hydrolyst  or  proteo- 
lytic enEvmes  act  upon  the  nitrogonous  or  al- 
buminoid bodies,  converting  them  into  less 
complex  and  more  soluble  compounds,  some  of 
which  are  in  a  form  readily  assimilable  by  yeast. 
The  other  carbohj-drstes,  such  as  dextrose,  cane 
Hugs.r.  and  lavuloae  (known  as  the  ready-formed 
sugars  of  malt),  also  enter  into  solution. 

The  action  of  the  proteolytic  eniymes 
ptplasf.  and  Iryptaw  is  practically  a  continua- 
tion of  the  action  taking  place  on  the  crowing 
floors  during  the  process  of  malting,  but  is  some- 
what restricted,  owing  to  the  temperature  of  the 
moj-h  being  above  the  maximum  of  activity  of 
these  fcrmenU.     The  action  consists,  as  ainwdy 

Sointed  out  earlier  in  this  artiole,  in  the  pro- 
uction  of  albumoses,  peptones,  and  amidee  and 


amino-acitb,  the  latter,  the  lowest  type  of  nitro- 
geoouB  bodies  formed,  being  those  most  readily 
usimibted  by  jeurt. 

Recent  researohes  have  proved  moet  oon- 
dusivelj  that  when  gelatinised  storoh  is  ooted 
upon  by  diMtsae  it  is  split  up  into  destria  and 
maltoae,  sad.  under  certain  oonditions,  into 
maltodextrin  as  well,  aad  that  this  ohonge  is  a 
molecnlar  one,  and  does  not  take  pUoe  aocording 
.to  one  equation,  but  to  several,  depending  upon 
the  temperature  at  which  such  a  transformation 
is  effected,  and  that  the  conversion  aft«rw«rds 
of  the  dextrine  first  formed  into  maltoee  is  a 
slow  and  gradual  act  of  hTdration.  In  all  proba- 
biUty  the  molecular  tnuisformations  of  storob 
may  bo  represented  by  at  least  eight  possible 

Xstions,  depending  upon  the  temperature  at 
ch  such  transformations  are  effected. 
The  following  table  sivos  (he  respective  pro- 
portions of  tnaltOM  and  dextrin  oorresponding 
to  thete  eight  equations,  as  well  as  the  ouprio- 


of  each  of  these  transformations  ;- 

T*BL1  VI. 


No.  of 
truMlor- 
motlou 

Maltose 

Dextrin 

E 

Wd 

^Strt^ 

Soluble 

starch 

0 

0 

0 

108 -O* 

I 

10* 

8B-e 

6-4 

18S-6 

Erythro- 
dextrino 

20-8 

76-2 

12-7 

182-4 

..       » 

310 

6W» 

18-9 

176-2 

Achroo- 
dextrina 

41-3 

S8-7 

28-2 

170-2 

..     a 

SI -3 

48-7 

31-3 

1643 

811 

38-9 

37  3 

I68-4 

".       > 

71-0 

28-0 

43-3 

80-8 

I9'2 

4B-3 

146-7 

",     i 

90-3 

9-7 

56-1 

141-0 

HaltoM 

— 

_ 

61-0 

135-4 

"~ 

WC.  (150-S'F.),  the  eonversion  of  stuoh  into 
dextrin  and  maltose,  and  the  subeequent  hydra- 
tions of  the  higher  deitrina  into  the  lower  seem 
to  be  almost  oompleted  by  the  end  of  the  first 
16  minutes,  and  even  for  the  tnuiBformatioD 
at  06°C.  there  is  a  fall  of  angle  of  only  10°  from 
IS  to  60  minutM,  whilst  for  the  fint  16  minutes 
the  fail  is  three  timee  as  much. 

Tabm  VII. 


ThrouEhout  the  whole  range  of  the  tronsfor- 
matlons  5t  starch  condnct«d  with  malt  extract 
under  the  moet  varying  oonditions,  results  may 
be  obtained  which  are  always  compatible  with 
the  hypothesis  that  the  hydration  and  splitting 
up  of  the  molecule  of  soluble  starch  are  attended 
with  the  production  of  (1)  a  cry  stall  tsablo  body, 
maltoee,  naving  a  speciGo  rotatory  power  of 
[■]j,=i3fl-4°,  and  a  cuprio-oxide  reducing  power 
of  KT=ei ;  and  (2)  a  series  of  non-crvBtalUsable 
polymerio  bodies,  the  doitrins,  all  having  the 
same  Bpeoifio  rotatory  power  of  lal[,=195",  and 
no  cupric-oxido  reducing  power  whatever. 

The  influence  which  temperature  exerts  upon 
the  transformation  is  readily  seen  on  referring  te 
Table  VII.,  where  is  shown  a  series  of  curves  for 
transformations  made  under  varying  conditions 
of  temperature,  and  token  from  Brou-n  and 
Heron's  paper  on  the  Transformations  of  Starch 
(Chera.Soc.Trans,  1879,596).  Itisatonceevident 
from  these  curves  that  the  percentago  of  dextrin 
in  any  given  transformation  is  directly  proper- 
tional  to  the  temperature,  whilst,  on  the  other 
hand,  the  maltoee  is  inversely  bo.  We  are  also 
struck  with  this  remarkable  fact,  that  with  the  l 
exception  of  the  tranxformation  carried  on  at  [ 


.  _i  nnbested  malt  eiliact  at 
4v-Hrv.;  B,iUtto,b«tsdto«0°C.;o,dltto,beated 
to  a«°C. :  D,  B,  ditto,  heated  to  7&°C. 

On  the  large  scale  in  the  brewery,  where  the 
process  of  mashing  is  carried  on  under  the 
normal  conditions,  the  transformation  shown  at 
06°C.  is  the  one  which  usually  takes  place. 

This  may  be  seen  by  referring  to  the  curves 
shown  in  Table  VIIL 

Tablb  VIII. 


These  were  deduced  from  a  series  of  polarisa- 
tions of  voita  from  malt  mashed  under  similar 
conditions — (a)  in  the  laboratory,  (B)  in  the 
brewery,  water  at  the  rate  of  two  barrels  per 
quarter  of  malt  bptng  used  in  both  cases,  and 
samples  were  taken  every  IS  minutes  from  time 
al  finishing  mashing. 

On  comparing  these  with  Brown  and  Heron's 
curve  for  starch  transformations  at  66*  we  are 
at  once  struck  with  the  groat  similarity  which 
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existd  between  them,  the  nature  of  the  ourves 
being  almost  exactly  the  same  in  both  cases,  a 
comparatively  rapid  fall  ooonrring  during  the 
first  30  minutes,  slow  and  regular  hvdnition 
proceeding  afterwards,  but  only  to  a  slight  ex- 
tent, the  difference  in  specific  rotatoiy  power 
between  30  minutes  and  120  beins  only  about 
V  in  each  case,  so  that  it  may  he  taken  for 
granted  that  the  dextrin  maltose  ratio  that  is 
to  obtain  in  the  resulting  wort  is  practically 
decided  during  the  first  3u  minutes.  On  com- 
paring the  curve  at  W  in  Table  VII.  with 
those  at  higher  and  lower  temperatures,  it  would 
appear,  curiously  enough,  as  if  this  temperature 
for  mashing  were  just  on  the  boundary  line  as  it 
were,  a  few  dqg^rees  either  higher  or  lower  giving 
worts  highly  £xtzinou8  and  poor  in  malt^e^  or 
else  the  very  opposite. 

Seeing,  then,  what  a  very  great  influence  a 
few  degrees  of  temperature  would  appear  to 
exert  upon  the  composition  of  the  wort,  too 
much  stress  cannot  be  laid  upon  the  necessity 
of  attending  carefully  to  the  initial  temperature 
of  the  mash,  and  there  can  be  little  doubt  that 
the  polarisation  of  samples  of  wort  taken, 
say,  at  16,  30,  and  46  minutes  from  the 
time  of  finishing  mashing,  would  give  an  in- 
telligent brewer  much  valuable  information  as 
to  we  relative  diastatic  capacities  of  the  several 
malts  he  may  have  to  deal  with,  enabling  him  to 
form  a  pretty  accurate  idea  as  to  the  most  suit- 
able temperatures  for  future  mashings,  and 
giving  him  a  more  perfect  control  over  the  subse- 
quent operations  oi  sparging,  pitching,  attenuat- 
ing, &c. 

By  an  intelligent  restriction  of  the  diastase 
in  the  mash  tun  by  means  of  careful  manipula- 
tion of  the  initial  temperatures,  therefore,  a  brewer 
is  able  to  regulate  approximately  the  carbo- 
hydrate matter  which  will  exist  in  the  finished 
beers. 

Thus  for  stock  ales  a  comparatively  high  per- 
centage of  carbohydrates,  unfermentable  by 
primary  yeast,  is  necessary  in  the  beer  at  time  of 
racking,  consequently  rather  high  mashing  heats 
are  employed.  Using  an  average  pale  ale  malt, 
an  initial  temperature  of  from  68®  to  70®C. 
(165''-168''F.)  is  usually  obtained  with  underlet 
at  77®C.  (170*»F.).  For  mild  ales  where  a  low 
percentage  of  unfermentable  carbohydrates  is 
desirable  in  the  beer  at  racking,  comparatively 
low  heats  are  necessary,  and  an  initial  tempera- 
ture of  62*»-64*a  (143M48*»F.)  is  usuaUy  ob- 
tained with  underlet  at  82®a  (ISO^^F.).  La.  the 
case  of  black  beers,  where  high-dried  malts  are 
used  which  have  rather  low  diastatic  activity,  low 
mashing  heats  are  essential  to  encourage  dia- 
static action.  An  initial  temperature  of  61^-63^0. 
(142*»-147*F.)  is  usual  with  underlet  at  82*-87®C. 
(186''-190''F.),  so  as  to  raise  the  mash  to  66''C. 
(152®F.)  after  20  minutes*  stand.  Of  course,  the 
mashing  temperatures  vary  with  the  quality  of 
the  maUs,  but  the  above  are  within  the  range  of 
temperature  employed.  The  initial  tempera- 
ture is  determined  either  by  inserting  a  thermo- 
meter specially  made  for  the  purpose  into  the 
mash  in  the  tun,  or  by  fixing  a  thermometer  in 
the  shoot  leading  from  the  outside  masher  into 
the  mash  tun. 

During  the  operations  of  spai^ing,  some  of 
the  harder  portions  of  the  starch  which  had 
hitherto   escaped  saccharification   become   dis- 


solved out  and  transformed  by  the  diastase  still 
remaining  into  dextrin  and  maltose.  If  the 
sparging  DC  applied  at  too  high  a  temperature, 
this  stuch  becomes  gelatinised,  but,  in  great 
part  unconverted,  owing  to  the  destruction  of  the 
diastase  at  these  temperatures,  passes  on  into  the 
wort,  and  although  tnis  starch  of  itself  exercises 
very  little  if  any  injurious  influence  on  the 
finished  beer,  it  nevertheless  serves  as  an  index 
of  other  dangers,  for  the  high  sparging  tempera- 
tures which  oring  into  solution  some  of  the  pre- 
viously unacted  upon  starch,  abo  cause  some  of 
those  nitrogenous  bodies  which  at  the  ordinary 
mashing  temperature  are  quite  insoluble,  to  be- 
come tartly  soluble,  especially  in  the  presence 
of  the  saccharine  matter  of  the  wort ;  and  these, 
finding  their  way  in  a  state  of  semi-solution  into 
the  finished  beer,  cause  a  persistent  cloudiness* 
which  neither  finings  nor  storage  can  remove* 
besides  offering  encouragement  to  the  develop- 
ment of  hurtf ulgerms  always  present  to  a  greater 
or  lees  extent  in  freshly  racked  beer. 

As  soon  as  the  mashing  process  is  considered 
to  be  complete,  which  is  generally  about  2  hours 
after  starting,  the  tape  leading  from  the  various 
underlets  are  opened,  gently  at  first  and  after- 
wards more  quickly,  till  the  liquor  runs  half -bore 
and  the  wort  is  allowed  to  flow  into  the  under- 
back.  The  first  few  barrels  that  come  over  arc 
generally  cloudy,  owing  to  the  presence  of  small 
particles  of  the  mash  wiuch.  have  passed  through 
the  perforations  in  the  false  bottom,  and  paruy 
from  a  reduction  of  temperature  of  the  wort 
through  coming  in  contact  with  the  cold  pipe. 
This  cloudy  wort  is  returned  to  the  mash  tun. 
As  soon  as  the  taps  begin  to  run  fairly  bright  the 
wort  is  allowed  to  flow  from  the  underback  into 
the  copper. 

When  the  mash  is  completed  and  the  wort  is 
running  into  the  copper,  the  temperature  of  the 
liouor,  or  tap  heat,  as  it  flows  from  the  taps  is 
tsken.  This  is  generally  done  about  half  an 
hour  from  time  of  first  setting  tape. 

30.  Sparging.  After  a  certain  number  of 
barrels  of  wort  have  been  drawn  off,  a  further 
quantity  of  mashing  liquor  is  sprinkled  over  the 
goods  by  means  of  a  sparger,  for  the  purpose  of 
washing  out  as  completely  as  possible  the  wort 
still  adhering  to  the  insoluble  matter  or  grains  in 
the  mash  tun.  The  sparger  (Fig.  10,  b)  consists  of 
two  or  more  hollow  arms  perforated  along  one 
side  and  extending  to  the  sides  of  the  mash  tun. 
The  older  forms  are  connected  with  a  central 
basin  through  which  the  upright  shaft  of  the 
mashing  machine  passes,  and  the  basin  runs  on 
wheels  fixed  to  a  carriage  on  the  upright  shaft. 
The  mash  liquor  flows  into  the  central  basin, 
thence  along  the  arms  and  through  the  perfora- 
tion, causing  the  arms  to  revolve ;  by  this  means 
the  whole  of  the  goods  are  exposed  to  a  washing 
operation,  whereby  the  greater  part  of  the 
residuary  wort  matter  adhering  to  the  grist  is 
abstracted. 

Great  improvements  have  been  made  in 
spargers,  with  a  view  to  increasing  the  extract 
obtamed  from  the  goods.  In  the  latest  forms 
the  perforations  along  the  arms  aro  made  very 
fine,  thereby  causing  the  liquor  to  issue  in  a 
fine  spray,  which  is  thoroughly  and  evenly 
distributed  over  the  ^ole  surutoe  of  the  goods. 
The  liquor  passes  through  the  central  shaft 
straight  into  the  arms,  which,  being  hung  on  ball 


ore   a   ateady  MTolatiOD    at   any 
spaea. 

Hoat  brewers  begin  Hpaiging  shortly  after 
iettbg  tap«,  and  keep  the  Bpoiges  going  oon- 
tinuoualj  until  the  whole  of  the  wort  matter  haa 
been  got  away  from  the  eraias ;  othen  do  not 
commence  to  Bpa^e  until  one-fourth,  one-half, 
or  even  three-fourths  of  the  stroog  liquor  haa 
been  diawn  off.  It  ia  prefeiabk  to  start  gpai^ing 
idien  the  first  ten  ban^  of  wort  are  in  oopper, 
at  the  rate  of  one-half  to  three-quarters  of  a 
barrel  per  quarter  of  malt,  at  a  temperatare  of 
ITO'E.,  and  until  the  upper  layers  of  the  maah, 
which  have  begun  to  oool  somewhat,  are  ^ain 
at  the  normal  temperature ;  the  sparing  liquor 
is  then  cooled  to  IBO^F.  and  the  Bpargmg  carried 
on  continuously  at  this  temperatiie  until  the 


copper  is  made  up.  If  lugher  temperatures 
tlun  these  ar«  used,  a  tisk  is  mouned  of  dissolv- 
ing out  some  of  the  unaltered  starch,  of  which 
there  is  always  to  be  found  a  small  portion 
remaining  ia  the  grains,  and  whieh  has  not  been 
acted  on  Dy  the  diastase  on  the  malt. 

It  was  at  one  time  the  custom  to  shut  off  the 
taps  when  the  gravity  of  the  wurt  had  fallen  to 
about  sp.gr.  lOOfi,  as  wort  below  that  point  was 
thought  to  oontaia  matters  detrimental  to  the 
produotioD  of  sound  beers.  In  the  writer's 
opinion  this  is  quite  a  mistaken  idea,  and  there  is 
no  reason  why  the  wort  should  not  be  run  to  as  - 
low  a  gravity  as  possible.  This  course  haa  been 
adopted  in  most  up-to-date  breweries  at  the 
present  time. 

31.  Boiling.    As  soon  as  the  wort  leaves  the 


Fio.  12. — Mashiko  Rook,  Anolo-Bavabum  Bbxwxby,  Semftos  Mau^bt. 


mash  tun  it  is,  as  we  have  already  seen,  either  run 
directly  into  the  copper  or  oolleoted  first  in  an 
int«rmDdiat«  vessel  called  the  underback,  but  It 
is  advisable  that  it  should  remain  only  a  short 
time  in  this  vessel,  so  as  to  prevent  any  appreci- 
able loss  of  heat.  As  soon  as  the  first  ten 
barrels  are  in  the  copper  the  fire  may  be  got  up, 
and  Uie  temperature  of  the  wort  raised  to  about 
180°?.  or  IWF.  At  the  same  time,  a  certain 
[Kuportion  of  the  hops  may  be  added  a  little 
at  a  time  until  all  tne  wort  is  run  into  the 
copper  or  the  copper  is  made  up.  As  soon  as 
this  is  effected  the  fire  is  increased  and  the  wort 
brought  to  the  boiling.point  as  quickly  as 
possible.  This  is  carried  on  usually  for  one  and 
a  half  to  two  hours. 

In  some  bren-eriee  it  is  the  custom  to  keep 


the  wort  as  it  Sows  into  the  copper  at  a  tem- 
perature not  eioeediiu;  166°  during  Uie  time  the 
Dopper  is  being  fillea  This  process  is  called 
stewing  the  worts,  and  is  said  to  be  often  very 
advantageous,  especially  when  the  malts  are 
deficient  in  diastatic  power.  No  advantage  can 
possibly  accrue  from  such  a  process,  but,  on  the 
contrary,  much  harm  may  result  therefrom  to  the 
finished  beer.  With  regard  to  the  period  at 
which  it  is  most  advisable  to  add  the  hops,  much 
difference  of  opinion  exists,  some  brewers  not 
adding  any  until  the  oopper  is  nearly  or  entirely 
made  up,  others  adding  the  whole  of  the  hope 
before  the  copper  ia  half  full.  Both  methods  are 
very  ohjeotionable  ;  the  addition  of  the  hops  to 
the  copper  ought  to  run  pari  paaau  with  the  in- 
Sowing  wort.     By  this  means  we  get  a  more 
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regular  preoipitatioa  and  ooagolation  of  oertain 
albuminous  substanoes  from  the  wort,  and  a 
more  even  extraction  of  the  bitter  and  resinous 
principles  of  the  hop,  the  result  being  a  well- 
broken,  rwular  wort  and  superior-flavoured  beer. 
The  usual  plan  in  many  breweries,  and  one 
which  for  several  reasons  is  to  be  strongly  re- 
commended, is  to  divide  the  total  quantity  of 
hops  for  each  copper  into  three  portions.  The 
first  portion  is  added  as  the  wort  is  running  in, 
a  relative  proportion  for  every  10  barrels  of  wort 
as  it  runs  into  the  copper  until  made  up ;  the 
second  portion  is  added  after  one  hour's  boiling, 
and  the  third  portion  half  an  hour  before  the 
copper  is  tumea  out. 

It  is  the  general  custom  to  use  a  blend  of 
several  varieties  and  qualities  of  hops,  and  m 
this  case  the  most  inferior  are  added  in  the  first 
portion,  the  second  portion  consists  of  superior 
nops  to  the  first,  and  the  last  portion  are  choice 
hops  selected  to  impart  to  the  beei  its  special 
character.  By  this  method  most  of  the 
volatile  oils  and  resins  of  the  last  portion  of 
hops  will  remain  in  the  beer,  imparting  to  it  a 
characteristic  delicate  aroma  of  flavour. 

We  have  assumed  that  the  whole  of  the 
wort  from  one  brewing  is  boiled  at  once  in 
one  copper,  and,  where  practicable,  this  is  by 
far  the  oest  plan;  but  more  often  the  wort 
from  one  brewing  is  divided  between  two 
coppers,  the  stronger  wort  being  boiled  in  the 
first  copper  with  the  whole  or  greater  part  of  the 
hops,  whilst  the  last  half  and  weaker  portion  of 
the  worts  is  run  into  the  second  copper  and  boiled 
with  the  already  exhausted  hops  which  are  re- 
turned  from  the  first  copper.  This  is  a  very 
objectionable  as  well  as  dangerous  method  of 
procedure.  The  first  copper  wort  will  contain 
proportionately  much  more  saccharine  than 
nitrogenous  matter,  the  latter  being  in  excess  in 
the  second  copper;  again,  all  the  tannin  and 
the  largest  proportion  of  the  soluble  matters  are 
extracted  from  the  hops  by  boiling  them  in  the 
first  copper,  so  that  when  these  hops,  which  are 
praoticaUy  exhausted  of  all  their  useful  pro- 
perties, are  added  to  the  second  copper  of  wort 
containing  relatively  more  albuminous  matter 
than  the  first,  comparatively  little  precipitation 
or  coagulation  is  produced  by  the  matter  ex- 
tracted from  the  hops,  whilst  a  coarse,  bitter 
flavour  is  imparted  to  the  wort,  so  that  the 
resulting  beer  contains  an  excess  of  nitrogenous 
matter,  thereby  being  rendered  more  liable  to 
disease,  and  brightening  only  with  difficulty. 
Where  it  is  necessary  to  divide  the  wort  between 
two  coppers,  the  stronger  wort  may  be  run  into 
one  and  the  weaker  into  the  other,  but  to  both 
coppers  fresh  hope  should  be  added  in  quantities 
proportionate  to  the  gravities  of  the  respective 
worts. 

During  the  boiling  of  the  wort  vnth.  hops  in 
the  copper,  all  diastatic  action  is  completelv 
destroyeKl,  and  the  starch  products  become  fixed, 
a  laree  proportion  of  the  hitherto  soluble  albu- 
minoids are  precipitated,  whilst  a  small  quantity 
of  hop  extract  is  added ;  at  the  same  time,  a 
slisht  alteration  occurs  in  the  carbohydrates 
other  than  those  derived  from  the  starch,  being 
probably  due  to  a  slight  inversion  of  a  part  of  the 
unacted-on  cane  susar  by  the  acid  of  the  boiling 
wort,  but  practical^,  the  actual  composition  of 
the  starch  products  is  unaltered  during  the  boil- 


ing process,  so  that  the  wort  at  this  stage  affords 
a  very  good  index  as  to  the  dextrin  percenta^ 
of  the  resulting  beer,  and  hence  a  systematic 
polarimetric  examination  of  wort  from  the  cop- 
per will  be  found  to  be  extremely  useful.  It 
may  be  taken  as  a  general  rule  that  the  specific 
rotatory  power  of  a  wort  should  not  fall  oelow 
las'"  [a]     or  rise  higher  than    122''  [a]^,  the 

former  indicating  an  abnormally  low  percentage 
of  dextrin  and  large  excess  of  scduUe  nitrogen- 
ous matters,  the  latter  a  very  high  peroenta^  of 
dextrin  resulting  probably  in  extremelv  nigh 
attenuations  ana  cloudy  beers,  fining  only  wnh 
difficulty. 

When  the  boiling  process  is  completed,  the 
wort  with  the  hops  is  run  out  of  the  copper 
into  the  hopback.  This  is  a  vessel  of  somewhat 
similar  construction  to  the  mash  tun  ;  the  sides 
may  be  square  or  circular  in  shape,  preferably 
the  latter,  and  is  furnished  with  a  perforated 
copper  false  bottom.  Here  the  wort  is  drained 
from  the  hops  and  run  into  a  small  wooden 
underback,  whence  it  is  pumped  up  on  to 
the  coolers,  but  as  the  hops  in  the  nopback 
retain  a  oertain  proportion  of  the  wort  adhering 
to  their  surface,  boiling  water  is  sparged  over 
them,  and  these  spar^gs  are  added  to  the  wort 
and  serve  to  reduce  it  to  the  required  gravity. 
Where  brewing  sugar  of  any^  description,  whether 
cane  sugar,  invert,  or  glucose,  is  used  in  the 
brewing,  it  is  best  to  add  the  requisite  quantity 
previously  dissolved  in  boiling  water  to  the 
wort  in  copper  about  16  minutes  before  turn- 
ing out ;  tne  usual  proportions  are  from  one- 
third  to  one-fifth  of  the  quantity  of  malt  used, 
2  cwts.  of  sugar  being  reckoned  to  be  equivalent 
to  the  extract  yielded  by  1  quarter  of  malt.  The 
quantity  of  hops  used  will,  of  course,  vary  'aith 
Uie  gravity  as  well  as  qualitv  of  the  wort.  In 
Burton  as  much  as  20  lbs.  of  hops  per  quarter  of 
malt  have  been  used  for  export  pale  ales,  but  for 
ordinary  pale  ales  from  10  lbs.  to  16  lbs.  is  the 
usual  proportion,  less  being  required  where  malt 
substitutes  such  as  invert  sugar  or  glucose  are 
used. 

The  main  effects  of  boiling  the  wort  with  hops 
in  the  copper  are :  evaporation ;  steriliBation, 
I.e.  destruction  by  heat  of  all  bacteria  and  disease 
organisms  obtained  from  the  malt  and  from  the 
air ;  destruction  of  all  diastatic  and  proteolytic 
action,  and  fixation  of  the  starch  products ; 
precipitation  of  a  large  {vroportion  of  the  hitherto 
soluble  albuminoids ;  and  the  addition  of  hop 
extract  consisting  of  the  bitter  principles  and 
tannin. 

Two  systems  are  in  general  use,  vis.  boiling 
by  fire  and  boiling  by  steam.  It  is  essential  that 
the  stability  of  a  beer  should  be  fixed  by  a 
thorough  cooking  of  the  wort,  and  this  is  readily 
achieved  in  a  suitably  deep  fire-heated  copper, 
but  it  is  rather  doubtful  whether  the  same  result 
is  obtained  in  a  copper  heated  by  steam. 

In  the  case  of  a  fire  copper,  we  have  on  one 
side  of  the  plates  intense  heat  and  on  the  other 
side  cool  wort.  The  circulation  of  the  wort  is 
excellent  and  a  vigorous  boil  results.  There  is 
also  a  continuous  exposure  of  a  layer  of  wort  to 
a  very  high  temperature  on  the  bottom  of  the 
copper,  which  receives  the  thorough  cooking 
which  is  so  essential.  In  the  case  of  steam 
coppers,  the  contact  temperature  is  very  much 
lower,  for  although  a  tumultuous  boil  is  secured 


by  the  ftid  of  ooila  and  hestere  of  various  design, 

the  temperature  obtained  it  high  and  the 
evaporation  rapid.  Still  the  wort  dean  not 
receive  the  same  '  cookins  '  that  it  does  in  a  fire 
copper  and  upon  which  the  final  atabUity  of  the 
beers  so  muon  depends. 

32.  CooUng.  Coolers  may  be  deaoribed  as 
laree  shallow  tanks  about  16  inohes  deep,  of 
Buoh  oapMiity  lu  to  contain  the  whole  contents 
of  the  copper  at  one  time  ;  they  are  generally 
oonBtruoted  of  wood,  wood  lined  with  sheet 
copper  or  iron.  Those  made  of  wood  are  rapidly 
bemg  disoarded,  as  they  are  so  liable  to  retain 
oontaminatioo  in  the  way  of  spores  of  bacteria 
or  mould. 

The  prinoipal  object  in  running  the  wort  on 
to  the  coolers  is  undoubtedly  to  lower  the  tem- 
perature or  to  take  the  '  fire  heat '  out  of  it ;  but 
at  the  same  time,  another  action  is  going  on,  the 
importance  of  which  has  only  been  oleariy 
unoeistood  during  the  last  few  years,  and  that 
is  the  aSratian  of  the  wort  or  the  absorption  by 
the  wort  of  the  oxygen  of  the  air,  either  by  way 
of  solution  or  of  combination,  for  not  only  does 
the  atmospheric  oxygen  become  dissolved  in  the 
wort  in  a  manner  similar  to  carbooio  acid  in 
water,  but  it  actually  enters  into  direct  chemical 
oombination  with  certain  nitrogenous  consti- 
tuents of  the  wort,  rendering  them  thureby  in- 
soluble and  causing  such  substances  to  be 
deposited  on  the  coolers.  Aeration  has  also  a 
considerable  influence  on  fermentation,  indeed, 
'  in  the  ordinary  process  of  brewing  normal  fer- 
mentation would  be  almost  impossible,  and  in 
every  case  most  defective,  if  the  wort,  before 
being  run  into  the  fermenting  veaeeU  were  not 
atrated  by  its  passage  over  the  coolers,  where 
the  aeration  is  more  or  leas  effective  according 
to  the  depth  of  liquid  on  the  coolers.'  ft  is 
evident,  then,  that  it  is  decidedly  advantageous 
to  allow  the  wort  to  remain  a  certain  time  on 
coolers  before  passing  it  on  to  the  fermenting 
rounds,  and  also  that  the  surface  liquid  should 
be  drawn  off  first.  This  has  beeik  effected  in  a 
very  ingenious  manner  by  the  arrangement 
shown  in  Fig.  13,  which  is  the  invention  of  Mr. 
S.  firiggt,  of  Burton-on -Trent. 


This  apparatus  simply  oonaists  of  a  vertical 
tube  made  of  metal,  fixed  over  the  outlet  of  the 
cooler  or  vessel. 

When  the  wort  or  other  liquid  is  ready  to  be 
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run  off,  the  tulie  is  filled  with  liquor,  the  float 
[daced  over  the  tube,  and  the  outlet  tap  opened  ; 
the  wort  or  liquid  at  once  begins  to  run  over  the 
top  of  the  tube  and  continues  doing  so  until  the 
whole  is  run  off  from  the  cooler  or  vesseL 


the  sediment  is  left  on  the  cooler. 

It  likewise  gets  a  bright  wort  down  over  the 
refrigerator  into  the  fermenting  tuns,  for  while 
the  bright  wort  is  running  off  from  the  top,  the 
grounds  and  thick  sediment  sink  to  the  t>ottom, 
and  remain  on  the  coolers. 

The  wort  is  usually  delivered  on  to  the  cooIm 
through  a  perforated  pipe  in  the  form  of  a  spray 
for  the  purpose  of  aeration,  and  during  the 
BUramer  months  in  some  breweries  in  order  to 
prevent  bacterial  contamination  on  the  coolers, 
these  are  replaced  by  deep  tanks,  the  spraying 
of  the  wort  being  found  sufticient  to  absorb  tte 
necessary  oxygen,  the  whole  of  the  cooling  in 
this  case  being  effecteil  over  the  refrigerators. 

After  leaving  the  coolers,  the  wort,  which  is 
not  yet  by  any  means  cold,  is  passed  over  a  re- 
frigerator, where  it  lakes  up  in  its  passage  a  still 
further  quantity  of  oxygen.  There  are  several 
forms  of  refrigerators ;  the  vertical  one  such  as 
shown  in  Fig.  U  isgenJerallycoDsidered  the  beet 


Fio.  }«. 
These  refrigerators  are  made  from  seamless 
coppertubes,  withariborfeatheron  bottom  and 
groove  or  channel  on  top  side,  running  full  length 
of  tube.  Tlie  rib  or  feather  of  one  tube  is 
securely  fastened  into  the  groove  or  channel  of 
the  next  tube,  thus  giving  great  solidity,  and 
preeenting  an  even  surface  to  prevent  any  lia- 
bility of  dirt  accumulating,  the  brewer  being  able 
at  a  glance  to  see  if  the  machine  is  peiteotly 

Tie  ends  are  fitted  wilJk  gun-metal  boxes 
with  movable  caps,  giving  easy  access  for  brush- 
ing out  the  tubes,  and  are  especially  adapted  for 
pumping,  the  tubes  having  no  divisions  to 
impede  tjie  water  passage. 

They  are  fitted  with  adjustable  feet  for  regu- 
lating Uie  flow  of  wort,  and  a  perfect  capillary 
attraction  is  obtained,  a  great  deddentam  in 
vertical  refrigerators.  The  inlet  trough  is  di- 
vided to  secure  an  equal  flow  of  wort  down  both 
sides  of  the  maohine. 

But  all  the  time  that  the  wort  is  on  the 
coolers  and  refrigerator  it  is  exposed  to  danger 


of  oontaminatioii  vith  germi  of  duettse  Buoh  aa 
bMt«m  uul  wild  types  of  y aurt.  which  are  to  be 
found  (Iw&jB  floating  about  in  the  air.  Also  be- 
yond a  oertain  Umit  aeration  is  injuriouB  to  the 
palat«  oharactemtioa  and  aroma  of  the  finiihed 
beer,  henoe  it  ia  advisable  that,  oonsistently  with 
BufBcient  aSration,  the  wort  should  be  oooled  a« 
quickly  as  possible,  eepeoiallj-  when  it  reaches 
a  temperature  of  170*  and  lower.  Coolers  and 
refrigaratora  should  therefore  be  of  aufficient 
capacity  to  oool  the  whole  of  one  brewiofc  or  syle 
down  bo  the  required  temperature,  S8'-&rF,, 
in  at  least  tiz  hours,  oountins  from  the  time  the 
first  of  the  wort  ia  pumped  on  to  the  coolers 
until  the  last  of  it  is  in  the  fermenting  veeseL 
This  temperature  will  vary  slightly  with  the 
quality  of  the  wort  and  the  temperature  of  the 
atmonthere;  but  for  beer  of  medium  strength, 
and  where  the  atmospheric  temperature  is  about 
the  average,  B8*-eO*F.  in  winter  and  ffS'F.  in 


It  han  long  been  rectunused  that  most  of  the 
disease  organums  that  Sad  their  way  into  tlie 
beer  an  introduoed  by  the  air,  and  aa  soon  m 
the  wort  on  the  oooleri  and  refrigerators  dropa 
beloir  ITO*F.,  wild  yeasts  and  aoid-forming 
bacteria  are  no  longer  killed.  It  ia  advisable, 
therefore,  uoless  the  air  playing  on  the  wort  ia 
Bteriliaed,  that  the  temperature  should  not  drop 
lower  than  170°  while  Uie  wort  is  on  the  oooleis. 
In  the  case  ol  the  refrigeratotB,  however,  the 
oonditions  are  different.  Here  aSration  is 
Bosential  aa  well  aa  the  cooling  of  the  wort  to 
t«mperatuiea  tarourable  to  the  growth  of 
diseaae  germs.  There  ia  an  extended  film  of 
liquid  in  contact  with  the  air,  and  the  organisma 
in  the  air  coming  in  contact  with  the  film  are 
attracted  by  it,  and,  being  of  a  visoooa  oM 


It 


refrigerators  an  enolosed  in  an  air-tight  room, 
the  walls  and  ceiling  of  which  are  made  of 
material  which  ia  easily  cleansed  and  which  is 
BuppUed  with  an  inlet  and  outlet  for  the  sterile 
air.  During  the  time  the  wort  is  running  down, 
previously  purified  air  ia  blown  through  the 
room  at  a  sufScient  rate  to  renew  the  atmosphere 
at  least  twenty  timea  in  order  to  ensure  efficient 
aeration  and  also  to  remove  the  reek. 

There  are  several  air  purifiers  in  use  at  the 
present  time,  but  the  principle  is  the  same  in  all 
oases,  and  consists  in  blowing  air  by  means  of  a 
fan  over  an  adhesive  or  viscous  liquid  containing 
a  germioide.  This  liquid  absorbs  all  the  micro- 
organisms from  the  atr,  which  issues  from  the 
outlet  in  a  perfectly  sterile  condition. 

Of  ooune,  it  is  essential  that  the  ceiling,  wallx, 
and  floor  of  the  refrigerator  room  should  be 
perfectly  clean,  as  it  would  be  useless  to  inject 
pure  air  into  a  room  in  an  unclean  condition. 

33.  Fennentlng.  From  the  refrigerator  the 
wort  is  conveyed  by  copper  pipes  to  the  fer- 


menting; tun  (Fig.  IS,  a).  This  is  usually  oon- 
Btruat«d  of  wood,  and  may  be  square  or  round, 
preferably  the  latter,  aa  being  more  easily 
cleansed.  The  wood  generally  preferred  is 
Dantzie  deal,  but  care  must  be  taken  before 
using  vessels  made  with  this  wood  to  fiist  remove 
its  reainoua  flavoui'  from  it  before  running  in 
the  wort.  The  surfaces  of  wooden  vessels 
should  present  a  perfectly  smooth  interior 
surface,  otherwise  tney  become  very  readily 
cont4imiaated.  On  this  account,  copper  in  thin 
sheets  has  been  very  eiteosively  employed  for 
lining  these  vessels.  This  is  undoubtedly  the 
finest  material  that  can  be  employed,  aa  it  is  so 
very   readily   cleansed,   is   not   Uable   t  ~ 


perator  or  coil  of  pipe  throi^  which  either  hot 
or  cold  water  may  be  transmitted  for  the  purpose 
of  regolating  the  temperature  of  the  fermmting 
wort.  As  soon  as  the  first  ten  barrels  of  wort 
are  in  the  fermenting  tun  the  requisite  quantity 
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of  yeast  may  be  added  ;  this  is  called  *  pitching.' 
Tlie  quantity  of  yeast  to  be  added  will  of  course 
vaiy  aooozding  to  the  strength  of  the  wort,  the 
quantity  of  hope  used,  qiudity  of  yeast,  and 
season.  For  light  ales  and  running  beers  about 
f  lb.  to  1^  lbs.  per  barrel  of  wort  are  used,  whilst 
for  the  stronger  ales  from  1^  to  3  or  eyen  4  lbs. 
in  some  oases  are  used. 

In  general  appearance  the  yeast  should  be  of 
a  rich  cream  colour,  possessing  a  sweet  clean 
smelL  Under  the  microscope  the  cells  should 
be  uniform  in  size,  full  and  plump-looking,  and 
transparent,  containing  few,  if  any,  yacu^es  or 
granulations ;  the  cell  walls  should  be  thick  and 
free  from  pitting  and  stand  well  out  against 
the  field.  No  signs  of  budding  should  be  ap- 
parent, and  no  d^Mi  or  shrivelled  cells  should  be 
present.  The  presence  of  any  dead  cells  may 
easily  be  determined  by  running  on  to  the  slide 
a  drop  of  methylene-blue  solution,  which  in- 
BtarUly  stains  aU  dead  matter,  hvi  has  no  effect 
on  Uving  ceUa.  In  a  really  good  pitohing  yeast 
no  bactoria  or  other  germs  of  disease  ought  to 
be  present,  but  most  yeasts  generally  contain  a 
few.  As  a  rule,  any  sample  of  yeast  that  contains 
more  than  20  short  bacteria  (rods)  in  10  fields 
ought  to  be  condemned  for  pitohing  purposes ; 
the  presence  of  any  of  the  longer  forms  of 
bacteria,  whether  straight  or  bent,  is  sufficient  to 
at  once  condemn  the  yeast  as  being  a  highly 
dangerous  one  to  use. 

As  has  already  been  mentioned,  it  is  almost 
impossible  to  determine  by  ordinary  micro- 
scopical examination  the  presence  or  absence 
of  wild  types  of  yeast ;  these  must  be  looked 
for  by  Hansen's  method  of  ascospore  forma- 
tion. 

As  soon  as  the  wort  has  been  cooled  to  the 
proper  temperature,  and  ready  to  undergo  the 
process  of  fermentation,  it  is,  according  to 
the  Inland  Reyenue  Act  of  1880,  run  into  a 
yeesel  called  the  collecting  vessel,  where  it  must 
remain  for  a  period  not  less  than  12  hours, 
or  until  such  time  as  the  Excise  officer  can  deter- 
mine its  gravity  and  bulk  for  the  purpose  of 
levying  the  required  duty.  In  most  breweries 
these  collecting  vessels  are  the  fermenting  tims 
themselves. 

After  all  the  wort  has  been  run  into  the  tun 
and  the  yeast  thoroughly  roused  up  with  it,  the 
process  of  fermentation  commences ;  bubbles  of 
gas  rise  to  the  surface  until,  after  a  Vdiile,  the 
whole  of  the  surface  becomes  covered  with  a 
creamy  froth.  As  the  fermentation  progresses 
and  the  decomposition  of  the  sugar  bwomes 
more  rapid,  the  greater  is  the  amount  of  car- 
bonic acid  which  is  liberated,  and  the  froth 
swells  up  to  such  an  extent  that  at  last,  not  being 
able  to  resist  any  further  tension,  it  topples  over, 
giving  rise  to  that  *  rocky  '  appearance  which  is 
seen  on  the  surface  of  healthy  fermentations 
during  the  earlier  stages.  At  the  same  time,  the 
temperature  of  the  liquid  will  be  noticed  to  rise 
steadily.  If  this  goes  on  too  fast  it  must  be 
checked  to  a  slisht  extent  by  running  some  cold 
water  through  tne  attemperator.  Under  normal 
conditions  a  rise  of  1*  ought  to  take  place  in  6 
hours,  so  that  at  the  end  of  about  60  hours 
the  temperature  of  the  fermenting  wort  would 
have  risen  to  70*F. ;  the  beer  wiU  at  the  same 
time  have  attenuated  to  about  one-half.  Thus 
a  beer  wort  which  had  a  specific  gravity  of  1050 


at  time  of  pitohing  will  now  show  an  apparent 
specific  gravity  or  attenuation  of  about  1023. 

This  is  about  the  highestpoint  the  tempera- 
ture is  allowed  to  rise  to.  When,  therefore^  this 
point  is  reached,  the  separation  of  the  yeast 
from  the  beer,  or  the  cleansing  process,  is  com- 
menced. 

Up  to  this  stage  from  the  time  of  pitohing, 
the  fermentation  is  very  closely  watehea  by  the 
brewer,  and  the  temperature  and  attenuation 
taken  at  intervals  of  about  five  hours.  If  the 
fermentation  goes  on  too  rapidly,  it  is  easily 
controlled  by  running  more  water  through  the 
attemperator. 

When  the  yeast  is  first  added  to  the  wort  it 
lays  hold  of  the  free  oxysen  which  has  been 
dissolved  by  the  passage  of  such  wort  over  the 
refrigerators,  and  not  until  the  greater  portion 
of  that  oxygen  is  used  up  do  the  yeast  cells 
begin  to  attack  the  sugars  of  the  wort  and  split 
them  up  into  carbonic  acid  and  alcohoL  It  nas 
been  found  in  practice  that  the  fermentetion 
proceeds  more  satisfactorily  if  a  certain  amount 
of  aSration  is  carried  on  during  the  prooess.  This 
can  be  done  by  pumping  air  into  the  tun  of 
fermenting  woit,  but  yea^  not  only  requires  a 
limited  amount  of  air,  but  also  a  vigorous 
motion  from  time  to  time,  in  order  to  enable  it 
to  do  its  work  effectually  as  well  as  to  render 
it  capable  of  being  eliminated  from  the  beer. 
Hence  a  thorough  rousin^^  by  means  of  long 
paddles  or  oars  worked  with  hand,  or  by  some 
form  of  the  various  machines  introduced  for  this 
purpose,  is  necessary  at  stated  intervals,  more 
especially  where  the  fermentation  is  inclined  to 
be  at  all  slu^ggitBh. 

During  late  years,  owin^  to  the  general  use 
of  malt  and  substitntee  devoid  of  yeast  nutriment 
in  brewing,  the  more  highly  dried  character  of 
the  malt  m  use,  defects  of  much  modem  malt 
attributable  to  variation  and  inferiority  of  barleys 
wetted^  and  reduction  in  gravities  of  collected 
worts,  several  forms  of  nutriment  for  the  yeast 
have  been  introduced.  These  consist  chiefly  of 
peptones  and  amides  which  have  been  proved 
to  be  the  best  nitrogenous  nutriente  of  yeast. 

3i.  Cleaiisiiig.  &e  separation  of  the  yeast 
from  the  beer  may  be  accomplished  in  many 
ways.  The  three  principal  systems  are  known 
as: 

The  cleansing  system,  as  practised  in  some 
London  breweries,  and  also  in  Burton,  but  on  a 
very  much  imi>roved  method. 

The  skimming  syskm,  as  generally  adopted 
throughout  the  South  and  West,  as  well  as 
many  other  parts  of  England ;  and 

The  stone  square  system,  which  is  almost 
exclusively  confiiaed  to  Yorkshire. 

In  London,  and  indeed  in  many  country 
breweries,  the  cleansing  is  e^cted  by  running 
the  beer  from  the  fermenting  tun  by  means  ca 
a  hose  into  ordinary  30-gallon  casks,  arranged 
in  rows  side  by  side  on  a  wooden  trough  or 
stilUon,  about  2  feet  from  the  ground.  The 
beer  remains  in  these  casks  for  some  days,  the 
bunghole  being  left  open,  and  through  it  the 
yeast  works  out  and  faUs  into  the  stillion.  As 
the  yeast  works  over,  more  beer  is  added  to  each 
cask,  so  that  by  the  time  the  beer  is  freed 
entirely  from  the  yeast,  each  cask  is  full  and 
ready  to  be  bunged  up,  and  sent  away  for  con- 
sumption, for  London  beer  fermented  upon  this 


method  ot  cleanaiDg  it,  however,  being  Tepidly  ■  yeast  U  either  preased  and  sent  avay,  i 

replaced  by  the  akimming  system  ;   this  in  prin-  :  for  pitchins  freah  wort. 

ciplo  Himply  oonsiBts  in  uiimming  off  the  yeasl  .        After  the  first  sLimming,  the  yeMt  still  cchi- 


from  the  suriftDr  uf  the  liquid  from  time  to  time  |  tinues  to  throw  up  a  cleaner  and  whiter-looking 
aa  it  Tisui  to  the  top,  and  may  be  effected  either  :  head,  so  that  in  about  3  or  4  hours'  time 
in  the  fermenting  tun  itaelf,  or,  which  is  much  ;  a,  second  skimmins  is  made,  and  so  on  every 
prefpiKbte.  in  the  closuser.  The  beer,  when  it  hss  '  3  or  4  hours  until  all  of  the  yeast  has  sepa- 
aCtained  the  proper  degree  of  attenuation  and  l  rated  from  the  beei.  It  is  geuenlly  found 
temperature,  is  run  doun  from  the  fermenting  I  that  from  four  to  five  skimmings  are  necenary 
tun  along  with  the  yeast  into  a  large  square  j  to  effect  this.  After  the  last  udmrning  a  thin 
wooden  tank  called  the  skimmini;  back  or  settler  I  but  tough  Glm  of  yeast  forms  on  the  surface  ; 
(Fig.  16,  b).  This  is  fitted  with  attemperatora  I  this  is  aUowed  to  remain,  and  serves  as  a  covering 
which  run  round  the  sides  ;  at  One  end  are  Sxsd  |  to  protect  the  beer  from  aerial  coDtatnination 
two  parachutes,  which  are  simply  larse  flat  and  from  oxidation,  as  w^  as  to  prevent  the 
funnels  of  copper  having  pipee  4  inches  in  '  escape  of  carbonic  acid.  A  general  view  of 
diameter  attached  to  them,  the  whole  being  these  skimming  backs  is  shown  la  Fig.  16. 
tinned  over,  and  capable  of  being  raised  or  i  It  usually  remains  from  two  U)  three  days 
lowered  at  pleasure  by  means  uf  a  screw  and  in  the  settlers  after  the  last  skimming,  bo  as  to 
winch  handle.  allow  all  matters  in  suspension  to  settle  out. 

When  the  liquor  is  run  into  the  settler.  At  the  end  of  that  time  the  beer,  which  is  now 
owing  to  the  thorough  aeration  which  it  receives  very  nearly  if  not  quite  bright,  is  run  down  into 
in  so  doing,  a  vigorous  fermentation  takos  {dace,  a  large  tank,  termed  a  racking  square,  where, 
and  uniesa  carefully  watched  the  temperature    after  remaining  a  few  hours,  it  is  racked  off  into 

trade  casks;  either  to  be 
sent  away  for  consump- 
tion or  to  be  stored  for 
tome  time  to  mature. 

The  Burton  Union 
system,  as  the  Burton 
system  of  cleaiunng  is 
called,  may  be  regarded 
as  the  scientific  develop- 
ment of  the  old  London 
system  of  cask  cleansing 
on  stilliona.  In  this 
system  a  number  of  casks 
orniuons(Fig.  17)  capable 
of  holding  four  barrels  of 
beer,  are  placed  side  by 
side  in  two  rows ;  these 
are  hung  in  sets  of  twelve 
or  more  on  a  substantial 
frame,  so  as  to  admit  of  a 
free  revolution  of  each 
cask  on  its  uds,  so  that 
PiQ.  16.— Tcir  Room  4t  A»om.Bav4bum  BMSWMr.  Shkptom  Miixm.  J^^^h^^„" 
is  apt  to  rise.  At  this  point  attemperation  must 
be  attended  to,  but  the  fermentation  must  not 
receive  too  severe  a  check.  Soon  a  film  of  yeast 
mixed  with  carbonic  acid  gas  appears 


surface  of  the  liquid,  which  gradually  gets 
thicker,  so  that  about  6  hours  after  tunning  or 
running  into  the  cleansing  tank,  the  first  head 
of^yeaat  is  ready  to  be  skimmed  off.  This  is  done 
by  means  of  a  plank  as  long  as  the  tank  is  wide, 
furnished  with  handles,  and  held  vertically  by 
two  men  at  the  end  opposite  to  the  parachutes, 
in  such  A  position  that  one  end  of  the  plank 
just  touches  the  surface  of  the  liquid  imme- 
diately beneath  the  bead  of  the  yesst,  litis 
plank  is  then  gradually  moved  along  the  length 
of  the  tank,  pushing  the  yeast  before  it.  The 
parachutes  are  fixed  so  that  they  will  just  receive 
the  yeast  which  Qvertlows  into  them,  which  is 
then  conveyed  into  slate  tanks  plaoed  imme- 
diately beneath  (see  Fig.  Ifi,  c).  Here  it  is 
allowed  to  remain  for  some  hours,  being  rnused 
occasionally  so  as  to  drive  off  the  carbonic  acid 
gas  as  well  m  Ui  enable  the  beer  which  has  come 
over  with  it  to  settle  out,  and  which  is  dra«-n  off 


washed  tbey  can  be  filled 

with  boiling  watO',  bunged  up,  and  rapidly 
revolved.  Supported  on  the  same  frame,  and 
immediately  above  and  running  parallel  with 
these  rows  of  casks,  is  a  long  shallow  tfough 
called  the  yeast  trough,  and  at  one  end  and  at 
right  angles  t«  it  is  another  trough  called  the 


FlO.  17. 

feeding  trough.  SVom  this  trough  a  pipe, 
2  inches  in  diameter,  runs  along  the  whole 
length  of  the  series  of  casks  on  either  side, 
and  is  connected  with  each  cask  by  T-pieces 
and  screw  unions.  At  the  highest  part  of 
each  cask  is  fixed  a  ground-brass  socket,  into 
which  is  fitted  a  peculiarly  shaped  pipe  of  tinned 
copper,  teirmed  a  swan-neck,  whicb  is  arranged 
to  bend  over  the  yeast  trough,  and  serves  to 
convey  the  yeast  thrown  off  during  cleansing  to 


this  trough.  In  order  to  keep  the  OMka  full  & 
cert»ia  qtuutitf  of  Wort  U  placed  in  the  feeding 
trough,  whiob.  u  aLowed  to  nm  into  the  casks 
from  time  to  time  to  repiftce  the  ^east  (and  beer 
carried  over  with  the  yeast)  which  has  worked 
over  into  the  yeast  trough.  After  a  time  the 
beer  carried  over  with  the  yeast  sepafstee  out 
hnd  is  allowed  to  flow  into  the  feeding  trough 
tliroush  a  series  of  holea  in  the  end  of  Uie  yeast 
trougfi  nearest  to  the  feeding  trough,  of  whi(^  it 
forms  one  of  the  sides ;  tl^ae  holea  ftre  closed 
with  oorks,  and  the  mm  in  charge  ascertains  by 
trial  at  which  holes  the  beer  viUl  run  oS  free 
from  yeast,  and  accordingly  opens  these  in  turn 
so  that  the  ooslis  are  always  kept  more  or  less 
full  of  beer.  This  feeding  or  sparging  is  dons 
at  intervals  of  3  hours  until  the  active  fer- 
mentation has  ceased.    After  the  formentatioQ 


baa  subsided,  and  no  more  yeast  is  observed  to 
oome  over,   the  »wan-necks  are   removed,  the 

casks  bnnged  up,  and  the  contents  allowed  b 
remain  at  rest  for  a  few  days 
purpose  of  allowing  any  yeast  o. 
that  may  have  remained  in  snspenaion  to  settle 
down  to  the  bottoms  of  the  casks.  The  clear  ale 
is  then  drauTi  off  by  means  of  a  screw  tap  fixed 
at  the  lower  port  of  each  cask.  The  tap  projects 
e  inches  upward  into  the  cask,  so  as  to  prevent 
the  sediment  or  grounds  from  being  drawn  off 
at  the  same  time  as  the  clear  liquor.  From  these 
taps  the  finished  beer  is  delivered  by  means  of  a 
trough  running  underneath  them  into  a  large 
settling  back  or  racking  vessel,  where  it  IB 
allowed  to  settle  for  a  short  time  before  being 
drawn  or  racked  off  into  trade  casks. 

Where  the  Union  system  is  employed,  no 
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attemperators  whatever  are  used  in  the  fer- 
menting tuns,  the  time  for  the  beer  to  be  tunned 
being  regulated  entirely  by  the  temperature. 
As  soon  as  70°  is  attained,  the  beer  is  imme- 
diately ran  into  the  unions.  Neither  are  any 
attemperators  used  in  these  casks  in  winter,  but 
during  the  summer  months  free  recoaise  is  had 
to  attemperating.  Fig.  18  eives  a  very  good 
idea  of  the  Union  system  of  oleaiising. 

Where  the  Stone  Square  system  is  used,  the 
squares  are  constructed  of  stone  or  slate,  and 
have  a  capacity  of  about  30  to  50  barrels.  The 
vessels  consist  of  two  ports :  the  lower  one, 
which  has  double  aides  and  a  space  bctn'een  for 
attemperating  liquor  ;  and  the  upper  one,  which 
is  plaoed  so  that  its  bottom  forms  a  top  or  cover 
to  the  one  belon.  In  this  roof  or  coier,  there  is 
«  man-hole  with  a  raised  collar  about  li  inches 
Vou  I.— r. 


high  and  also  a  smaller  bole  provided  with  a 
v^ve,  on  the  nnder  side  of  which  a  tube,  called 
the  organ  pipe,  is  connected,  niiich  extends  to 

within  a  few  mchea  ot  the  bottom  ot  the  square. 

The  lower  vessel  is  a  little  more  than  filled  so 

that  the  wort  lies  some  2  or  3  inches  deep  in  the 

upper  one  or  yeast-back.  About  36  hours  after 
I  pitching,  pumping  is  started  and  carried  on  at 

regular  intervals  until  attenuation  is  nearly  over, 
I  wort  bein?  pumped  into  the  top-back,  wdl 
I  roused  ana  mixed  with  the  yeast  that  has  risen 
I  there,  and  allowed  to  flow  back  into  the  lower 

vessel  through  the  '  organ  pipe.'  The  whole 
I  crop  of  yeast  is  eventually  left  in  the  upper  back. 
I  This  system  is  productive  of  an  eioellent 
!  yeast  crop  and  bright  racking  beets  and  of  very 
I  brisk,  w^-conditioned  been  with  good  palat« 

fulness.     Owing   to   the   trouble   of   effectually 
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oleansing  tlieee  veesels,  and  several  other  diffi- 
culties met  with,  they  are  g^radually  going  out 
of  use. 

Space  will  not  permit  us  to  enter  into  a 
detailed  description  of  the  various  other  S3rstems 
of  fermentation  carried  on  in  this  country,  and 
we  must  now  pass  on  to  treat  very  briefly  of  the 
German  system  of  beer-brewing. 

The  German  or  decoction  method  of  mashing 
is  generallv  carried  out  as  follows : — 

Ground  malt  is  run  into  the  mash  tun,  in 
which  are  two-thirds  of  the  required  water  at 
the  ordinary  temperature  of  the  air ;  here  it  re- 
mains for  2  hours.  In  the  mean  time  the 
remainder  of  the  water  is  heated  to  boiling  in 
the  copper,  and  then  run  slowly  into  the  mash 
tun,  the  rakes  at  the  same  time  kept  revolving 
at  a  good  speed.  By  this  means  the  temperature 
of  the  mash  is  raised  to  QS^^-IWF.  The 
first  thick  mash  (about  one-third  of  the  whole) 
is  now  drawn  o£F  into  the  copper  and  boiled  for 
30  minutes,  and  then  returned  to  the  mash 
tun,  the  temperature  of  which  is  thus  raised  to 
llO^F.,  the  rakes  beins  kept  going  during  the 
addition  of  the  first  boiled  mash.  A  second 
thick  mash  is  now  drawn  off  into  the  copper 
and  heated  to  boiling-point,  and  kept  bodmg 
for  16  minutes,  and  then  run  back  again  to 
the  mash  tun,  the  temperature  being  now  raised 
to  149^F.  After  this  tne  clear  part  of  the  mash 
is  run  off  and  boiled  in  the  copper  for  16 
minutes  and  run  back  again  to  the  mash  tun  ; 
the  temperature  of  the  mash  is  now  167*F.  The 
mash  is  now  covered  up,  and  allowed  to  lie  for 
one  to  one  and  a  half  hours ;  the  taps  are  then 
set,  and  the  clear  wort  boiled  for  2  hours 
with  hops  at  the  rate  of  about  2J  lbs.  of  hops  to 
every  100  lbs.  of  malt  used,  liie  wort  is  then 
drawn  off  and  nm  over  coolers  and  refrigerator, 
where  it  is  cooled  down  to  40°F.,  and  tl^nce  to 
fermenting  tuns,  which  are  generally  placed 
under  g^und  in  order  that  they  may  be  kepf 
cool  by  ice ;  and  for  that  purpose  small  ferment* 
ing  vessels  of  about  twenty  barrels'  capacity  are 
used.  These  are  filled  nearlv  full  with  the 
wort,  and  bottom  yeast  in  the  proportion  of 
about  1  lb.  to  every  five  burels  of  wort  added  ; 
the  yeast,  previous  to  being  added  to  the  wort,  is 
first  mixed  with  some  wort  of  the  former  day's 
brewing,  and  thoroughly  aerated  by  repeated 
pourins  from  one  vessel  to  the  other,  ana  then 
put  aside  in  a  warm  place  for  some  hours,  so 
that  by  the  time  the  wort  is  ready  to  be  pitched 
a  lot  of  new  and  vigorous  yeast  cells  have 
already  formed  and  tne  fermentation  is  well 
started.  During  the  earlier  stages  of  fermenta- 
tion a  slight  head  rises  to  Uie  wuf ace ;  later  on 
the  yeast  deposits  on  the  bpttom  of  the  ferment- 
ins  vessels.  During  this  primary  fermentation, 
which  lasts  about  12  days  or  more,  the 
temperature  of  the  fermenting  wort  is  kept  at 
about  44^F.  When  the  primary  fermentation 
is  finished,  the  attenuation  has  run  down  to 
about  one-half  the  original  gravity  of  the  wort, 
and  the  beer  is  run  off,  as  free  as  possible  from 
sediment,  into  casks,  ranged  in  tiers  on  either 
side  of  koge  cellars,  which  are  kept  cold  by  ice. 
Here  they  are  allowed  to  remain  for  some  months, 
during  which  time  a  secondary  fermentation  goes 
slowly  on,  and  the  beer  gradually  clears  itself 
until  it  becomes  brilliant  and  fit  for  use. 

Where  beer  is  required  for  quick  consump- 


tion it  is  usual,  in  order  to  enable  it  to  become 
bright  rapidly,  to  add  a  solution  of  isinglass,  or 
'  finings '  at  the  rate  of  1  to  4  pints  per  barrel  of 
beer. 

The  isinglass  unites  chemically  with  the 
tannic  acid  which  is  nearly  always  present  in 
beer,  forming  a  gelatinous  nocculent  precipitate 
of  tannate  of  gelatin ;  this  very  soon  sinks  to 
the  bottom  of  the  cask,  carr3nng  all  matter  in 
suspension  with  it,  and  leaving  the  beer  clear 
and  brilliant. 

Fining  are  generally  made  by  dissolving 
isinglass  m  sour  beer.  This  is  a  crude  and  dui- 
gerous  method.  In  the  first  place,  the  isinglass 
takes  several  weeks  to  dissolve,  and  secondly,  by 
means  of  this  sour  or  turned  beer  a  great  nsk  is 
run  of  introducing  into  the  sound  fresh  beer  bM 
kinds  of  disease  germs,  but  more  partiouUriy 
8.  pastoriantu,  as  well  as  the  ropy  and  lactic 
ferments. 

The  best  and  purest  finings  are  undoubtedly 
made  by  dissolving  good  isinglass  in  dilute  solu- 
tion of  sulphurous  acid,  and  on  no  account 
should  any  other  kind  of  finings  be  used  in  the 
brewery. 

Beer  which  is  not  required  for  immediate  use 
is  stored  in  cellars  at  a  temperature  of  64^F., 
either  in  vats  or  in  the  casks  in  which  it  is  to  be 
sent  out.  Such  beers  are  generally  not  fined, 
and  each  cask  is  furnished  with  a  porous  spile 
or  vent  pe^  to  allow  of  the  escape  of  a  portion  of 
the  carbonic  acid  produced,  owing  to  a  secondary 
fermentation  which  always  sets  up  in  casks  when 
beers  are  stored  for  any  time. 

Chemical  analysis  of  a  beer  should  be  made 
shortly  after  raclong,  and  before  the  secondary 
fermentation  in  cask  has  commenced.  Such  an 
anai^'sis,  calculated  on  the  solid  extract  of  the 
original  unfermented  wort,  should  show  : 

a.  Matter  fermented. 

6.  Maltose  unfermented. 

c.  Dextrin  unfermented. 

d.  Albuminoids,  ash,  &c 

As  the  character  and  keeping  properties  of  a 
beer  depend  to  a  very  large  extent  on  the  per- 
centage of  unfermented  dextrin  which  it  contains, 
it  would  appear  very  desirable  that  an  analysis 
of  those  beers  required  for  stock  or  export 
should  occasionally  be  made,  so  that  an  idea 
may  be  obtained  as  to  the  constancy  or  other- 
wise of  their  composition,  and  hence  their 
suitability  for  the  purpose  for  which  they  were 
intended. 

Generally,  at  time  of  racking,  and  indeed  in 
some  cases  at  different  stages  of  the  brewing  pro- 
cess, some  form  or  other  of  antiseptic  is  aoded 
to  tJie  beer  for  the  purpose  of  protecting  it 
against  the  germs  of  oisease  to  which  from  one 
cause  or  anouier  it  is  so  subject.  The  substances 
most  generally  employed  for  this  purpose  are 
calcium  bisulphite,  sahcylic  acid,  or  a  particular 
form  of  potassium  sulphite,  known  as  kalium 
metasulphite.  The  antiseptic,  whatever  it  may 
be,  is  added  either  to  the  beer  whilst  in  the  rack- 
ing square,  or  to  the  beer  in  cask  just  after 
racking^  if    calcium  bisulphite  at  the  rate  of 

J  to  ^  pint  per  barrel,  or  salicylic  at  the  rate  of 
oz.  or  less  per  barrel 
Experience  shows  that  calcium  bisulphite  is 
much  to  be  preferred  to  salicylic  acid,  but  the 
chief  objection  appears  to  be  the  smell  which  it 
sometimes  imparts  to  the  beer,  especially  when 
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used  in  any  quantity.  This  may  be  got  over  by 
usine  kalium  metasulphite,  which  is  olaimed  by 
the  aisooverers  to  be  much  more  powcnrful  in  its 
action  than  bisulphite,  whilst  it  imparts  no 
smell  to  the  finished  beer. 

Absolute  cleanliness  in  every  part  of  the 
brewery  and  in  every  portion  of  the  idant  is 
necessary,  for  unless  due  regard  be  pAid  to  this 
point,  no  matter  how  good  uie  materials  or  how 
perfect  the  process  of  manufacture,  the  quality  of 
the  finished  article  will  be  sadly  defective  in  its 
most  vital  characteristic,  viz.  keeping  properties ; 
false  ferments  and  micro-organisms  of  all  kinds 
will  be  taken  up  by  the  beer  at  all  stages  of  its 
manufacture,  rendering  it  after  a  time  sour, 
unpalatable,  and  unfit  for  consumption.  In 
oraer  to  obviate  this,  every  portion  of  the  plant, 
when  not  in  use,  should  be  thoroughly  well 
cleansed  and  disinfected  with  suitabfe  agents, 
such  as  chloride  of  lime,  calcium  bisulphite, 
caustic  potash,  &c.  CJ.  A.  Hartley,  Trans,  of 
the  Laboratory  dub,  1,  42. 

BOTTLSD  BbSBS. 

The  adoption  of  lower  gravities  by  the  brewer, 
owing  to  increased  expenses  and  the  rapid  advance 
into  popular  favour  of  lisht  bitter  beers,  has  led 
to  the  almost  general  prc^uotion  of  a  beer  of  light 
gravity,  distinctly  though  not  strongly  hopjMd, 
which  will  fine  quickly  and  carry  a  gooci  condition 
within  a  very  short  time  of  racking.  The  desire 
for  good  condition  as  well  as  for  a  convenient 
package  has  gradually  created  a  large  demand 
for  bottled  beer,  and  the  bottling  trade  has  now 
become  an  integpral  part  of  almost  every  brewery. 

The  various  methods  of  bottlins  at  present 
carried  out  in  this  countrv  are  as  f oUows  : — 

1.  Natural  method  of  liwttling. 

2.  Forced  bottling. 

3.  Simple  carbonation. 

4.  Quick  chilling  and  filtering  process. 

6.  Prolonged  chillinc  and  filtering  process. 

1.  The  old-fashioned  or  natural  method  of 
bottling  can  only  be  successfully  carried  out  if 
the  beers  to  be  bottled  have  been  specially 
brewed  for  the  purpose.  There  are  many  other 
influences  besides  the  materials  used,  such  as 
the  conditions  of  plant,  aeration,  yeast,  &c.,  which 
have  their  action  upon  the  flavour,  quality,  and 
tvpe  of  the  beers;  and  it  will  be  necessary  for 
tne  brewer  to  regulate  these  matters  before  he 
is  able  to  produce  a  satisfaotoryr  article.  The 
water  used  for  mcuhing  should  be  suitably 
hardened  by  the  addition  of  gypsum  and  alkaline 
chlorides — the  gypsum  conducing  to  bright  and 
more  stable  worts,  whilst  at  the  same  time 
preventing  the  extraction  of  an  excessive  amount 
of  bitter  principles  from  the  hops,  and  the 
alkaline  chlorides  contributing  to  palate  fulness. 

Qreat  care  must  be  exerciwxl  in  the  selection 
of  materials,  and  only  the  best  malt  prepared 
from  those  faArleys  which  are  free  from  an  excess 
of  nitrogenous  constituents  should  be  used.  A 
blend  of  good  English  and  foreign  malt  with  a 
proportion  of  some  prepared  gram  will  give  the 
best  results.  It  is  also  advisable  to  use  a  good 
quality  hop  with  a  proportion  of  foreign  hops, 
on  account  of  their  greater  preservative  power, 
and  only  the  choicest  English  should  be  used  for 
dry  hopping.  It  is  necessary  that  all  secondary 
fermentation  changes  should  be  allowed  to 
complete  themselves,  and  that  the  beer  should  be 


saturated  with  carbonic  acid  sas  before  bottling, 
so  it  is  racked  into  casks  ana  stored  in  a  cellar  - 
at  a  temperature  of  50''-56''F.  When  it  is 
conditioned,  it  is  fined  if  necessary,  and  bottled 
by  meeuds  of  a  siphon  machine  into  perfectly  dry 
clean  bottles,  and  immediately  corked.  The 
necessary  bottle  condition  is  then  brought 
about  by  storing  at  a  temperature  of  about 
66^F.  for  some  time  before  consumption. 

2.  When  a  brewer  cannot  afford  to  let  his 
bottled  beers  lie  for  so  long  a  period  as  is  neces- 
sary in  the  old-fashioned  system,  he  generally 
has  recourse  to  the  second  method,  called  'forced 
bottling.'  The  same  type  of  beer  is  brewed  as 
in  the  previous  method,  and  the  same  care 
exercised  in  the  choice  of  materials,  &c. ;  but 
early  fermentation  is  encouraged  in  cask,  and 
the  time  of  storage  ^atly  curtailed.  This  is 
accomplished  by  ^dme  priming  to  the  beer  at 
the  time  of  racking,  while  early  clarification  is 
brought  about  by  the  addition  of  finings.  When 
the  be^  is  absolutely  brilliant  and  has  been 
sufficiently  flattened  in  cask,  it  is  bottled  and 
stored  at  a  temperature  of  60*-70®F.  It  is 
sent  out  immediately  it  is  sufficiently  conditioned, 
and,  provided  it  is  not  kept  too  long,  it  will  turn 
out  quite  satisfactorily. 

Naturally  conditioned  beers,  brewed  and 
bottled  under  the  most  favourable  conditions, 
present  to  the  palate  a  peculiar  pungent  flavour 
and  an  invi^ratin^  n:eshness  which  cannot 
easily  be  obtained  with  carbonated  beer.  There 
is  one  great  drawback,  however,  to  all  such 
beers,  wey  must  inevitably  be  accompanied 
by  a  deposit  which  in  many  cases  is  more  or 
less  heavy.  It  was  to  obviate  this  defect  that 
the  carbonating  system  was  first  introduced, 
and  the  many  and  various  improvements  which 
have  been  made  since  its  first  introduction  have 
made  it  possible  to  produce  a  beer  in  many 
re^>ects  equal  to  that  produced  by  the  natural 
method.  ' 

3.  To  produce  a  first-class  carbonated  beer, 
the  same  amount  of  care  in  selection  of  materials 
is  hardlv  necessary,  very  high-class  malts  not 
bein^  absolutely  essential,  and  a  certain  pro- 
portion of  invert  sugar  being  a  desirable  con- 
stituent. The  beer,  however,  must  be  specially 
brewed  for  this  purpose,  as  it  is  absolutely 
necessary  that  the  finished  beer  should  possess 
as  little  fermentable  matter  as  possible,  and  a 
very  low  attenuation.  After  racldng,  the  beers 
should  be  fined  and  remain  in  the  celmr  for  three 
weeks.  It  is  then  efficiently  filtered  through  a 
pulp  filter,  from  which  it  passes  into  an  auto- 
matic carbonating  machine,where  it  is  thoroughly 
impregnated  with  ^as  at  a  pressure  of  30-40  lbs., 
and  at  the  same  time  prevented  from  coming  in 
contact  with  any  air.  The  whole  secret  of  good 
carbonation  lies  in  properly  impregnating  the 
beer  with  gas.  The  gas  used  should  be  pure, 
the  natural  gas,  collected  from  fermenting  wort, 
being  preferred  by  some  brewers,  as  it  is  said  to 
give  better  results  and  impart  a  better  flavour  to 
the  beer.  The  beer  passes  from  the  carbonator  to 
a  suitable  bottling  machine  which  fills  into  bottles 
and  stoppers  without  wai«te  or  loss  of  gas.  This 
beer  can  be  sent  out  as  soon  as  bottled,  but  can 
also  be  kept  without  throwing  a  deposit  for 
some  time.  The  greatest  defect  attaching  to 
carbonated    beers   is   that   their   brilliancy   is 

I  influenced  by  the  temperature  at  which  they  are 
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stored,  as  they  are  inoiined  to  develop  hazmess 
in  very  hot  or  cold  weather.  This  has  been 
overoome  by  ohilling  the  beer  before  filtering 
and  bottling. 

It  ia  neoeesaxy  to  reocwnise  that  the  nsaal 
system  of  brewing  and  fermenting  must  be 
modified  to  meet  the  altered  oonditions  involved 
for  producing  chilled  and  filtered  beers,  and  the 
remarks  maae  above  with  regard  to  the  low 
attenuations  necessary  for  carbonated  beer 
applies  equally  well  for  this  type  of  beer. 

Bv  the  process  of  chilling  beer  or  the  cooling 
of  it  down  to  30^F.  the  yeast  and  other  organisms, 
with  certain  of  the  hop  resins  and  sube^mces  of 
a  proteid  nature  which  become  insoluble  at  low 
temperature  are  coagulated  and  thrown  out  of 
solution.  When  these  matters  are  separated  at 
the  same  low  temperature  by  filtration,  the  beer 
is  rendered  insensitive  to  changes  of  temperature, 
and  freed,  or  practically  freed,  from  fermentative 
organisms,  and  will  therefore  remain  briUh^t 
for  a  very  considerable  period. 

4.  The  quick-chilling  process  consists  in  rapidly 
cooling  the  beer  down  to  30®F.,  thoroughly  im- 
pregnating with  carbonic  acid  ^as,  filtering  at 
the  low  temperature,  and  bottbng.  The  com- 
plete plant  consists  of  a  refrigerating  machine  to 
cool  a  sufficient  quantity  of  brine  to  about  20^F., 
brine-circulating  pump,  one  or  more  beer-cooling 
cylkiders,  beer  filter,  and  bottle-filling  machine. 
The  refrigerating  machines  in  general  use  are 
either  the  ammonia-compression  or  the  carbonic 
acid-compression  system.  The  cooling  cylinders 
are  horizontal  cylindrical  vessels,  either  sur- 
rounded by  an  outer  jacket  or  shell  around 
which  refrigerated  brine  is  caused  to  circulate, 
or  fitted  inside  with  a  coil  of  pipe  through  which 
the  cold  brine  passes,  the  coil  being  mounted  on 
a  shaft  which  allows  it  to  revolve. 

The  beer  is  usually  matured  over  hops  in 
cask  for  about  two  weeks.  The  cask  of  beer  is 
then  transferred  into  one  of  the  cylinders,  which 
IB  at  once  subjected  to  the  influence  of  cold  by 
the  passage  of  cold  brine,  and  at  the  same  time 
the  beer  is  charged  with  carbonic  acid  gas.  The 
temperature  of  the  beer  is  quickly  brought  down 
to  30®  F.,  when  it  is  allowed  to  rest  a  short  time. 
It  is  then  filtered  through  an  efficient  pulp  filter 
and  bottled  by  means  of  a  bottling  machine. 

The  beers  produced  by  this  method  leave  very 
much  to  be  desired  both  as  rmrds  flavour  and 
p^tefulness,  but  the  process  has  found  favour 
with  manv  brewers,  as  it  is  very  easy  to  manage 
and  requires  no  storage  or  lengthening  matura- 
tion. 

5.  The  balance  of  opinion,  however,  is  in  favour 
of  the  slow  as  against  the  quick-chilling  system, 
for  undoubtedly  the  nearest  approach  to  a  well- 
matured  beer  is  one  which  by  natural  generation 
of  its  own  carbonic  acid  gas  in  cask  or  other 
vessel  is  afterwards  allowed  to  cool  down 
slowly,  and  thus  redissolve  the  free  carbonic 
acid  eas  and  at  the  same  time  precipitate 
troubfosome  resins  and  proteid  matters. 

The  system  consists  in  conditioning  the  beer 
in  cask  or  other  suitable  vessel  with  the  aid  of 
krafisen  or  priming,  gradually  chilling  and 
filtering. 

The  beer  is  racked  into  either  butts,  hogs- 
heads, or  elass-enamelled  tanks,  which  will 
stand  a  good  pressure,  and  10  p.c.  of  krajisen  or 
sugar  priming  is  added,  the  object  being  to 


force  the  beer  rapidly  into  a  vigorous  after- 
fermentation.  Krausen  consists  of  beer  in  the 
first  stage  of  fermentation,  24  dl  hours  after 
filtering.  The  baiisen  should  be  taken  from  a 
beer  of  the  same  tvpe  and  original  gravity  as 
the  beer  to  be  conditioned.  When  the  beer  is 
in  high  condition,  which  usually  takes  six  or 
seven  days,  it  is  slowly  chilled  bv  the  most 
suitable  means.  If  glaas-enameiled  tanks  are 
used,  these  should  be  fitted  with  coils  through 
which  refrigerated  brine  is  passed.  In  this  way 
the  complete  process  of  conditioning,  chilling, 
and  clarification  can  be  worked  in  the  same 
tanks.  If  the  storage  plant  does  not  lend  itself 
to  chilling  in  bulk,  uie  vessels  are  either  placed 
in  a  coldcdilar  and  allowed  to  cool  gradually 
to  the  required  temperature  or  the  beer  is 
passed  through  a  counter-current  chiller  in  which 
the  beer  can  be  chilled  to  any  temperature 
without  loss  of  ^  or  waste  of  beer.  After 
coding,  the  beer  is  stored  for  another  few  days 
at  a  imif orm  temperature  of  30®F.  to  allow  it  to 
clarify  to  a  considerable  extent.  It  is  then 
filtered  through  a  pulp  filter  and  bottled  in  a 
suitable  machme. 

Beer  produced  by  this  method  requires  no 
carbonation,  as  the  maturing  and  conditioning 
process  itself  furnishes  quite  sufficient  gas  for 
beer  condition  either  in  cask  or  bottle.  It  will 
also  retain  its  brilliancy  for  a  very  long  period 
at  any  temperature. 

Great  care  should  always  be  taken  to 
thoroughly  deanse  the  pulp  used  in  the  filter, 
and  there  are  several  machmes  available  which 
can  be  used  for  this  purpose.  Scrupulous 
cleanliness  of  the  whole  plant  as  well  as  the 
bottles  is  most  important. 

Certain  imiwovements  have  been  designed  of 
late  years  in  the  brewing  industry,  and  are 
known  as  follows :  1.  The  Schneifle-Hill  Patent 
brewing  svstem.  The  claims  of  this  process  are 
that  neil^er  tropical  nor  arctic  temperatures 
exert  any  after  -  influence  on  the  stability, 
brightaess,  and  palate  flavour  of  the  beers  pro- 
duced under  this  process.  Among  some  of  the 
improvements  in  this  system  may  be  noted  the 
retention  of  the  natural  gases  of  fermentation 
in  the  beer,  together  with  those  exquisite 
flavours  of  the  ethers  and  other  volatile 
products  (which  are  always  wasted  by  the 
ordinary  methods  of  brewing)  to  the  ultimate 
benefit  to  the  beer  in  palatefulness,  and  con- 
dition. The  fermentations,  however,  are  con- 
ducted precisely  in  the  same  manner  as  the 
ordinary  top-fermentotion  system. 

The  albuminoids,  also  a  most  frequent  cause 
of  trouble,  are  dealt  with  by  a  most  unique  but 
simple  clarifying  system,  whereby  these  undesir- 
able constituents  of  malt  worts  are  totally 
eliminated.  It  has  been  found  by  practice  that 
from  two  to  six  days  are  required  to  bring 
about  these  results,  by  which  time  the  beer  is 
thoroughly  matured,  and  ready  for  filling  into 
the  trade  casks.  In  conjunction  with  the  above 
advantages  of  always  being  able  to  supply  the 
same  and  uniform  beer  throughout  the  year, 
must  be  added  the  great  advantage  of  the  re- 
duced cost  of  production.  It  is  a  point  which 
must  appeal  to  all  brewers  in  these  days  of 
severe  competition  and  high  prices  of  materials. 
Beers  produced  by  this  process  can  be  brewed 
with  2  lbs.  less  original  gravity,  and  still  retain 
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the  same  palatef  ulnees.     Leas  hope  can  also  be 
used  at  the  rate  of  1^  lbs.  to  2  lbs.  per  quarter. 

There  is  no  waste  or  returns  from  the  tenants. 
Finings  are  dispensed  with,  no  cellar  room  is 
required  in  the  brewery,  as  the  beer  is  loaded  on 
to  the  drays  immediately  after  racking.  There 
is  a  great  saving  of  time  and  labour  over  the 
older  system,  with  its  drawing-off,  topping-up, 
and  general  care  and  attention  on  the  floors. 

2.  The  choice  of  an  appropriate  name  for  an 
entirely  new  article  of  manufacture  is  always  at- 
tended with  difficulty,  for  althoush  the  adoption 
of  a  name  of  some  kind  or  o&er  is  an  easy 
matter,  it  is  imperative  that  the  name  selected 
be  a  compendious  one,  capable  of  affordingsome 
indication  of  the  nature  of  the  product.  This  is 
more  especially  the  case  when  the  article  is  one 
designed  for  human  consumption.  Within  the 
last  few  years  there  has  been  introduced  into  the 
brewing  world  an  article  termed  *  concentrated 
beer.'  The  article  is  a  semi-solid  one,  for  the 
reason  that  the  concentrated  beer  is  the  product 
of  the  brewer's  art,  and  is  a  finished  product, 
which  needs  only  the  addition  of  water  to 
convert  it  into  a  beverage. 

Innumerable  attempts  to  concentrate  finished 
beer  have  been  made,  but  these  have  always 
ended  in  failure,  as  in  the  nature  of  things  they 
must  end,  for  the  reason  that  the  concentration 
of  beer  involves  both  the  initial  expense  of 
producing  a  completely  finished  article,  which  is 
subsequently  partially  destroyed,  as  well  as  the 
cost  of  separating  by  evaporation  96  p.c.  of  the 
liquid,  causing  loss  of  aroma,  and  the  destruction 
of  the  'palate'  or  flavour  of  tiie  beer.  The 
converse  is  the  case  in  producing  the  concentrated 
beer,  for  all  the  aroma  is  retoined*  the  palate 
imjiroved,  and  the  beer  made  from  the  con- 
centrate rendered  more  wholesome  than  ordi- 
nary beer. 

To  make  one  barrel  of  beer  from  the  concen- 
trate, a  tin  of  the  concentrated  wort  is  dissolved 
in  boiling  water,  and  introduced  into  a  36- 
gallon  cc»k,  or,  if  more  convenient,  a  covered 
vat  of  about  the  same  capacity.  The  wort  is  now 
cooled  down  to  60®F.,  and  about  1  lb.  of  pressed 
yeast  is  added.  At  the  end  of  a  few  hours 
fermentation  takes  place,  which  is  finished  at 
the  end  of  a  wedc.  The  beer  is  now  ready  for 
drinking,  and  may  be  drawn  off  by  means  of 
a  tap  into  dean  bottles  for  storage  if  desired. 
The  36-gallon  cask  will  fill  24  dozen  pint  bottles. 

J.  H. 

BRIDEUA  BARK  or  ASDUANA.  The  bark 
of  Bfidelia  montana  is  a  useful  Indian  astringent 
(Dymock,  Pharm.  J.  [3]  7,  309). 

BRILLIAMT  ARCM,  -AZURINB,  -BLACKS 

V.  AZO-  G0L0X7BIN0  MATTBBS. 

BRILLIANT  COKGO,  -CROCfiK,  -DOUBLE 
SCARUT,  -GERANINE    v.    Azo-    ooloubikg 

MATTXB8. 

BRILLIANT  COTTON  BLUE  v.  Tbifhskyl- 

MBTHANX  COLOX7BIKO  ICATTXBS. 

BRIIJJANT  QRBEN  v.  TsiFHXNTLMSTHAini 

C0L0T7BIHG  MATTBBS. 

BRILUANT  ORANGE, -PONCEAU,  PUR- 
PURINE,    -SCARLET     v.     Azo-     goloubino 


BRILLIANT  YELLOW  v.  Azo-  oolottbiho 


BRIMSTONE  v.  SiTLFsns. 

BRINDONIA  INDICA  v.  Qaboihia  indioa. 


BRIQUETTES  v,  Fubl  ;  also  Pitch. 

BRITANNIA  METAL.  Is  an  alloy  of  vari- 
able composition,  usually  containing  only  tin 
and  antimony,  although  brass  and  bismuth  are 
sometimes  added. 

An  alloy  consisting  of  9  parts  of  tin  and  1 
part  of  antimony  is  attacked  slightly  by  solu- 
tions of  common  salt,  potassium,  ammonium, 
and  magnesium  chlorides,  potassium  sulphate, 
potassium  nitrate,  and  sodium  carbonate.  Ckustio 
soda  has  a  more  marked  action  (Dingl.  poly.  J. 
221,  269). 

This  alloy  is  used  in  the  manufacture  of 
teapots,  spoons,  and  dish-covers. 

Articles  made  from  it  may  be  coloured  by 
heatinc  them  for  16  to  30  minutes  in  a  bath 
made  oy  mixing  2  lbs.  of  water,  1^  oz.  of  cream 
of  turtar,  |  oz.  of  tartar  emetic,  2  oz.  of  hydro- 
chloric acid,  I  lb.  of  pulverised  zinc,  and  1  oz.  of 
Eowdered  antimony.  This  gives  them  a  bril- 
ant  lustre. 

By  heating  in  a  bath  composed  of  1  part 
tartar  emetic,  1  part  cream  of  tartar,  3-4  of 
hydrochloric  acid,  and  3-4  of  ground  antimony, 
the  following  tints  may  be  obtained:  golden, 
copper-red,  violet,  and  blue-grey. 

A  metallic  ring  can  be  given  to  articles  made 
of  Britannia  metal  by  heating  them  in  an  oil- 
bath  to  220*  and  then  cautiously  raising 
the  temperature  to  below  3*  above  the  fusing 
point  of  the  alloy.  Small  articles  must  be  kept 
at  this  temperature  for  from  16  to  30  minutes, 
lajTge  articles  for  one  hour;  the  bath  is  then 
allowed  to  cooL  The  rapidity  of  the  cooling 
seems  to  have  no  appreciable  effect  (D.  Ind.  Ztg. 
1867,  607)  {v.  AsTDfOHT). 

BRITISH  GUM  v,  Dbxtbis. 

BROCHANTITE.  A  hydrated  basic  copper 
sulphate,  CttS0«*3Cu(0H)t,  forming  bright-green 
orthorhombic  crystals,  found  in  Comwul,  Urals, 
&c.  It  is  largely  present  in  some  of  the  Chilian 
copper  ores.  L.  J.  S. 

BR5GGERITE.  A  crystallised  variety  of 
the  mineral  pitchblende  or  uraninite,  found  as 
small,  isolated  octahedra  and  cubo-octahedra 
in  tJie  fdspar  quarries  near  Moss  in  Norway.  It 
contains  about  80  p.c.  uranium  oxide,  together 
with  thorium,  lead,  &o.  Cleveiie  is  a  very 
similar,  or  identical,  mineral  found  in  the  felspar 
quarries  near  Arendal  in  Norway.       L.  J.  S. 

BROMAL.  TrUnroniMttalddiyde  CBr,CHO. 
Prepared  by  passing  bromine  into  a  solution  of 
paraldehyde  in  ethylacetate  (Pinner,  Annalen, 
179,  68),  or  by  passing  bromine  into  absolute 
alcohol,  fractionally  distilling  the  product,  and 
treating  the  fraction  boiling  at  166*-180''  with 
water.  Hie  bromalhydrate  thus  formed  is 
deoomposed  on  distillation  into  bromal  and 
water  (Schaffer,  Ber.  1871, 366 ;  LSwig,  Annalen, 
3,  288).  Bromal  is  an  oily  liquid  boiling  at 
174^  (760  mm.) ;  sTi.gr.  3*34.  Alkalis  decompose 
it  on  heating  into  bromof orm  and  a  formate. 

Bromalhydrate  CBr,CH(OH)t.  Crystallises 
from  water  in  colourless  monodhiic  prisms  con- 
taining one  molecule  of  water  of  dystaUisation^ 
m.p.  ^•6^  It  is  less  soluble  than  choralhydrate 
(Pope,  Chem.  Soc.  Trans.  1899,  460). 

Bromal  aloohokites.  Bromalethylalcoholate 
is  a  crystalline  solid,  m.p.  44* ;  readily  soluble 
in  alcohol,  sparingly  soluble  in  water  (Schaffer, 

Z.C.).     £tard  (0>mpt.  rend.  114,  763)  has  de- 
scribed the  action  of  bromine  on  various  alcohols 
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BROMAL. 


with  the  formatioD  of  different  brom&l  alcoho- 
lates. 

The  following  condensation  product's  of 
bromal  have  been  prepared :  Broffudanmionia 
(Schiif  and  Tassinari,  Ber.  1877,  1786) ;  com- 
pound ^ith  hexamiihyJenetriafnine  (Lederer, 
Eng.  Pat.  17693;  J.  Soc.  Chem.  Ind.  1897, 
1039) ;  compounds  with  formaldehyde  (Pinner, 
Ber.  1900,  1432);  hromaldiaeetaU  (Grabutti, 
Gazz.  chim.  ital.  1900,  30,  ii.  191);  bromal- 
glycokOe  (Gabutti,  Chem.  Soc.  Abet.  1902,  i. 
261)  ;  and  bromalchloralcarbamide  (Kalle  and 
Co.,  Cliem.  Soc.  Abstr.  1902,  i.  429). 

BROMAUN.  Trade  name  for  a  combina- 
tion of  hexamethylenetetramine  with  ethyl- 
bromide  used  in  the  treatment  of  neurasthenia 
and  epilepsy  (v.  Stitthxtio  Dbuos). 

BROMBEMZEKE  v.  Phxityl. 

a-BROMCARHINE  and  ^BROMCARMIlfE 
V.  CocHnnuLi 

BROMCHINAL,  BROMETOKE*  BROMEI- 
QOK  V.  Syntrbtio  dbuos. 

BROMINE.  Sym.  Br.  At.  vrt,  79-92.  An 
element  belonging  to  the  class  of  the  halogens ; 
discovered  by  Balard  in  1826.  Name  from 
fip&fiot,  a  stench.  Never  found  free ;  chiefly  in 
combination  with  alkalis  and  alkaline  earths. 
As  AgBr,  in  Mexico  and  Chili,  in  some  Sileeian 
zinc  ores,  and  in  Cliili  saltpetre.  In  sea-water 
(in  the  ratio  of  340  mgms.  Br  to  1(X)  ^ms  CI) 
probably  as  maniesium  bromide;  m  many 
marine  plants  and  animals,  and  in  many  saline 
sprinffs.  Bromine,  as  bromindigo,  has  been 
found  to  be  secreted  by  certain  species  of  Murex, 
and  is  an  essential  constituent  of  the  Tyrian 
purple  of  the  ancients.  Traces  of  it  are  occa- 
sionally to  be  met  with  in  coal,  and  hence  in 
gas  liquors. 

At  ordinary  tem]peratures  is  a  dark  brown- 
red  liquid  of  most  imtating  smell,  very  volatile ; 
vapour  yellowish-red,  and  becoming  lees  trans- 
parent when  heated. 

Boils  at  63''  and  solidifies  at  —7*3''  to  a  brown- 
red  crystalline  mass  of  semi-metallic  lustre  and 
conchoidal  fracture. 

Vapour  acts  on  mucous  membrane  and 
occasions  great  irritation.  Sp.gr.  of  liquid 
3-18828,  074**  (Thorpe). 

A  solution  of  bromine  in  water,  bromine 
water,  contains  when  saturated  3*169  p.o.  at 
ordinary  temperature,  and  has  a  sp.gr.  of 
1  -02367  ;  it  deposits  when  cooled  bromine-hydraie 
Br^lOH-tO  in  hyacinth-red  octahedral  crystals. 
The  solution  is  frequently  used  in  analysis  as  an 
oxidising  agent.  Very  soluble  in  alcohol,  ether, 
carbon  disulphide,  chloroform,  and  cone, 
hydrochloric  acid ;  sulphuric  eu^id  dissolves 
traces  only. 

Bromine  acts  violently  on  hydrogen,  sulphur, 
phosphorus,  arsenic,  antimony,  tin,  the  heavy 
metals,  and  potassium ;  but  it  does  not  react 
with  sodium,  even  on  heating  to  200^.  Acts  as 
a  bleacher  and  disinfectant. 

Extraciion  and  Manufacture, — ^Bromine  occurs 
in  nature  principally,  and  bo  far  as  its  industrial 
preparation  is  concerned,  exclusively  in  the 
shape  of  bromides,  accompanying  in  small 
quantities  the  chlorides  of  sodium,  calcium,  and 
magnesium.  Its  quantity  is  never  large  enouffh 
to  admit  of  its  being  prepared  directly  from  the 
raw  material,  but  where  the  latter  is  in  the  first 
instance  worked  for  sodium  chloride  and  other 


salts,  the  bromide  accumulates  in  the  mother 
liquors,  and  can  be  recovered  from  these.  Thus 
Balard  discovered  bromine  in  the  mother 
liquors  obtained  on  making  common  salt  from 
sea-water,  and  for  many  years  it  was  prepared 
from  the  mother  liquors  of  the  saltworks  at 
Kreuznaoh,  Schonebeck,  Neusalzwerk,  and  other 

Elaoea  in  Germany.  It  was  also  found  in  1846, 
y  Alter,  in  similar  mother  liquors  in  America, 
especially  in  those  at  Natrona  and  Tarentum, 
later  on  at  Pittsburs,  Syracuse,  Pomeroy  (Ohio), 
and  in  the  Kanawha  region  in  West  Virginia 
(Mason  City,  Parkersvilie,  &c.). 

Until  about  1860  the  little  bromine  that  was 
made  was  nearly  all  used  for  scientific  purposes. 
Then,  however,  medicine  and  photography  oegan 
to  demand  a  greater  supply  of  bromides,  and  later 
on  the  manufacture  of  coal-tar  dyes  raised  an 
even  more  extended  demapd  for  bromine.  It 
now  became  remunerative  to  recover  it  in  the 
working  up  of  kelp  for  iodine,  but  this  yielded 
only  little  and  impure  bromine,  and  was  not 
long  continued.  An  idea  was  conceived  of 
recovering  it  from  the  water  of  the  Dead  Sea, 
but  the  project,  hardly  practicable  in  itself,  was 
abandoned  when  Franic  had  shown  that  an  ample 
supply  of  bromine  could  be  obtained  from  the 
motner  liquors  of  the  Stassfurt  pota^  industry  (r. 
Potassium  ghlobidb).  He  commenced  his  prac- 
tical operations  in  1866,  when  he  manufactured 
about  760  kgs.  of  bromine ;  in  1867  the  output 
had  already  increased  to  7^  tons,  and  in  1885 
the  Stassfurt  production  of  bromine  was 
estimated  at  260  tons  per  annum,  the  price 
having  gone  down  from  60  or  60  (sometimes  as 
much  as  90)  marks  per  kilogram  to  0*70  mark. 
This  lowering  of  the  price  was  principally  due 
to  the  fact  that  since  1868  the  Amencans  had 
come  into  the  market  with  bromine  made  from 
the  above-named  saltworks;  their  liquors 
contained  it  in  such  quantity  that  they  are 
able  to  sell  much  below  Stassfurt  prices. 

Few  substances  have  so  rapidly  diminished 
in  price.  OriginaUy  costing  from  90  to  95  marks 
per  kg.,  the  price  fell  in  1867  to  40-45  marks, 
then  to  12  marks,  later  to  2*30  marks,  1*25 
and  0-70  mark^  It  is  now  about  1*60  marks. 
The  world's  production  is  now  practically 
controlled  by  the  '  Associated  American  Pro- 
ducers,' and  the  *'  German  Bromine  Conven- 
tion,' in  Stassfurt  LeopoldshalL 

Chemical  Processes. — ^The  raw  material  worked 
at  Stassfurt,  crude  camallite  (v.  Potassium 
GHLOBIDS),  contains  bromine  to  the  extent  of  from 
0*15  to  0*25  p.c.  in  the  shape  of  brom-camallite 
BlgBr^'KBrydH^O,  isomorphous  with  camallite. 
In  the  manufacture  of  potassium  chloride,  the 
magnesium  bromide  accumulates  togethw  with 
magnesium  chloride  in  the  mother  liquors,  which 
contain  usually  from  0*2  to  0*3  p.c.  bromide. 
As  it  is  impossible  to  separate  the  magnesium 
bromide  by  fractional  crystallisation,  the 
bromine  is  al^Tiys  extracted  chemically,  being 
replaced  by  a  current  of  chlorine,  according  to 
th6  equation : 

MgBrt+Clj=Mga,+Br2. 
The  chlorine  is  either  generated  within  the 
liquors  by  means  of  hydrochloric  acid  and 
manganese  ore,  or  it  is  prepared  outside  and 
passed  into  the  solutions,  cheap  compressed 
chlorine  in  steel  cylinders  being  nowada^'s 
available  for  that  purpose. 


In  the  early  d&ya  of  the  bromine  induatry, 
the  extraction  wu  always  done  bj  intermittent 
working.  One  of  the  Srst  appar»tUH  em^yed 
was  devined  by  ftank,  ami  k  shown  in  Fig.  1. 
It  conHJated  of  a  square  vessel  or  still,  a,  miOe  of 
sandstone  or  Bl&t«  properly  jointed  together,  uf 
about  3  cubic  metres  oapaoity,  wnioh  wm 
obaiged  with  a  definite  quantity  of  mother  liquor 
peviouslyhMted  to  SO*  in  lank  B  by  steam  ooit 
> ;  aixiut  200  kgs.  of  manganese  ore,  sufGoieat  for 
several  operations,  were  spread  on  the  false 
bottom  a.  After  closing  tbo  man-hole  /,  the 
required  quantity  of  sulphuria  acid  of  sp,gr.  I'T 
was  run  in  through  pipe  g,  which  was  subse- 
quently stopped  up  with  clay,  and  live  steam 
was  passed  mto  the  liquor  thiuueh  pipe  t.  The 
chlorine  evolved  on  boiling  acteaupon  the  mag' 
neaium  inomide  present  and  liberated  bromine. 
This  came  over  pure  at  fiist,  but  above  70°  a 
mixture  of  bromine,  chlorine,  and  water  vapour 
passed  through  the  lead  pipe  A  and  the  stone- 
ware  condensmg  coil  c  into  Uie  glass  bottle  d. 


a  continuous  processes,  the  first  of  which 


ras  patented  by  Frank  ii 
He  employed  a  series 
t  difieront  levels,  allowing  the  Deat«d  liquc 


[e  employed  a  series  of  decomposing  vessels 


from  the  highest  into  the  next  lower  oi 
and  BU  oD,  passing  at  the  same  time  ohlorine  gas 
generated  outside  and  steam  into  the  loweat 
vessel,  and  in  counter-current  to  the  hiiiher  ones. 
He  thos  obtained  a  steady  stream  of  bromine 
on  the  one  hand,  and  a  solution  of  magnesium 
chloride  practically  freed  from  bromme  and 
uncontamutated  with  manganese  satt«,  on  the 
other.  After  a  time,  chlorine  waa  passed  into 
the  second  lowest  vessel,  and  steam  only  into 
the  lowest,  to  free  its  contents  from  chlorine 
before  mnning  off.  However,  the  high  pressure 
required  to  force  the  chlorine  gas  through 
several  sncoeaaive  layers  of  the  liquor  presented 
great  difficulties  in  the  design  and  workins  of 
this  plant.  These  were  overcome  by  the  appUca' 
tion  of  the  sorubber  principle  in  the  aOTiaratus. 
patented  in  ISS2  by  the  Lnopoldshall  Chemical 
n7„,k.  in^y    p.t    iQ7afn    ^y,^   ahown  in  ,. 
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Flo.  1. 
holding  about  B  litres.  The  distillation  was 
carried  on  until  the  pale  colour  of  the  vapours 
in  the  glass  adapter  n  showed  that  no  more  i 
bromine  was  coming  over.  The  condensate  ' 
sepaial«d  into  a  lower  layer  of  bromine  and  an 
upper  layer  of  bromine  and  chlorine  water 
wluch  could  be  siphoned  off  through  o  into 
veesel  m,  and  was  added  to  a  subsequent  chane. 
Unoondeosed  vapours  passed  into  vessel  T  filled 
with  iron  turnings  and  water,  and  fitted  with  a 
collar,  p,  to  allow  for  frothing,  with  a  run-off 
into  jar  a.  Each  opeiation,  lasting  an  hour  to 
an  hour  and  a  half,  was  terminated  t>y  knocking 
out  plug  I,  and  running  off  the  liquor  through  the 
covered  culvert  m  connected  to  the  factory 
ehimney- 

The  efBoienoy  of  this  process  was  very  small, 
each  operation  yielding  2  to  2-S  kgs.  bromine,  the 
average  yield  amounting  to  not  more  than  (hi 
p.o.  of  the  mother  liquor.  The  intermittent 
method  entailed  Kveral  drawbacks — lots  ot  time 
and  material,  be^es  the  contamination  of  the 
atmosphere.     These  disadvantages  gave  rise  to 
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the  steaming  vessel  b.  provided  with  a  number 
of  superimposed  flagstone  shelves  compelling 
the  liquor  to  flow  in  a  zigsag  course,  and 
finally  issues  through  pipe  i.  Steam  is  forced  _. 
into  this  vessel  by  me«os  of  a  stone  pipe  g 
and  is  distributed  through  perforations  in  ita 
base.  The  contents  of  b,  which  is  always 
full,  are  kept  boiling,  and  the  .  steam  rises 
principally  torough  holes  in  the  fiagstooes. 
thereby  ueeing  the  liquor  from  chlorine  and 
bromine.  The  vapours  meet  the  current  of 
fresh  chlorine  arriving  through  pipe  I  [shown  in 
dotted  lines),  which  is  conveyed  through  pipe 
z  into  the  tower  a,  decomposing  the  magnesium 
bromide.  The  bromine  is  taken  off  on  top,  and 
passed  by  pipe  o  through  the  stoneware  con- 
densrr  p  into  the  receiver  q.  The  unoondensed 
vapours  are  led  through  x.  into  receptacle  n, 
and  arrested  in  theamaUer  scrubber  d  suspended 
by  rod  1,  and  fitted  with  iron  borings,  kept 
moist  by  a  stream  of  water  from  tube  /.  The 
iron  bromide  collected  in  n  is  siphoned  off 
through  V  into  Jar  ic.     The  regularity  of  the 
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it  of  chloTine  arriving  from  m  ii  contniU«d 
.->  aiDouat  of  w&ter  condensiiig  in  tho  bend 
r  the  glaaa  tube  A.  If  too  mnch  water  haa 
ccumuhted,  it  is  blown  through  the  rubber 
tube  «  into  tho  chlorine  washer  D.  By  filling 
the  bend  of  h  with  wat«r,  the  cnrrent  of  ^ 
may  be  interrupted.  Of  late  yearn  chlorine 
electrolytloally  prepared  and  compresaed  in  Bteel 


3  to  6kgB.  bromine  are  neoeaaaiy  ii  

iron  bromide  for  the  mbaeqnent  removal  of 
chlorine  from  100  kga.  crude  bromine^  The  coat 
of  production  of  1  kg.  bromine  ii  041!  to  0-50 

Whilst   the  value  of  WUneche'a  apparatui 
""inda  on  the  moet  favourable  dittnbution  and 


electrolytloally  prepared  and  compresaed  m  steel  depends  ontoemoet  favourable  dittnbution  and 
cyUaders  hu  been  used,  whereby  the  regularity  '  ntuiMtion  of  gas  and  Uquor,  Kubiereohky  ha* 
M  the  current  is  under  complete  oontroL  dedgned  a  plant  (Ger.  Pat.  104667)  in  which  the 

The  apparatus  patented  by  Wunsche-Saner-  

brey  (Gor.  Pat-  168716)  la  baaed  on  the  «ame 
principle  as  the  foregoing.  It  is,  however,  tech- 
nically  more   jMirfeat  and  consequently   mnch 


■uperior  in  emoienoy. 

It  ooDsiBta  of  a  decompoaing  vmmI,  a  tteam- 
ing  veeeel,  a  oondenser,  and  on  auiiiiary  con- 
denaer.  The  four  units  are  built  np  of  eatt-iron 
elements  of  hexagonal  cron-aeotion,  lined  with 


Dounter-cuirent  proper  is  divided  into  a  number 
of  syatematioally  arranged  parallel  currents, 
reoognisiiig  the  laot  that  bromine  vapour  will 
be  heavkr  the  purer  it  becomes.  Ab  the  ratio 
of  the  density  of  water  to  that  of  bromine  i 


tB  and  divided  into 

I,  the  divisioii  pUtea 

wing  liquid  to  pass, 

artments    are    pro- 

I  pp  or  other  contact 

tweeu  the  compart- 

ibee  tr  so  arrajiged 

l«rs  from  the  lower 

er  part  of  the  next 

ver  the  platea  along 

he' vapour  pipe  near 

h  this  pipe  again  to 

tmcnt,  and  so  forth, 

IT  liquor  enten  at  the 

top  of  the  oolnmn, 

t  nuia   down   in   a 

direot  coiuM  and 

is  met  by  chlorine 

introdnoed  in  the 

lower  part.  Steam 

is  paaaed  into  the 

bottom   compart- 

:    ment,  and  toUows 

:    the     courw     de- 

,    scribed.   The  bro- 

:    mine,    not     snb- 

;    jected   to   nnder- 


a  from  the  column 
and  is  condensed 
in  an  earthen«ai« 


poser  and   condonser  two  centre  gratings  are  Althoughof  axtremeBimplicity.thisapparatuB 

provided,  in  order  to  keep  a  free  space.     The  is  much  superior  to  all  the  others,  especiaUy  in 

chlorine  is  passed   into    the   decompoeer,  the  regard  to  yield,  this  amounting  to  from  90  to 

liquor  after  treatment  Jn  this   unit   runs  into  96  p.o.  of  tho   bromida  present  in  the  crude 


liquor  after  t 

the   steaming   veasel,   where   it   is  (reed   from    liquors. 
chlorine  and  bromine  vapours  by  means  of  live  SUelrolytiepToee4»e». — Of  recent  years,  eSorts 

steam,  the  vapoun  psatmg  into  the  free  space  have  been  made  to  effect  the  separation  of 
of  the  decomposer.  The  bromine  leaves  the.  bromine  from  the  magnesium- bromide  liquors 
decomposer  and  undergoes  preliminary  cooling  by  means  of  electrolyBia.  A  number  of  pro- 
in  the  auxiliary  oondenser,  but  is  completely  cesses  have  beua  devised  by  WiinBohe,  Hopfner, 
condensed  in  the  principal  condenser  by  a  Nahnsea,  Pemsel,  Rinck,  Dow,  and  Koesnth, 
stream  of  water,  passing  Bubeequentlya  bromine  but  although  in  some  cases  plants  have  been 
and  water  separator-  working  w^  more  or  less  sucoeos,  their  intro- 

The  features  of  this  apparatus  are  the  com-  duction  has,  in  Europe  at  any  rat«,  not  become 
plete  recovery  of  bromine  and  the  thorough  generaL  All  but  the  laat-iuuned  pTOCesa  emiiloy 
utilisation  of  steam.  Although  of  moderate  diapbragma,  to  avoid  seoonda^  r«actioiik 
dimensions,  the  apparatus  is  capable,  UQ  account  Kossuth  works  without  this,  and  achieve*  a 
of  the  number  and  arrangement  of  contact  i  great  simplicity  of  plant  and  working,  but  at  the 
bodies,  to  rerover  260-270  kgB-  bromine  from  ;  expense  of  current  required.  The  yield  of 
160oub.iii.liqnDrin24bourB._^It requirM0'6kg,  ;  electrio  energy  is  40-60  p.c.  in  his  oaae,  and 
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not  more  than  about  70  p.c.  in  any  other  method. 
This  low  yield  is  largefy  due  to  the  extremely 
small  percentage  of  bromine  in  the  liquors  and 
the  consequently  large  bulk  to  be  dealt  with,  and 
\f  to  the  formation  of  bromates  and 
chlorates.  The  formation  of  solid 
^i»    maffnesia  is  another  drawback. 

In    nearly   all  the   electrolytic 
methods  proposed,  the  bromine  re- 
mains dissolved  in  the  solution  and 
must   be  recovered    by 
the   processes  described 
above. 

Pwrificaiion 
of  Bromine, — 
Crude  bromine, 
as  obtained  by 
most  of  the 
processes  de- 
scribed, con- 
tains very  small 
quantities  of 
iodine,  cy- 
anogen. 


^^ 


Fio.  3. 


bromoform  and  carbon  tetrabromide,  lead 
bromide,  and  as  principal  impurity  from  1  to 
4  p.c.  of  chlorine  as  chloride  of  bromine.  The 
oldest  method  of  purification  consisted  in  agitat- 
ing the  crude  bromine  with  a  solution  of  potas- 
sium or  ferrous  bromide.  On  account  of  the 
frequent  breakages  of  the  glass  vessels  employed, 
this  method  was  replaced  bv  that  of  redis- 
tillation.   In   some  places  glass  retorts  were 

used  for  this  purpose, 
containing  about  16  km. 
and  heated  in  sand-baths. 
Only  3  or  4  charges  could 
be  worked  in  one  vessel, 
and  fracture  of  the  retorts 
was  a  not  unfrequent  oc- 
currence. '  In  Stasafurt 
sandstone  stills  were  and 
are  still  employed.  These 
were  square  troughs  with 
a  stone  cover,  holding 
about  1  cubic  metre.  The 
—  distillation  is  carried  out 
in  the  presence  of  ferrous 
or  calcram  bromide,  these 
liquors  being,  when  used 
up,  added  tQ  the  original 
mother  liquors.  Of  late 
years  advantage  has  been 
taken  of  the  improved 
products  of  the  stoneware  industry,  and  stiUs  of 
this  material  are  largely  used.  To  avoid  the 
occasional  cracking  of  these  stills,  Mitreiter 
employs  vessels  of  boiler  plate  lined  with  a 
bromine  resisting  materiaL 

The  still  is  charged  with  200  litres  ferrous 
bromide  solution  of  13**  to  18^Be,  and  about 
600  litres  crude  bromine.  The  temperature  is 
gently  raised  by  direct  steam  up  to  the  boiling- 
point.  Double  decomposition  ensues  between 
chlorine   and   ferrous    bromide,    and    bromine 


distils  over  and  is  condensed  in  a  stoneware 
coil,  separated  from  water  and  then  contains 
only  from  0*06  to  0*10  p.c.  chlorine. 

Recent  processes  attempt  the  purification  by 
rectifying  without  the  aid  of  chemical  agents. 
Kubierschkv  (Ger.  Pat.  174848)  employs  in  con- 
nection with  his  separating;  apparatus  a  refining 
tower ;  the  crude  bromme  flows  downwards 
into  a  vessel  charged  with  bromine  and  kept  at 
boiling  temperature.  The  chlorine  rises  in  the 
tower,  and  the  boiling  bromine,  freed  from 
chlorine^  is  continually  siphoned  off  and  cooled. 

The  German  Solvay  Works  (Ger.  Pat.  206448) 
have  found  that  in  raising  the  temperature  of 
crude  bromine  very  slowly  and  keeping  it  just 
under  its  boiling-point,  it  is  possible  to  free  it 
entirely  from  its  chlorine.  The  time  factor  is  of 
great  importance  for  the  successful  carrying  out 
of  their  process. 

On  heating  a  charge  to  69^  for  36  to  40  hours, 
it  is  possible  to  remove  practicallv  all  the  chlorine 
with  not  much  more  bromine  than  corresponds 
to  the  composition  of  bromide  of  chlorine. 

Bromine  is  sold  in  strong,  white,  stoppered 
bottles,  holding  1  litre,  and  containing  2|  or  3 
kilos.  The glfus  stoppers  must  be  weU  ground; 
they  are  secured  by  pouring  some  sheOao  on  to 
the  joint,  covering  tnem  ymh.  cH&j  putty,  and 
tying  wet  parchment  paper  over  alL  From  four 
to  twelve  such  bottles  are  placed  in  a  wooden 
box,  the  spaces  between  being  tightly  filled  with 
kieselguhr  or  brown-coal  ashes,  depending  upon 
whether  the  bromine  is  exported  or  sdd  for 
inland  consumption. 

The  principal  appUoations  of  bromine, 
whether  m  the  free  state  or  in  the  shape  of 
bromides,  are  in  photography,  in  medicine,  in 
the  manufacture  of  coal-tar  dyes  (especially 
cosine),  and  in  scientific  and  analytical  chemistry; 
in  the  latter  it  has  to  a  great  extent  taken  the 
place  of  chlorine,  owing  to  the  greater  con- 
venience of  its  manipulauon.  A  similar  substi- 
tution has  been  proposed  for  maaaj  technical 
purposes.  It  is  used  in  the  extraction  of  gold 
and!^the  refining  of  platinum,  and  in  connection 
with  the  manufacture  of  Prussian  blue  and 

dassium  permanganate.  It  is  also  a  disin- 
tant,  and  has  found  some  application  for 
tins  purpose,  especially  in  the  shape  of  bromum 
aoUdtficahm  patented  by  Frank  (Ger.  Pat.  21644). 
This  is  kieselguhr  made  plasuo  by  means  of 
molasses,  ^c,  pressed  into  sticks  of  }-  and  (-inch 
diameter,  dried,  burned  to  the  extent  that  the 
sticks  acquire  a  sufficient  degree  of  hardness 
without  losing  their  porosity,  and  saturated 
with  liquid  bromine  in  wide-monthed  stoppered 
slass  bottles.  After  the  excess  of  bromine  has 
been  poured  ofif,  the  sticks  remain  behind,  con- 
taining about  76  p.c.  of  the  weight  of  bromine, 
j  and  are  sold  in  the  same  bottles.  This  is  a  very 
convenient  form  of  applying  it,  as  a  certain 
number  of  sticks  represent  a  given  weight,  and 
no  weighing  out  of  fiquid  bromine  is  required. 

Bromide  of  iron  is  made  at  Stassnirt,  and 
serves  principally  as  raw  material  for  the 
manufacture  of  potassium  and  sodium  bromide. 
It  is  a  compound  of  the  formula  Fe^Br,,  con- 
taining 66-70  p.c.  bromine,  up  to  0*6  chlorine, 
18-19  p.c.  iron,  and  10-16  p.c.  water  and  in- 
soluble matter.  The  older  method  for  its  manu- 
facture consists  in  passing  bromine  vapours  free 
from  chlorine  over   iron  borings  or  turnings 
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contained  in  a  cast-iron  or  stoneware  veflsel*  and 
kept  moist  by  a  stream  of  water.  The  solution 
obtained  is  passed  through  a  filter  cloth  or 
sand  filter  to  remove  impurities,  notably  carbon, 
and  evaporated  in  cast-iron  pans,  whereby  enough 
bromine  is  added  to  obtain  the  compound 
Fe,Bri,.  The  brown-red  solution  is  concen- 
trated to  a  pasty  consistency  and  allowed  to 
cool  to  a  black  crystalline  mass. 

The  Associated  Chemical  Woiks  of  Leopolds- 
hall  have  introduced  a  method  whereby  a 
charge  of  1  ton  of  steel  wire  and  turnings  is 
treated  in  a  dosed  stone  trough  with  a  mixture 
of  bromine  vapour  and  stM.m  in  the  right 
proportion.  The  admission  of  bromine  is  so 
regulated  that  no  bromine  vapours  are  visible 
through  a  sight-glass  provided  on  the  outlet  pipe 
which  is  connected  to  a  little  scrubber  acting  as  a 
catch-box.  As  soon  as  brown  vapours  and  the 
falling  of  the  temperature  from  170'' to  100''  indi- 
cate a  lessening  of  the  activity  of  the  iron,  the 
operation  is  terminated  and  the  solution  run  off. 
Being  sufficiently  concentrated,  the  solution 
obtained  in  the  process  may  be  run  direct  into 
the  transport  barrels,  where  it  is  allowed  to 
crystallise. 

Bromine  salt  In  connection  with  the 
manufacture  of  bromine  a  substance  commonly 
called  *  bromine  salt '  is  produced,  which  finds 
application  in  the  extraction  of  golil  ores.  It  is 
practically  the  mixture  NaBrOg-|-2NaBr,  and 
IS  made  by  saturating  concentrated  caustic  soda 
solution  with  bromine.  The  solid  salt  obtained 
after  draininff  off  the  mother  liquor — ^which  is 
evaporated— has  the  approximate  composition 
INaBrOg+dNaBr.  To  this  sodium  bromate» 
electrolytically  prepared  from  bromide,  is  added, 
and  the  mixture  nnely  ground  and  packed  in 
kegs. 

Hydiolmmle  add.  HBr.  Bromhydrieadd; 
Hydrogen  bromide.  A  colourless  pungent  gas 
of  irritating  smell;  fumes  strongly  in  the  air. 
Condenses  to  a  liquid  at  —73^  May  be  ob- 
tained synthetioaUy  by  passing  bromine  and 
hvdrogen  through  a  hot  tube  or  over  heated 
platinum.  Best  prepared  by  action  of  phos- 
phorus and  bromine  on  water,  6Br+P+4n|0= 
H,P04+5HBr ;  or  by  the  action  of  a  concen- 
trated solution  of  HsPOf  on  KBr ;  or  by  drop- 
ping Br  upon  melted  paraffin  heated  to  185®. 

Gas  very  soluble  in  water;  solution  when 
saturated  forms  a  colourless,  strongly  acid  liquid 
of  sp.gr.  1*78»  and  contains  82  p.c.  HBr  by 
weiffht,  corresponding  to  the  formula  HBr.H^O. 
If  the  concentrated  acid  be  heated  at  ordinary 
pressures,  the  gas  is  evolved  until  the  amount 
of  HBr  in  the  solution  sinks  to  47-48  p.c.,  when 
the  liquid  boils  constantly  at  126''  under  a 
pressure  of  760  mm.  This  proportion  of  HBr 
corresponds  to  HBr+5HaO,  but  the  liquid  is 
not  a  true  hydrate,  since  the  composition  is 
altered  by  var3ring  the  pressure ;  thus  if  the 
pressure  l)e  raised  to  1*95  mm.,  the  solution  boils 
at  153°  and  contains  46*3  p.c.  HBr. 

The  sp.gr.  at  15°  ana  p.c.  composition  of 
aqueous  solutions  of  hydrobromic  acid,  is  given 
in  the  following  table  (Wright,  Chem.  News,  23, 
242)  :— 

HBr  p.c. 
10-4 
23-5 


Sp.gr. 
1-080 
MOO 
1-248 


300 


Sp.gr. 
1*385 
1*476 
1*616 


HBr  p.c. 

40-8 

48*5 

49*8 


For  pharmaceutical  purposes  a  dilute  sohi. 
tion  of  hydrobromic  acid  may  be  prepared  by 
dissolving  84^  grains  of  potassium  bromide  in  a 
fluid  ounce  of  water  and  adding  9  grains  of 
tartaric  acid  to  the  solution.  After  standing,  acid 
potassium  tartrate  crystallises  out  and  the 
solution  contains  about  10  p.c.  of  hydrobromic 
acid.  Hydrobromic  acid  has  been  used  in  the 
treatment  of  ear  complaints.  B.  L. 

BROMIPIN.  A  combination  of  bromine  with 
sesame  oil  employed  in  medicine  (v.  Syistbbtic 
Dbuos). 

BROMITB  or  BROHYRITE.  Native  silver 
bromide,  found  in  Mexico  and  in  Chili  (v.  Silver). 

BROMOCOLL  v.  Synthetic  Dbuos. 

BROMOFORM.  TnZ^rommelAane  CHBr,.  This 
substance  is  occasionally  met  with  in  the  liquid 
left  after  the  rectification  of  bromine,  in  whicn  it 
occurs  associated  with  chlordbromoform  CHBr^Cl 
(Dyson,  Chem.  Soc.  Trans.  43,  46)  and  carbon 
Utrabromide  CBr4  (Hamilton,  ibid.  39,  48). 

Preparaiion, — It  may  be  obtained  by  mixing 
100  c.c.  soda  lye,  200  c.c.  acetone,  and  20  c.c 
bromine.  When  the  reaction  has  ceased,  10  c.c. 
acetone  are  added  to  remove  the  yellow  colour 
of  the  h^'pobromite,  the  laver  of  bromoform 
which  separates  being  tapped  off  and  rectified. 
Yield  75  p.c.  (Denigte,  J.  Pharm.  Chim.  24,  243). 
It  may  also  be  prepared  by  the  simultaneous 
action  of  bromine  and  caustic  potash  on  alcohol, 
of  bromine  and  lime  on  acetone  (Beniger, 
Amer.  J.  ^larm.  63,  80);  of  calcium  hypo- 
chlorite and  potassium  bromide  on  acetone 
(Fromm,  Pharm.  Zeit.  39,  164),  and  by  the 
action  of  alkslis  on  bromal.  It  has  been  made 
electrolytically  from  potassium  bromide  and 
alcohol  (Fabrik  vom  Schering,  D.  K  P.  29771); 
from  potassium  bromide  and  acetone  (Coughlin, 
Amer.  Chem.  J.  27,  63;  and  MftUer  and  Loebe, 
Zeit.  Elektrochem.  10,  409),  and  from  calcium 
bromide,  alcohol,  and  water  (Trechoinoki,  Chem. 
Zentr.  1907,  L  13). 

Properties, — It  is,  when  pure,  a  colourless 
liquid,  solidifying  at  9^  and  boiling  with  slight 
decomposition  at  146®  under  751  mm.  (Wolff 
and  Sobwabe,  Annalen,  291,241),  at  151®  under 
ordinary  pressure.  Sp.gr.  2-902,  I67I6®  (Perkin, 
Chem.  Soc.  Trans.  45,  533).  It  is  decomposed 
by  potash  into  potassium  bromide,  hydrogen 
bromide,  and  carbon  monoxide,  and  may  be 
estimated  by  means  of  this  decomposition 
(Desgrez,  Compt.  rend.  125,  780,  and  Annalen 
23, 76 ;  and  Rickaud,  J.  Pharm.  Chim.  1899, 232). 
Under  the  influence  of  lisht  and  air  it  decomposes, 
the  decomposition  products  depending  on  the 
time  of  exposure  and  the  amount  of  available 
oxygen  (Schoorl  and  Van  den  Berg,  Chem.  Zentr. 
1906,  L  441).  It  has  been  used  to  a  slight 
extent  as  an  anssthetic,  and  in  the  treatment  of 
diphtheria.  Bromoform  in  water  to  which  a 
little  alcohol  has  been  added,  has  been  success- 
fully used  in  cases  of  whooping-cough  compli- 
cated ^nith  pneumonia  (Stepp  and  Gr^dsohmidt, 
J.  Soc.  Chem.  Ind.  1890,  213). 

BROMOL,  BROMOLEIN,  BROMOTAN  v. 
Synthbtic  Drugs. 

BROMURAL.  Trade  name  for  a-monobrom- 
ieovalerianylurea.  Employed  as  a  hypnotic. 
Forms  white  needles,  slightly  bitter  in  taste; 
readily  soluble  in  hot  water,  alcohol,  and  ether, 
sparingly  soluble  in  cold  water;  m.p.  147^ 

BRONZE  v.  Toe. 
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BRONZE  POWDERS.  The  manufacture  of 
these  powders  is  carried  on  largely  at  Fflrth  and 
Nuremberg  in  Bavaria.  Bronze  powders  are 
composed  of  copper,  zinc»  tin,  and  antimony, 
melted  together  in  the  requisite  proportions. 
In  the  process  of  manufacture,  the  alloy  is  cast 
into  rods  (  inch  in  diameter  and  3  feet  long. 
These  are  rolled  until  about  2  inches  wide,  and 
then  cut  into  lengths  suitable  for  handling.  The 
pieces  are  hammered  out  thin,  and  cleansed  by 
immersion  in  dilute  sulphuric  acid.  The  dried 
material  is  then  beaten  out  by  steam-hammers 
until  the  limit  of  thickness  is  reached,  when  it  is 
cut  up  by  shears  into  small  partides  or  *  cUp- 
piiu;8.*  Tliese  are  then  pulverised  in  stamp  milk, 
and  the  powder  sifted,  to  separate  the  heavier 
and  better  quality  powder  from  inferior  material. 
The  latter  is  mixed  with  quartz  powder  and 
sold  very  cheaply  (J.  Soc.  Chem.  Ind.  1893,  12, 
476). 

The  expense  of  the  above  process  lies  mainly 
in  the  production  of  *"  clippings,'  which  necessi- 
tates a  great  deal  of  handwork,  and  a  number  of 
methods  have  been  patented  for  reducing  the 
alloy  to  a  finely  divided  state  bv  mechanical 
means.  According  to  one  method,  the  molten 
alloy  is  rained  into  a  sheet-iron  chamber,  in 
which  a  shaft  carrying  blades  is  rapidly  rotated, 
so  as  to  greatly  agitate  the  air  and  thereby 
minutely  subdivide  the  metal  at  the  moment  of 
solidification  (Fr.  Pat.  331371,  1903).  In 
another,  the  molten  metal  flows  in  a  thin  film 
into  a  receptacle,  where  it  meets  a  current  of 
compressed  air  or  else  a  jet  of  water,  the  object 
being  to  produce  bronze  foil  or  leaves  (£ng. 
Pat.  9064,  1903).  Methods  have  also  been 
patented  for  casting  the  metal  in  thin  films  on 
the  inner  surface  of  a  rotating  hollow  cylinder 
or  in  the  annular  space  between  two  rotating 
cylinders  (J.  Soc.  Chem.  Ind.  1903,  22,  160 :  Fr. 
Pat.  336112,  1903). 

After  the  powdered  metal  has  been  sifted, 
the  coarser  grades  are  polished  hi  a  closed  steel 
cvUnder,  in  which  steel  wire  brushes  rub  against 
the  walls.  When  it  is  necessary  to  reduce  the 
powder  to  a  finer  state  of  division,  it  is  rubbed 
with  gum-arabic  solution,  washed  and  dried  at 
the  lowest  possible  temperature. 

Zinc-dust  is  frequently  coated  with  brass  by 
simple  immersion  in  a  copper  and  zinc  cyanide 
solution,  the  powder  being  kept  s^itated  by 
means  of  brushes  (J.  Soc.  Qiem.  Ind,  1894,  13, 
893,  968) ;  the  product  is  treated  finally  in  a 
polishing  mill,  and  used  as  a  bronze  powder. 

Bronze  powders  have  also  been  described 
containing  6-10  p.c.  of  aluminium,  and  0*06- 
O'l  p.c.  of  bismuth.  The  shade  of  colour  is 
alterod  by  varying  the_perc6ntage  of  aluminium, 
and  by  heating  in  air  (D.  B.  P.  44242,  1887). 

Few  analyses  of  bronze  powders  have  been 
published  (J.  Soc.  Chem.  Ind.  1910,  29,  1062). 
Gold*  and  '  bronze '  powders  were  found  to 
contain  70-86  p.c.  of  copper,  and  30-16  p.c.  of 
zinc,  together  with  small  amounts  of  lead,  tin, 
arsenic,  iron,  and  aluminium  ;  *  aluminium  * 
powders  consist  of  nearly  pure  aluminium ;  and 
*'  silver '  powders  contam  77  p.c.  of  zinc  and 
21*6  p.c.  of  aluminium. 

Bronze  powders  are  coloured  in  various  ways. 
One  method  consists  in  heating  the  powder  in 
an  open  vessel  with  oil  and  vinegar,  or  with 
wax,    paraffin,    or    oils    containing    sulphur.  | 


Buchner's  process  consists  in  shaking  the  powder 
in  a  closed  vessel  with  hydrogen  sulphide  solu- 
tion, allowing  to  stand  24  hours,  drying  and 
heating  in  an  oil -bath  until  sufiiciently  coloured 
(J.  Soc.  Chem.  Ind.  1896,  16,  283).  Artificial 
dyestufiEs  are  also  used  for  colouring  bronze 
powders. 

The  following  are  examples : — 


Colour  of 
powder 


Pink    . 

Blue    . 

Copper  colour 
Violet. 

Pale  green   . 

Olive  green  . 


MetalUc 
constituents 


Copper 

Tin  and  zinc 

Copper  (little  ztnc) 
Tin  (UtUe  copper) 

Copper  and  sine 

Copper  and  zinc 


Total 
organic 
matter 


0*Sp.c. 
8-8  „ 

5-6  » 

88   „ 

4*8  .. 


Colouring 
matter 


Azlne  ■carlet 

Q 
Victoria  blue 

4R 

Safranine 
Fast  neutral 

violet  B 
Malachite 

green 
BrOUant 

green 


Bronze  powders  are  used  considerably  for 
printing  on  textile  fabrics.  For  this  purpose, 
they  must  be  mixed  with  a  *  fixer '  which  allows 
the  powder  to  be  readily  applied  to  the  material, 
whilst  so  fixing  it  that  bnuKing  will  not  remove 
it ;  the  fixer  must  not,  of  course,  interfere  with 
the  brilliancy  of  the  powder.    Two  classes  of 

*  fixers '  are  in  use,  eg^  or  blood  albumen,  and 
various  varnishes  having  caoutchouc  as  their 
base.  In  printing  such  soods,  the  main  point 
to  be  observed  is  that  the  impression  shall  be 
sharp,  and  applied  with  sufficient  force  to 
prevent  the  particular  fibres  from  again  rising. 
(For  further  particulars,  v.  J.  Soc.  Chem.  Ina. 
1896,  16,  283 ;  1900,  19,  243 ;  1906,  26,  1040  ; 
and  for  various  bronze  powder  substitutes,  v. 
ibid.  1896,  16,  284.) 

BROOKITE  V,  TiTAMinM. 

BROOM  TOPS.  8eopariu8,  {OenM  d  halais, 
¥r. ;  Besenginsier,  Qer.)  The  tops  of  the  com- 
mon broom,  Cytiaus  acopariua.  Link  (Bentl.  a. 
Trim.  70),  have  been  employed  for  their  diuretic 
and  purgative  |»roperties  since  the  Anglo-Saxon 
period,  and  are  noticed  in  nearly  all  the  herbals 
and  pharmaoopcBias.  The  old  writers  describe 
the  broom  under  the  name  '  genista,'  *  genesta,* 
or  *genestra,'  and  it  was  the  wearing  of  the 

*  planta  genista  *  as  an  emblem  by  Geoffrey, 
Count  of  Anjou,  that  gave  the  title  *  Plantage- 
net '  to  his  royal  descendants  (oomp.  Fluck.  a. 
Hanb.  170). 

Stenhouse  in  1861  discovered  in  broom  tops 
a  liquid  alkaloid  spartHne  Ci,H,,N„  together 
with  a  chemicaUy  indifferent  crystallisable  com- 
pound Bcoparin  CtiH,.0|o  (Annalen,  78,  16). 
Sparteine  has  been  furtner  investigated  by  Mills 
(Chem.  Soc.  Trans.  16,  1),  Hou<&  (J.  Pharm. 
Chim.  r6]  13, 39),  Bamberger  (Annalen,  236, 368), 
ConincK  (Compt.  rend.  104,  613),  and  Ahrens 
(Ber.  20,  2218 ;  21,  826).  To  obtain  it  Blills 
distils  the  tope  with  soda,  sepurates  the  crude 
oil  which  comes  over,  acidifies  it,  and  redistils 
with  soda.  The  impure  alkaloid  is  then  dried 
in  a  current  of  hydrogen,  the  adhering  soda 
removed,  and  finally  it  is  submitted  to  fractional 
distillation.  It  is  a  viscid,  colourless  oil,  with 
an  uni^easant  odour  and  bitter  taste.  It  sinks 
in  water,  in  which  it  \s  nearly  insoluble.  B.p. 
188""  (corr.),  18*6  mm. ;  326®  (corr.)  in  current  of 
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dry  hydrogen,  764  mm.  (Moureu  and  Valeur, 
Gompt.  rend.  137,  194).  With  acids  spar- 
teDne  combines,  forming  crystallisablo  salts: 
B"(HCl)8Pt('l42Aq.,  yellow  crystalline  powder 
(Mills);  B"(Ha),AuCl,  (Mills);  B"H^04,  lam 
prisma,  v.  sol.  water  (Bamberger) ;  B'Hl, 
four-sided  plates,  sol.  hot  water  (Bamberger) ; 
B"(HI),,  silky  needles  (Bamberger).  Spaitelne 
is  a  narootio  poison  resembling  niootme,  but 
less  active  (Stenhouae;  e/.  8^,  Cbmpt.rend.  101, 
1046).  A  characteristic  orange-colour  reaction 
is  said  to  be  produced  when  sparteine  or  its 
salts  are  added  to  sulphydrate  of  ammonium 
(Grandval  a.  Valser,  J.  Pharm.  CSiim.  [6]  14,  66). 

The  more  important  reactions  of  sparteine 
are  :  1.  Nitric  acid  converts  it  into  a  compound 
which  yields  chloropicrin  when  treated  with 
chloride  of  lime  (Stenhouse). — 2.  Oxidised  with 
potassium  permanganate,  it  yields  formic  and 
oxalic  acids  (Bamberger ;  Ahrens). — 3.  Oxidised 
by  peroxide  of  hydrogen,  a  new  base,  dikydroxy" 
ipalrUXnt  CkH^NjOi,  is  formed.  It  is  syrupy, 
colourless,  not  crystallisable,  and  distils  wiw 
difficulty      with      steam.  Platinum      salt 

B"(HGl)tPta4,  blackens  at  236<*;  and  gold  salt 
B'(Ha)Aua,  melts  at  143''>-146*  (Ahiens).— 
4.  Reduced  by  nascent  hydrooen,  a  colour- 
less oil,  dihydra8part4Xne  Oi|H,,N,  results. 
It  boils  at  281*'-284^  and  forms  a  crystalline 
jdatmum  salt  B"(Ha).Pta4,  which  blackens  at 
239"*  (Ahrens).— 6.  With  aU^  iodides  and  alcohol 
sparteine  reacts,  forming  ((l.H,,EtN|)I|  (Mills) 
and  (Ci|H|7MeN|)I,  (Ooninck),  wnich  compounds 
by  the  action  of  oxide  of  silver  yield  the  hy- 
droxide (Gi,Ht7£tN|)(0H).  (Mills),  and  by  the 
action  of  soda  ((J,yH„N|)£tIand(a«H,»Ns)MeI 
(Bambeiger).  Mills  also  obtained  a  diethyl 
di-iodide  (OisHp^Et,N,)I,.— 6.  Heated  with  con- 
centrated hydnodic  acid  at  200^  methyl  in  the 
form  of  methyl  iodide  is  removed,  and  there 
remains  a  newhaae  0|4H,4N,,  b.p.  276^  (Ahrens). 
This,  however,  aocoromg  to  Herzig  and  Meyer 
(Monatsh.  16,  606),  is  only  impure  sparteine. 
— 7.  When  sparteine  is  distillea  with  lime  the 
distillate  contains  ethylene,  propylene,  (7)-pico- 
line,  and  a  new  tertiary  base  (Ahrens). 

Scoparin  was  obtained  by  Stenhouse  from 
broom  tops,  after  a  series  of  processes  to  free  it 
from  the  chlorophyll  with  which  it  is  associated, 
as  a  pale-yellow  powder  which  crystallises  with 
difficultv.  It  is  sparingly  soluble  in  water,  but 
is  soluble  in  alcohol  ana  alkalis.  Its  solution  in 
ammonia  is  deep  yellow-green.  With  chloride 
of  lime  a  green  colour  is  produced.  Nitric  acid 
converts  it  into  picric  acid.  Melted  with  potash 
it  gives  phlorogiucinol  and  protocatechuio  acid 
(Hbsiwetz,  Annalen,  138, 190).  Recent  investi- 
gations show  that  scoparin,  which  melts  at 
202^-219^,  according  as  it  is  slowly  or  quickly 
heated,  has  the  constitution  OH*CttHi|Og' 
OMe-|-6HgO.  It  gives  a  violet-blue  colour 
with  ferric  chloride,  quickly  becoming  dark- 
brown,  and  reduces  Fehling's  solution  ((Sold- 
schmidt  and  v.  Hemmelma3rr,  Monatsh.  14, 
202 ;  16,  316 ;  A.  G.  Perkin,  Chem.  Soc.  Proo. 
1899,  123).  Heated  with  alcohol  a  less  soluble 
modification,  isoacoparinf  is  formed,  which  is 
readily  reconverted  into  scoparin  by  solution  in 
alkali  and  precipitation  by  an  acid  (Stenhouse). 
/Mscoparin  melts  at  236^  (Goldschmidt  and  v. 
Hemmelmayr).  A.  S. 

BROSIMUM    GALACTODENDRON    (Don.). 


The  latex  of  this  urticaoeous  tree  (cow-tree,  milk- 
tree),  growing  in  Venezuela,  approximates  to 
cow's  milk  in  composition.  It  contains  36*2  p.c. 
of  wax  and  saponifiable  matters,  which  are  used 
in  the  manufacture  of  candles  (Boussingault, 
Pharm.  J.  [31  9,  679). 

BROUSSONETIA  PAPTRIFERA  (Vent.). 
The  Paper  mvlberry.  The  fibrous  bark  ia  used 
in  China  and  Japan  for  the  manufacture  of  a 
kind  of  P<Mper,  and  in  Polynesia  in  the  manu- 
facture of  Tapa  cloth. 

BROWN,  ACID,  V,  Azo-  ooLOUBma  mattxb& 

BROWN,  ANILINE ;  BISMARCK  BROWN, 
MANCHSSTER  BROWN,  PHENYLENE 
BROWN,  VESUVINE,  LEATHER  BROWN, 
CINNAMON  BROWN,  ENGLISH  BROWN,  or 
GOLD  BROWN ;  v.  Azo-  ooloubdjto  matters. 

BROWN,  ANTWERP,  v,  Piombnts. 

BROWN,  ARCHIL,  v.  Azo-  ooloubotq  mat- 

TXBS. 

BROWN,  BONE,  v,  PxoMJDnB. 

BROWN,  CALEDONIAN,  v.  Piomans. 

BROWN,  CAPHEK,  v.  Piomans. 

BROWN,  FAST,  v.  Azo-  oqloubiho  icattxbs. 

BROWN,  FUSCANINE,  v,  Aionofhshol. 

BROWN,  GARNET.  The  potassium  or  am- 
monium salt  of  Mopurpuric  acid  {CJBLilffi^K  or 
C,HsN«0,).  Obtained  by  Iflasiwets  in  1859  by 
the  action  of  potassium  cyanide  on  picric  acid 
(Annalen,  110,  289|.  Forms  a  dark-brown 
powder,  readily  soluble  in  hot  water  with  red- 
dish-brown colour.  Dyes  wool  and  silk  brown 
in  an  acid-bath.  No  longer  is  use  (v.  also 
IsoPUBPUBio  acid). 

BROWN,  MADDER,  v.  Pigmjkts. 

BROWN,    NAPHTHTLAMINE,     v.     Azo- 

OOLOUBINO  MATTBBS. 

BROWN,  PHENYL,  v.  Psihyl  bbowk. 
BROWN,  PICRTL,  v.  Piobyl  browk. 
BROWN,   PIGMENT,   o.    Azo-   ooloubiko 

BROWN,  PRUSSIAN,  v.  Ploicnns. 
BROWN,   RESORCIN,  v.   Azo-  ooLoiTBiNa 


BROWN,    SOUDAN,    v.   Azo-    ooLouBina 


BROWN,  VANDYKE,  v.  Piombites. 

BROWN,  VERONA,  v.  Piomsnts. 

BROWN  BERRIES.  The  fruit  of  Rubua 
fruticasua, 

BROWN  COAL  v.  Fuel. 

BROWN  HiEMATITE  v,  Ibon,  Obbs  of. 

BROWN  IRON  ORE  {Limonite)  v.  Ibon, 
Obbs  of. 

BROWN  OCHRE.  A  soft  variety  of  brown 
iron  ore  oooaeionrily  used  as  a  pigment. 

BRUCINE  V.  Vbobto-alkaloids. 

BRUCITE.  Native  magnesium  hydroxide 
M^(OH)t,  found  as  platy  crystals  with  perfect 
micaceous  cleavage,  or  as  lamellar  masses,  in 
serpentine  rocks,  at  Unst,  one  of  the  Shetland 
Isles,  at  Texas  in  Pennsylvania,  &c  It  some- 
times contains  a  small  amount  of  iron  (feiro- 
bruoite)  or  manganese  (manganbrucite).  A 
fibrous  variety  is  called  nemalite.         L.  J.  S. 

BRUNSWICK  BLACK  is  prepared  by  fusing 
2  lbs.  of  asphalt,  and  mixing  thorouffhJy  with 
1  pint  of  hot  boiled  oil.  When  cool,  2  pints 
of  turpentine  are  added  to  the  mixture.  An 
inferior  but  cheaper  black  may  be  made  by 
boiling  gently  together  for  five  hours  25  lbs. 
each  of  blacx  pitch  and  gas  tar  asphaltum ; 
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8  gallons  of  linseed  oil,  and  10  lbs.  eaoh  of  litharge 
and  red  lead  are  then  mixed  in,  and  the  wh<3e 
boiled.  After  cooling,  the  mixture  is  thinned  by 
the  addition  of  20  gallons  of  turpentine  (v.  also 

BONBOIL)' 

BBUMSWICK  GREEN.  An  oxyohloride  of 
oopf|er,  used  as  a  pigment.  Copper  filines  or 
turnings  are  moistens  with  a  solution  of  sal- 
ammoniac,  and  left  in  oontaot  with  the  air ;  the 
oxyohloride  so  formed  is  washed  ofif  with  water, 
and  dried  at  a  gentle  heat.  The  term  is  also  ap< 
plied  to  chrome  green  and  to  emerald  green 
(v.  CoFPMtimd  PiaMHOfirrs). 

BRUSHTTE.  A  hydrated  phosphate  of  lime 
UCaP04f2H(0  ooouiiing  in  the  guano  of  Aves 
Island  and  Sombrero  in  the  Oariboean  Sea. 

BRUSSELS  SPROUTS.  A  variety  of  the 
oabbafie  {Braanea  dUracea),  in  which  numerous 
small  neads  are  developed  along  the  stalk  from 
the  axils  of  the  lesves,  instead  of  one  terminal 
head. 

The  edible  portion  contains,  according  to 
American  analyses : 

Water      Protein       Fat  Carbohydrates  Ash 
88-2  4-7  1*1  4*3  1-7 

{see  Cabbagb).  H.  I. 

BRYOIDlif  V.  Glxo-bisins. 

BRYONY  ROOT.  Contains  a  white,  very 
bitter  dextrorotary  glucoside,  bryonin,  of  the 
formula  Cs4H4,0jm  yielding  by  hydrolysis 
hryogenin  C|4HpOt;  m.p.  zlO%  dextrorotsxv 
[a]j^=3  4-105^9  soluble  in  cone,  sulphuric  acid, 
forming  a  red  solution  changing  to  purple  on 
heating,  and  givins  a  purple  raecipitate  on  the 
addition  of  water  (Masson,  J.  Fharm.  Chim.  [6] 
27,  300). 

BUBULIN  (from  fio^s,  ox).  The  name  of  a 
peculiar  substance,  said  by  Morin  to  exist  in  cow- 
dung,  and  to  be  precipitated  by  metallic  salts, 
tincture  of  galls,  and  alum,  and  therefore  to  be 
active  in  the  application  of  cow-dung  to  calico- 
printin|c. 

BUCHU  V.  Oils,  EsssNTUii. 

BUCHU  or  BUOOO.  The  leaves  of  three 
varieties  of  Bairoama  (ord.  Butaces),  viz.  B, 
hetviina  (Bartl  et  WendL  L),  B.  orentdata  (Hook.}, 
and  B.  wrraiifolia  (Willd.),  are  known  under  this 
name.  The  leaves  are  used  medicinally  by  the 
South  African  natives. 

Their  composition  has  been  studied  by 
Brandes  (Arch.  d.  N.  Apoth.  Ver.  22,  229), 
Landerer  (Buchner's  Re'pert.  84,  63),  Flackiger 
(Pharm.  J.  3,  4,  689 ;  [3]  11,  219),  Wayne  {ibid. 
3,  6,  723).  By  extracting  the  leaves  with  light 
petroleum,  Bialobrzeski  (Chem.  Zentr.  1896,  ii. 
661)  obtained  chlorophyll,'  a  resin,  and  an 
ethereal  oil  oontainmg  chieflv  diosphenol, 
together  with  a  terpene  C^oH,  „  b.p.  174^-176**, 
and  a  ketone  isomeric  witn  menthone,  and 
having  the  constitution  Ci^H^gO.  b.p.  206°- 
209®  ;  it  yields  an  oxime  and  a  triorom  deriva- 
tive. After  extraction  with  light  petroleum, 
the  leaves,  on  treatment  with  cold  alcohol, 
yield  3  p.c.  of  a  brownish-green  bitter  resm 
insoluble  in  benzene,  and  when  the  alcoholic 
extract  is  treated  with  sodium  carbonate  or 
by  other  methods  diosmin  is  deposited,  forming 
tasteless,  odourless  crystals,  m.p.  244°. 

Semmler  and  Mckenzie  (Ber.  1906,  1168) 
found  that  the  round  leaves  of  Barosma  beiulina 
yield  about  2  p.c.  of  an  oil  which  crvstallises  on 
standing  at  ordinary  temperature ;  but  the  long 


leaves  of  Barosma  serratifoUa  yield  1  p.c.  of  an 
oil  which  remains  liquid  under  similar  conditions. 
According  to  Kondakoff  and  Boohtschiew 
(J.  pr.   CheuL  1901,  63,  49),  the  best  oU   of 
buoco   or   buchu   leaves  contains    10   p.c.  of 
hydrocarbons,   oonsiBting  of  a  variety  of  d- 
limonene  and  dipentene;    60  p.c.  of  a  ketone 
OioHi.O,  [a]^,    -16°6',    b.p.    208-6°  -  209-6°, 
which,  on  reduction,  yields  a  menthol  not  identi- 
cal with  the  natural  product ;   20  p.c.  of  dios 
phenol;    6  p.c  of  resin;    and  6  p.c.  of  other 
constituents   (Kondakoff,   J.  pr.  Chem.   1896, 
64,  433). ,  After  removing  diosphenol  from  the 
oil  of  buchu  leaves,  TschugaefE  succeeded  in 
obtaining  xanthogenide  derivatives  of  (^-menthol 
from  a  traction  of  the  residue  (J.  Russ.  Phys. 
Chem.  Soc.  1910,  42,   714;   Skovortsoff,    ibid, 
ii.  66).    Diosphenol  or  buchu  camphor  (Bialo- 
brzeski, 2.C ;    Kondako£E,  Lc. ;    Semmler    and 
McKenzie,  Ix, ;    Semmler,  Chem.  Zeit.   1906, 
30,  1208;    Kondakoff,  Chem.  Zentr.  1906,  ii 
1262  ;  Chem.  Zeit.  1906,  1090, 1100)  is  optically 
inactive,  has  m.p.  82°,  b.p.  109°-110°/10  mm., 
232°/766  mm.     Its  composition  is   probably 
CjoHifOa.     It  is  a  phenolic  aldehyde,  yielding 
an  oxmie,  m.p.  166°  (Semmler  and  McKenzie 
126°).     With  oydrochloric  acid  it  vields  th^^mol 
and  a  little  carvacroL    With  hytuiodic  acid  it 
yields  a  hydrocarbon  C^oH«»,  b.n.  166°-168°/762 
nun. ;  whilst  with  sodium  in  aJcoholio  solution 
it  forms  {I)  a  menthol ;  (2)  a  crystalline  c^ycol 
CioH],(OH),  nup.,  92°;    and  (3)  an  isomeric 
glycol,   b.p.  141-6°-146°/13   mm.     With  alco- 
holio  potash,  a  hydroxy  acid  of  the  terpene 
series,  m.p.  94°,  is  obtained.    This  acid  has  oeen 
synthesised,  and  is  identical  with  the  natural 
product.     The    dibromide    C^oHuOgBr,    and 
other  derivatives  of  diosphenol  have  also  been 
obtained. 

BUCKTHORN  {Bhamnus  cathartica  [Linn.]). 
This  plant  is  a  native  of  England ;  it  grows 
to  a  height  of  from  16  to  20  feet ;  its  flowers 
are  greemsh-coloured,  and  its  berries  four- 
seeded.  The  juice  of  these  when  in  an  unripe 
state  has  the  colour  of  saffh>n;  when  ripe 
and  mixed  with  alum,  it  forms  the  sap  or 
bladder-green  of  the  painters  (v.  Fiauaasm) ;  and 
in  a  very  ripe  state  the  berries  afford  a  purple 
colour.  The  bark  also  yields  a  fine  yellow 
dye. 

The  berries  of  the  Bhamnus  carthartica  (also 
known  as  Hungarian  berries)  have  been  examined 
by  Tschirch  and  Polacco  (Arch.  Pharm.  1900, 
238,  409),  and  evidently  contain  substances 
chemically  distinct  from  those  which  are  present 
in  Persian  berries. 

Ether  extracts  from  an  aqueous  extract  of 
the  berries  rhamnocUrin,  rhamnolutin,  rhamnO'» 
chysin,  and  the  residual  watery  liq^uid  on  boiling 
with  dilute  sulphuric  acid  gives,  m  addition  to 
rhamnocitrin,  fi-rhamnocOrin.  The  berries  al- 
ready extracted  with  water  contain  rhamna- 
emoain  and  rhamnonigrin, 

Rhamnocitrin  C.  aH.oOc,  yellow  needles,  melts 
at  221°-222°,  and  u  soluble  in  alkaline  solutions, 
with  a  ye^ow  colour.  Alcoholic  lead  acetate 
gives  an  organic  coloured  precipitate,  and  ferrio 
chloride  a  green  colouration.  ^  The  solution  in 
sulphuric  acid  possesses  an  intense  green 
fluorescence 

TriaeetyirhamnocUrin  Cj  .H  70.(CaHsO),f  orms 
colourless  needles,  melting  at  199°-200^. 
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Rhamnocitrin  appears  to  be  a  dikudnlrihy' 
droxffxanihone,  and  probably  poeaesaee  the  follow- 
ina  conntittttion :— ~ 

OH        O  OH 

I  !  I 


BUCKTHORN. 


HC 


OH  ^ 


It  dyes  with  iron  mordant  a  green-brown,  and 
with  aluminiam  mordant  a  bright-yellow  colour. 

BhamnoliUin  CisH.oO|,  small  oanary-vellow 
needles,  melts  above  26(r,  and  gives  with  lead 
aoetate  an  oranfle-red  preciijitate,  with  ferric 
chloride  a  green-biaok  colouration.  Its  sulphuric 
acid  solution  possesse  a  strong  green  fluorescence. 
TeiraacetvlrhamnoluHn  C,  .H,0«(GtH,0)4,  colour- 
less  needles,  melts  at  182^-183''. 

Rhamnolutin  dyes  aluminium-  and  iron- 
mordalited  fabrics  respectively  canary-yellow 
and  gieen- brown  shades.  It  appears  to  be  a 
Utrahydnupyfiavonet  isomeric  witn  luteolin  and 
fisetin. 

$' Rhamnocitrin  C,3H,oO.  is  sparingly  soluble 
in  alcohol  and  acetic  acid,  out  is  distinct  from 
rhamnetin  (G,|H,oO,  ?),  and  does  not  contain 
methozy-  groups.  It  melts  above  260°,  and, 
generaliy  speakmg,  its  reactions  are  the  same  as 
those  of  rhamnocitrin  itself,  but,  on  the  other 
hand,  it  possesses  stronger  dyeing  property. 
Diacetyl-fi-rhamnccitrin  C,iHJCUCtH,0)(  forms 
colourless  needles  melting  at  190^- 10 1^ 

iS-Rhamnocitrin,  according  to  Tschirch  and 
Polacco,  appears  to  resemble  very  closely  the 


/9'rhamnetrin  of   Schutsenberger  (^e  Pbbsiak 

BBBBIBS). 

Bhamnoemodin  C,(H.^O(,  m.p.  264''-256^ 
is  similar  to  frangtUa  emod%n  (R,  frangvia)  which» 
according  to  Oesterle*  melts  at  250^ 

Rhamnonigrin  is  converted  by  boiling  with 
nitric  acid  into  ckry&amnUniic  aoid^  and  by 
digestion  with  boiling  alcoholic  potash  into 
emodin^ 

The  alder  Iniekfhoin  {Rhamnus  frangula) 
grows  naturally,  and  is  very  abundant  in  woods 
and  thickets,  in  some  parts  of  Britain.  The 
berries  of  this  species  are  often  substituted  for 
those  of  the  above ;  but  they  are  easily  detected, 
since  they  contain  only  two  seeds.  In  a  green 
state  they  dye  wool  green  and  yeUow ;  when 
ripe,  bluish-grey,  blue,  and  green.  The  bark  also 
dves  yellow,  and,  with  preparation  of  iron,  black 
(Lawson) 

Roek  bnokthom  {Rhamnus  mmUilis},  yields 
berries  which  are  used  to  dye  morocco  lewl^er 
vellow.  These,  in  common  with  the  narrow- 
leaved  buckthorn  berries  {R.  akUemus  [Linn.]) 
and  those  of  the  yellow-berried  buckthorn  (J?. 
inftetofiuB  [Linn.]),  are  sold  as  Avignon  berries. 
The  wood  of  the  Rhamnua  erythroxyUm  (which 
is  a  native  of  Siberia,  but  grows  freely  in  this 
climate),  in  a  ground  state  yields  the  bright-red 
colour  known  to  dyers  under  Uie  name  of 
redwood,        A.  G.  P. 

BUCK  WHEAT  {Fagopyrwn  eacvlenium 
fMoench.])  is  grown  mainly  for  poultry  and  also 
tor  pig-  and  cow-feeding  in  Europe.  Its  flowers 
fumisn  excellent  pasturage  for  bees.  Kellner 
gives  the  following  analyses  : — 


Seed    . 
Fine  meal 
Coarse  meal 
Fine  bran 
Coarse  bran 
Husks. 
Straw  . 
Whole  plant,  in  flower 
hay  . 


H 


»> 


Carbo- 
hydistet 


54-8 
72-6 
38-3 
50-0 
34-2 
35-4 
34-6 
7-8 
36-6 


14-4 

2-8 

0-8 

1-4 

4-8 

4-7 

11-3 

7-0 

37-6 

2-8 

43*5 

22 

38-2 

5-2 

4*3 

11 

31*4 

6-4 

Buckwheat,  after  soaking  in  water,  furnishes 
excellent  food  for  cattle  and  pigs,  though  not 
very  suitable  for  young  animals. 

The  starch  of  buckwheat  occurs  in  rounded 
angular  grains  of  small  size,  showing  a  distinct 
hilum  and  a  tendency  to  agglomerate. 

The  flour  is  largely  used  in  making  buck- 
wheat cakes,  popular  in  America,  but  rarely  met 
with  in  England.  H.  I. 

BUCURUHAKGA  RESIN.  A  fossU  resin, 
occurring  in  an  auriferous  alluvium  near  Bucuru- 
manga.  New  Granada.  It  is  light-yeUow,  trans- 
parent, somewhat  heavier  than  water,  becomes 
strongly  electric  by  friction ;  is  insoluble  in 
alcohol ;  sweUs  up  m  ether,  becoming  opaque  ; 
melts  when  heated ;  bums  in  the  air  without 
residue.  It  resembles  amber  in  outward  appear- 
ance, but  does  not  ^ve  succinic  acid  on  dry 
distillation.  It  contams  82*7  p.c.  C,  10*8  p.c.  H, 
and  6-50  p.c.  0  (Boussingault,  Ann.  Chim.  Phys. 
[3]  6«  507)  {v.  Resins). 


BUFFALO    RUBIN    v,    Azo-    ooiiOUBiKo 

IfATTXBS. 

BUHRSTONE  or  BURRSTONE.  A  haiti, 
tough  rock  consisting  of  chalcedonic  silica  with 
a  cellular  texture,  especially  suitable  for  use  as 
millstones  for  grinding  com,  paints,  ftc.  It  is 
white,  grey,  or  creamy  in  colour.  The  best 
stones  are  from  the  Tertiary  strata  of  the  Paris 
basin,  and  have  originated  by  the  silification  of 
fresh-water  limestones,  the  cellular  spaces 
representing  the  casts  of  fossil  shells  and  Chora 
seeds.  L  J  S 

BUNTKUPFERERZ(Ger.).  Vari^ted  copper 
ore.  This  term  is  commonly  applied,  even  oy 
English  mineralogists,  to  an  ore  of  copper  other- 
wise known  as  BomOe  (q»v,),  ErubesciU,  Phittips- 
He^  and  Pwrple  Cowper  Ore,  Called  *  horse-fledi 
ore  '  by  the  Conusn  miners. 

BURGUNDY  PITCH  or  NORWAY  SPRUCE 
RESIN.  {FichUmaarr,  Tannenharz,  Ger. ;  Poix 
des   Voegee,  Poix  Uanche,  Poix  jaune,  Bttrras, 
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Fr.)  The  resin  of  Picea  exceha  (Link.)  purified 
by  melting  in  hot  water  and  straining,  it  is  an 
opaque,  yellowish-brown,  hard,  brittle  resin  ;  its 
taste  is  sweet  and  aromatic.  It  is  very  soluble 
in  glacial  acetic  acid,  acetone,  and  alcohol. 
Used  in  making  plasters.  It  is  much  adulterated. 
The  substance  usually  sold  by  this  name  in 
England  is  made  by  melting  colophony  with 
palm-oil  or  some  other  fat,  and  stirrinff  in  water 
to  make  the  mixture  opaque  (Morel,  ^harm.  J. 
[3J  8,  342)  {v,  Bbsins). 

BURNETT'S  FLUID.  A  solution  of  zinc 
chloride  U  commonly  known  as  Sir  William 
Burnett's  disinfecting  fluid.  It  is  used  as  a 
dipiufectftnt  and  as  a  preservative  of  construc- 
tional timber. 

BURTON  WATER  CRYSTALS  contain,  ac- 
cording to  Moritz  and  Hartley.  31*8  CaO,  40*4 
SO,.  104  CI,  6-46  MgO,  and  2M9  OH,  (J.  Soc. 
Ghem.  Ind.  2,  82). 

BUSSORAH  GUM  v.  Gums. 

BUTALANINE  v.  Valine. 

BUTANE  17.  Butyl-  coMPuuNna. 

BUTANONE  (MethyietkylkeUmt)v,  Kbtonbs. 

BUTEA  FRONDOSA.  The  Bviea  frandow, 
also  called  Dhak  or  PvlaSf  is  a  fine  tree,  30-40 
feet  high,  belonging  to  the  order  Leguminosa, 
It  is  common  throughout  India  and  Burma,  and 
is  found  in  the  North- West  Himalaya,  as  far  as 
the  Jhelum  River.  The  flowers,  which  in  the 
dried  condition,  are  known  as  tlsu,  kesti,  kesuda 
or  palds-k^ppdl,  have  a  bright  orange  colour, 
and,  although  they  are  much  larger,  closely  re- 
semble in  appearance  the  common  sorse-flower 
{Ulex  eturopoBUt),  with  which,  indeed,  they  are 
botanically  allied.  Large  quantities  of  the 
flowers  are  collected  in  March  and  April,  and 
employed  by  the  natives  to  produce  a  yellow 
dye,  much  used  durins  the  Holi  festival  The 
dyeing  operation,  which  consists  in  steeping  the 
matenal  m  a  hot  or  cold  decoction  of  the  flowers, 
is  virtually  a  process  of  staining,  because  the 
colour  can  be  readily  washed  out.  On  the  other 
hand,  a  more  permanent  result  is  sometimes 
produced  either  ov  first  preparing  the  cloth  with 
alum  and  wood  ash  or  by  adaing  tiiese  substances 
to  the  dye- bath. 

From  the  Bniea  frondosa  is  also  obtained 
the  so-called  '  Butea  gum '  or  *  Bengal  kino,' 
employed  by  the  natives  for  tanning  leather, 
and  the  tree  is  of  additional  interest  because  in 
many  parts  of  India  the  lac  insect  {Coectu  kuxa) 
is  reared  upon  it.  This,  as  is  well  known,  causes 
the  formation  of  stick  lac,  from  which  shellac 
and  lac  dye  are  prepared. 

Butill  C|  J  H ,  jOj.  The  flowers  are  extracted  with 
water,  and  the  extract  digested  at  the  boil  with 
a  little  sulphuric  acid.  A  lighb  viscous  precipi- 
tate devoid  of  djreing  property  separates,  and  this 
is  removed  while  hot  and  the  nitrate  left  over- 
night. The  clear  liquid  is  now  decanted  from 
a  small  quantity  of  tarry  substance,  and 
partiaUy  evaporated  on  the  water-bath.  A 
further  quantity  of  a  black  viscous  precipitate 
thus  separates,  and  when  this  has  been  removed 
the  filtrate,  after  some  days,  deposits  crystals  of 
the  colonrinff  principle.  For  purification  the 
product  is  dissolvea  in  a  little  alcohol,  the 
mixture  poured  into  ether,  and  the  solution  well 
washed  with  water.  The  liquid  is  evaporated, 
and  the  residue  repeatedly  crystallised  from 
dilute  aloohoL 


Butin  crystallises  from  alcohol  in  colourless 
needles  with  iH,0,  m.p.  224''-226'',  and  from 
water  in  pale- vellow  neecQes  with  2HaO ;  dissolves 
in  alkaline  solutions  with  a  pale  orange-red  tint, 
and  gives  with  alcoholic  acetate  of  lei^  a  faintly 
yellow  almost  colourless  precipitate.  It  forms 
a  triacetyl  derivative  C,5H,05(C,H,0),  colour- 
less leaflets,  m.p.  123*^-126°,  and  a  ir&emoyl  com- 
pound  C,5H,05(G,H50),,  colourless  needles,  m.p. 
166^-167°.  On  fusion  with  alkaU  at  200°-220° 
butin  gives  protocaiechuic  acid  and  resorcinol. 

When  butin  is  boiled  with  dilute  potassium  hy- 
droxide solution,  the  pale-coloured  liquid  becomes 
much  darker,  and  on  acidifying  an  orange 
crystalline  precipitate  separates  which  consists 
of  butein. 

Butdn  C|,HiaO;^,H,0,  needles,  melts  at 
213^-216°;  dissolves  hi  alkaline  solutions  with  a 
deep  orange-red  colour,  and  with  alcoholic  lead 
acetate  gives  a  deep-red  precipitate.  Acetyl 
bvicin  C|.H,0.(C,H,0)4,  pale-yellow  needles, 
melts  at  iSq^'-ISI^ 

When  fused  with  alkalis  butein  gives  rescr- 
cinol  and  'protocaiechuic  acid,  whereas  by  the 
action  of  boiling  60  p.c.  potassium  hydroxide 
solution,  protocaiechuic  acid  and  resaceUyphenont 
are  produced. 

By  methylation  with  methyl  iodide  butin 
gives  hutintrimeihyleiher  C,5H,0,(0CH,)„ 
colourless  plates,  m.p.  1 19^-121°,  and  also  iittetn- 
trimeihyleiher  C„H,0,(OGH.)„  yellow  leaflets, 
m.p.  166^-168^.  In  a  similar  manner,  butein 
vields  not  only  buteintrimethylether,  but  also 
Dutintrimethylether. 

The  constitution  assigned  to  butein  is  that 
of  a  teirahydroxjfiemyluUne  acetophenone  {tetra- 
hydroxychabcone)  (I),  and  to  butin  that  of  the 
corresponding  jflavanone  (2) : 

OH 

(1)        OH;^\OM  i^^OH 

OH 
oh/  V-0— CH-<''    yOH 


(2) 


I       '.CO— C^H, 

and  that  these  formulsB  are  correct  has  been 
established  by  the  synthesis  of  bu^in  and  butin- 
trimethylethers.  Thus  bv  the  condensation  of 
resacetophenonemonomethylether  with  vera- 
tricaldehvde,  buteintrimethylether  (1)  is 
producea : 

OCH, 

I.      OCH/^^^— OH  ^  ^OCH, 

;^     — CO— CH=CH— .    /' 


II. 


OCH, 


,    OCH, 

^^— O— CH— <^'     \OCH, 


V 


;.CO-CH, 


and  this,  when  digested  with  boiling  dilute 
alcoholic  sulphuric  acid,  a  method  devised  by 
Kostanecki  and  his  colleagues  (Ber.  1904,  37, 
784,  773,  779),  gives  butintrimethylether  (II). 

Butein  itself  is  also  converted  into  butin  by 
means  of  dilute  alcoholic  sulphuric  acid,  and  the 
butin  can  again  be  transformed  into  butein  by 
the  action  of  potassium  hydroxide  solution. 
With  alcoholic  potash  butintrimethylether  also 
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gives   buteiiitriiiiieihTleUier,  and  these  oh&nra  I 
ue  reftdily  explained  if  it  is  aseumed  that  tne 
intermediate  oomponnd  or  its  trimethyl  ether 

OH 
0H/\)H       CHCOHy-c^    ^OH 

'^^^l— 00— CH, 

IB  the  first  product  of  the  reaction  in  each  case, 
and  that  this  sabsequently,  by  loss  of  water, 
passes  into  either  chalkone  or  flavanone,  or  both. 
When  butein  dissolred  in  acetic  acid  is 
treated  with  a  few  drops  of  sulphuric  acid,  and 
the  solution  is  boiled,  a  new  substance  sradually 
separates  in  the  form  of  crystals,  which  possess 
a  beetle-green  iridescence,  and  diBsolves  in 
alkaline  solutions  with  a  deep-blue  colour.  The 
acid  liquid  decanted  from  the  crystals,  on  dilu- 
tion with  water,  siyes  a  brown  precipitate 
soluble  in  alkalis  with  a  bluish-violet  colouration, 
which  dyes  mordanted  calico  shades  of  a  similar 
character  to  those  yielded  by  anthragalloL  It 
appears  likely  that  this  more  soluble  substance 
represents  the  first  product  of  the  reaction,  and 
is  subsequently  converted  into  the  green 
iridescent  compound.  A  consideration  <u  the 
formula  of  butein  renders  it  unlikely  that  these 
new  subrtances  are  anthraquinone  aerivatives ; 
on  the  other  hand,  it  is  suspected  that  the 
formation  of  a  ring  takes  place,  and  that  an 
indone  derivative  of  the  following  type  is  first 
produced: — 

OH 

HOf"^^^ c-/  yon 


K 


\/ 


II 

-CO--CH 


Butin  and  butein  dye  mordanted  woollen 
cloth  identical  shades,  though  as  butin  gives 
with  an  alcoholic  lead  acetate  a  praoticcJly 
colourless  precipitate,  it  is  not  to  be  regarded  as 
a  colouring  matter.  In  other  words,  butin  is 
merely  a  colouring  principle,  and  is  converted 
during  the  dyeing  operation  by  the  action  of 
the  mordant  into  the  colouring  matter  butein. 
The  following  shades  are  obtaii^ :— 


Reddiah-brown  Brick  red  FdH  yellow  Browniab  black 
and  these  are  strikingly  similar  to  those  yielded 
by  some  of  the  phenylketocumaran  colourinff 
matters  artificially  prepared  by  Friedlander  ua 
Budt  (Ber.  1896,  29,  879). 

\/\co/ 

The  Butea  flowers  contain  but  a  trace  of 
free  butin  or  butein,  and  the  elucoside  present, 
and  which  has  not  yet  been  is(3ated,  is  probably 
that  of  butin.  This  glucoside  does  not  decom- 
pose readily  during  the  dyeing  process,  hence  the 
flowers  do  not  dye  mordJamted  cotton.  In  wool- 
dyeing,  where  acid-baths  are  employed,  a  better 
result  is  obtained,  although  in  this  case  the 
shades  possess  but  little  strength.  If  the 
glucoside  is  first  hydrolysed  by  boiling  the  flowers 
with  dilute  hydrochloric  acid,  or  if  sulphuric 
acid  is  employed,  and  the  acid  then  neutralised 
with  sodium  carbonate,  a  material  is  obtained 
which  leadilpr  dyes  by  the  usual  methods.  Such 
products    give    the    foUowing    shades:     with 


chromium,  deep  tenaootta ;  with  ahuninium,  a 
briffht  orange;  with  tin,  bright  3re]low;  and 
wiuL  iron,  a  brownish-olive.  The  chromium 
colour  is  characteristic,  and  is  much  redder  in 
tint  than  that  yielded  by  any  known  natural 
yellow  dye.  A.  G.  P. 

BUTEA  GUM.  The  juice  of  Butea  frondoaa 
(Roxb.),  often  sent  into  the  market  instead  of 

{genuine  kino.  It  forms  black-brown,  slightly 
ustrous,  brittle  lumps,  has  an  astringent  taste, 
and  yields  pyrocateonin  by  dr^  distiUatioD. 

BUTTSR.  Butter  is  the  latty  product  pre- 
pared from  the  milk  of  the  cow.  when  sinmar 
substances  are  obtained  from  the  milk  of  other 
mammals,  their  origin  is  indicated  in  the  descrip* 
tion,  e.a.  goats'  butter,  buffido  butter.  7atty 
food  substances  of  vegetable  origin  and  similar 
to  butter  in  consist&cy  are  also  sometimes 
described  as  butter,  but  with  a  prefix,  as  vegt- 
iabU  huUer,  cocoa-nut  bvUer, 

Butter  consists  of  milk-  or  butter-fat,  with 
water,  and  small  quantities  of  milk  peoteins, 
lactose,  mineral  salts,  and  natural  colouring 
matter.  The  proteins  and  lactose,  together 
with  the  mineral  matter  associated  therewith, 
are  spoken  of  collectively  as  curd,  Gommerdal 
butter  may  also  contain  common  salt,  preserva- 
tives, and  oolourinff  matter,  addea  during 
manufacture.  The  added  salt  and  preservatives 
are  not  included  with  the  curd  in  giving  the 
composition  of  butter,  but  are  separately  esti- 
mated. 

Fat  exists  in  milk  in  the  form  of  minute 
globules  in  a  state  of  suspension  in  the  milk 
serum.  In  the  process  of  churning,  the  fat 
globules  coalesoe,  producing  irregularly-shaped 
granules  of  butter.  These  are  strained  from  the 
serum,  or  buttermilk,  washed  with  water,  and 
worked  into  a  mass  on  a  table  by  means  of 
mechanical  rollers,  or,  as  in  older  prooesses,  by 
hand.  Salt,  preservatives,  colouring  matter, 
are  added,  if  desired,  after  washing  the  butter 
granules  with  water. 

Milk  may  be  directly  churned  for  the  purpose 
of  obtaining  butter,  and,'in  some  remote  distncts, 
this  process  is  still  followed.  It  is,  however, 
usual  to  chum  enatn^  that  is,  the  fatty  layer 
which  rises  to  the  surface  on  allowing  milk  to 
stand  or  on  subjecting  it  to  centrifuffsT  action. 

Cream  may  be  churned  in  a  freui  condition 
before  souring  has  taken  place.  In  such  a  case, 
the  period  of  churning  is  longer,  and  t^e  opera- 
tion must  be  oairied  out  at  a  lower  temperature 
than  when  ripened,  cream  or  milk  is  employed. 
It  is  therefore  usual  to  chum  ripened  cream. 
The  ripening  may  be  efiiected  by  standing  the 
cream,  and  is  accelerated  by  the  addition  of  a 
little  buttermilk  or  pure  culture  starters  con- 
taining suitable  bacteria. 

Various  views  are  held  as  to  what  takes 
place  during  the  operation  of  churning,  fleisch- 
mann  (Book  of  the  Diary,  159)  states  that  *  the 
milk-fat  is  converted  from  fluid  to  solid  condi- 
tion by  the  shaldns  which  it  underjeoes,*  that  ib, 
that  churning  resuts  in  the  solidification  of  fht 
which  in  milk  is  in  a  superfused  condition.  On 
the  other  hand,  Richmond's  results  (Dairy 
Chemistry,  Ap.  339)  would  indicate  that  the 
fat  before  churning  may  be  in  a  solid  condition. 
Whether  fat  as  present  in  milk  is  surrounded 
with  some  form  of  membrane  (B^hamp,  Storoh) 
or  with  a  thin  wntery  covering  (Fleischmann), 
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the  mechanical  operation  of  churning  appears 
to  rub  away  or  remove  the  protective  coating, 
and  thus  enable  the  milk  globules  to  coalesce, 
forming  butter.  As  to  the  theories  regarding 
the  structure  of  the  fat  globules  in  milk,  see 
papers  by  Storch  (Analyst,  1897,  22,  197),  Beau 
(Revue  G^n^rale  du  Lait,  2,  15,  1903),  and 
Richmond  (Analyst,  1904,  29,  185). 

The  quantity  of  water  remaining  in  finished 
butter  is  governed  by  the  conditions  of  manu- 
facture. Churning  at  too  high  a  temperature 
renders  the  removal  of  excess  water  during 
working  difficult.  It  results  in  over-worked  or 
*  greasy '  butter ;  or  butter  with  an  excessive 
quantity  of  water.  The  maximum  limit  per- 
missible in  England  for  water  in  butter  is  16  p.o. 
Canada,  Queensland,  Holland,  have  the  same 
limit.  Victoria  has  15  p.c. ;  (Germany,  16  p.c. 
for  salted,  and  18  p.c.  for  unsalted ;  and  Belgium, 
16  px. 

The  proportion  of  curd  may  vary  from  0-2 
to  2-0  p.c.  according  to  method  of  manufacture, 
lower  quantities  Ming  present  where  freshly 
sepcurated  cream  is  churned  than  in  the  case  of 
ripened  cream.  Well-made  butter  rarely  con- 
tains so  high  a  quantity  as  2  p.c.,  and  where  this 
quantity  is  found,  examination  should  be  made 
for  the  presence  of  added  non -fatty  milk  solids. 
No  limits  have  been  fixed  ae  to  the  non-fatty 
milk  solids  permissible  in  butter,  but  the  Butter 
and  Margarine  Act,  1907,  gives  power  to  the 
Board  of  Agriculture  and  Fisheries  to  make 
regulations  on  the  point. 

Van  Slyke  and  Hart  (J.  Amer.  Chem.  Soc. 
1905,  27)  state  that  when  0*5  p.c.  or  over  of 
lactic  acid  is  in  the  cream,  the  casein  is  present 
in  the  butter  as  casein  lactate,  but  in  butter 
made  from  sweet  cream  as  calcium  casein.  They 
also  make  suggestions  with  regard  to  the 
relation  between  casein  compounds  and  mottled 
butter.  Richmond  (Analyst,  1906,  31,  178)  has 
found  the  average  amount  of  casein  to  be 
0'38p.c.,  and  not  to  exceed  0*5  p.c. 

The  mineral  matter  in  butter  (to  which  no 
foreign  substance  has  been  added  during  manufac- 
ture) consists  of  the  inorganic  substances  derived 
from  the  buttermilk  enclosed  within  the  butter 
granules,  and  from  the  caseous  matter  adhering 
to  the  fat.  It  is  really  the  ash  of  the  curd,  or 
the  non-fatty  milk  solids  of  the  butter. 

When  butter  is  heated,  the  fat  melts  and 
separatee  from  the  aqueous,  curdy  portion. 
After  alloiiing  this  to  settle,  the  fatty  layer  is 
filtered  through  a  warm  funnel,  and  the  fat 
obtained  as  a  clear  oil,  usually  of  a  yellow  colour, 
but  under  certain  conditions  almost  colourless, 
setting  to  a  granular  crystalline  mass.  The  fat 
so  obtained  consists  of  glycerides  of  fatty  acids 
together  with  the  natural  or  added  colourinc 
matter,  if  any,  of  the  butter,  and  some  unsaponi- 
fiable  substances,  e.g.  cholesterol,  associated  with 
the  natural  fat.  The  total  quantity  of  the 
unsaponifiaUe  matter  does  not  exceed  0*4  p.e. 
(Bomer,  Zeitsoh.  Nahr.  Genussm.  1901,  4, 
1070). 

The  glycerides  of  butter-fat  contain  butyric, 
oaproic,  caprylic,  capric,  lauric,  myristic, 
palmitic,  stearic,  and  oleic  acids,  as  triglycerides, 
with  a  possibly  small  quantity  of  mono-  and  di- 
fflycerides.  Bell  has  shown  the  presence  of 
mixed '  glycerides,. and  describes  ((Chemistry  of 
Foods,  45)  an  oleopalmitobutyrate.  Browne 
Vol.  I.— r. 


(J.  Amer.  Chem.  Soc.  1899,  613)  finds  1-0  p.c. 
of  dihydroxystearic  acid ;  but  Lewkowitsch 
throi^'s  doubt  upon  the  presence  of  any  hydroxy 
acids  (Oils  and  Fats,  4th  ed.  ii.  667).  The 
composition,  as  given  by  Bell  (Chem.  of  Foods, 
48),  is  compared  with  that  given  by  Browne  (J. 
Amer.  Chem.  Soc.  1899,  21,  807). 

100  parts  of  fat  on  saponification  yield  : 

Bell       Browne 
Butyric  acid     .  6*13        5*45 

Caproic     „       .         .1  209) 

CapryUc    „       .         .   [  2*09        0-49}  2-90 
Capnc       „        .         .   )  0-32) 

Lauric       „        .         .       —  2*57 

Myristic    „       .         .1  9*89) 

Palmitic   „  .   U946      38*6n50-33 

Stearic      „       .         .  )  1-83) 

Oleic         „       .         .     36*10      32*60 
Dihydroxy  stearic  acid     —  1*00 

Caldwell  and  Hurtley  (Chem.  Soc.  Trans. 
1909,  95,  853)  have  fractionally  distilled  samples 
of  butter  fat  in  the  vacuum  of  the  cathode 
li^ht,  and  determined  certain  values  of  the 
distillates.  They  conclude  that  there  is  no 
tributyrin  in  butter-fat,  and  probably  no  tri- 
olein, the  oleic  acid  being  distributed  among  the 
glycerides  present,  most  of  it  as  oleostearo- 
p^mitin.  Caldwell  and  Hurtley  (2.c)  have  also 
similarly  distilled  the  fatty  acids. 

The  most  characteristic  feature  of  butter-fat 
is  the  presence  of  fatty  acids  soluble  in  water 
and  volatile  in  steam  ;  and  the  earliest  work  on 
butter  was  directed  to  the  estimation,  directly 
or  indirectly,  of  butyric  acid,  the  largest  con- 
stituent of  the  soluble  or  volatile  portion. 

Hehner  and  Angell  (Butter :  its  Analysis  and 
Adulterations,  Churchill,  2nd  ed.  1877),  following 
the  suggestion  of  Chevreul,  proposed  in  1874  to 
obtain  the  butyric  acid  by  distillation  of  the 
acids  liberated  by  dilute  sulphuric  acid  after 
saponification  of  the  fat  with  alkali.  In  con- 
sequence of  the  variation  in  the  results,  they 
proposed  the  determination  of  the  acids  insoluble 
m  water,  Dupre  subsequently  adding  in  the 
same  process  the  titration  of  the  water-soluble 
acids  (Analyst,  1876).  The  quantity  of  insoluble 
fatty  acids  is  frequently  spoken  of  as  the 
^  Hehner  value.*  The  process  consists  in  saponi- 
fying a  weighed  quantity  of  the  fat  with  alconolio 
pot^h,  liberating  the  fatty  acids  from  the 
aqueous,  alcohol-free,  soap  solution  with  excess 
of  dilute  sulphuric  acid,  filtering  and  washing 
with  hot  water  the  insoluble  acids,  finally  weigh- 
ing these,  and  titrating  the  dissolved  acids.  The 
quantity  of  soluble  acids  usually  falls  between 
4*2  and  6-0  p.c.  (calculated  as  butyric  acid),  and 
the  weight  of  the  insoluble  acids  between  90  and 
87*5  p.c. 

Reichert  adopted  a  modification  of  Chevreul 
and  Hehner *s  distillation  of  the  butyric  acid, 
operating  with  a  definite  quantity  of  fat  under 
prescribed  conditions,  ana  thus  avoiding  the 
necessity  of  the  distillation  of  the  wh^e  of 
the  volatile  acids.  Reichert  took  2*5  grams  of 
fat ;  and  the  number  of  cubic  centimetres  of  deci- 
normal  alkali  required  to  neutralise  the  distillate 
from  this  quantity,  operating  as  described,  was 
the  original  Reichert  number  (Chem.  Soc.  Trans. 
1879,  A,  406 ;  Zeitsch.  anaL  Chem.  1879,  18,  68). 
Meissl  suggested  the  use  of  5  gninis  of  fat 
(Chem.  Soc.  1880,  A,  828),  and  Wollny  added 
a  number  of    modifications    (Chem.  Soc.  1888, 
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A,  200).  This  prooesB  was  adopted  by  a  com- 
mittee oonaiflting  of  the  Prinoipal  of  the  Govern- 
ment Laboratory  and  the  members  of  the 
Society  of  Public  Analyste^  as  the  method  to  be 
used  in  the  estimation  of  butter-fat  in  margarine 


of  24;  Germany,  of  26;  Sweden,  of  23;  the 
United  States,  of  24 ;  Italy  declares  batter  with 
a  Beiohert- Woliny  number  below  20  adulterated, 
between  20  and  26  suspicious,  above  26  pure  ; 
Belgium  declares  butter  to  be  abnormal,  and  its 


(Analyst,  1000,  26,  309).  The  conditions  of  i  sale  is  prohibited,  if  the  Beichert- Woliny  number 
distillation  must  be  strictly  observed,  as  the  falls  below  28,  and  if  in  addition  the  fat  has  a 
whole  of  the  volatile  acid  is  not  distilled  during  ,  Zeiss  number  above  44  at  40**,  a  sp-gr.  below 
the  experiment  Bichmond  {ibiiL  1896,  20,  {  0-866  at  100**,  a  saponification  value  below  222, 
218)  found  only  87  P.O.  of  the  total  volatile  acids    and  a  Hehner  number  above  88*6. 


in  the  distillate.  Jensen's  results  confirm  this 
(Zeitsch.  Nahr.  Genussm.  1906,  272).  lioflfmann 
and  Beam  used  soda  dissolved  in  glycerol  for 
the  saponification  (Analyst,  1891,  16, 163).  The 
details  of  the  process,  as  adopted  by  the  com- 
mittee, are:    6  grams  of  clear,  melted  fat  are 


Handby  BaU  (Analyst,  1907,  32,  202)  gives 
results  of  butters  produced  in  Ireland,  and  wows 
that  during  the  months  of  I>ecember  and  January, 
when  the  output  of  milk  is  lowest,  the  Beichert- 
Wollny  number  frequently  falls  below  24.  The 
lowest  numbers  occur  when  the  milk  is  derived 


weighed  into  a  flask  of  a  capacity  of  300  cc,  i  from  cows  at  the  end  of  the  lactation  period, 
and  saponified  with  2  ca  of  soda  (prepared  by  •        Brownlee  (Jour.  Bept.  Agrio.  for  Ireland, 
dissolving  sodium  hydroxide  in  equal  weight  of  <  1910,  10,  438)  has  published  results  of  analyses 


water),  and  10  cc.  of  alcohol,  by  heating  on  a 
hot  water-bath  under  reflux  condenserTor  14 
minutes.  After  evaporation  of  the  alcohol, 
the  dry  soap  is  dissolved  in  100  c.o.  of  hot 
water,  40  c.c.  of  normal  sulphuric  acid  and  a 
few  fragments  of  pumice  are  added,  and  the 
flask  connected  with  a  condenser.  It  is  then 
heated  so  that  110  ac.  of  distillate  are  collected 
in  about  30  minutes.    The  distillate  is  shaken. 


of  Irish  butter  produced  in  1908-9.  He  found 
16*2  p.c.  of  samples  below  24, 11*4  p.c.  below  23, 
6*6  p.c.  bek>w  22,  and  1-4  p.c.  below  21.  The  tables 
given  by  Brownlee  show  that  throughout  the 
year  the  Beiohert- Woliny  number  varies  in  each 
case  with  the  percentage  output  of  butter  from 
the  particular  dairy,  and  the  results  confirm  the 
opinion  that  the  chief  factor  influencing  the 
Beichort- Woliny  number  is  the  lactation  period 


100  C.C.   filtered  o^  and  titrated  with  deci-    of  the  cows  supplying  the  milk. 

normal  alkali,  using  phenolphthalein  as   indi-  I       The  conclusion  that  butter  is  genuine  because 

cator.     (Further  detailB  as  to  size  of  fiask,  tubes,  i  the  Beiohert- Woliny  exceeds  24,  may  be  erro- 


stiU-head,  condenser,  will  be  found  in  the  Analyst, 
1900, 26, 309. )  The  number  of  cubic  centimetres 
of  decinormal  alkali  required  for  neutralisation, 
when  multiplied  by  1*1  and  corrected  to  6  grams, 
is  the  '  Beichert- Woliny  number.' 

The  proportion  of  volatile  acids  in  butter- 
fat  varies.  In  the  late  autumn  season,  in  the 
case  of  cows  fed  in  the  open,  the  butter-fat 


neous,  as  this  number  may  have  been  the  result 
of  mixing  genuine  butter  having  a  high  Beichert- 
Woliny  number  with  some  other  fat.  On  the 
other  hand,  butter  falling  below  24  ma^  be 
genuine  but  abnormaL  m  order  to  be  in  a 
position  to  estabUsh  the  genuineness  of  butter, 
the  Netheriands  Government  has  organised  a 
system  of  butter  control,  by  means  of  which  the 


contains  less  butyric  acid  tnan  it  does  during  associated  creameries  aro  frequently  inspected 
the  spring  and  summer.  Towards  the  close  ot  j  and  the  butter  produced  regularly  analysed, 
the  lactation  period,  butter  fat  also  shows  a  '  Consignments  from  the  factories  bear  a  govem- 
depreciation  in  the  amount  of  volatile  acids,  ment  label,  giving  particulars  of  origin,  so  that 
Among  other  factors  aflectins  the  character  of  ,  the  officie^  can  trace  the  butter  and  ascertain  the 
the  fat  are  the  nature  of  the  food,  and  the  Beiohert- Woliny  number  of  the  butter  produced 
sensitiveness  of  the  cows  to  varying  climatic  ,  at  the  creamery. 

conditions  and  their  surroundings.  Hence  the  ■  i  Higher  homologues  of  butvrio  acid  volatiUsed 
uncertainty  as  regards  the  limits  that  should  be  i  iif^^he  steam  during  the  Beichert  process  do  not 
adopted.  In  the  case  of  buttes  made  from  the  wholly  dissolve  in  the  distillate,  and  the  deter- 
milk  of  mixed  herds,  when  the  influence  of  mination  of  the  insoluble  portion  affords  another 
individual  cases  does  not  seriously  depreciate  index  to  the  character  of  the  fat,  as  will  be  seen 
the  butter  from  the  whole  herd,  the  proportion  later, 
of  volatile  acidi  under  ordinary  conditions  of  .        Butter-fat  has  a  8p.gr.  at   37-8V37*8®   of 


feeding  and  housing  reaches  a 
April-May-June,    and   is   at   a 


maximum  m 
minimum   in 


0-910-0*913  (Thorpe^  Chem.  Soc.  Trans.   1904» 
249).    The   individual   data   in   Bell's   results 


October-November.  Lewkowitsch  has  collected  {  range  from  0*9094  to  0-9139,  but  he  states  the 
a  number  of  results  representing  the  produce  of  ordinary  range  is  0*911  to  0-913.  The  8p.ffr.  is 
different  countries  (Oils  and  Fats,  4th  ed.  ii.  686).  '  affected  by  prolonged  heating  of  the  fat  and  also 
Although  the  milk  from  individual  cows  or  small  •  by  the  storage  of  we  fat  for  a  lengthened  period. 


herds  may,  in  consequence  of  special  circum 
stances,  occasionally  yidd  butter-fat  giving  a 
Beichert- Woliny  numbor  below  24,  the  butter 
from  the  mixed  milk  of  herds  under  normal 
conditions  usually  has  a  Beichert- Woliny  number 
falling  between  24  and  32.  The  Committee  on 
Butter  Begulations  appointed  by  the  Board  of 


The  reading  with  the  Zeiss  butyro-niracto- 
meter  at  46*^  7 aUs  usii^y  between  38  and  42. 
In  371  samples  of  genuine  butter  examined,  the 
range  was  37  to  46  (Com.  on  Butter  Begns., 
Ap.  686).  Excluding  14  exceptional  butters, 
the  average  range  was  39-4  to  42*0  (Chem.  Soc. 
Trans.  1904,  249).    (Zeiss  readings  aro  taken  at 


Agriculturo  in  this  country  recommended  that    various   temperatures   by   different   observers, 
the  figure  24,  arrived  at  by  the  Beichert- WcJlny    To  convert  the  scale  divisions  observed  at  a 


method,  should  be  the  limit  below  which  a  pre- 
sumption should  be  raised  that  butter  is  not 
genuine  (Com.  on  Butter  Beg^is.  Beport,  Cd. 


lower  temperature  into  the  scale  divisions  at  a 
higher  temperature,  deduct  0-66  of  a  division 
for  each  degree  of  temperature  that  the  reading 


1749,  18).    France  has  fixed  a  minimum  limit    has  been  taken  below  the  required  temperature ; 
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co&versdly,  add  0*55  of  a  divinon  for  each 
degree  of  temperature  that  the  reading  has  been 
taken  above  tne  required  temperature). 

The  saponification  value  of  the  fat  waj 
suegested  by  Koetstorffer  (FrdL  1879,  199),  and 
is  frequently  known  as  the  Koetstorffer  number. 
It  is  the  quantity  of  potash  expressed  in  milli- 
grams required  to  saponify  1  gram  of  fat.  The 
glyoerides  in  butter-tat  contain  acids  of  com- 
paratively low  molecular  weights;  inconsequence, 
the  quantitv  of  potash  for  saponification  will  be 
relatively  high  when  compared  with  fats  in 
which  the  glycerides  contain  only  acids  of  high 
molecular  weight,  as  in  aniiaal  fats  in  generaL 
Butter-fat  gives  figures  on  the  average  between 
219-9  and  232*6  (Thorpe).  Koetstorffer  gave 
227  as  a  mean  figure.  TluB  value  bears  a  close 
relationship  to  the  Reichert  number. 

The  iodine  value  varies  considerably,  falling 
between  26-0  and  35-0  (Habl),  29-0  and  43-0 
( Jensen)^  and  26Q  and  380  (WoUny). 

The  various  data  show  their  dependence 
upon  one  another,  within  certain  limits,  when  a 
comparison  ia  made.  This  parallelism  is  shown 
in  the  following  table  (Thorpe,  Ghem.  Soc. 
Trans.  1904,  254) :— 


No.  of  samples 

m 

22-5 

Specific  gravity 
at  37-8^ 

1 
II 

219-9 

o 
•A 

OB 

42-0 

«ft 

4-3 

•ft 

H 

r 

90-1 

Mean  molecular 
weight  of  in- 
soluble adds 

7 

0-9101 

266-9 

17 

23-5 

0-9104 

221-3 

41-5 

4-5 

89-7 

265-5 

15 

24-5 

0*9108 

223-3 

41-5 

4-7 

89-4 

265-0 

27 

25*5 

0-9110 

223-4 

41-3 

4-8 

89-3 

264-2 

37 

26-5 

0-9113 

225-3 

410 

4-9 

88-9 

261-9 

51 

27-5 

0-9114 

226-7 

40-6 

5-2 

88-7 

261-7 

78 

28-6 

0-9118 

228-3 

401 

6-4 

88-4 

260-9 

56 

29-5 

0-9120 

229-9 

40-1 

5-6 

88-3 

259-6 

41 

30-5 

0-9123 

231-4 

39-9 

5-8 

87-9 

2601 

18 

31-3 

0-9125 

232-2 

39-7 

5-7 

87-9 

2580 

10 

32-6 

0-9130 

232-5 

39-4 

60 

87-7 

257-8 

357 


The  examination  of  butter  comprises:  (1) 
the  determination  of  water,  fat,  cuid,  salt ;  (2) 
examination  of  the  fat;  (3)  examination  of  the 
butter  for  preservatives,  colouring  matter,  and 
substances  foreign  to  butter. 

1.  Water.  The  sample  for  examination 
should  be  not  less  than  50  srams,  and  should  be 
placed  in  a  bottle  and  closed  securely  with 
screw-cap  or  stopper.  The  bottle  is  then  heated 
at  a  temperature  of  about  50^  until  the  butter- 
fat  has  melted,  when  it  is  vigorously  shaken  to 
emulsify  the  fat  and  water.  The  shaking  is 
continued  while  the  bottle  and  contents  cool, 
until  the  butter  is  of  the  consistency  of  thick 
cream.  From  6  to  8  fframs  are  then  weighed 
into  a  flat- bottomed  dish,  in  which  is  a  glass  rod 
with  flattened  end.  The  dish  is  heated  on  a 
steam-bath  for  an  hour  with  frequent  stirring 
of  the  butter,  after  which  it  iscooled  and  weighed. 
It  is  again  heated  until  the  weight  is  constant. 
The  operation  is  considerably  accelerated  by 
using  luuminium  dishes,  heated,  on  an  aluminium 
hot  plate  adjusted  to  a  temperature  of  100^  to 
106^ 


Other  methods  are  Henzold's  (in  which 
pumice  is  mixed  with  the  butter)  and  WibePs 
(J.  Soc.  Qtiem.  Ind.  1893,  630). 

Fat.  The  butter  from  which  the  moisture 
has  been  evaporated  is  extracted  with  ether, 
filtered  from  curd  and  salt,  and,  aiteT  evapora- 
tion of  the  solvent,  is  dried  and  weighed,  or  the 
matter  insoluble  in  ether  is  weighed,  and  the  fat 
taken  by  difference.  The  Governments  of 
Queensland,  Victoria,  and  Germany  have  fixed 
a  minimum  limit  for  fat  of  80  p.c. ;  Italy,  of 
82  p.c. ;  and  the  United  States,  of  82-5  p.c. 

Curd.  In  the  case  of  butters  free  from  salt 
and  preservative,  the  curd  is  the  matter  not 
soluble  in  ether  or  other  solvent.  The  separate 
determination  of  the  proteins  and  lactose  must 
be  carried  out  to  decide  whether  a  butter  con- 
tains added  non-fatty  milk  products.  15-20 
grams  of  butter  are  weighed  in  a  dish  and  dried 
on  the  water-bath  with  frequent  stirring.  The 
fat  is  extracted  with  ether,  and  the  ether- 
infroluble  matter  transferred  with  concentrated 
sulphuric  acid  to  a  Kjeldahl  digestion  flask, 
adding  the  filter  paper  used  for  filtration.  The 
quantity  of  nitrogen  multiplied  by  6*38  gives  the 
proteins.  Richmond  gives  6-39  (Analyst,  1908, 
33,  180). 

The  lactose  is  taken  by  difference,  after 
deducting  from  the  total  curd  the  proteins  and 
inorganic  salts.  But  it  is  in  all  oases  preferable 
to  make  a  direct  determination,  and  this  becomes 
necessary  when  boric  acid  is  present.  The 
lactose  and  proteins  may  then  be  estimated  as 
follows  :  The  residue  from  extraction  with  ether 
of  20  grams  of  butter  is  mixed  with  about  40  c.c. 
of  water,  made  just  acid  with  acetic  acid,  and 
the  proteins  precipitated  by  adding  a  few  drops, 
being  careful  to  avoid  excess,  of  Fehling^s  copper 
sulphate  solution.  It  is  then  filtered  on  tared 
paper,  washed,  dried  at  100^,  weighed,  and 
incinerated.  The  weight  less  the  ash  is  the 
proteins.  The  filtrate  is  made  up  to  100  c.o. 
and  an  aliquot  portion  taken  for  gravimetric 
Iskctose  determination.  Where  sugar  only  is 
required,  the  residue  from  ether  extraction  may 
be  washed  into  100  c.c.  flask,  cleared  with  copper 
sulphate,  made  up  to  100  cc,  and  an  aliquot 
portion  filtered.  The  quantity  of  lactose  should 
not  exceed  0*4  p.c,  and  is  usually  much  less. 

The  matter  insoluble  in  ether  contains,  in 
addition  to  the  true  curd  and  other  non-fatty 
solids  of  milk,  common  salt,  borax,  a  portion  of 
the  boric  acid  (partly  in  solution  in  ether),  and 
certain  other  preservatives,  if  these  have  been 
added  to  the  butter.  The  common  salt  is 
estimated  by  extracting  the  weighed  quantity 
of  curd  in  the  total  curd  determination  with  hot 
water,  and  titrating  the  solution  with  standard 
silver  nitrate. 

2.  Examlnatton  of  the  (at  The  examination 
of  the  fat  to  ascertain  its  purity  is  one  of  con- 
siderable difficulty,  since  butter  adulteration  has 
been  directed  to  the  admixture  of  fats  prepared 
so  as  to  give  no  distinctive  reaction.  All  animal 
fats,  sucn  as  refined  lard  and  beef  fat,  and  many 
vegetable  fats  used  for  this  purpose,  have 
practicidly  no  volatile  acids.  Hence  tne  addition 
to  butter  of  fats  of  this  class  reduces  the  soluble 
volatile  acids  number.  Other  vegetable  fats 
contain  volatile  acids  only  partially  soluble  in 
water.  To  this  class  belong  cocoa-nut  oil  and 
palm-kemcl  oiL 
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Vegetable  fata*  unleee  Bpeoially  prepared, 
contain  phytoeterol,  and  the  detection  of  this 
substance  establidbes  the  presence  of  foreign 
fat.  Other  fats,  as  cotton  seed  and  sesame,  give 
specific  reactions,  and  may  therefore  be  directly 
tested  for.  It  has,  however,  been  established 
that  the  constituent  giving  the  reaction  may  be 
communicAted  to  a  slight  extent  to  milk  and 
thence  to  butter  through  feeding  the  animals 
vith  oil-cakes  made  from  these  seeds.  Positive 
reactions  in  these  cases  must  therefore  be 
supported  by  other  evidence.  With  the  object 
of  detecting  the  addition  of  foreign  fat,  it  is 
enacted  in  some  countries  that  margarine  and 
margarine  fats  must  contain,  when  prepared  for 
sale,  a  small  quantity  of  sesamo  ou,  as  a  tell- 
tale substance  when  butter  with  which  such  fat 
has  been  mixed  is  examined. 

(a)  The  soluble  volatile  acids  are  estimated 
by  the  Reichert-WoUny  process  deHcribed  above. 

Reychlcr  (Bull.  Soc.  chim.  1901,  25,  142) 
proposed  the  extension  of  the  Reichert-Wollny 
process  to  include  the  estimation  of  the  volatile 
msoluble  acids.  Wauters  (Analyst,  1901,  26, 
128)  modified  the  Reichert  process  and  made  two 
distillations,  determining  the  values  for  both 
soluble  and  insoluble  voUtile  acids. 

Polenske  (Zeitsch.  Nahr.  Genussm.  1904, 
273)  adopts  the  Reichert-Wollny  process  and 
estimates  in  the  same  operation  the  soluble  and 
insoluble  volatile  acids.  6  grams  of  the  fat  are 
weighed  into  a  300  o.c.  flask  and  saponified  with 
2  c.c.  of  soda  solution  and  20  grams  of  glycerol 
by  heating  the  flask  over  the  free  flame.  The 
flask  is  cooled  below  100*^,  and  90  c.c.  of  hot 
wat«r  and  a  little  powdered  pumice  are  added. 
When  the  soap  is  in  solution  the  fatty  acids  are 
liberated  with  60  c.c.  of  sulphuric  acid  (25  o.c. 
puie  HtS04  in  one  litre),  the  flask  attached  at 
once  to  a  condenser  arranged  vertically,  and 
heated  so  that  1 10  c.c.  of  distillate  are  collected 
in  about  20  minutes.  The  heating  is  then 
stopped,  and  the  receiving  flask  replaced  by  a 
measuring  iar  to  catch  the  drainings  of  the  con- 
denser. The  distillate  is  cooled  to  16®,  gently 
shaken,  and  100  c.c.  filtered  of!  and  titrated 
with  decinormal  soda.  The  number  of  cubic 
centimetres  (multiplied  by  1*1  and  corrected 
to  5  grams)  is  the  Reichert-Wollny  number. 
The  remainder  of  the  distillate  is  poured  on 
the  filter  paper,  and  then  washed  with  three 
quantities,  oi  15  c.c.  each,  of  water,  each  of 
which  has  been  passed  in  succession  through 
the  condenser  tul]«,  the  measuring  jar,  and  the 
110  C.C.  flask.  These  washings  are  rejected. 
The  110  C.C.  flask  is  then  placed  under  the 
filter  funnel,  and  the  water-insoluble  acids  dis- 
solved in  alcohol  by  passing  three  quantities, 
of  16  C.C.  each,  of  neutral  alcohol,  successively 
through  the  condenser  tube,  measuring  jar,  and 
filter  paper.  The  alcoholic  filtrates  are  titrated 
with  1/10  normal  soda,  using  phenolphthalein  as 
indicator.  The  number  of  cubic  centimetres 
required  is  the  insoluble  volatile  acids  number. 

In  butter-fat  this  number  varies  \%ith  the 
soluble  acids  number.  Polenske  {l.c.)  gave  a 
range  of  1*35  insoluble  for  20*0  of  soluole,  to 
3-0  insoluble  for  30  of  soluble.  Individual 
butters  may,  however,  give  numbers  outside 
this  range.  Rideal  and  Harrison  (Analyst,  1906, 
31,  254)  give  results  of  examination  of  a  number 
of    English    butters.      Harris    (ibid.    1906,    31, 


353)  shows  the  variation  in  insoluble  adds 
number  for  the  same  soluble  acids  number. 
Hesse  (C^Shem.  Zentr.  1905, 1,  566)  says  the  limits 
given  by  Polenske  should  be  higher.  Hesse  and 
Harris  {Lc )  point  out  the  importance  of  f oUowinf 
exact  details  of  process,  particularly  in  regard 
to  size  of  pumice.  Harris  gives  varying  reralts 
obtained  by  operating  with  pumioe  of  different 
sizes. 

Cocoa-nut  fat  gives  a  soluble  acids  number 
by  this  process  of  7-9  and  an  insoluble  acids 
number  of  15-18.  Hence  the  addition  of  this 
fat  to  butter  depresses  the  Reichert-Wollny 
number,  and  increases  the  insoluble  volatile 
acids  number.  At  the  same  time,  the  Zeiss  and 
iodine  numbers  would  be  lowered,  and  the 
saponification  value  would  be  increased.  Thus, 
while  the  Polenske  value  alone  might  not  itself 
be  sufficient  evidence  of  adulteration  in  cases  of 
small  quantities  of  admixed  cocoa-nut  fat,  the 
disturbance  of  the  oo-relation  between  the  other 
numbers  would  establish  the  presence  of  the 
adulterant.  Palm-kernel  fat  has  a  Reichert- 
Wollny  number  of  5,  and  insoluble  volatile  acid 
number  of  1(^12 ;  other  vegetable  and  animal 
fats  have  a  total  volatile  acioB  number  less  than 
1.  The  addition  of  palm-kemel  oil  would 
operate  in  a  similar  manner  to  that  of  cocoa-nut 
fat ;  animal  fat  would  depress  both  the  soluble 
and  insoluble  volatile  acids,  but  the  former  to 
a  greater  extent  than  the  latter.  Thorp 
(Analyst,  1906,  31,  173)  makes  a  second  distilla- 
tion in  the  ordinary  Reichert  process,  after 
addition  of  more  water,  and  obtains  an  inoreased 
value  for  the  total  insoluble  volatile  acids.  He 
gives  results  of  examination  of  butters  and 
mixtures. 

Muntz  and  Coudon  (Mon.  8oL  1904,  18; 
Analyst,  1905,  30,  155)  have  devised  a  similar 
method  for  determining  the  ratio  between  the 
soluble  and  insoluble  volatile  acids.  They 
saponify  10  grams  of  fat  with  hot  strong  aqueous 
potash,  dissolve  the  soap  in  water,  add  phosphoric 
cMsid  solution,  and  distil  200  cc,  using  a  spiral 
dophle^mator  of  considerable  length.  The  dis- 
tillate IS  filtered,  and  the  soluble  acids  titrated. 
The  insoluble  acids  in  the  condenser  tube  and 
flask,  flmd  on  the  paper  are  also  dissolved  in 
alcohol  and  titratcni.  They  found  that  pure 
butters  yielded  from  4*79  to  6*01  p.c.  of  soluble 
volatile  acids  (as  butyric  acid)  and  0-5  to  0*87 
p.c.  of  insoluble;  while  cocoa-nut  'fat  gave 
1*16  to  l*27p.c.  soluble,  and  3*01  to  3*63  p.c. 
insoluble.    They  determine  the  follo\»'ing  ratios  : 

insol.  vol.       ,^^      ^,   ,^^ 

loTTsr  ><»<»  =  »•'-!«•« 

for  genuine  butter,  and  250-3  to  282*3  for  cocoa- 
nut  fat. 

Vandam  (Analyst,  1901,  26,  320)  determined 
the  ratio  between  the  total  fatty  acids  soluble 
in  60  p.c.  alcohol,  and  those  soluble  in  the  alcohol 
but  insoluble  in  water.  Robin  (Gompt.  rend. 
1906,  143)  practically  applies  the  same  principle 

in  his  method.    He  found  that  the  ratio  '^l^'* 

sol. 

X  10  was  8*3  to  12-7  butter,  232  for  margarine, 
and  226  for  cocoa-nut  fat.  Shrewsbury  and 
Knapp  (Analyst,  1910,  35,  385)  remove  tiie  acids 
soluble  in  water,  and  then  determine  the 
solubility  of  the  remaining  fatty  acids  in  dilute 
alcohol.     They  find  a  solubility  figure  of  28  for 
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butter  and  163  for  cocoa-nut  fat.  It  has  been 
shown  (Caldwell  and  Hurtley,  Analyst,  1009, 
34,  274)  that  lauric  and  mynstio  acids  are  the 
chief  constituents  of  cocoa-nut  fatty  acids,  but 
that  those  acids  are  only  present  to  a  slight 
extent  in  butter ;  and  these  processes  are 
therefore  based  upon  the  solubility  in  60  p.o. 
alcohol  and  insoluoility  in  water  of  these  acids. 
Fendler  (Zeitsch.  Nahr.  Genussm.  1910,  19,  644 ; 
Analyst,  1910,  35,  355)  has  a  similar  process. 

Ay^-LaUemant  (Zeitsch.  Nahr.  Grenussm. 
1907,  14,  317)  precipitates  the  neutralised, 
alcohol-free  soap  solution  with  iMurium  chloride, 
and  determines  the  baryta  values  for  the  soluble 
barium  salts,  and  for  the  insoluble  barium  salts. 
He  finds  that  normal  butter  has  insoluble  baryta 
value  of  247  to  251,  and  soluble  baryta  value  of 
50  to  65.  The  value  [insol.  —  (200+soluble)]  is 
negative  for  butter,  whereas  other  fats  have  a 
positive  value  not  less  than  39.  {See  also 
iUtzsche,  Zeitsch.  Nahr.  Qenussm.  1907, 14, 329.) 

Ewers  {ibid.  1910, 19,  529)  proposes  a  method 
depending  upon  the  different  solubility  of  the 
magnesium  salts  of  the  fatty  acids,  and  on  the 
varjring  solubility  in  petroleum  spirit  of  the 
fatty  acids  from  the  soluble  magnesium  salts. 

Various  methods  have  been  proposed  to 
distinguish  between  cocoa-nut  fat  and  butter 
fat  by  means  of  the  solubilities  of  the  silver 
salts  of  the  distilled  acids  in  the  Reichert-Wollny 
process  (K.  Jenson,  Analyst,  1905,  30,  396; 
0.  Jenson,  Zeitsch.  Nahr.  Genussm.  1905,  10, 
265  ;  Kirschner,  ibid,  1905,  9,  65 ;  Wijsman  and 
Reijst,  ibid.  1906,  11,  267 ;  Bean,  Ann.  Chim. 
anal.  1906,  11,  121). 

Bons  (Zeitsch.  Nahr.  Genussm.  1908,  15,  75) 
has  modified  the  process.  The  mixed  fatty 
acids  are  treated  with  water  to  remove  the 
soluble  portion.  Canrvlic  acid,  which  remains 
behind  with  the  insoluble  acids,  is  removed  by 
distillation,  and  estimated  in  the  distillate  by 
precipitation  with  silver  nitrate  solution.  Pure 
butter-fat  gives  a  value  1*6  to  20  and  cocoa-nut 
fat  5-3. 

Juckenack  and  Pastemaok  (Zeitsch.  Nahr. 
GenussoL  1904,  7,  193)  proposed  to  determine 
the  presence  of  cocoa-nut  oil  in  butter  from  the 
relationship  between  the  Reichert  -  Wollny 
number  and  the  saponification  value.  They 
point  out  that  according  to  the  formula  [R.W. 
— (Bapon.  value— 200 )J  butter  fluctuates  between 
—3*5  and  +4*25.  For  cocoa-nut  oil  its  value  is 
—47.  Harris  (Analyst,  1906,  31,  355)  has  shown 
that  the  method  of  reasoning  suggested  is  of 
no  value  for  small  admixtures  of  cocoa-nut  fat 
with  butter. 

Paal  and  Amberger  (Zeitsch.  Nahr.  Genussm. 

1909,  17,  23)  distil  separated  solid  fatty  acids  in 
a  current  of  steam  in  special  flask,  and  precipi- 
tate the  cadmium  salts  m  distillate. 

Hanua  {ibid.  1907,  13,  18)  and  Hanus  and 
Stekl  {ibid.  1908,  15,  577)  and  Fendler  {ibid. 

1910,  19,  544)  propose  methods  based  upon  the 
distillation  of  tne  ethyl  esters  of  the  fatty  acids. 
Fendler  prepares  the  esters  after  the  manner  of 
Henriques  (Analyst,  1898,  23,  181)  and  collects 
the  esters  boiling  below  300^  This  fraction 
would  include  the  ethyl  esters  of  the  acids  up  to 
and  including  myristio  acid.  The  volume  in 
the  case  of  butter  ranges  from  2*5  to  6*1 ;  coooa- 
nut  fat,  40  to  42;  and  lard,  0*5  to  1*1  c.c. 

Caldwell  and  Hurtley  {l.c.)  state  that  small 


quantities  of  cocoa-nut  fat  can  be  detected  by 
the  fractional  distillation  in  a  high  vacuum  of 
the  fatty  acids. 

(6)  The  foregoing  tests  for  the  detection  of 
the  adulteration  of  butter-fat  are  based  upon  the 
disturbance  of  the  ratio  existing  in  normal  or 
average  butter-fat  between  the  proportions  of 
soluble  and  insoluble  acids.  It  nas,  however, 
been  shown  that  special  feeding  may  affeet  this 
relationship  and  produce  butter  giving  abnormal 
results.  Uncertainty  as  to  the  conclusions  to 
be  drawn  may  be  removed  if  direct  evidence  is 
obtained  from  the  application  of  specific  tests. 
The  following  qualitative  tests  may  be  applied  :— 

Phfftoaterol  teat  for  detection  of  vegetable  fate 
(Bomer,  Zeit«ch.  Nahr.  Grenussm.  1901,  4,  1070, 
and  1902,  5,  1018).— The  absolute  alooho! 
extract  of  the  unsaponifiable  matter  from  100 
grams  of  fat  is  treated  with  acetic  anhydride, 
the  excess  of  which  is  removed,  and  the  acetates 
dissolved  in  alcohol,  crystallised,  and  recrystal- 
lised  several  times.  Cholesteryl  acetate  melts  at 
113*5''  to  114*5^  while  the  melting-point  of 
Ph3rtosteryl  acetate  is  about  129^.  If  tne  melt- 
ing-point of  the  mixed  acetates  from  the  sample 
under  examination  is  between  116^  and  117%  it 
is  probably  adulterated  with  vegetable  fat;  if 
above  117%  vegetable  fat  is  certainly  present. 
The  test  is  not  of  value  if  paraffin  wax  is  also 
present. 

Hinks*  test  for  cocoa-nut  fat  (Analyst,  1907, 
32,  160). — 5  C.C.  of  the  fat  are  dissolved  in 
10  CO.  of  ether,  and  the  solution  cooled  in  ice. 
After  half  an  hour,  it  is  rapidly  filtered,  the 
ether  evaporated  from  the  filtrate,  and  the  fatty 
residue  dissolved  in  96  p.c.  (vol.)  alcohol.  The 
solution  is  cooled  to  5°  for  15  minutes,  filtered 
rapidly,  and  the  filtrate  cooled  to  0%  The 
deposit  which  separates  at  this  temperature  is 
then  examined  on  a  cold  slide  under  a  power 
of  about  250.  Butter  fat  yields  a  deposit 
of  round  granular  masses;  oocoa-nut  fat,  fine 
needle-shaped  crystals ;  and  mixtures  of  butter 
and  cocoa-nut  fat,  fine  feathery  crystals  attached 
to  the  granular  butter  masses.  The  test  is 
capable  of  detecting  5  p.c.  of  cocoa-nut  fat  in 
butter  fat. 

Badouin  test  for  aeeamS  oU, — 5  c.c.  of  the  fat 
are  mixed  in  a  tube  with  5  c.c.  of  Hd  (8p.gr. 
1*19)  and  0*1  c.c.  of  a  2  p.c.  furfural  solution. 
The  mixture  is  well  shaken  and  allowed  to  stand. 
The  aqueous  layer  which  separates  assumes  a 
reddish  colour  in  presence  of  sesam^  oiL  Butters 
coloured  with  some  aniline  dyes  give  with  hydro- 
chloric acid  a  pink-to- violet  colouration,  and  in 
such  a  case  the  acid  and  fat  mixture  must  be 
heated  until  colourless  before  the  addition  of 
the  furfural  solution. 

Halphen  teetfor  cotton  seed  oit. — 5  c.c.  of  the 
fat  are  dissolved  in  5  c.c.  of  amyl  alcohol,  1  c.c. 
of  a  solution  of  sulphur  in  carbon  disulphide  is 
added,  and  the  mixture  heated  for  20  minutes 
at  105®  in  a  brine-bath.  A  red  colouration  is 
produced  in  presence  of  cotton-seed  oil.  The 
chromogenetio  substanoe  may,  however,  in 
exceptional  cases,  be  communicated  to  butter  by 
feeding  cows  with  cotton  cake ;  and  a  positive 
reaction  must  be  confirmed  by  other  data  of 
the  examination. 

(c)  The  specific  gravity  and  the  Zeiss  reading 
should  be  taken  and  considered  in  conjunction 
with  and  relation  to  the  data  for  the  Reichert- 
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Wolln^'  number,  saponification  and  iodine 
values. 

Of  other  physical  methods  there  may  be 
mentioned : 

Vaknla  test. — 3  c.c.  of  fat  are  dissolved  in 
an  equal  volume  of  glacial  acetic  acid,  and  then 
allowed  to  cool  while  being  stirred  with  a  ther- 
mometer. Immediatelv  a  turbidity  is  noted,  the 
temperature  is  read.  A  modification  introduced 
by  Jean  is  to  measure  the  volume  of  acid  dissolved 
in  the  fat  at  60^ 

Criamer  test. — This  method  is  an  official 
one  in  Belgium.  0*6  c.o.  of  melted  fat  and  1  c.o. 
of  absolute  alcohol  are  placed  in  a  tube  fitted 
with  cork  and  thermometer,  the  bulb  of  which 
dips  into  the  liquid.  The  tube  is  gently  heated 
inside  a  larger  tube  until  the  liquid  becomes 
homogeneous.  It  is  then  allowed  to  cool,  and 
the  temperature  noted  when  turbidity  appears. 
This  point  is  the  critical  temperature  of  disso- 
lution  (Orismer,  Analyst,  1897,  22,  71). 

a.  Examination  for  preservatives.— (a)  Boron 
compounds.  Boric  acid  or  borax  is  detected 
by  moistening  a  strip  of  turmeric  paper  (filter 
paper  soaked  m  an  alcoholic  solution  of  curcuma 
ana  dried)  with  a  drop  of  water  squeezed  from 
the  butter,  or  with  the  aqueous  layer  obtained 
on  melting  the  butter.  The  paper  is  then  dried. 
Free  boric  acid  gives  a  pink  colour  changed  to 
green  with  alkali.  For  borax  a  drop  of  dilute 
hydrochloric  acid  must  be  added  to  the  paper 
before  drying. 

The  boric  acid  is  estimated  by  Richmond  and 
Harrison's  method  (Analyst,  1902,  27, 179)  or  by 
washing  the  butter  in  a  separator  with  hot 
water,  evaporating  the  aqueous  portion  after 
addition  of  soda,  incinerating,  and  proceeding  as 
in  Thomson's  process. 

A  method  suitable  for  rapid  determinations 
is  as  foUows  :  10  grams  of  butter  are  shaken  in  a 
separator  with  20  c.c.  of  hot  water  and  10  c.c.  of 
decinormal  sulphuric  acid.  The  aqueous  layer  is 
run  off  after  a  few  minutes,  and  the  fat  washed 
twice  more  with  small  quantities  of  hot  wjkter. 
The  mineral  acid  in  the  combined  water  extracts 
is  then  neutralised,  with  lacmoid  as  indicator. 
2  grams  of  mannite  are  now  added,  and  phenol- 
phthalein.  Decinormal  soda  is  then  added  until 
pink  colour  is  permanent.  The  quantity  of 
soda  used  after  the  solution  was  neutral  to 
lacmoid  indicates  the  proportion  of  boric  acid 
present.  A  control  experiment  should  be 
carried  out  with  pure  butter  and  indicators. 

The  Committee  on  Preservatives  in  Food 
recommended  that  borax  or  boric  acid  should 
be  the  only  preservative  allowed  in  butter,  and 
that  the  quantity  should  not  exceed  0-5  p.c. 
calculated  as  boric  acid. 

(6)  Formalin  is  detected  by  the  application 
of  Hchner's  test  (Richmond,  Analyst,  1896,  21, 
92).  A  little  milk  is  added  to  the  aqueous  layer 
from  melted  butter,  and  the  mixture  poured  on 
to  the  surface  of  sulphuric  acid  containing  a 
trace  of  ferric  chloride.  In  presence  of  formal- 
dehyde a  blue  ring  appears  at  the  juncture  of 
the  aqueous  and  acid  layers. 

(c)  Fluorides,  Fluorine  is  detected  bv  eva- 
porating the  aqueous  portion  rendered  aiksline 
from  about  30  grams  of  butter,  incinerating, 
and  heating  the  ash  in  a  platinum  crucible 
with  strong  sulphuric  acid.  The  crucible  is 
covered  with  a  watch-glass  coated  with    wax 


through  which  a  mark  or  design  has  been  scratched 
with  a  fine  instrument.  In  presence  of  fluoride 
the  glass  will  be  etched. 

O.  and  C.  W.  Hehner  (Analyst,  1902,  27, 
173)  indicate  how  to  remove  the  boric  acid  if 
present  before  testing  for  fluoride. 

{d)  Benzoic  acid  and  henxoaUs,  10  grams  of 
butter  are  heated  for  some  time  with  alcohol 
acidified  with  dilute  sulphuric  acid.  The 
alcoholic  extract,  after  dilution  with  water,  is 
extracted  with  ether  in  a  separator.  The  ether 
solution  is  then  shaken  with  dilute  ammonia, 
and  the  ammoniaoal  extiact  evaporated  to 
d^ness  in  a  porcelain  dish.  The  residue  is 
dissolved  in  water,  just  acidified  with  acetic 
acid  to  ensure  that  no  free  ammonia  remains, 
and  a  drop  of  ferric  chloride  solution  added. 
Benzoic  acid  ^vos  a  buff-coloured  precipitate. 

(d)  Salicyhc  acid,  A  portion  of  the  alcoholic 
solution  prepared  for  benzoic  acid  is  tested 
directly  with  a  drop  of  ferric  chloride  solution. 
Salicylic  acid  gives  a  violet  colour. 

if)  Richmond  (Analyst,  1908,  33,  116) 
points  out  that  formic  acid  and  glucose  are  also 
used  as  preservative  agents. 

Colouring  matters.  The  colour  of  butter 
prepared  without  addition  of  artificial  colouring 
matter,  varies  according  to  the  food  of  the  cows. 
Winter  butter  from  stall-fed  cows  is  nearly 
colourless.  Colouring  matter  is  frequently 
added  to  butter  during  manufacture.  Annatto, 
turmeric,  carrot  juice,  saffron,  marigold,  safflower 
and  aniline  dves  are  amon£  the  artificial  colours 
employed.  Agitation  of  we  butter  fat  with  hot 
alcohol  will  give  an  indication  whether  colour 
has  been  added.  ComeUson  (J.  Amer.  Chem. 
Soc.  1908,  30,  1478)  shakes  thoroughly  10  srams 
of  melted  fat  with  10  to  20  grams  of  glaoial 
acetic  acid  at  about  36*.  The  acid  layer  is 
drawn  off  and  tested  with  various  reagents  for 
the  detection  of  aniline  and  vegetaUe  dyes. 
Leeds  (Analyst,  1887,  160)  has  amo  proposed  a 
scheme  for  identification  of  dye. 

Annatto  and  azo-  dyes  may  be  rapidly 
tested  for  as  follows :  6  c.c.  of  melted  fat  are 
placed  in  each  of  two  test-tubes.  To  one  6  cc. 
of  hydrochloric  acid  are  added,  and  the  mixture 
shaken.  Azo-  dyes  will  impart  a  reddish  colour 
to  th»  acid  layer.  To  the  second  tube  add  6  cc. 
of  ether,  and  shake,  and  then  6  cc.  of  10  p.c. 
potash  solution.  Shake  and  allow  to  separate. 
If  annatto  is  present,  the  alkaline  layer  will  be 
coloured  yellow.  To  confirm  the  annatto,  the 
alkaline  liquid  is  withdrawn,  evaporated  to 
dryness,  and  touched  with  a  drop  of  sulphuric 
acid.  Annatto  gives  an  indigo-blue  to  violet 
colouration. 

Crampton  and  Simons  (J.  Amer.  Chem.  Soc 
1906,  27,  270)  point  out  the  use  of  palm  oil  as 
a  colouring  substance,  and  its  detection  by  the 
Halphon  and  Liebermann-Storch  methods  for 
rosin  oil. 

The  further  examination  of  the  butter  is 
concerned  ^vith  its  flavour,  appearance,  rancidity. 
As  regards  rancidity,  the  quantity  of  free  acid 
dissolved  in  alcohol  may  be  ascertained,  but  this 
is  frequency  no  guide  to  or  measure  of  the 
rancidity, whjch  is  best  judged  by  smell  and  taste. 

The  definition  of  *  butter '  in  the  Margarine  Act, 
1887  (60  &  61  Vict,  c  29)  is  as  follows :  '  The 
word  "  butter "  shall  mean  the  substance 
usually  known  as  butter,  made  exolusivdy  from 
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milk  or  cream,  or  both,  with  or  without  salt  or 
other  piesenrative,  and  with  or  without  the 
addition  of  colouring  matter.* 

The  Butter  and  Siargarino  Act,  1907  (7  Edw. 
7,  c.  21)  describes  milk- blended  butter  as  *  any 
mixture  produced  by  mixins  or  blending  butter 
with  milk  or  cream  (other  than  condensed  milk 
or  cream).'  By  the  provisions  of  this  Act 
milk-blended  butter  may  contain  a  maximum 
of  24  p.o.  of  water. 

*  Renovated '  or  '  process  '  butter  is  a  pro- 
duct mainly  of  the  United  States.  It  is  demied 
by  Act  of  Congress  as  '  butter  which  has  been 
subjected  to  any  process  by  which  it  is  melted, 
clarified,  or  refined  and  made  to  resemble 
genuine  butter.'  Butter  which  is  unsaleable 
through  rancidity,  mould  growths,  or  other 
causes,  ia  melted,  and  the  oil  separated  from  the 
curd  and  water.  The  oil  is  then  aerated  by 
*  blowing '  with  air,  and  afterwards  emulsified 
with  fresh  milk  inoculated  with  a  bacterial 
culture.  It  is  then  churned  and  worked  as  for 
ordinary  butter. 

Crampton  (J.  Amer.  Chem.  Soo.  1903,  25, 
358)  gives  details  of  analyses  and  tests.  Several 
similar  processes  have  been  patented  here,  and 
in  some  factories  the  melting  and  purification 
of  inferior  butter  is  now  carried  on.  Hence 
such  products  might  contain  crystalline  fat, 
and  the  microscopical  examination  is  now  of  no 
value  as  a  test  for  foreign  fat. 

'  Factory '  butter  is  butter  which  has  been 
reworked  or  blended  with  other  butter;  by 
'  dairy '  butter  is  understood  butter  made  at 
the  farmer's  homestead,  whether  from  whole  milk 
or  cream;  and  the  term  'creamery'  butter  is 
generally  applied  to  butter  made  from  cream 
separated  by  centrifugal  force  from  the  mixA 
muk  of  a  numbor  of  herds  in  premises  specially 
utilised  for  the  purpose  {see  tne  Report  of  the 
Committee  of  the  Department  of  Agriculture  for 
Ireland,  on  the  Irish  Butter  Industry,  Cd.  5092, 
1910). 

In  hot  countries,  owing  to  the  rapid  decompo- 
sition of  ordinary  butter,  the  clarified  fat,  free 
from  water  and  curd,  is  prepared  for  sale,  as 
Bchmelzbutter,  ghee.  G.  S. 

BUTTERIHE  v.  Mabqabinb. 

BUTTER  SUBSTITUTES  v.  Maboabikb. 

BUTTER  SURROOATE  v.  Mabgabinb. 

BUTTER,  VEGETABLE.  A  greasy  substance 
expressed  from  the  kernel  of  the  Bcusia  butyracea 
(Roxb.),  a  native  of  North  India.  This  grease 
is  said  to  make  excellent  soap.  Shea  butter  is 
obtained  irom  the  BtUyrospermum  Parkii,  of 
West  Africa,  and  has  been  used  in  making 
candles  and  soap.  The  butter-tree  of  Sierra 
Leone  is  the  PerUadesma  butyracea  (Subine),  the 
fruit  of  which  yields  much  gJ^^cMe,  and  is  eaten 
by  the  negroes  (v.  Oils  and  Fats). 

BUTTER  YELLOW.  Benzeneazodimeihyl 
anaine  C^H^-N :  N-C,H4N(CH,)..  A  yellow 
colouring  matter  (mrP- 115^) ;  insoluble  in  water, 
soluble  m  dOuta  HCl,  with  red  colour ;  soluble 
in  fats.  Used  for  colouring  butter  (Witt.  Griess. 
Ber.  1877, 10, 528)  (v.  Azo-  ooloxtbino  biattebs). 

BUTIERS,  MDIER AL.  A  term  formerly  ap- 
plied to  several  of  the  metallic  ohlcwides,  e,g, 
chlorides  of  antimony,  tin,  bismuth,  r.inc,  &c. 

BUTTL  or  TETRYL.    A  univalent  radical 
yielding  four  isomeric  mono-  derivatives  : 
(1)  CH,-CH,-CH,-CH,X  (normal) ; 


(2)  CH.CH.CHX-CH,  (secondary) ; 

(3)  (CH,),CH-CH,X  ; 

(4)  (CH,),CX  (tertiary). 

Butyl  Cobcpounds. 

Butyl  aleohoL  Tetryl  alcohol  C4H,0H.  AU 
the  four  possible  bodies  ooiresponding  to  this 
formula  are  known. 

1.  Normal  butyl  alcohol:  buianol :  propifl 
carbinol  CH|-CH,-CH,-CH,OH ;  b.p.  115?, 
Lieben  and  Rossi  (Compt.  rend.  68,  1562) 
117-2^  (BrUhl,  Annalen,  203,  16);  sp.gr. 
0*«  0-8233,  20*  =  0-8109,  40*»  =  0-7994,  98-7*'  = 

0-7738,  2074"  =  0-8099  (B.);  fi^^  1-39909,  mol. 

refraction »35*45  (B.).  Occurs  in  the  heavy 
oil  of  Cognac  brandy  to  the  extent  of  49  p.c. 
Is  not  formed  in  the  fermentation  of  sugar 
produced  by  elliptical  yeast  (CAaudon  and  Morin, 
Chem.  Soc.  Trans.  1887,  IL  714).  Is  produced 
by  the  action  of  sodium  amalgam  upon  butyryl 
chloride  and  butyric  acid  (Saytceff,  Zeitsch. 
Chem.  1870, 108;  Lmnemann,  Annalen,  161, 178). 
Also  by  the  fermentation  of  glycerol  by  BaciUus 
butylicus  and  certain  other  bacteria  in  presence 
of  calcium  carbonate  and  various  foodstuffs, 
e.g.  ammonium  tartrate ;  the  yield  amounts  to 
9  p.c.  of  the  glycerol  used.  Butyric  acid  and  a 
little  ethyl  aloonol  are  also  formed  (Fits,  Ber.  9, 
1348 ;  vigna,  Ber.  16,  1348).  Is  also  produced 
by  the  action  of  nascent  hydrogen  (iron  and 
acetic  acid)  upon  crotonaldehvde  and  trichloro- 
butyraldehyde  (lieben  and  ^eisel,  Monateh.  1, 
825,  842). 

Beyerinok  has  shown  that  the  BaciUus 
butylicus  of  Fitz  (Ber.  1882,  867)  is  in  reality 
the  butyric  ferment.  The  true  butyUo  ferment, 
OranuMacter  butylicum,  has  been  irolated  in  a 
pure  condition,  and  an  account  of  the  whole 
fermentation  process  is  given  (J.  Soc.  Chem.  Ind. 
1894,  167;  ibid.  969).  {See  also  Emmerlmg, 
Ber.  1896,  2726;  1897,  451;  Buohner  and 
Meisenheimer,  Ber.  1908,  1410.) 

Properties, — Colourless  liquid,  soluble  in  12 
parts  of  water,  from  which  solution  it  can  be 
separated  by  means  of  calcium  chloride.  Soluble 
in  concentrated  hydrochloric  acid ;  is  readily 
oxidised  to  butyric  acid.  Fused  zinc  chloride 
abstracts  water,  and  yields  iS-butylene  and 
smaller  amounts  of  normal  butylene  (Le  Bel 
and  Greene,  Amer.  Chem.  tf.  2,  24). 

Bromine  acting  on  n-butvl  alcohol  yields, 
with  some  difficmty,  mono-brombutaldehyde, 
b.p.  235°  (:fi:tard,  Compt.  rend.  114,  753).  The 
action  of  aluminium  amalgam  on  the  butyl 
alcohols,  producing  liquid  aluminium  alkoxides, 
has  been  studied  by  Tistahenko  (Chem.  Soc. 
Abstr.  1899,  L  408). 

2.   Iso-butyl  alcohol,   isopronyl  cofbinol'- 

a-hydroxyfi-tneOiylpropane  rCH,),CEL*CHaOH,b.p. 

108-4°  (Unnemann,  Annalen,  160,  238) ;  8p.gr. 

0-7265  at  IO6-674''  (Schiff,  Annalen,  220,  102), 

0-8168  at  0<»  (L.),  0-8069  at  15715^  0-8008  at 

25725°  Perkin  (Chem.  Soc.  Trans.  1884, 468) ;  f>p. 

heat=:0-686 ;   molecular  rotatu>n«4-936  at  17-7'' 

(P.) ;  molecular  refraction  =  35-41 ;  /«.=  1-4007. 

p 

Sp.gr.    of    aqueous  solutions  (Duclaux,    Ann. 
dhi         ' 


6 


10 


dm.  Phys.  [5]  13,  91) : 

Percentage  of  alco-\o  k 
hoi  (bv  voL)       r^ 

®^;5i;tiLTl6?'h»««>  ^^^^^  ^-^^^  ^-^'^^ 
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Ocoun  in  faad  oil  from  potatoes   and   beet  <       (For  combinations  and  derivativefl  of  Mobvtyl 
(WurtK,  Ann.  Ohim.   Phys.  [31  42,  120),  and    alcohol  v.  Gladstone  and  Tribe,   Chem.   Soc. 
combined  with  angelic  and  MODutyric  acids  in    Trans.  1881,  6;    Pierre  and  Puchot,  Annalen, 
Roman    oil   of   chamomile   (Kobig,    Annalen,    183,  274;  andHeindl,  Monateh.  2,  208.) 
195,  96).  Z. Secondary  butyl  alcohol,  2'hydroxybU' 

Preparaiion,'~Bj    the    action    of    sodium    tane,   mdhfl  e«Ayi  carbinol,    bntylene   hydrate, 
amalgam  and  water  upon /9-chlorMobntyl  alcohol,  '  CaH.-v^^„^„    ,       oao    -l  w«o  «  /t  •  i. 

which  results  from  the  action  of  hypoohlorous  I  CHT^^^^^*  ^'^'  ^  **  '^'^  ™°*-  (Lieben, 
acid  upon  tsobntylene  (Butlerow,  Annalnii,  144,  '  Annalen,  160»  114) ;  8p.gr.  0*827  at  0^  0-810 
24).    ts  formed  in  small  quantity  by  the  action  '  at  22^  (L.). 
of    elliptical    yeast   upon    sugar    or   glycerol         Formed  by  the  action  of  water  upon  the 


(Claudon  and  Morin,  Chem.  I$x).  Ttans.  18S7» 
ii  714).  By  the  reduction  of  wobutyric  aldehyde 
with  sodium  amalgam  (Linnemann  and  Zotta, 
Annalen,  162,  11). 

Properties. — Colourless     lii|uid,    solui>le    in 


compound  of  sine-ethyl  and  aldehyde  : 

CH,CH(C,H4)0-Zn(C,H, ) 
thus: 

CH,CH(C,H,)OZnC,H, +H,0 


10'5  psxts  of  water,  from  which  calcium  chloride  '  =C4H,OH4-ZnO+CtHg 


causes  it  to  separate.  Smells  like  fusel  oiL 
Is  oxidised  by  cluromio  acid  intb  t«>butyric  acid, 
acetic  acid,  carbon  dioxide,  acetone,  and  other 
products  (Kramer,  Ber.  7,  252 ;  Schmitt,  ibid, 
8,  1361).  Zinc-dust  yields  water  and  ieo- 
butvlene  ( Jahn,  ibid,  13,  989). 

Treated  with  Iodine  and  aluminium,  alumi- 
nium triMobutoxide  Al(C4H.0)a  is  formed.  It  is 
a  liquid  which  may  be  distuled  in  vrtcuo  (Glad- 
stone and  Tribe,  dhem.  Soo.  Trans.  1881«  6). 

/«obutyl  alcohol  may  be  catalytically 
oxidised  to  Mobutyl  aldehyde.  The  vapour  of 
the  alcohol  mixed  with  air,  is  passed  over  warm 
freshly  reduced  copper  spirals  and  the  products 


(Wagner,  Annalen,  181,  261).  Also  by  aoUng 
upon  secondary  butyl  iodide  with  silver  acetate 
and  saponifyixiff  the  resulting  acetate  by  means 
of  potash,  l^rmal  butyl  alcohol  may  be 
changed  into  the  secondary  alcohol ;  the  normal 
iodide  is  heated  with  potash,  and  the  normal 
butylene  so  obtained  on  treatment  with  hydri- 
odic  acid  yields  secondazy  butyl  iodide  (Saytzeff, 
Zeitsch.  anal  Chem.  1870,  327).  It  may  also  be 
prepared  from  the  normal  isomeride  by  treating 
i»-butylamine  with  nitrous  acid  (Meyer,  Ber.  10, 
130;  Kanonnikoff  and  SaytKe£f,  Chenu  Soc. 
Trans.  1875,  626). 

Properties. — ^Liquid,  with  strong  odour ;  upon 


collected.    A  yield  of  50  p.c.  is  obtainable  (E.  !  oxidation  yields  a  ketone  C,H.-CO-CH,  (b.p. 
Orlow,  J.  Soc.  Chem.  Ind.  1908,  957).  .  gO''),  and  acetic  acid  (Kanomdkofi  and  Saytaeff, 

When  chlorine  is  passed  into  dry  wobutyl  chem.  Soc.  Trans.  1875,  626).  Heated  with 
alcohol,  and  the  solution  subsequently  heated  '  ^  trace  of  hydrochloric,  hydrobromic,  or  hydri- 
ffentlj,  the  product  can  be  separated  into  two  odic  acid,  in  a  sealed  tube,  to  240"*,  yields  C4H, 
fractions,  boiling  at  80**-100'^  and  170°-250^  (pseudo-butylene).  It  has  been  peparated  into 
The  lower  fraction  consists  of  chlorisobvialde-  [  its  optical  antipodes  by  R.Meth  (Ber.  1907, 695); 
hyde,  boiling  at  90»-9r ;  sp.gr.  M86. 1674^  It  the  alcohol  ha8[«]  .  0'32*». 
combines  with  sodium  hydrogen  sulphite,  and         ^     /n     ^  •  1.    ^   >       >     1   i     .  •     .1  > 

when  oxidised  with  alkaline  pe^nanga^te  yields  I      > /f/liJ^/Xnw'^'^'A    «^?.^*^''     '"Sff?2 
acetone  and  hydroxywobutyS  sSrfb(CH,),OH-  I  ^,^1^  (CH,),&Ott      A    sohd;  nup.    25-460 

COOH.  melting  at  78«.    Atermoleoular  pSl^e-  j  <?^^f^F^*^?',,^"^P*-   "^^^  ^^,*  ^^%)'  i»-P- 
ride    C,AiCr.O,,    which    melts   at    107^    »    Ifi^fofe),^ 

obtained  by  shakmg  with  strong  sulphuric  acid  .  l^'^    n  -ri^  ^4o9?  v  a^oo^S^^  ]^.\  ^^^' 
(A.  Brochet.  Compt.  rend,  luf  1638).     If  the    ?P«r.  ^"92  at  Sr  (K);  0.7788  ^^^^^^ 

alcohol  is  kept  coif,  the  chief  product  is  dichhr^    i'i'^l^^;  J^?u%^^^ '  V^^^fii  ^^If^^J^^  ** 


product  at  low  -  """  *"  ^*^  =  °"^  ^'^•^  J  fp 
temperatures,  but  at  100^  produces  hydrogen  '  cular  refraction  =:  35*53 ;    crit.   temp.  =  234*9'* 
chloride   and  a-chlor»M>butaldehyde  and  dlMo-    (Pawlewski,  Ber.  16,  2634). 
butylmonocldorMobutyralC(CH,)|Cl-CH(OC4H9)  Formed  from  Mobutyl  iodide  by  treatment 

boinng  at  218^,  and   of   sp.gr.  0*9355,  ISy^^  i  ^th  acetic  acid  and  fdlver  oxide  (Linnemann ; 


(A.  Brochet,  Compt.  rend.  118,  1280 ;  v,  also  '  Butlerow,  Annalen,  168,  143) ;  also  from  ieo- 
Brochet,  Bull.  Soc.  chim,  1896,  16 ;  ibid,  20).        butylamine  by  treatment  with  nitrous  acid,  and 

When  chlorine  is  led  into  hot  tM>butvl  alco-  1  from  Mobutyl  carbimide  CO-N*C4H4,  by  action 
hoi,  chlon'tfobutyrictjobutyl  ester,  a^-diohlort«o-  of  potash  (Lonnemann,  Annalen,  162,  12).  Can 
butyric  acid,  t>obutyl  ester,  mono-  and  dichlor-  ,  be  prepared  by  allowing  20  grams  of  tertiary 
wobutyrio  aldehyde,  Mobutyrio  acid,  oxyiso-  butyl  iodide  and  50  erams  of  water  to  stand  in 
butyric  acid,  crotonio  acid  CO,COb,  and  methyl  i  contact  for  two  or  three  days  (Dobbin,  Chem. 
chloride  are  produced.    Treating  aqueous  iso-  '  Soo.  Trans.  1880,  238). 

butyl  alcohol  with  chlorine  water  produces  /sobnt^l  alcohol  heated  with  excess  of  hydro- 
iffobutyrio  acid,  and  a-chlorMobutyric  acid  chloric  acid  yields  a  mixture  of  secondary  and 
t^obutyl  ester.  Chlorine  acting  on  cold  dry  I  tertiarr  butyl  chlorides,  and  when  heated  with 
isobutyl  alcohol  in  the  light  produces  1:2-  six  volumes  of  water  only  the  latter  is  deoom- 
dichlorMobutyl  ester  (Brochet,  Ann.  Chim.  posed,  yielding  the  alcohol  and  hydrochloric 
Phys.  m  10,  363).  ,  acid  (Freund,  J.  Pharm.  Chun.  [2]  12,  25). 

Isoootyl  alcohol,  when  acted  on  by  bromine.  Properties. — ^Forms  rhombic  plates  or  prisms, 

readily  yields  iffobutyl  bromide,  mixed  with  Unites  with  water  to  form  a  liquid  hydrate 
t>obutyl  t>obutyrate,  and  bromMobutaldehyde  2C4H,oO,H,0  (b.p.  80";  sp.gr.  0*8276  at  0® 
(Ktard,  Compt.  rend.  114,  753).  (Butlerow,  Annalen,  162,  229).    On  oxidation 
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yields  acetone,  carbon  dioxide,  acetic  acid,  and 
a  small  quantity  of  im>batyric  acid  (Bntlerow, 
Zeitsch.  Chem.  1871,  485). 

The  existence  of  the  hydrate  C«HioO,2H,0, 
m.p.  0®,  is  confirmed  by  cryoscopic,  density 
and  viscosity  determinations  (Patemb  and 
Mieli,  Atti.  B.  Aocad.  LinceL  1007  (v.),  16,  ii. 
153). 

In  sunlight  it  combines  with  chlorine,  form- 
ing tertiary  butyl  chloride  and  other  substances 
(I?Otreppe,  J.  1881,  612). 

Trimethyl  carbinol  explodes  feebly  when 
treated  with  bromine,  yielding  isAtUylene 
bromide    C(CH,),BrCH,Br     boiling     at     148*» 

(£tard,  Ck>mpt.  rend.  114,  753). 

Tertiary  butvl  alcohol  has  a  slightly  narcotic 
action  when  taken  internally,  and  is  found  in 
the  urine  in  combination  with  glycuronic  acid 
(Thierfelder  and  v.  Mering,  Chem.  Soc.  Abstr. 
1886,  i.  1002). 

Nitrohydroxifitiianes  may  be  obtained  quanti- 
tatively as  follows:  By  the  action  of  nitromethane 
on  formaldehyde,  in  presence  of  a  little  potassium 
carbonate,  tertiary  nitrotrihydroxybutane 
NO,>(CH,OH)^  a  white  crystalline  solid,  melting 
at  168'-159°,  is  produced.  Nitroethane  pro- 
duces tertiary  nitrodihydroxybutaneNOt'C(GHs) 
(CH,OH)„  melting  at  139*»-140^.  Secondary 
nitropropane  yimds  nitroitfobutyl  alcohol 
NO,G(Me),CH,OH,  melting  at  82''  (L.  Henry, 
Cbmpt.  rend.  1895, 121,  210). 

Butyl  bromides.    Tetryl  bromides  G4H9Br. 

1.  Narmal  butyl  bromide,  a-bromobutane 

OH,CH,CH,CH,Br ; 
b.p,    99*9*   (corr.)  (linnemann,  Annalen,    161, 
193) ;    8p.gr.  1-3060  at  0^  1-2792  at  20^  1-2671 
at  40^  (Lieben  and  Rossi,  ibid,  168,  161). 

Formed  from  normal  butyl  alcohol  and 
hydrobromic  acid  (L.  and  R.). 

By  the  action  of  bromine,  a^-dibrombutane 
C4HgBr,  (b.p.  166*)  is  formed  (L.). 

2.  laobutyl  bromide,  a-bromo-i8-methyl 
propane  (CH,).CH-CH4Br ;  b.p.  92-3*  (corr.) 
(Linnemann,  Annalen,  162,  34) ;  91-3*  (Perkin, 
Chem.  Soc.  Trans.  1884,  469);  sp.gr.  1-2038  at 
16* (L.),  1-2722 at  16715*,  1-2698 at  26*/25*  (P.). 
Molecular  rotation =8003  at  16-2*  (P.).  From 
Mobutyl  alcohol,  bromine,  and  phosphorus 
( Wurtz,  Annalen,  93, 1 14).  Unites  with  bromine 
at  160*  to  form  C4H7Br,  (L). 

3.  Tertiary  butyl  bromide,  fi-bromo-fi-methyl 
propane  (CH8),CBr;  b.p.  72*  at  761-6  mm.; 
8p.gr.  1-215  at  20*,  1-2020  at  16*/16*,  11892  at 
26*/25*;  molecular  rotation=8-238atl7-8*rP.). 
Formed  when  Mobutyl  bromide  is  heated  to  240* 
(Eltekow,  Ber.  8,  1244).  Also  from  trimethyl 
carbinol  and  phosphorus  pentabromide(Rebou], 
J.  1881,  409).  May  also  bo  prepared  by  leadine 
Mobutylene  into  a  solution  of  hydrobromic  acid 
of  8p.gr.  1*7  (Roozeboom,  Ber.  14,  2396).  Is 
readily  decomposed  at  300*  into  wobutyJene 
and  hvdrobromic  acid.  Water,  in  t)ie  cold,  forms 
the  adcohol. 

4.  Secondary  butyl  bromide,  fi-brom- 
buiane  CH,-CH,-CHBr-CH, ;  b.p.  90*-93*  (V. 
Meyer  and  Muller,  J.  pr.  Chem.  [2]  46,  183) ; 
obtained  from  secondary  butyl  alcohol  by  the 
action  of  hydrobromic  acid,  and  yields  fi  (y)- 
dibiombutane  by  warming  with  iron  and 
bromine. 

Butyl  chlorides.    Tetryl  chlorides  C^HfCI. 


1.  Normal  butyl  chloride,   a-cMorbutane 

CHa-CH^-CH.CH.Cl ; 
b.p.  77-96*  (corr.)  (Linnemann,  Annalen,  61, 197): 
8p.gr.  0-9074  at  0*,  0-8874  at  20*  (Lioben  and 
Rossi,  ibid,  168,  161) ;  0-9074  at  0*  (L),  0-8972 
at  14*.  Formed  by  the  action  of  chlorine  upon 
n-butane  (Pelouze  and  Oahours,  J.  1863,  624). 
More  easily  by  the  action  of  hydrochloric  acid 
upon  n-butyl  alcohol  (Lieben  and  Rossi). 

2.  laobutyl  chloride,  fi-methyl^a-chlorpro- 
pane  (CH,),CH-CHj8a ;  b.p.  68-5*  (Linne- 
mann, Aimalen,  162,  17);  68-6*-69*  (Perkin, 
Chem.  Soc.  Trans.  1884,  451);  sp.gr.  0*8798  at 
16*  (L.),  0-8953  at  0*,  0-8651  at  27-8*,  0-8281 
at  69*  (Pierre,  Puchot,  Annalen,  163,  276), 
0-8836 at  16*/16*,  0-8739  at  25*/26*  (P. ).  Mole- 
cular  rotation  at  21-3*=6-144  (Perkin).  Formed 
by  the  action  of  hydrochloric  acid  or  PC3<  upon 
the  alcohol  (Wurtz,  ibid.  93,  113).  By  the 
action  of  chlorine,  hexachlorbutane  is  produced. 

Isohutyl  chloride  is  also  produced  by  the 
interaction  of  chlorine  and  Mobutane  in  diffused 
sunlight  (Mabery  and  Hudson,  Amer.  Chem.  J. 
19,  246) ;  and  also  by  treating  Mobutylamine 
cooled  to  — 16*  with  nitrosyl  ch&ride  (Solonina, 
Chem.  Zentr.  1898,  ii.  887f. 

3.  Tertiary  butyl  chloride,  fi-methyl-fi' 
chlorpropane  (CH,),Ca;  b.p.  61*-62*  (Perkin, 
Chem.  Soc.  Trans.  1884,  461);  sp.gr.  0-8658 
at  0*  (Puchot),  0-8471  at  16*/16*,  0-8368  at 
26*/26*;  molecular  rotation  at  16*  =i  6-267 
(Perkin). 

Formed  (1)  by  the  chlorination  of  tertiary 
butane  (Butlerow) ;  (2)  by  the  action  of  iodine 
monochloride  upon  isobutyl  iodide  (Linnemann, 
Annalen,  162,  18) ;  (3)  by  the  action  of  hydro- 
chloric acid  upon  Mobutylene  at  100*  (Zalesaky, 
Ber.  6,  480 ;  Le  Bel,  Bull.  Soc.  chim.  28,  462) : 
(4)  by  saturating  trimethyl  carbinol  at  0*  with 
HCl  gas  (Schramm,  Monatsh.  9,  619). 

Heated  with  five  or  six  vols,  of  water  to  100*, 
the  alcohol  is  produced  (Butlerow,  Annalen, 
144,  33).  Chlorme  in  diffused  daylight,  in  the 
cold,  forms  C4H,a£  (b.p.  106*-107*),  C4H,a, 
and  C4H5CI5,  whilst  in  direct  sunlight  C4H4CI, 
(b.p.  in  partial  vacuum  about  115*),  and  other 
products  are  formed  (D'Ottreppc,  J.  1882,  441). 

Tertiary  butyl  chloride  is  also  formed  by  the 
action  of  PC1|  on  trimethyl  carbinol  ( Janschenko, 
Chem.  Zentr.  1897,  ii.  334).  It  also  results, 
together  with  isobutyl  chloride  from  the  action 
of  nitrosyl  chloride  on  tertiary  butylamine  in 
xylene  solution  at  —16*  to  —20*  (Salonina, 
tbid,  1898,  ii.  888). 

4.  Secondary  butyl  chloride,  fi-chlorcbu* 
tane  CH,CHsCHCl-CH^  is  produced  by  the 
action  of  nitrosyl  chloride  on  secondary  butyl- 
amine in  xylene  solution  at  —20*  (Solonina, 
Chem.  Zentr.  1898,  ii.  888). 

Butyl  cyanates.  Only  the  tso-oyanates  have 
been  described. 

1.  Isobut'yl  isocyanate,  Jwbutyl  oarbi- 
mide  (CH,).CH-CH,-NCO ;  b.p.  110*  obtained 
by  the  distillation  of  isobutyl  iodide  with  silver 
cyanate  and  sand  (Brauner,  Ber.  12,  1877). 

2.  Tertiary  butyl  isocyanate 

(CH,),C-NCO ; 

b.p.  86-6*  (corr.);  sp.gr.  0-8676  atO*;  remains 
liquid  at  —26*.  Is  formed,  together  with  other 
substances,  when  silver  cyanate  acts  upon  iiobuty  1 
iodide  (Brauner,  Ber.  12,  1874).     By  the  action 
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of  hydrochloric  acid,  forms  tertiary  butylamine 
(CH,)3C-NH,.     Potash    produces    symmetrioal 
diMobutyl  urea,  melting  at  242^. 
But yl  eysnides.    C4U,CN. 

1.  Normal  huiyl  cyanide,  valeroniirile 

CH,OH,CH,CH,CN ; 

b.p.  140-4*  at  739*3  mm. ;  sp-gr.  0-8164  at  O"* 
(Laeben  and  Rossi,  Amialen,  158,  171). 

2.  laobutyl  cyanide  (CH,)t-OH-CHs-CN ; 
b.p.  126M28*  at  714  mm.  (Erlenmeyer  and 
Hell,  Annalen,  160,  266);  120-3M29-5'*  at 
764-3  mm.  (RSchiff,  Ber.  19,667);  8p.gr.  0-8227 
at  0^  0-8069  at  20''  ( Erlenmeyer  and  HeU) ;  0-6021 
at  12074"*  (S.).  Formed  by  the  oxidation  of 
gelatin  (Schlieper,  Annalen,  50,  15)  or  casein 
(Gunokelberger,  ibid.  64,  76)  with  ohromic  aoid ; 
also  by  the  action  of  P.Og  upon  ammonium 
t«ovslerate  (Dumas,  MalaguU,  and  Leblano, 
ihid.  64,  334).  May  be  prepared  by  heating  300 
grams  tsobutyl  iodide,  08  grams  of  potassium 
cyanide,  98  grams  of  alcohol,  and  25  grams  of 
water  for  three  days  on  the  water-bath  (Erlen- 
meyer and  Hell). 

3.  Tertiary  butyl  cyanide  (CH,),C-CN; 
m.p.  16*-16*;  b.p.  106M06*.  Formed  by 
mixing  100  parts  ot  tertiary  butyl  iodide,  110 
parts  of  mercury  potassium  cyanide  Hff(GN),* 
2KCN  with  75  parts  of  dry  magnesia,  and  allow- 
ing the  mixture  to  remain  for  two  or  three  days 
at  a  temperature  not  exceeding  5*.  The  mass  is 
then  treated  with  water,  and  distilled  on  the 
paraffin-bath  (Butlerow,  Annalen,  170,  154). 

4.  Secondary  butyl  cyanide,  methylethyl 
aoetonitrJle  C,H,-CH,'CH-CN ;  b.p.  125* ;  sp.j^. 
0-8061  at  0*.  sodium  (}  eqv.)  is  dissolved  in 
acetonitrile  in  benzene,  and  ethyl  iodide  (1  eqv,) 
added  (Hanriot  and  Bouveault,  Bull.  Soo.  chim. 
(3),  1,  172). 

Butyl  hydrides.    Butanes,  tetranes. 

1.  Normal  butane,  dielhyl,  methylpro- 
pane  CH,-CH,-CH,-CH, ;  b.p.  1*  (Butlerow, 
Zeitsch.  Chem.  1867,  363);  sp.gr.  0-60  at  0* 
(Ronalds,  Chem.  Soo.  Trans.  1865,  54). 
Occurs  in  crude  petroleum  (Ronalds,  Lefebvre, 
Zeitsch.  Chem.  1869,  185).  Formed  by  heat, 
ing  ethyl  iodide  with  zinc  to  150*  (Frank- 
land,  Annalen,  71,  173 ;  Schoyen,  tbtd.  130, 
233).  Also  by  the  action  of  sodium  amalgam 
upon  ethyl  iodide  (Lowi^,  J.  1860,  397).  A 
colourless  gas,  insoluble  in  water.  1  vol.  of 
alcohol  at  14-2*  and  744-8  mm.  absorbs  1813 
vols,  of  butane  (Frankland). 

2.  Isobuiane,  irimeihylmethanc  (CH,),GH; 
b.p.  —17*.  Formed  by  heating  0-9  part  of 
tsobutyl  iodide  with  2*4  parts  of  aluminium 
chloride  to  120*  (Kohnlein,  Bcr.  16,  562).  Also 
by  the  action  of  zinc  and  water  upon  tertiary 
butyl  iodide  (Butlerow,  Annalen,  144,  10).  The 
gas  is  readily  soluble  in  alcohol,  from  which  it 
can  be  expelled  by  dilution  with  water. 

CH,-CH, 

3.  Cyclobutane,  tetramethylene, '  I 

CH,— CH, 
has  not  yet  been  obtained,  but  many  derivatives 
have  been  prepared  by  Perkin  (Chem.  Soc. 
Trans.  1893,  693  ;  1894,  950). 

Butyl  Iodides.    Tetryl  iodides  C4H  J. 

1.  Normal  butyl  iodide 

CH,CHj-CH,CH  J ; 

b.p.  129-8*  (conr.)  (Linnemann,  Annalen,   161, 
196) ;    130-4**-131-4*  at  7454  mm.  (Briihl,  ibid. 


203,  21) ;  sp.gr.  1-643  at  0*,  1-6136  at  20*(Liebea 
and  Rossi,  tbSL  158, 163),  1  -6166  at  2074*  (Brtthl). 
From  n-butyl  alcohol  and  hydriodic  aoid  (Linne- 
mann,  ibid.  161,  196).  By  the  action  of  iodine 
trichlori<lo  at  250*  it  yields  hcxachlorethane  C^Cl^ 
(Krafft.  Ber.  10,  805). 

2.  Isobuiyl  iodide,  a-iodo-fi-methylpro- 
pane  (CH,),-*CH-CH,I ;  b.p.  120-0*  (corr.) 
(Linnemann,  Annalen,  160,  240;  192,  69); 
83*--83-25*  at  250  mm.  (Perkin,  Chem.  Soo. 
Trans.  1884,  451);  8p.gr.  1-6401  at  0*  (L.), 
1-6056  at  20*/4*  (Brtthl,  Annalen,  203, 21),  1-6138 
at  15*/15*,  1-6007  at  25*/25*  (P.).  Molecular 
rototion  at  19-4*=  12-199  (P.).  From  isobutyl 
alcohol,  phosphorus,  and  iodine  (Wurts,  Annalen, 
93,  116). 

3.  Secondary  butyl  iodide,   fi-iodabutane 

CjH.-CHI-CH, ; 

b.p.  117*-118*  (Luynes,  Bull.  Soc.  chim.  2,  3); 
119*~120*  (Lieben,  Annalen,  150,  96);  sp-gr. 
1  -6263  at  0*/0*,  1  -5952  at  20*/0*,  1  -5787  at  30*/0* 
(Lieben).  Formed  by  distilling  ervthritol  with 
hydriodic  acid  (Luynes)  or  from  n-butylene  and 
hydnodio  aoid  (Wurtz,  Annalen,  152,  23).  (See 
aLM>  Clarke,  Chem.  Zentr.  1908,  ii  1015.) 

4.  Tertiary butyliodide,  fi-methyl-fi-iodo- 
propane  (CH,)3CI;  b.p.  98*-99*  (with  deoom.) 
(Butlerow) ;  100-3*  (Puohot,  Ann.  Chim.  Phya. 
r6]28,  646);  sp.gr.  1-571  at  0*,  1-479  at  53*  (P.). 
From  tertiary  butyl  alcohol  and  hydriodic  acid 
or  isobutyleno  and  hydriodic  acid  (Butlerow, 
Annalen,  144,  5,  22) ;  is  easily  decomposed  (by 
silver  oxide,  potash,  or  by  heating  with  zinc 
and  water),  into  hydriodic  aoid  and  Mobutylene 
(Butlerow,  Zeitsch.  Chem.  1867,  362).  Is  also 
decomposed  by  water  in  the  cold,  yielding 
hydriodic  aoid  and  tertiary  butyl  aloohoL  On 
heating  with  sodium,  yields  a  mixture  of  hydro- 
gen, Mobutylene,  and  triMobutylene  (CitHt4) 
(Dobbin,  Chem.  Soc.  Trans.  1880,  236). 

Butyl  mereaptam  C4H,-SH. 

1.  Normal   butyl   mercaptan 

CH,-CH,-CHa-CH,-SH; 
b.p.  97*-98* ;    sp.ffr.  0-858  at  0*  (SaytzefiE  and 
Grabowsky,  Annaten,  171,  251 ;    175,  351). 

2.  laobutyl   mercaptan 

(CH,),CH-CHjSH ; 
b.p.  88*;  sp.gr.  0-848  at  11-5^  (Humana,  Annalen, 
95.  256),  0-83573  at  20*/4*  (Nasini,   Ber.    16, 
2882). 

3.  Secondary  butyl  mercaptan 

C,H,-CH(SH)CH, ; 


b.p.  84*-85*  ;  8p.gr.  0-8299  at  17*.    The  mercury 
compound  (C4 
Ber.  7,  1287). 


Hg  melts  at  189*  (Reymann, 


4.  Tertiary  butyl  mercaptan 
(CH,),C-SH 
is   prepared  from   tertiary  butyl  iodide,   zinc 
sulphide,    and    alcohol    (bobbin,    Chem.    Soc 
Trans.    1890,  641).    It  boils  at  65*-67*,  and 
solidifies  in  a  freezing  mixture. 

Butyl  nitrates. 

1.  Normal  butyl  nitrate 

CH,-CH,-CH,-CH,-0-NO, ; 
boils  at  136* ;  sp.gr.  1-048  at  0*  (Bertoni,  Gazz. 
chim.  itaL  20,  374). 

2.  leobutyl  nitrate  (0H,),CH-CHt-O-N0, 
b.p.  123* ;  sp.ffr.  1-0384  at  0*,  molecular  rotation 
at  8-9*=»5*18  (P.) ;  molecular  refraction=46-72 
(P. );  b.p.  123-5*-124-6'  (Perkin,  Chem.  Soc.  Trans. 
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1889, 684),  8p.ffr.  10334  at  474*»,  10264  IO7IO*, 
1-0124  2672i5*^  (P.).  From  silver  nitrate,  urea, 
and  Mobutyl  iodide  (Wurtz,  Annalen,  93,  120; 
Chapman  and  Smith,  Zeitsch.  Chem.  1869,  433). 

3.  Secondary  butyl  nitrate  boils  at  124^; 
Hp.gr.  1-0382  at  0^  (Bertoni,  Gazz.  chim.  iUl.  20, 
376). 

Butyl  nitrites,  nitrobutanes  C^H^NOi. 

1.  Isohutyl  nitrite  (CH,)4CHCH2-NO, ; 
b.p.  67*^;  8p.gr.  0-89446  at  0^  (Chapman  and 
Smith,  Zeitsch.  Chem.  1869, 433),  0-8878  at  474^ 
0-8806  at  10710*,  0-8762  at  167l6^  0-8702  at 
20720*,  0-8662  at  26726*;  molecuUr  rotation  at 
8-2*=:6-61 ;  molecular  refraction  =43*9  (Perkin, 
Chem.  Soc.  Trans.  1889, 686  and  767).  Preoared 
by  mixing  Mobutyl  alcohol  and  sulphuric  acid,  and 
gradually  pouring  the  cooled  mixture,  into  an 
aqueous  solution  of  sodium  nitrite  (1:3);  the 
upper  layer,  consisting  of  Mobutyl  nitrite,  is 
decanted,  washed  with  potassium  carbonate 
solution,  and  dried.    It  is  a  pale-yellow  liquid, 

apt    to    become    acid    b^    keeping,    when 


IS 

rapi(f    decomposition    sets    in.    Taken    medi 
cinally,  lowers  the  blood  pressure  and  produces 
respiratory   paralysis   (Dunstan   and   WooUey, 
Pharm.  J.  [3]  19,  487). 

2.  Tertiary  butyl  nt^rtfe  (CH,),C-NO«; 
b.p.  63* ;  sp.gr.  0-8914  at  0*  (Bertoni,  Gazz.  chim. 
ital.  16,  361) ;  67*-68*  (Tschemiak,  Annalen,  180, 
166).  From  the  alcohol  and  slycer^l  nitrite 
(B.) ;  also  from  the  iodide  and  silver  nitrite  (T.). 
A  yellow,  mobile  liquid;  soluble  in  alcohol, 
ether,  and  chloroform ;  sparingly  soluble  in 
water. 

Aromatie  nitrobntyl  derivatives. 

The  butyl  derivatives  of  many  aromatic 
nitrohvdrocarbons  have  a  musk-like  odour,  and 
are  sold  as  *  artificial  musk.'  Musk  BauTt  tri- 
nitro  metobutyl  toluene  C,H((}H,)(NO.)sC(CHs)., 
is  formed  b^  nitrating  meta  but^l  toluene  witn 
fuming  nitnc  and  fuming  sulphuric  acids.  Butyl 
toluene  is  formed  by  Friedel  and  Craft's  method, 
as  described  below,  by  the  action  of  tertiary 
butyl  bromide  on  toluene  in  the  presence  of  alu- 
minium chloride.  Butyl  benzene,  ethyl  benzene, 
and  xylene  are  formed  at  the  same  time. 

An  unsymmetrioal  butyl  cresol  is  formed 
by  adding  butyl  alcohol  and  zinc  chloride  to 
meta-oresol.  When  etherified  and  nitrated,  ' 
possesses  the  odour  of  civet  (A.  Baur,  J.  Soc. 
Chem.  Ind.  1892,  307  ;  Ding],  poly.  J.  273,  622 ; 
J.  Soc.  Chem.  Ind.  1894,  1218). 

Butyl  xylene  may  be  prepared  by  passing  a  , 
current  of  Mobutylene  gas  throush  a  mixture  of  ' 
6  kilos,  m- xylene,  60  grams  Mobutyl  chloride,  1 
and  200  ^rams  aluminium  chloride  at  10*.  The 
product  IS  washed  with  water,  and  the  fraction 
of  the  oil  boiling  at  200*-302*  collected.  Gaseous  I 
hydrochloric  and  hydrobromic  acids  may  be  ! 
employed  to  start  the  reaction  (Act.  Geseli.  fUr  ! 
Anilin-Fabriken,  Fr.  Pat.  372603).  , 

Bntyl  ethers  (C4H,),0. 

1.  Normal  butyl  ether;  b.p.  140-6*  at  ^ 
741-6  mm.  (Lieben  and  Rossi,  Annalen,  166, 110) ;  ' 
8p.gr.  0-784  at  0*,  0-7686  at  20*  (L.  and  R.),  0-7866  ' 
at  0*  (Douiner,  Annalen,  243,  8).  By  the  action  | 
of  the  sodium  derivatives  of  the  alcohol  upon  1 
n-butyl  bromide  (Reboul,  Compt.  rend.  108,  39).  • 

2.  Isobutyl  ether  [(CH,),CH-CHJ,0  ;  b.p.  • 
122*-122-6*  (Reboul,  Compt.  rend-   108,  162); 
8p.sr.  0-7616  at  16*  (R. ).    From  wobutyl  bromide  ' 
and  sodium  Mobutylate  (R.).    The  action  of  ^ 


Mobutyl  iodide  upon  potassium  isobutylate — 
which,  aooordins  to  Wurtz,  yields  this  ether — 
really  gives  a  mixture  of  diMobutylene  and  iso- 
butyl  alcohol  (Reboul). 

3.  Secondary  butyl  ether 

[C.H5-CH(CH,)].0 ; 

b.p.  120*-121*;  sp.gr.  0-766at  21*  (Kessel,  Anna- 
len, 176,  60).  From  ethylidene  chlorhydrin,  and 
zinc  ethyl  (K.).  Formed  in  mere  traces  only  by 
the  action  of  secondanr  butyl  bromide  upon  the 
sodium  derivative  of  the  secondary  alcohol 
(Reboul,  Compt.  rend.  108,  162).  Reboul  ob- 
tained also  the  following  mixed  ethers  : — 

Secondary  butyl  Mooutyl  ether;  b.p.  121*- 
122*;  sp.gr.  0-7662  at  21*; 

Normal  butyl  Mobutyl  ether;  b.p.  131-6*; 
sp.n.  0-763  at  16-6; 

formal  butyl  secondary  butyl  ether;  b.p. 
131*;  8p.Br.  0-7687  at  16*; 

Normal  butyl  tertiary  butyl  ether ;  b.p.  124*; 
but  could  not  obtain  the  secondary,  tertiary,  and 
the  ditertiary  ethers  (BulL  Soc.  chim.  [3]  2, 
26). 

Bntyl  snlplildes. 

1.  Normal  butyl  sulphide 

[CH,(CH,),].S ; 
b.p.  182*;  spj^.  0-8623  at  0*  (Saytzeff,  Annalen, 
171,  263).  From  butyl  iodide  and  potassium 
sulphide.  Fuming  nitric  acid  yields  the  sul- 
phone  (C4H,),S0,  (m.p.  43-6*)  (Grabowsky, 
Annalen,  176,  348).  Nitric  acid  of  sp.gr.  1-3 
converts  it  into  the  oxide  (C4H,)^0,  melting 
at  32*. 

2.  Isobutyl  sulphide  [(CH,).CH*CHJ2S ; 
b.p.  172*-173*  at  747  mm.  (Grabowslqrand  Sayt- 
zeff,  Annalen,  171,  264),  170-6*  at  762  mm. 
(Beckmann,  J.  pr.  Chem.  [2]  17,  446) ;  sp.gr. 
0-8363  at  10*  (B.). 

Isobutyldisulphide  (C«H,)^,  ;  b.p.  220^ 
(Spring  and  Legros,  Ber.  16,  1940). 

3.  Secondary  butyl  sulphide 

(CH,-CH.C,H,),S ; 
b.p.  166*;  Bp.gr.  0-8317  at  23*  (Reyraann,  Ber.  7, 
1288). 

Butyl  thioearbimides.  Butyl  mustard  oils; 
Mothiooyanates. 

1.  Normal  butyl  thiocarbimide 

(C4H,)NCS ; 
b.p.    167*    (Hofmann,    Ber.    7,    612).    From 
n-Dutylamine,  carbon  disulphide,  and  alcohol 
(H.). 

2.  Isobutyl  thiocarbimide 

(CH,),CH-CH,-NCS ; 
b.p.  162*;  8p.gr.  0-9638  at  14*  (Hofmann,  Ber.  7, 
611). 

3.  Secondary  butyl  thiocarbimide 

C,H»-CH(CH,)NCS ; 
b.p.  169-6*;  8p.gr.  0-944  at  12*.    Occurs  in  the 
ethereal  oil  from  spoonwort  (Cochlearia  oJUci' 
nalis)  (Hofmann,  Ber.  2,  102  ;  7,  612). 
4  Tertiary  butyl  thiocarbimide 
(CH,),C-NCS ; 
m.p.  10-6*;  b.p.  140*  at  770-3  mm.;  8p.gr.  0-9187 
at  10*,  0-9003  at  34*  (Rudnew,  Bull.  Soc.  chim. 
1880,  300).    Has  a  pleasant  aromatic  odour. 

BUTYLAMDnn. 

1.  Monobatyiamlnes. 

(a)  Normal  butylamine,  aminobutant 
CH,CH,CH,CH,-NH, ; 


588 


BUTYL  OR  TETRYL, 


b.p.  75*5^  at  740  mm.  (Liebcn  and  Rossi,  Annalen, 
1 68, 172) ;  sp.gr.  0-7553  at  0^  0*7333  at  26*'  (L.  and 
R.),  0-7401  at20^(Linnemannand  Zotta,  Annalen, 
U%  3).  Formed  by  the  action  of  potassium  hy- 
droxide upon  butyl  cyanate  (Lieben  and  Rossi) ; 
also  from  propyl  cyanide  by  zinc  and  sulphuric  acid 
(Linnemann  and  Zotta,  Annalen,  162,  3),  or  from 
nitrobutane  by  action  of  tin  and  hydrochloric 
acid  (Zablin,  Ber.  10,  2083).  Is  misoible  \vith 
water;  reduces  copper,  sUver,  and  mercury 
solutions  in  presence  of  alkalis.  The  chloride 
forms  a  yellow  crystalline  compound  with  PtCli, 
which  is  almost  insoluble  in  cold  water. 

(b)  Isohutylamine,  a-amino-fi'meikylprO' 
pane  (CH,).CH-CH,-NH, ;  b.p.  68®  (Schiff,  Ber. 
19,  665),  68'^-69*  (Perkin,  Chem.  Soo.  Trans.  55, 
694);  sp.gr.  0-7357  at  55®  (Linnemann,  Annalen, 
162, 23),  0-7464  at  474®,  0-7408  at  10®/10®,  0-7363 
at  15®/15®.  0-7283  at  26®/25®;  mol.  rot.  at 
15-3®  5-692  ;  heat  of  combustion  726,990. 
From  iaobutyl  cyanate  and  potash  (Linne- 
mann, Annalen,  162,  23);  also  from  Mobutyl 
iodide  and  ammonia  (Hughes  and  Romer,  Ber.  7, 
511);  also  from  Mobutyl  chloride  and  ammonia 
dissolved  in  water  or  Mobutyl  alcohol.  All  three 
t>obutylaminesare  produced,  the  triwobutylamine 
in  laiftest  quantity.  The  bases  can  then  be 
separated  by  means  of  ethyl  oxalate.  The 
product  is  first  separated  into  two  fractions,  the 
one  rich  in  the  monoMobutylamine,  the  other 
rich  in  the  di-  and  tri*  compounds.  To  the 
former  water  and  then  ethyl  oxalate  are  added  ; 
the  primal^  base  is  thus  converted  into  the 
oxamide  C,0,(NHC4H,)„  which  is  almost 
insoluble  in  boiling  water,  the  secondary 
amine  being  changed  into  the  ethyl  oxamate 
C,H,0-C,0,-N(C4lf,)s.  The  other  fraction 
(anhydrous)  being  poured  into  ethyl  oxalate,  the 
primary  and  secondary  bases  are  converted  into 
oxamates.  The  tertiary  base  is  distilled  off,  and 
the  oxamates  aro  saponified  by  heating  with 
slaked  lime.  The  caloium  oxamates  can  be 
separated  by  crystallisation,  the  diwobutyloxa- 
mate  being  the  moro  soluble  in  alcohol,  from 
which  it  separates  in  slender  silky  needles 
(Malbot,  Compt.  rend.  104,  228). 

Can  be  produced  by  heating  wobutyl  alcohol 
with  ammoniaoal  zinc  chloride  to  260®  (Merz 
and  Qasiorowsld,  Ber.  17,  624),  or  by  the  action 
of  caustic  potash  (10  p.c.  solution)  upon  a  mix- 
ture of  bromine  and  wovaleramide  (equal  mole- 
cules) at  60®  (Hofmann,  Ber.  15,  769). 

AOxed  with  vrater,  contraction  and  develop- 
ment of  heat  are  produced.  A  mixture  of  equal 
volumes  of  water  and  Mobutylamine  has  a  8p.ffr. 
of  0-9002  at  15®/15®,  instead  of  the  cak.  density 
0-8681  (Perkin,  Chem.  Soc.  Trans.  1889,  696). 
With  absolute  alcohol  and  the  amine  similar 
results  wero  obtained,  the  sp.gr.  of  a  mixturo 
of  equal  volumes  being  0-791  at  15®/15®,  instead 
of  0-7652,  the  calculated  number, 
(c)  Secondary  buiylamine 

C,H,CH(NH,)CH, ; 

b.p.  63®;  sp.gr.  0-718  at  23®(Menschutkin,  Chem. 
Zentr.  1898,  i.  702).  Formed  by  the  action  of 
potash  upon  secondary  butyl  cyanate,  or  of  am- 
monia upon  secondary  butyl  iodide  (Hofmann, 
Ber.  7,  513).  Also  by  the  action  of  dilute  sul- 
phuric acid  upon  secondary  butyl  mustard  oil 
(Reymann,  Ber.  7,  1289). 

By  the  reduction  of  methyl  ethyl  ketoxime 


by  hydrogen  and  finely  divided  nickel  at 
160®-17O®,  secondary  butylamine  and  di- 
seoondary  butylamine  are  produced.  They  are 
liquids,  the  latter  boiline  at  132®/758  mm.  and 
forming  an  oxalate  melting  at  104®  (Maiihe, 
Compt.  rond.  1905,  113). 

Secondary  butylamine  has  been  separated 
into  its  optical  antipodes  by  Thomd  (Ber.  1903, 
582) ;  [alp  7-42®  at  20®. 

{d)  Tertiary  butylamine  (CH,),C*NHt ; 
b.p.  45-2®  at  760  mm.  (Rudnew,  Chem.  Soc. 
Abstr.  1879,  40,  141);  43-8®  at  760  mm. ;  sp.gr. 
0-7137  at  3®,  0-7054  at  8®,  0-6931  at  15®  (R). 
Formed  in  small  quantity  by  the  action  of 
potash  upon  Mobutyl  cyanate  (Linnemann, 
Annalen,  162,  19;  Hofmann,  Ber.  7,  513).  Also 
as  a  by-product  in  preparing  trimethyl  acetic 
acid  from  trimethyl  carbinol  iodide  and  mercuric 
cyanide  (Rudnew). 

2.  Dlbutylamlnes. 

(a)  Di-normal  butylamine 

(CH,-CH,-CH,-CH,),NH ; 

b.p.  160®.  Formed  in  small  quantities  by  the 
action  of  potash  upon  butyl  cyanate  (Lieben  and 
Rossi,  Annalen,  158,  175) ;  also  by  the  action  of 
butyl  chloride  on  ammonia  (Berg,  Ann.  Chim. 
Phys,  [7],  3, 294).  Gives  [(C-H,),Ntt-Ha],PtCl4; 
yellow  needles,  almost  insoluble  in  cold  water. 
(6)  Di'iso4)utylamine 

[(CH,),(}H-CH,1,NH ; 

b.p.  135®-137®;  8p.gr.  0-7577  at  4®/4®,  0-7491  at 
15®/15®,  0-7425  at  25®/25®  (Perkin,  Chem.  Soc. 
TranB.  1889,  697).  From  Mobutyl  bromide  and 
alcoholic  ammonia  at  150®  (Ladenbuig,  Ber.  12, 
949);  also  from  Mobutyl  alcohol  and  ammoniacal 
zinc  chloride  at  270®  (Merz  and  Gasiorowski,  Ber. 
17,  627).  The  hydrochloride  (C^H,),NH-Ha 
forms  plates  or  leaflets  easily  soluble  in  alcohol 
and  water,  slightly  in  ether.  The  platinum  com- 
pound forms  dark-red  prisms,  soluble  in  water, 
alcohol,  and  ether  (Malbot,  Connit.  rend.  104, 
366).  The  nitroso-  derivative  (C4H,),N-N0  is 
a  disagreeably  smelling  oil ;  m.p.  0® ;  b.p. 
213®-216®  (with  decomposition) ;  obtained  by  the 
action  of  potassium  nitrite  upon  the  hydro- 
chloride (Ladenburg,  Ber.  12,  949). 
(e)  Di'tertiary  butylamine 

[(CH,),q,NH ; 

produced  as  iodide  when  tertiary  butyl  iodide 
and  tertiary  butylamine  are  heated  to  50®;  at 
70®  the  mixture  is  decomposed,  forming  iao- 
butylene  and  tertiary  butylammonium  iodide 
(Rudnew).  The  iodide  is  easily  soluble  in  water 
or  alcohol ;  on  heating  the  aqueous  solution 
evolves  tertiary  butylamine. 

3.  Tributylamines. 

(a)  Tri-normal  butylamine(Qfi^^\  b.p. 
211®-215®at  740  mm.;  sp-gr.  0-791  at  0®, 0-7782 
at  20®,  0-7677  at  40®.  l^m  butyl  cyanate  and 
potash,  together  with  the  mono-  and  di-  com- 
pounds (Lieben  and  Rossi,  Annalen,  165,  115). 
With  butyl  iodide  forms  iodide  of  tetrabutyl- 
ammonium  N(C4H,)4l,  which  crystaUises  in 
small  plates  (L.  and  R.).  Also  by  the  action  of 
ammonia  on  butylchloride ;  b.p.  216-5®  (Berg. 
Ann.  Chim.  Phys.  [7]  3,  299). 

(6)  Tri'ifto-hutylamine  (C4H,).N;  b.p. 
177®-180®  (Reimer,  Ber.  8,  757);  184®-186® 
(Sachtleben,  Ber.  1 1, 733).  &k».^.  0-786  at  21®  (S.). 
From   di»>obutylamine  and  Mobutyl    bromide 
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(R.).  From  the  alcohol  and  ammoniacal  zino 
chloride  at  270^  (Merz  and  Gasiorowski,  Ber.  17, 
627) ;  also  from  Mobntyl  iodide  and  aqaeous 
ammonia  at  160^  (Bialbot,  Gompt.  rend.  105, 
574).  Is  not  mifloible  with  water.  Forms  salts 
with  hydrochloric,  nitric,  and  sulphuric  acids, 
which  are  extremely  soluble  and  crystiJlise  with 
difficulty.  The  platinum  double  salt  forms 
large  ruby-red  crystals  (Bialbot,  Gompt.  rend. 
104,  366). 

Butl^eoM  G4H..  Three  isomeric  butylenee 
are  possible  and  all  are  known. 

1.  Normal  (a)'huiylene.  Ethyl  ethylene 
CH,GH,-GH:CH, ;   b.p.-6^ 

FomuUum, — ^From  normal  butyl  iodide  and  | 
alcoholic  potash  (Saytzeff,  J.  pr.  Ghem.  [21  3, 
88 ;  Grabowsky  and  Saytzeff,  Annalen,  179, 
330).  From  bromethylene  and  zinc-ethyl 
(Wurtz,  Annalen,  152,  21),  together  with  butyl 
alcohol.  From  normal  butylamine  and  nitrous 
acid  (V.  Meyer,  Ber.  10, 136).  Prepared  by  digest- 
ing on  the  water-bath  100  grams  normal  butyl 
iodide,  200  grams  potash,  and  160  grams 
alcohol  (90  p.c. )  (S. ).  A  gas  at  ordinary  tempera- 
tures, which  combines  readily  with  hydnodic 
acid  to  form  secondary  butyl  iodide;  and  with 
hypochlorous  acid  to  form  chloromethylethyl 
car1)inol  GH,GH,-CH(0H)GH,C1. 

2.  0-Butylene.  Symmetrical  dimeihyleihyl- 
cne  GHjCH :  GHGH, ;  b.p.  1*  at  741-4  mm. 
(lieben,  Annalen,  150, 108);  8p.gr.  0*635  at  —13-5 
(Puchot,  Bull.  Soc.  chim.  30,  188). 

Formed  by  the  action  of  potash  upon 
secondary  butyl  iodide  (Luynes,  AnnaJen,  129, 
200;  Lieben,  ibid,  150,  108).  Together 
with  Mobutylene  by  dropping  iso-  or  normal 
butyl  alcohol  upon  strongly  heated  zinc  chloride 
(Neyole,  Bull  Soc.  chim.  24,  122 ;  Le  Bel  and 
Greene,  Amer.  Ghem.  J.  2,  23).  From  trithio- 
aldehyde  (GsH4S)s  and  copper  (Eltekow,  Ber. 
10,  1904).  By  heating  a  mixture  of  methyl 
iodide  and  allyl  iodide  with  sodium  (Wurtz, 
Annalen,  144,  235). 

Preparaiion* — Isohntyl  alcohol  is  allowed  to 
drop  upon  heated  zinc  chloride,  and  the  evolyed 
^as  is  led  into  sulphuric  acid  diluted  with  half 
its  yolume  of  water ;  this  retains  the  t«obutylene. 
The  unabsorbed  gas  is  led  into  bromine,  and  is 
again  liberated  by  action  of  sodium  (Le  Bel  and 
Greene,  BulL  Soc.  chim.  29,  306).  Two  stereo- 
isomeric  modifications  are  known  (Wislicenus, 
Ghem.  Zentr.  1897,  ii  267). 

/8-Butylene  combines  with  bromine  to  form  a 
dibromide  boiling  at  156°-158^.  This  compound, 
by  the  action  of  potash,  forms  mono-bromo- 
pseudo-butylene GH,GBr:GH-GHg;  b.p. 87''-88'' 
(Hdlz,  Annalen,  250, 230).  Ghlorine  forms  a  di- 
chloride ;  b.p.  112^-114''  (Ghechoukow,  Bull.  Soc. 
chim.  43,  127). 

3.  y-Butylene.  /^obutylene,  unaymmetrical 
dimethyl  ethylene  (GH,),C:GH,;  b.p.  -6** 
(Butlerow,  Zeitsch.  Ghem.  1870, 236).  laquefied 
by  a  pressure  of  2-2^  atmospheres  at  15**-18°.  Is 
produced  by  the  dry  distillation  of  fats  (Faraday, 
Phil.  Trans.  1825,  440) ;  by  heating  the  yapour 
of  fusel  oil  to  redness  (Wurtz,  ijinalen,  104, 
249),  together  with  ethylene  and  ethane :  also 
from  light  petroleum,  ^ligroin'  (b.p.  60^-90°) 
(Prunier,  J.  1873,  347) ;  from  iao-  or  tertiary- 
butyl  iodide  and  alcohoUc  potash  (Butlerow, 
Annalen,  144, 19) ;  by  heating  trimethyl  carbinol 
and  dilute  sulphuric  acid  (1  yoL  H,S04  to  2  yols. 


water)  (Butlerow) ;  from  Mobutyl  alcohol  and 
zinc  chloride,  though  in  yery  small  quantity 
(Neyole,  BuIL  Soc.  chim.  24,  122). 

PreparaHon. — (1)  5  narts  of  f«>butyl  alcohol, 
5  parts  sulphuric  acid,  1  part  of  water  and  sand 
are  heated  together  (Lermontow,  Annalftn,  196, 
117).  (2)  Puchot's  method  (Ann.  Ghim.  Phys. 
[5]  28,  508)  of  heating  Mobutyl  alcohol  with  a 
mixture  of  sulphuric  acid,  potassium  sulphate, 
and  ffypsum,  giyes  a  mixture  of  pseudo-  and  mo- 
butylene.  (3)  A  mixture  of  2  parts  of  caustic 
potash  and  3  parts  of  alcohol  (90  p.c)  is  slowly 
added  to  2  parts  of  Mobutyf  iodide,  and 
gently  warmed  (Butlerow,  Zeitsch.  f.  chem.  1870, 
238).  Butylene  is  a  gas,  with  unpleasant  smeU, 
slightly  soluble  in  water;  combines  with  hydriodic 
acid  to  form  tertiary  butyl  iodide.  A  mixture 
of  three  parts  of  sulphuric  acid  and  I  part  of 
water  completely  absorbs  the  sas ;  on  Hiiftilling 
the  diluted  solution  trimethyl  carbinol  is 
eyolyed.  It  forms  a  mercury  compound 
G«H,(HgNO,)(Hg.NO,)  (Denig^s,  Gompt.  rend. 
126,  1(H3).  OxiaiBing  agents— e.g.  potassium 
permanganate — form  carbon  dioxide,  formic  and 
acetic  acids,  and  oxalic  acid  (and  in  the  case  of 
chromium  trioxide,  acetone)  (Zeidler,  Annalen. 
197, 251).  By  the  action  of  a  mixture  of  5  parts 
sulphuric  acid  and  1  part  of  water  forms  dode- 
cy&ne  (triMobutylene)  G,aH.4;  b.p.  177-5°- 
178-5'';  sp.gr.  0*774  at  0"*  (Butlerow,  Ber.  6, 
561). 

Bntylene  aleohol  v.  Butylene  glyeola. 

Bu^lene  dibromides. 

1.  Normal  butylene  dibromidef  afi- 
dibrombutane  GH,*GH,-GHBrGH,Br ;  b.p. 
165-6°-166** ;  sp.gr.  1-876  at  0**  (Wurtz,  Annalen, 
152,  23),  1-8503  at  0^  1-8204  at  2070<'  (Gra- 
bowsky and  Saytzeff,  Annalen,  179, 332).  Formed 
from  a- butylene  and  bromine  (Wurtc);  from 
normal  butyl  bromide  and  bromine  at  150^ 
(Linnemann,  Annalen  161,  199).  Gives  a- 
bntylene  by  action  of  sodium. 

2.  fi' Butylene  dibromide,  fiy-dibrom' 
butane  GH,-GHBrGHBr*GH,;  b.p.  158°;  8p.gr. 
1*821  at  0°.  Formed  from  fi-  butylene  and  bromine 
(Wurtz,  Annalen,  144,  236),  or  by  h<*ftt.ing  a-  or 
i3-brombutane  with  iron  and  bromine  (V/Meyer 
and  Muller.  J.  pr.  Ghem.  [2]  46,  180).  Becom- 
poeed  by  heating  to  14(r  with  water  and 
lead  oxide,  forming  lead  bromide  and  methyl 
ethyl  ketone  (Eltekow,  Ghem.  Soc.  Abstr.  1879, 
34). 

3.  Iso-butylene  di-bromide,  afi'dibrom- 
0-methyl  propane  (CH,),GBrGH|Br;  b.p.  148°- 
149°  at  737  mm. ;  8p.gr.  1-798  at  14°  (Linnemann, 
Annalen,  162,36).  From  tso- butylene  and  bromine 
(L. ;  also  Wurtz,  Annalen,  104,  249 ;  Hell  and 
Rothbei|;,  Ber.  22, 1737).  By  heating  with  water 
to  150°  Mobutyraldehyde  and  Mobutylene  glycol 
are  formed. 

4.  Tetramethylenedibromide,  ai^i- 
brombuiane,  GHsBr-GH^GH^-GHtBr. ;  boils  at 
188°-190°  (Gustayson  and  Demjanoff,  J.  pr. 
Ghem.  [21 39, 543).  {See  also  Haincourt,  Gompt 
rend.  132,  345.) 

5.  0fi-Dibrombutane  GH,-GBr,-GH,*GH,; 
boils  atl44°-145°  (Wislicenus  and  Holz,  Anna- 
len, 260,  232). 

6.  ayDibrombutane 

CHjBrCHjCHaBr-CH,; 
boUs  at   174°-175°  (Perkin,  Ghem.  Soc.  Trans. 
1894,  963). 


500  BUTYL  OR  TETRYL. 

Butytat  eyanlde.  kol^,  Anhalen,  162.  310) ;  Bp.gr.  1«0259  (Worts, 

I^obutvUne   dicyanide   {dimethtfl  sued-  J.  1873»  474;  Boll.  Soo.  chim.  41,  362).     Pro- 

nonitrUe)  CN'C(CU,),CH3GN  ;  b.p.  218''-220*.  duoed  in  small  qoantity  by  the  zedootion  of  dilote 

By  treating  an  aqoeoos  alooholio  solotion  of  aqueoos  solution  of  aldehyde  by  sodiom-amalgan] 

potaaaiom  cyanide  with  7-botylene  bromide,  and  (K.).     Prepared  from  /S-oxybutjrric  aldehyde  by 

allowing  the  mixtore  to  stand  for  a  fortnight,  reduction  with  sodium  amalgam  (W.). 
A  oolourlees  oil,  moderately  soluble  in  water.  3.     laobutyUne    glycol,    afi-dihydroxy-a- 

Heated  to  150*  with  strong  hydrochloric  acid,  it  methylpropane  (CH,)|C(0H)-CH20H ;  b.p.  176**- 

is  decomposed  into  ammonia  and  dimethvlsuo-  178^;  sp.gr.  1*0129  at  0^  1-003  at  20°.      Pro- 

cinio  acid  (Hell  and  Rothberg,  Ber.  22,  1737).  duoed  b^  the  fermentation  of  sugar  in  presence 

Bu^lene  glyeolehlorhydrtn,  /3-ehloroMobatyI-  of  tartaric  acid  (Henninger  and  Sanson,  Gompt. 
aleohol    (CH,)«-Ga-CH,OH ;  b.p.   137.      From  :  rend.  106,  208).    Formed  by  heating  Mobutylene 

Mobutylene  and   hypocfdorous  acid  (Butlerow,  bromide  with  potassium  carbonate  and  water 

Annalen,  144,  25).    Soluble  in  lai^e  excess  of  (Nevole,  Bull.  Soc.  chim.  27,  63) ;  abo  by  oxida- 

water.    See   also  Michael  and  Leigh  ton   (Ber.  tion  of  Mobotylene  by  means  of  potassiam  per- 

1906,  2167).  manganate  in  neutral  aqueous  solution  (Wagner, 

/^ChloroMobutyl alcohol  is  also  formed  by  the  •  Ber.  21,  1232). 


union  of  hydrogen  chloride  with  Mobutylene 
oxide,  which  results  from  the  action  of  dry 


4.  Symmetrical  dimethylethylene  gly- 
col, fiyJihydroxybuiane  CH,CHOHCHOH-CH,; 


powdered  potassium  hydroxide  on  chloro-  !  b.p.  183^-184^  Formed  by  heating  for  6  or  7 
trimethyl  oarbinoL  The  last  may  be  prepared  hours  1  vol.  of  symmetrical  dimethylethylene 
from  magnesium  methyl  bromide,  chloroaoetone  ^  oxide  CfH^O  with  3  vols,  of  water  to  100* 
and  ethyl  chloroaoetate.  0-chlorowobutyl  (Eltekow,  Ghem.  Soc.  Abstr.  1883,  566). 
alcohol  boils  at  132*-133*.  It  forms  a  nitrate  '  5.  Tetramethylene  glycol,  aZ-dihydroxy^ 
by  the  action  of  concentrated  sulphoric  and  '  huian€OR'((M^) ^'0K\  boiLs  at  203^-205* ;  sp-gr. 


1-0111  (Dekkers,  Ghem.  Soc.  Abstr.,  1891, 164). 

6.  k'huiyltnt  glycol,  diffiering  from  the 
above,  boiling  at  183^-184'* ;  has  also  been  pre. 
pared  by  Wurtz  (Ann.  Chim.  Phys.  [3]  56, 452) ; 
sp.gr.  1-048  at  0* 


nitric  acids  G(Me),Gl-GH«NOs,  and  a  nitrite 
C(Me),Gl-GH,NO,  with  nitrous  acid,  which 
distinsuishee  it  from  the  isomeric  chlorotri- 
metii^  oarbinol  (L.  Henry,  Gompt.  rend.  1906, 
142,  493). 

Btttytone  dtomlnw,  I      1.  a-M ethyl  ptopantdiol 

L  Tetramethylentdiamint    (pttifMCtn*),  OHGH,GH(GH,)-CH,OH 

«a-diaininobutane  NH,GH,GH,CH,GH,-NH,,    (jj  ^^  g^   ^^^  ^j  13   ^^^    ^^^ 

oc^  m  orme  and  f «ce«  m  cases  of  cystmuna,    ^hem.  Zentr.  1897,  ii  179). 
and  also  arises  dormfi  the  putrefaction  of  her-  Butylene  dUodlda,  ay^iiodobutane 

rmgs.     It  18  prepared  by  reducing  an  alcohohc  '  '    J 

solution  of  dicyanoethylene  with  sodium  (Laden-  [  0±i,-Uiil-uii,-u±l,l ; 

burg.  Ber.  1886,  780 ;  Lellmann  and  Winthaer,  i  ap-gr.  2-291.  From  ^-butylene  glycol  and 
Annalen,  228, 229) ;  or  in  a  similar  manner  from  .  hydriodic  acid  (Wurtz,  Bull.  Soc.  chim.  41,  362). 
succinaldehyde  dioxime  (Ciamician  and  Zanetti,  Isobutylene  dlnitrita  G.H,(N0,)2.     By  treat- 

Ber.  1889,  22,  1968,  1970).  Colourless  crystals  meat  of  wobutylene  with  concentrated  nitric 
meltingat2r*-28*(C.Z.)andboiUngat  168^-160*.  acid  (Haitinger,  Monatsh.  2,  287).  Forms  a 
Smells  like  piperidino.     It  is  strongly    basic,  ,  crystallme  mass.     Probably  the  same  body  was 


The  picrolonate  is  of  some  physiological  import-  |  4U  -50  )  witn  nitncacid  (sp-gr, 

ance  (Otori,  Ghem.  Soo.  Abstr.  1906,  il  126).        i  needles  which  melted  at  96*.   They  were  insoluble 

Willstatter  and  Heubner  have  prepared  the  |  in  water,  but  soluble  in  alcohol  and  ether, 
tetramethyl  derivative  of  tetrameth^ene  dia-  I       Butylene  oxides  G4H,0.  q 

mine,  and  the  biquatemary  hexamethylammo-  X   \ 

nium  salt  corresponding  to  it  (Ber.  1907,  3871,  i        1-  Isobutylene  oxide    (GH,),C CH,; 

*^  ^  -   -  -  b.p.61'-62«;  8p.gr.  0-8311  atO*.    From  the chlor- 


;  spgr 
hydrin   C4H4QO,  and  potash  (Eltekow,  Chem. 
Soc.  Abstr.  1883,  566). 

2.  s-Dimethylethylene  oxide 


3874).  The  identity  of  aS-diaminobutane 
with  putiescine  reata  on  the  experiments  of 
Udranszky  and  Baumann  (Ber.  1888,  2938). 
Brieser  (Chem.  Zentr.  1907,  L  1703)  considers 
the  identity  not  proven,  as  also  do  Willstatter  O 

and  Heubner  (Z.c).  /Cr^  mx 

2.    Dimethylethylenediamine,      fiy-dia-  OHj-CH-CH-CHj ; 

mindnOane  CH,CHNH,-GHNHtGH„  has  been  b.p.  56''-57^;  sp.gr.  0-8344  at  0^  Formed  from 
prepared  by  Angeli  (Ber.  1890,  1358).  the  chlorhvcbrin  (prepared  from  the  symmetrical 

/«o-BatylMetle  aeld  v.  GAPaoio  AOID.  dimethyethylene  and  hypochlorous  acid)  and 

Butyl  ehloral  v.  Ghlokal.  l  potash  (Eltekow,  Ghem.  Soc.  Abstr.  1883,  566). 

Butyl-Uetiiiieaeidt;.HYDBoxrBnTTBioAon>s.         BUTYRALDEHYDE.  Butyric aldehydeC Ji^O. 
Butylene  glyeob.  I  This  compound  exists  in  two  isomeric  forms, 

1.  N ormal'(a)-butylene     glycol,     afi-di-    termed  normal  and  Mobutyric  aldehyde  respec- 
hydroxybuiane    CH.CH.-CHOH-CHjOH ;     b.p.    tively. 

191°-192*at7471  mm. ;  sp.gr.  ^0189at070^  I  Normal  butyraMehyde  CH,-(GH,),-GHO  is 
1-0059  at  17-5/0^  From  normal  butylene  di-  j  formed  together  with  aoctaldehyde  and  propal- 
bromide  (Saytzeff  and  Grabowsky,  Annalen,  179,  1  deh^de  by  the  action  of  chromic  acid  upon 
332).  I  fibnn,    casein,    and    albumen     (Guckelberger, 

2,  fi' Butylene   glycol,   aydihydroxybutane    Aimalen,  64, 39).     It  is  readily  prepared  by  dis- 
CH,CH(OH)GH,CH|OH ;  b.p.  203-5^-204''  (Ke-    tilling  a  mixture  of  calcium  formate  (2  moli.)  and 
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calcium  butyrate  (1  moL)  in  quantities  of  60 

Sams  at  a  time  with  twice  the  weight  of  iron 
ings.  The  distillate  is  fractionated,  the 
fraction  70^-110^  treated  with  sodium  hydrogen 
sulphite  (bisulphite),  then  shaken  with  ether  to 
extract  impurities,  and  finally  distilled  with 
excess  of  soda  (Iipp»  Annalen,  211,  355 ;  lonne- 
mann,  ibid.  161,  186;  Kahn,  Ber.  1886, 
3364).  Bodroux  has  applied  Qnsnaid's  reagent 
to  a  solution  of  orthoiormio  and  acetaldehyde, 
thereby  obtaining  a  75  p.c.  yield  of  butyralde- 
hyde  (Chem.  Zentr.  1904,  i.  1077). 

Properties, — ^Normal  butyraldehyde  is  a 
liquid  which  boils  at  73M4®  (Lipp,  at  73*»-77*') 
and  has  a  sp.gr.  0-8170  at  20^/4''  (Bruhl,  An- 
nalen, 203, 18).  It  is  soluble  in  27  parts  of  water. 
With  sodium  hydrogen  sulphite  (bisulphite)  it 
unites,  yielding  a  crystalline  compound  (Justin, 
Ber.  1884,  26(%).  When  treated  \nth  aaueous 
ammonia  at  0^,  it  yields  butyraldehyde-am- 
monia  C^U^iNOyS^HiO,  which  crystaUises  in 
acute  rhombic  tetrahedra  and  melts  at  30^-31* 
(Guckelberger).  If,  however,  alcoholic  ammonia 
and  the  alaehyde  are  allowed  to  stand  for  a 
month,  and  then  heated  for  a  day  at  100^,  con- 
densation occurs,  and,  after  removal  of  ammonia, 
alcohol  and  unattacked  butyraldehyde  by  dis- 
tillation, two  bases,  tetrabutyraldme  and  di- 
butyraldine  C^Hj^NO  can  l>e  separated  by 
fractionid  precipitation  with  platinic  chloride. 
The  latter  only  can  be  crystallised,  and  when 
heated  is  converted  into  paraconine  CgH^gK  and 
water  (Schiff,  Annalen,  167,  352).  The  trichlo- 
robutyraldehyde  (butylchloral)  and  its  hydrate 
have  Deen  prepared  by  Pinner  (Annalen,  179, 26). 

/robutyraldehyde  (CH,),CHCHO  can  be  pre- 
pared  by  the  oxidation  of  Mobutyl  alcohol  with 
potassium  dichromate  and  sulphuric  acid  (Lipp, 
Annalen,  205,  2  ;  Pinner,  Ber.  5,  699  ;  Fossek, 
Monatsh.  2,  614 ;  4, 661),  or  by  distilling  calcium 
formate  with  calcium  Mobutyrate  (Lmnemann 
and  Zotta,  Annalen,  162,  7).  It  dissolves  in  9 
parts  of  water  at  20^,  and  is  soluble  in  alcohol 
and  ether.  The  boiling-point  is  63*^-04®  at 
757  mm.  (Brilhl»  Annaten,  203,  18),  and  the 
8p.gr.  0-7938  at  2XF/4P  (Briihl),  0-79722  at  15* 
(Perkin,  Chem.  Soo.  Trans.  1884,  476).  Con- 
densation compounds  have  been  obtained  by 
Perkin  (Chem.  Soc.  Trans.  1883,  91). 

BUTYRIC  ACID  C^H^Ot.  Two  isomeric 
forms  of  this  acid  are  known,  normal  butyric 
and  Mobutyrio  acid. 

Normal  butyiie  aeid  ClHtCUz-CHtCOOH. 

Occurrence, — In  ordinary  butter  in  combina- 
tion witlr  glycerol  to  the  extent  of  2  p.c. ;  also 
in  the  fruits  of  Heracleum  viUoaum  (Fisch)  and  of 
Peucedanum  sativum  (Benth.  d.  Hook,  /.)  as 
hexyl  butyrate  and  octyl  butyrate  respectively. 
Butyric  acid  is  also  found  in  flesh  juice,  and  is 
frequently  a  constituent  of  decomposing  organic 
matter  {v,  art.  Fxbmentation)  (J.  1867, 353, 402, 
403,559;  1858,231;  1859,363,364;  1861,454; 
1866,  311).  The  occurrence  of  butyric  acid  in 
sour  milk  is  treated  of  by  Thorpe  (Chem.  Zentr. 
1909,  u.  1774). 

Preparation. — (1)  Butyric  acid  is  a  frequent 
product  of  the  oxidation  of  organic  substances ; 
casein,  fibrin,  and  albumen,  for  example,  yield 
this  acid  among  other  products  on  oxidation 
with  manganese  dioxide  and  sulphuric  acid 
(Guckelberger,  Annalen,  64,  68). 

(2)  All    amylaceous    and    saccharine    sub- 


stances which  yield  lactic  acid  as  a  product  of 
their  fermentation  can  undergo  a  furttier  fer- 
mentation to  butyric  acid,  and  this  fact  is  made 
use  of  for  the  preparation  of  the  acid.  5  kilos, 
of  rice  or  potato  starch  are  boiled  with  60  litres 
of  water  for  some  hours,  allowed  to  cool,  and  the 
product  after  24  hours  is  treated  with  60  grams 
of  malt  stirred  up  with  2  litres  of  nulk,  with  1 
kilo,  of  finelv  divided  flesh,  and  with  2  kilos,  of 
chalk,  the  chalk  being  added  to  neutralise  the 
lactic  and  butyric  acids  as  rapidly  as  they  are 
formed,  and  the  whole  is  allowed  to  remain  with 
occasional  stirrins  for  several  weeks  at  a  tempe- 
rature of  25^-30  .  When  the  evolution  of  gas 
has  ceased,  the  product  is  heated  to  80^,  filtered, 
precipitated  with  sodium  carbonate  to  decompose 
the  calcium  salt,  again  filtered,  evaporated  to  a 
small  bulk,  and  treated  with  sulphuric  acid. 
The  oily  layer  of  acid  so  obtained  is  fractionated 
to  free  it  from  the  acetic  and  caproic  acids 
formed  simultaneously,  and  the  fraction  155^- 
174^  is  extracted  with  water,  which  dissolves 
the  but3rric  acid  but  leaves  the  caproic  acid  un- 
dissolved ;  the  aqueous  extract  is  then  neutral- 
ised with  lime,  the  solution  concentrated,  and 
the  salt  finally  decomposed  by  hydrochloric  acid 
(Grillone,  Annalen,  165,  127). 

(3)  In  the  presence  of  a  sohizomyoes — ^the 
so-called  BactUus  suJbiiliSj  which  can  readily  be 
obtained  by  stirring  hay  in  water,  straining  the 
liquor  through  a  sieve,  and  boiling  for  5  minutes 
— -fltz  (Ber.  11, 52)  hais  found  that  starch  readily 
undergoes  fermentation,  yielding  normal  butyric 
acid  as  chief  product. 

But3nric  acid  has  also  been  obtained  by  the 
fermentation  of  glycerol  in  3  p.c  aqueous 
solution  with  a  species  of  sohizomyces  (Fits, 
Ber.  9, 1348  ;  10,  276),  and  has  been  prepared  by 
various  synthetical  methods  (Frankland  and 
Duppa,  Annalen,  138,  218;  Creuther  and 
FreUch,  ibid.  202,  306).  (For  conditions 
affecting  the  production  of  butyric  acid  by 
fermentation,  see  Fxbmsntation.) 

Properties, — ^Butvrio  acid  is  a  colourless, 
transparent  liquid,  having  an  odour  tesembling 
that  of  rancid  butter,  and  a  sour  burning  taste. 
Cooled  to  —19^  it  solidifies,  and  the  crystals 
melt  at  about  -2^.  The  acid  boils  at  161  ^'^  at 
760  mm.  (Kahlbaum,  Ber.  16,  2480) ;  at  162-3"* 
(corr.)  (Linnemann,  Annalen,  160,  228;  Zander, 
md,  224, 64);  and  has  a  sp.gr.  0*96704  at  15715'* 
(Perkin,  Chem.  Soc.  Trans.  1884,  483),  0*9590  at 
2074"*;  Md,  1*39906  (Scheig,  R.  1899, 169).  Butyric 
acid  is  inflammable  and  bums  with  a  blue  flame. 
Alcohol,  wood-spirit,  and  water  dissolve  it  in  aU 
proportions,  and  from  the  aqueous  solution  it 
can  be  separated  by  addition  of  calcium  chloride. 
Prolonged  boiling  with  nitric  acid  converts  it 
into  succinic  acid.  By  the  action  of  calcium 
carbide,  dipropyl  ketone  may  be  obtained 
(Haehn,  Chem.  Zentr.  1906,  iL  17). 

Saits. — The  metallic  salts  of  normal  butyric 
acid  are  generally  soluble  in  water,  and  are  crys- 
talline.   NaB  and  KB  crystallise  in  indistinct 

cauliflower-like  groups.  AgB  crystallises  in 
needles  or  monoclinio  prisms,  and  dissolves  in 
200  parts  of  water  at  14*  (Linnemann  and 
Zotta,  Annalen,  161,  177) ;  100  parts  of  water 
dissolve  0-413  part  at  16*  (Griinzweig,  Annalen, 

:  162,    203).     MgB^.SHfO    crystallises    in    very 
soluble  scales  (Pelouze  and  G^iis,  Annalen,  47 
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240).     Ba!bs,4H,0     orystalliBes    in     naoreouB         a/9-Diehlorobatyrie  aeid 

scales,  and  dissolvee  in  2-48  parts  of  water  at  14®  '  CH,>CHC1-CHC1*C0,H,  melts  at  72^*73''  (Mali- 

(Linnemaiin    and    Zotto).    CaBt,H,0    crystal-  '  ^^^*  Annalon,  234,  201 ;  266,  372). 

Uses  in  rhombic  forms ;  100  parts  of  water  dissolve         ^^-I^^^Uorobutyrle  aeld 

19-4   parts   at    0*.    (For  solubiUty  table,   see  '  CH,Cl-CHa-CH,-CO,H;  melts  at  40^-W*  (Les- 

Heoht,  Annalen,  213.  72,)  SiB.  forms  monodinic  ,  ^^\^^^{^!S±Jit^*JS^^ 

^VlrZ:' raZ^i:  T  Tt.Tn  '  CH.rH^^7^X-"   at  eO-  (Kahlbaum 

Kln^icti-i^sfl^^^*^^^^     ^'J'l^^J^r^^^^'''''^>' 

16- dissolve  m  parts  of  the^^^        salt    CH^^i^ScoT^  at  73-750  (Nat. 

(GrfiMwew).     PbB,    is    an    oil    which    slowly    terer,  Monatsh.  4,  651 ;  6, 266). 

solidifies  (Markownikow,   Annalen,   138,  361).         oiS^-Triehlorobutyrie  Mid 

CuS„H,0  crystallises  in  triclinio  forms  (Alth,  I  CH,<5a,-CHa(X),H ;  melts  at  62*  (Sienio  and 

Annalen,  01,  176),  and  CuB„2H.O  crystallises    Ta^eseU,  Ber.  1805,  2666). 


in  monoclinic  forms  (Pelouze  and  G^is). 

Separation  from  formic^  acetic,  and  propionic 
acids, — Mach  and  Portele  ((}hem.  Soo.  Abstr. 
1800,  1344)  ffive  the  following  method  for  the 
estimation  oi  butyric  acid  in  the  presence  of 
acetic  acid  (as  in  wine) :  600  c.a  of  tiie  solution 
is  distilled  t»  a  bulk  of  126  cc,  diluted  to  the 
origin^  volume,  and  again  distilled  till  only 
126  cc.  remains.    This  is  done  four  times.    The 


Tetneblorobutyrie  aeld  C4H4a40, ;  melts  at 
140®  (Pelouse  and  Gelis,  Arch.  Pharm.  [31  10. 
434). 

Bromobutyrie  adds  have  also  been  obtained 
by  Naumann  (Annalen,  110,  120),  Schneider 
(J.  1861,  468),  and  llichael  and  Norton  (Amer. 
Chem.  J.  2,  16).  {See  abo  doves,  Chem.  Zentr. 
1902  I.  406.) 

/tfobutyrio  aeld  (CH,),-(^-COOH. 
total  acid  in  the  distillate  is  estimated  by  '  Occurrence, — Jsohntjnc  acid  occurs  in  the 
titration  with  soda  or  baryta.  If  soda  is  used,  i  ^^^  o^  Siliqua  dvids  (GrOnzweig,  Chem.  8oc 
the  neutralised  distillate  is  evaporated  down,  i  Trans.  1873,  373),  and  in  arnica  root  {Arnica 
sulphuric  acid  is  added,  and  the  mixture  steam-  |  montana)  (Si^el,  Annalen,  170,  348). 
distilled.  The  distillate  is  neutralised  with  I  Preparatton. — /sobut^c  acid  is  most  readily 
baryta  and  evaporated  so  far  that  it  will  solidify  I  prepkied  by  the  oxidation  of  tsobutyl  alcohol 
when  cold.  The  barium  butyrate  is  then  ex-  ;  ^^^  a  mixture  of  sulphuric  acid  and  potassium 
tracted  with  absolute  alcohol,  and  the  aqueous  i  dichromate.  Pierre  and  Puchot  (Ann.  Chim. 
solutions  of  the  separated  salts  treated  with  I  Phys.  [4]  28,  366)  give  the  following  propor- 
sulphuric  acid  and  steam-distilled,  the  acid  in  ^^oub  :  J^obutyl  alcohol  (300  purts)  is  mixed  with 
the  distillate  being  subsequently  titrated.  i  water  (1500  parts)  and  sulphuric  acid  (640  parts) 

The  separation  of  formic,  acetic,  propionic  !  ^nd  into  the  well-cooled  mixture  finely  powered 
and  butyric  acids  is  also  dealt  with  by  <  potassium  dichromate  (400  parts)  is  gradually 
Willcox  ((Jhem.  8oc.  Proc.  1806,  202) ;  Luck  i  mtroduoed.  An  ethereal  layer  separates,  con- 
(Zeitsch.  AnaL  Chem.  10,  186) ;  Haberland  ,  sisting  of  isobutyl  Mobutyrate,  which  is  de- 
{iffid,  1809,  217) ;  and  Muspratt  (J.  Soc  {  composed  by  allowing  66  parts  to  fall  slowly  on 
Chem.  Ind.  1000,  204).  An  expression  con-  >  100  parts  of  caustic  potash  to  which  one-tenth 
neoting  the  percentage  of  butyric  acid  in  an    its  weight  of  water  nas  been  added ;    the  re- 


aqueous  distiUate  with  the  proportion  of  the 
distillate  to  the  original  solution  is  given  by 
Leonard,  Smith,  and  Richmond  (Analyst,  1897, 
92). 


suiting  potassium  salt  is  then  distilled  with 
dilute  sulphuric  acid,  and  the  aqueous  acid 
purified  by  fractional  distillation. 

Synthetical  methods  for  preparing  this  acid 


Butyryl  chloride,  obtained  by  treating  96  *  have  been  described  by  Frankland  and  Duppa 
grams  of  butyric  acid  with  1(X)  grams  of  phos-  .  (Annalen,  138,  337),  and  Markownikow  (Anna- 
phorus  trichloride  (Burcker,  Ann.  Clhim.  Phys.    len,  138,  361). 

[5]  26,  468);  boils  at  100M01*5''(Linnemann);  Properf fM.~/sobutyric    acid    resembles    its 

and  has  a  8p.ffr.  1*0277  at  23 V^®  (BrUhl).  isomeride  in  appearance,  but  has  a  less  dis^zree- 

Butyrie  amiydride,  prepared  by  the  action  of  able  odour.  It  boils  at  162®  at  760  mm.  (Kahl- 
butyryl  chloride  on  butyric  acid  (Linnemann,  .  baum,  Ber.  16,  2480) ;  at  163*6^-163-8®  at  760*3 
Annalen,  161, 179),  or  by  the  action  of  1  molecule  mm.  (Bri^i,  Annalen,  200, 180) ;  at  164®-164-2® 
of  acetic  anhydride  or  2  mols.  sodium  butyrate  (Zander,  ibid,  224,  77) ;  sp.gr.  0-9661  at  0® 
(Michael,  Chem.  Zentr.  1901,  i.  1088),  boils  at  (Zander) ;  0*9603  at  20®  (I^innemann,  Annalen, 
191®-193®  (L.) ;  aad  has  a  sp.gr.  0*978  at  12-6®  162,  9).  It  dissolves  in  five  times  its  volume  of 
(Gerhardt,  Annalen,  87,  166).  water  (L.).    The  metallic  salts  of  wobutyrio  acid 

Butyramlde,  formed  by  heating  dry  ammo-  are  more  soluble  in  water  than  those  of  the 
nium  butyrate  for  six  hours  at  230®  (Uofmann,  normal  acid.  The  potassium  and  sodium  salts 
Ber.  1882,  982) ;  crystallises  in  tables ;  melts  at  form  cauliflower-like  masses.  AgS  crystallises 
116®;  boils  at  216®  (J.  1866,  616);  and  is  readily  in  characteristic  tabular  forms ;  100  parts  of 
soluble  in  water.  water  dissolve  0*928  part  at  16®  (Grfinxweig, 

a-CUorobiityrie  aeld  (3H,.CH,.CHCiC0,H  ,  Annalen,  162,  210).  Mgg,  forms  white  scales. 
18  a  thick  hquid  difficultly  ^uble  m  water  I  caB..6H.O  forms  four^ded  monoclmic  crys- 
(Markownikow,  Annalen,  163,  241).  Zi*'\nA      1*     r      *       x  Voo  j-     i-^^Toi     ■lT 

^-Chlorobul^  add  CH;.CHCI*CH..C0,H.   ^,1  J^Sil^^wr^T  *L/.K 
thick  hquid  (Knner,  Ber.    1879,  2066!    1884!  '  ""^  <^y^^^  ^^  (Q-)»  ^^  ^^  solubility  m- 
2(X)8).  I  creases  as  the  temperature  rises.    SrBt,6H|0  ; 

7-Chlorobutyrio  add  CH,C1CH,CH,C0,H.  '  100  parts  of  water  at  17®  dissolve  44^  parts 
Kbters  only  known  (Henry,  Chem.  Zentr.  1898,  of  the  crystallised  salt  (G.).  BaBs,iH|0 
ii.  273).  forms  monoclinic  crystals  (Fitz,  Ber.  1880, 1316). 
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ZnBg^HjO  ;  100  parts  of  water  at  19*5"*  disaolve 
17-3  parts  of  the  orystallised  salt  (Grflnzweig). 

PbB,  crystallises  in  rhombic  tables  and  dissolves 
in  11  parts  of  water  at  16^ 

/«obatyryl  chloride,  prepared  by  treating 
Mobutvric  acid  (12  parts)  >vith  phosphorus  tri- 
chloride (7  parts),  and  subsequently  distilling 
(Tonnies  and  Stoub,  Ber.  1884,  850);  boils  at 
9l-6**-92-6*  at  748-2  mm.;  and  has  a  sp-gr. 
1-0174  at  2074^  (Brtthl.  Annalen.  203,  20). 

J^butyryi  anhydride,  obtained  by  boiling 
ttfobutyric  acid  with  wobutyryl  cUoride  for 
12  hours  in  a  reflux  apparatus  and  fraction- 
ating the  product  (Tonnies  and  Staub,  Ber. 
1884,  860);  boils  at  181-5^  at  734  mm. ;  and  has 
a  sp.gr.  0-9574  at  16-6^ 

/tfobutyramide,  formed  by  heating  dry  am- 
monium Mobutvrate  at  230®  for  six  hours;  melts 
at  128«-129*»  (Hofmann,  Ber.  1882,  982). 

a-ChloroMobutyric  aeid  (GH,)t(X)lO0,H ; 
melts  at  31®  and  boils  at  118®  (Henry,  Bull.  Soo. 
chim.  26,  24 ;  Balbiano,  Ber.  1878,  1693). 

a^-DiehloroMobutyric  acid 
CH,-CH(CH,C1)-CC1-C0,H  (Broohet,  Ann.  Chim. 
Phys.  [7]  10,  376). 

TrichlorMobutyrie  acid  C4H,()1,0, ;  melts  at 
50®  (Gottlieb,  J.  pr.  Chem.  [2]  12,  1). 

BromoMobntyric  acids  have  been  prepared  by 
Markownikow  (Annalen,  153,  229) ;  Engelhom 
{ibid.  200,  66,  68);  Cahours  (ibid,  Supplt.  2, 
349,  352). 

Bntyrle  esters.  These  compounds  are  for 
the  most  part  prepared  by  the  action  of  butyric 
acid  on  the  corresponding  alcohols  in  presence 
of  some  dehydrating  aeent  such  as  sulphuric 
acid,  the  temperature  being  raised  eventually 
to  complete  the  reaction.  Butyric  esters  are 
liquids  which  dissolve  in  alcohol  and  ether  in 
all  proportions,  but  are  only  very  sparingly 
soluble  in  water.  On  saponification  with 
caustic  potash  they  yield  the  corresponding 
alcohol  and  potassium  butyrate. 

Metliyl  butyrate  CJIfiJde,  prepared  simi- 
larly to  the  ethyl  ester,  is  a  colourless  liquid 
witL  a  pleasant  odour  resembling  that  of  pine- 
apples. It  boils  at  102-3®  at  7w)  mm.  (^hu- 
mann,  Pogg.  Ann.  [2]  12,  41);  and  has  a  sp.gr. 
0*9194  at  074®  (Elsasser,  Annalen,  218,  314). 

Ethyl  butyrate,  btUyric  ether,  is  prepajred  by 
adding  1  part  by  weight  of  sulphuric  acid  to  2 
parts  each  by  weight  of  butyric  acid  and  idoohol. 
The  liquid  becomes  heated,  and  the  mixture  at 
once  separates  into  two  layers  of  which  the 
upper  one  consists  of  ethyl  butyrate.    To  com- 

Slete  the  reaction  it  is  necessary  to  heat  the  pro- 
uct  at  about  80®  for  a  short  time.  The  upper 
layer  is  separated,  washed  with  water,  £ned  \ 
over  calcium  chloride,  and  distilled*  The  pre- 
sence of  considerable  quantities  of  water  ooes 
not  seem  to  hinder  esterification  (Pelouze  and 
G^is,  Annalen,  47,  250). 

Ethyl  butyrate  is  a  colourless  liquid  having 
an  odour  like  that  of  pine-apples.  It  boils  at 
119*9®  at  760  mm.  (Schumann);  and  has  a 
sp.gr.  0*8996  at  0®/4®  (ELsasser).  A  solution  of 
ethyl  butyrate  is  used  in  perfumery  and  in  con- 
fectionery under  the  name  of  pine-apple  oiL 
Propyl  butyrate  boils  at  142*7®  at  760  mm. 


'  (Schumann);   and  has  a  sp.gr.  0-8930  at  0®/4® 

,  (Elsasser). 

!       /«op70pyl  butyrate  boils  at  129®  at  765  mm. ; 

i  and  has  a  sp.gr.  0*8787  at  0®  (Silva,  Ber.  1869, 

!  283),    0-9027    at     0®    (Pribram    and    Handl, 

I  Monatsh.  2,  690). 

Butyl  butyrate  IwUa  at  104-8®  (corr.),  and 
has  a  8p.gr.  0-8760  at  12®  (Linnemann,  Ann- 
alen, 161,  195  ;  compare  also  Lioben  and  Rossi. 
i6irf.  158.  170). 

/^butyl  butyrate  boiU  at  166-9®  at  760  mm. 
(Schumann);  and  has  a  sp.gr.  0-8798  at  0®, 
0-8664  at  16®  (Grttnzweig,  Annalen.  162,  207). 

/«oamyl  butyrate  boils  at  178-6®  at  760  mm. 
(Schumann);  and  has  a  sp.gr.  0*8823  at  0®/4® 
(Elsasser). 

The  hexyl-  and  octyl-butyrates  occur  in  the 
oils  from  the  fruits  of  Herackum  gigarUeum 
(Pranchimont  and  Zmcke,  Ber.  4,  824)  and 
Paatinaca  aaiiva  (Renesse,  Annalen,  166,  80) 
respectively. 

Ethereal  salts  Of  Mobutyrio  "acid  have  been 
prepared: 

Methyl  Mobutyrate  boils  at  92*3®  at  760  mm. 
(Schumann);  and  has  a  sp.gr.  0-9112  (Elsasser). 

Ethyl  Mobutyrate  boils  at  110*1®  at  760  mm. 
(Schumann) ;  its  sp.gr.  is  0*8903  (Elsasser). 

Propyl  ttfobutyrate  boils  at  133-9®  at  760  mm. 
(Schumann;  its  sp.gr.  is  0-8843  (Elsasser). 

/«opropyl  Isobntyrate  boils  at  118®-121®  at 
727  mm.:  and  has  a  sp.gr.  0*8787  at  0®  (Pribram 
and  Handl). 

/M>butyl  ^^obutyrate  boils  at  146-6®  at 
760  mm.  (Scl^umann) ;  its  sp-gr.  at  0®  0-8752 
(Griinzweig). 

/«oamyl  Mobutyrate  boils  at  168-8®  at 
760  mm.  (Schumann) ;  and  has  a  sp.gr.  0-8759 
at  0®/4®  (Elsasser). 

BUTYROLACTONE     t;.    Hydroxybutymo 

ACIDS. 

BUTYRONE,  Dipropyl  ketone  CyU^fi. 

Butyrone  is  obtained  by  diisf.iniT|g  calcium 
butyrate,  or  preferably  a  mixture  ^  calcium 
butyrate  and  calcium  carbonate  (Schmidt,  Ber. 
5,  597);  the  crude  product  is  dehydrated  by 
treatment  with  calcium  chloride,  and  purified  by 
fractional  distillation.  Butyrone  bous  at  144®, 
and  has  sp.gr.  0*8195  at  20®,  does  not  com- 
bine with  ammonia  or  sodium  hydrogen  sul- 
phite (bisulphite),  jdelds  a  mixture  of  propionic 
and  butyric  acids  on  oxidation  with  chromic 
acid,  and  is  converted  into  a  secondary  alcohol 
CyHigO  and  butyrone-pinaoone  C,4H,<>0t  on 
treatment  with  sodium  amalgam  and  water 
(Kurtz,  Annalen.  161,  205). 

An  isomeride  di-isopropyUreione  can  be  pre- 
pared by  distilling  calcium  tsobiityrate  (Mflnch, 
Annalen,  180,  327) ;  it  boils  at  124®-126®,  has  a 
sp.gr.  0-8254  at  17®,  and  does  not  combine 
with  sodium  hydrogen  sulphite. 

BUTYRO-REFRACTOMETER  v.  Rsfsactq. 


BUXIN.  An  alkaloid  obtained  from  the  box- 
tree  {Buxu8  sempervirens).  Hager  (C3iem.  Zentr. 
1877,  119)  found  it  in  beer  as  an  adulterant.  It 
is  said  by  Walz  (N.  J.  P.  14,  15)  to  be  identical 
with  bebeerine  (v,  Vbqeto-  alkaloids). 
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CABBAGE. 


c. 


CABBAGE,  Brtissicft  oleracea.  Tbu  plant 
has  been  modified  by  careful  selection  and 
cultivation  so  as  to  produce  several  apparently 
very  different  varieties : 

1.  Those  which  form  a  compact  head  by 
overlapping  of  the  leaves,  as  in  the  ordinary 
cabbage. 

2.  Those  of  a  straggling,  open  habit  of 
growth,  with  a  branching  stem  but  no  distinct 
"heart  *  or  head,  e,g.  thousand-headed  kale. 

3.  Those  in  which  a  dense  head  of  imperfect 
flowers  are  formed,  as  cauliflower  and  broccoli. 

4.  Those  in  which  the  stem  is  enormouslv 
developed  so  as  to  form  a  globe,  as  in  kohl- 
rabi. 

6.  Those  in  which  a  large  number  of  small 
•  heads  *  are  formed  on  a  tall  stem — Brussels 
sprouts. 

Of  the  cabbage  itself,  there  are  many 
varieties,  differing  m  size,  shape,  and  colour. 

Like  all  the  members  of  the  Crua'fera, 
cabbages  contain  sulphur  compounds,  some  of 
which  easily  undergo  decomposition  with  pro- 
duction of  sulphuretted  hydrogen. 

The  average  composition  of  cabbages,  as  used 

for  cattle  food,  is,  according  to  Kellner — 

Sol.  carbo- 
Water     Protein        Ifat       hydrates      Fibre        Aih 
84-7  2-6  0-7  8-1  2-4  1*6 

whilst,  according  to  American  analyses,  the  edible 
portion  of  culinary  cabbages  contains  : 

Sol.csrbohydratefl  Fibre 

Water    Protein     Fat —  A»h 

90-3        2-1        0-4  6-8  14 

Cabbages,  as  a  farm  crop,  respond  to  liberal 
manuring,  and  in  inland  districts  are  benefited 
by  a  smul  dressing  of  the  soil  w^ith  common  salt. 
They  do  best,  as  a  rule,  on  heavy  land,  and  are 
usually  transj^anted  from  seed-beds.       H.  I. 

CACAO  BUTTER  (spelt  also  Cocoa  Butter), 
is  expressed  from  the  cacao  bean,  the  seeds  of 
the  cacao  tree,  Thecbroma  cacao  (Linn.). 

The  cacao  tree  is  indigenous  to  the  West 
Indies,  but  has  been  introduced  into  various 
tropical  countries,  especially  Central  and  South 
America  and  to  the  West  Coast  of  Africa  and  the 
islands  in  the  Bay  of  Benin.  It  has  also  been 
introduced  into  Nigeria,  and  an  inducement  has 
been  held  out  by  the  Government  to  the  Nigerian 
peasants  to  grow  cacao.  As  the  beans  are 
chiefly  w^orked  up  for  the  preparation  of  cacao, 
the  oacao  butter  must  be  considered,  to  some 
extent,  a  by-product  of  the  chocolate  industry. 
For  the  proouction  of  cacao  butter,  the  beans 
are  roasted  over  a  coke  fire,  and  the  husks  are 
separated  by  winnowing.  The  kernels  thus  laid 
baro  are  ground  under  millstones  and  reduced  to 
a  paste,  when  the  bulk  of  the  fat  is  removed 
by  hot  expression  in  hydraulic  presses.  As  the 
fat  in  the  Dean  has  undergone  slight  hydrolysis, 
it  is  usual  to  add  a  carbonate,  either  of  potassium 
or  ammonium,  to  the  beans  before  roasting. 
Hence,  in  the  examination  of  cacao  butter,  the 
presence  of  ammonia  or  i)otash  soap  may  be 
expected. 

The  average  composition  of  the  cacao  bean 
is,  according  to  Kiinig,  as  follows  : — 


Fat 

Water    . 
Albuminoids   . 
Carbohydrates 
Crude  fibre 
Ash 


Per  cent. 

.  49-0 
.      64 

.  12-8 

.  25-7 
.     3-71 

.  3-41 

The  composition  of  the  shell  is  as  folloii's  : — 

.     4-21 

.  11-19 

.  13-61 

.  43-95 

.  17-63 
.     9-68 


Fat 

Water    . 
Albuminoids    . 
Oarbohydiates 
Crude  fibre 
Ash 


100-47 

The  proportion  of  fat  in  the  bean  varies  from 
60  to  56  p.c.  In  the  production  of  cacao  powder, 
only  a  portion  of  the  oacao  butter  is  expressed, 
whereas  the  beans  intended  for  the  manufacture 
of  best  chocolate  aro  not  expressed,  so  that  the 
full  amount  of  fat  is  allowed  to  remain  in  the 
Gpround  mass.  Manufacturers  of  cheap  choco- 
lates remove  a  portion  of  the  oostlT  cacao  butter 
by  expression,  replacing  it  by  cheaper  substi- 
tutes (see  Chooolatx  fats).  The  kernels  contain 
a  small  amount  of  theobromine,  a  portion  of 
which  passes  into  the  cacao  butter  on  expression. 

Caoao  butter  has  a  yellowish-white  oolour, 
turning  white  on  keeping,  an  agreeable  taste  and 
pleasant  odour,  reoamng  that  of  chocolate.  At 
the  ordinary  temperature,  the  fat  is  somewhat 
brittle.  It  appears  to  consist,  to  a  very  large 
extent,  of  oleodiBtearin  and  oleodipalmitin.  The 
solid  acids  of  cacao  butter  consist  of  stearic  and 
palmitic  acids;  small  quantities  of  arachidio  acid 
are  stated  to  occur  also  amongst  the  solid  fatty 
acids. 

The  proportion  of  stearic  acid  in  the  fat  is  as 
high  as  39-40  p.c.  Amongst  the  liquid  fatty 
acids  there  seem  to  be  present  about  6  p.c.  of 
acids  less  saturated  than  oleic  acid,  most  likely 
Unolic  acid.  From  the  iodine  value  of  the  cacao 
butter,  viz.  34,  the  conclusion  may  therefore  be 
drawn  that  it  contains  less  than  30  p.c.  of  oleic 
acid.  The  unsaponifiable  matter  of  cacao  butt«r 
amounts  to  less  tnan  1  p.c.  liatthes  and  Bohdich 
found  in  the  unsaponifiable  matter  a  hydro- 
carbon (most  likely  identical  with  amyrilene). 
stigroasterol,  and  a  phytosterol  melting  at 
130^ 

In  the  older  literature,  the  statement  fre- 
quently occurs,  that  cacao  butter  does  not  turn 
rancid.  But  it  is  a  matter  of  common  experi- 
ence, as  the  i^Titer  has  shQ\iii,  that  cacao  butter, 
exposed  to  light  and  air  at  the  ordinary  tempera- 
turo,  becomes  rancid  in  the  course  of  time. 
Equally  erroneous  is  the  statement  that  xanoid 
cacao  butter  is  obtained  from  mouldy  beans. 
Most  shipments  of  cacao  beans  become  mouldy 
in  transit,  but  as  the  beans  in  the  initial  state  of 
manufacture  are  roasted,  the  mould  is  destroyed, 
so  that  cacao  butter  prepared  from  these  beans 
need  not,  of  necessity,  become  rancid.  With 
the  growth  of  the  consumption  of  chocolate  and 
cacao,  the  trade  in  cacao  beans  has  become  of 
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very  great  imporianoe.  In  1907  the  import  of 
cacao  beanB  into  Europe  and  the  United  States 
of  America  amounted  to  ahoat  220,000  tons. 
The  consumption  is  still  growing,  and  the  im- 
ports may  be  expected  to  grow  in  proportion. 

Cacao  butter,  being  very  hip;h  in  price, 
even  higher  than  cow  butter,  is  frequently 
adulterated  with,  if  not  completely  substituted 
by,  *  chocolate  fats.'  The  adulterants  formerly 
employed,  such  as  tallow  and  paraffin  wax,  are 
easily  detected,  and  hence  these  adulterants 
have  disappeared.  The  same  holds  cood  of 
coco-nut  and  palm-nut  stearins,  which,  for  some 
time,  were  largely  used  to  adulterate  cacao 
butter.  Latter^,  adulteration  with  cacao-shell 
butter  has  been  practised  and  is  still  in  vogue ; 
for  this  purpose,  the  husks  are  ground  and  again 
expressed,  or  even  extracted  with  volatile  sol- 
vents. As  the  fat  thus  obtained  yields,  in 
analysis,  practically  the  same  characteristic 
numbers  as  genuine  cacao  butter  itself,  chemical 
analysis  alone  is  unable  to  reveal  adulteration 
with  oaoao-shell  butter. 

Caoao  butter,  being  chiefly  produced  as  a 
by-product  in  the  manufacture  of  cocoa,  is 
obtainable  in  large  quantities :  it  is  at  present 
mainly  used  in  the  manufacture  of  cheaper 
chocolate.  Smaller  quantities  are  used  in 
confectionery,  in  pharmacy  for  making  supposi- 
tories and  nitroglycerin  tablets,  and  in  the 
^enfleurage'  process  of  preparing  delicate 
ethereal  oils.  J.  L. 

CACHALOT  OIL.  Oil  obtoined  from  the 
blubber  of  the  cachalot.  (For  its  properties  and 
composition,  v.  Fendler,  Chem.  Zeit.  1905,  20, 
555.) 

CACODTUC  ACID  and  CAC0DYLATE8  v. 
Absbnio,  Oboakio  ooicpoi7in>s  of. 

CADAVERINB  v.  ProMAinrBS. 

CADIE  GUM  V.  Guics. 

CADINENE  V,  TsBFuns. 

CADimUM.  (Kadmium,  Qer.)  Sym.  Cd. 
At.  wt.  1124. 

Oadmium  occurs  in  small  quantities  as  sul- 
phide in  Oreenockite  at  Bishopton,  Renfrew- 
shire, and  in  Pennsylvania  and  Bohemia.  This 
is  the  only  ore  containing  cadmium  as  the  prin- 
cipal element.  Cadmium  occurs  in  small  quan- 
tities in  nearly  all  zinc  ores,  but  the  percentage 
is  considerably  lower  than  that  usually  stated 
Jenscb  and  lUieeisen  have  shown  that  the  cad- 
mium  in  zinc  ores  averages  about  0*1  p.o.,  0-5  p.c. 
being  only  reached  in  the  richest  samples,  though 
occasional  specimens  are  stated  to  have  yielded 
considerably  higher  values.  It  occurs  also  in 
the  silicate  and  carbonate  of  zinc  at  Freiberg, 
Berbyshire,  and  Cumberland,  and  in  most  com- 
mercial zinc. 

Preparation, — ^In  the  reduction  of  zinc  ores, 
the  first  portions  of  the  distillate  consist  of  a 
mixture  of  the  metals  zinc  and  cadmium  and 
their  oxides,  but  containing  a  higher  percentage 
of  cadmium  (on  account  of  its  greater  volatility) 
than  the  original  ore,  and  by  further  similar 
treatment  it  is  still  further  increased.  When 
sufficiently  rich,  it  is  used  for  the  extraction  of 
the  cadmium.  At  Silesia,  the  first  portion  of  the 
distillate,  which  contains  from  2  to  6  p.c.  of 
cadmium,  is  mixed  with  about  one-fourth  of  its 
weight  of  coal,  and  distilled  at  a  dull  red  heat ; 
the  oadmium  then  distils  with  a  little  zinc,  but 
the  greater  part  of  the  latter  metal  remains 


behind.  The  oadmium  is  purified  by  fractional 
distillation  until  a  product  of  99*5  p.o.  or  more  is 
obtained;  it  is  then  oast  into  small  cylinders 
about  \  inch  thick. 

Various  wet  methods  for  the  extraction  of 
the  cadmium  from  the  concentrated  flue  dust, 
have  been  proposed  and  tried.  Some  of  these 
are  dependent  on  the  precipitation  of  oadmium 
from  acid  solutions  by  means  of  zinc ;  others  on 
the  solubility  of  zinc  in  neutral  ammonium 
carbonate.  None  of  these  wet  methods,  how- 
ever, has  been  successful  commercially  (Schnabd 
and  Louis,  Metallurgy,  1907). 

Electrolytic  m^ods  for  the  refining  of 
cadmium,  are  employed,  the  cadmium  beinff 
deposited  on  platinum  electrodes  and  distilled 
in  vacud. 

Properties, — Cadmium  is  a  white  metal  with 
a  tinge  of  blue,  of  strong  lustre,  and  capable  of 
taking  a  high  polish.  It  produces  a  metallic 
streak  on  paper  like  lead,  but  less  readily. 
Cadmium  is  compact  in  texture  and  of  fibrous 
fracture,  harder  and  more  tenacious  than  tin, 
it  may  be  drawn  into  thin  wire  or  hammered 
into  leaves,  but  when  heated  to  80*  it  becomes 
brittle,  and  may  be  powdered  in  a  mortar.  On 
account  of  its  crystalline  structure,  it  crackles, 
like  tin,  when  bent. 

By  distillation  in  a  current  of  hydrogen,  oad- 
mium may  be  produced  in  regular  octahedra  and 
other  forms  of  the  cubic  system. 

Oadmium  melts  at  321-7*  (Holbom  and  Bay), 
and  boils  at  i;778-f  (A-760)/9]*,  where  h  is  the 
barometric  height  in  millimetres  (Berthelot). 
Its  vapour  density  at  1040*  is  3*94  referred  to 
air,  or  56*3  referred  to  hydroeen.  Hence  it 
appears  that  the  molecule  of  cacunium  contains 
but  one  atom  at  that  temperature,  whilst  further 
the  values  for  the  latent  heat  of  vaporisation 
(calculated  from  the  vapour  pressure),  indicate 
similar  molecular  states  in  liquid  and  sas 
(Traube).  It  is  obtained  in  colloiaal  solution  oy 
electric  sparking  with  a  cadmium  cathode  in 
water. 

According  to  Demarcay,  it  emits  vapours 
when  heated  below  the  melting-point  (Oompt. 
rend.  95,  183).  When  heated  in  air,  it  bums 
readily,  evolving  brown  fumes  of  tiie  oxide. 
Cadmram  dissolves  in  hydrochlorio  and  sul- 
phuric acids  with  evolution  of  hydrogen.  It  is 
readily  attacked  by  nitric  acid.  It  combines 
directly  with  chlorine,  bromine,  and  iodine  when 
placed  in  solutions  of  those  elements.  Cadmium 
gives  a  brilliant  speetrum  of  red,  green,  and  blue 
fines,  and  its  use  has  been  suggested  as  a  con- 
venient standard  in  refraotometry  (Lowry). 

The  salts  of  oadmium,  as  a  rule,  are  but 
slightly  dissociated  in  solution — this  is  espeoiatty 
so  in  the  case  of  the  iodide — and  are  hence  liable 
to  be  incompletely  precipitated  by  reagents. 

Ddiedion, — ^All  compounds  of  oadmium, 
\dien  heated  on  charcoal  in  the  reducing 
flame,  give  a  brown  incrustation.  Sulphuretted 
hydrogen  produces  a  yellow  mcipitate  in  acid 
solutions,  soluble  in  strong  nydrochloric  acid, 
insoluble  in  alkaline  sulphides ;  it  is  thus  dis- 
tinguished from  antimony  and  arsenic. 

EeUmation, — Cadmium  may  be  precipitated 
as  carbonate  and  weighed  as  oxide.  Owing, 
however,  to  the  reduction  of  the  oxide  and  the 
great  volatility  of  the  metal,  if  filter  papers  are 
employed,  the  r^ulta  are  low,  even  when  careful 
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precautions  aro  taken.  A  Gooch  cruoible  and 
asbestos  filter  should  therefore  be  employed. 
CSadmium  mav  also  be  estimated  by  precipitation 
from  a  neutral  solution  by  excess  of  oiammonium 
phosphate,  and,  after  standing  some  time, 
collecting  the  precipitate  on  a  weighed  filter 
paper,  dried  at  106®  (Page  and  Miller). 

Electrolytic  methods  of  estimation  have  also 
been  found  to  be  suitable  and  to  yield  accurate 
results.  A  cyanide  solution  with  an  E.M.F.  of 
3  to  3*6  volts  and  a  current  of  0-02  to  0-05 
ampere,  is  a  convenient  arrangement  (Rim- 
bacn). 

To  separate  it  from  other  metals  not  precipit- 
able  by  sulphuretted  hvdroeen  in  acid  solution,  it 
is  precipitated  as  sulphide  oy  that  gas,  washed, 
dissolv^  in  nitric  acid,  and  precipitated  with 
sodium  carbonate. 

Alloys  of  eadmlum.  The  addition  of  cad- 
mium to  metals  usually  increases  their  fusibility 
without  de8tro>'ing  their  malleability. 

The  alloys  with  sold  and  copper  are  brittle ; 
the  others  are  usuuly  ductile  and  malleable. 
With  gold,  a  crystalline  brittle  silveiy  alloy, 
corresponding  with  AuGd,  has  been  prepared, 
and  uie  existence  of  a  compound,  Au4Cds» 
is  also  indicated.  Alloys,  containing  between 
61  and  63  p.c.  of  cadmium,  are  very  brittle. 
With  platinum,  a  white  crystalline  compound 
appears  to  exist;  and  with  copper  compounds 
Ou.Cd  and  Cu,Gd„  are  indicated.  The  alloys 
rich  in  cadmium  are  steel-grey  and  soft,  but 
become  harder  and  more  brittle  with  increase  of 
copper  up  to  26*6  p.c,  when  the  hardness  again 
decreases  and  the  yellow  colour  of  copper 
appears.  Researches  by  Rose  on  alloys  of  silver 
and  cadmium  indicate  the  existence  of  the  com- 
pounds AgCd,,  AgtCdg,  AgCd,  Ag,Gdt*  Ag,Gd, 
and  AgtCo.  Alloys  containing  over  80  p.c. 
silver  are  uniform  and  homogeneous,  and  well 
suited  as  material  for  trial  plates  for  silver 
coinage  and  ware,  for  which  the  silver-copper 
alloy  is  not  quite  satisfactory.  With  sodium 
a  compound,  Cd,Na,  has  been  prepared,  and 
compounds  CdMg  and  GdMg4  are  indicated  in 
the  alloys  with  magnesium.  The  addition  of 
i  p.c.  csbdmium  to  zinc  increases  the  breaking 
strain,  but  more  than  }  p.c.  has  the  opposite 
effect.  The  amidgam,  with  mercury,  was 
formerly  used  in  dentistry,  but  its  use  mis  been 
discontinued,  as  it  produces  discolouration  of 
the  dentine.  Multiple  alloys,  containing  bis- 
muth, frequently  melt  below  100®,  and  are  used 
as  fusible  alloys;  for  these  and  other  aUoys  con- 
taining bismuth  and  cadmium,  v.  Allays  of 
bismuth,  art.  BiSMUiB. 

(Mmium  oxide  GdO  is  prepared  by  heating 
the  carbonate,  in  which  case  it  is  of  a  pale-brown 
colour;  or  by  igniting  the  nitrate,  when  it  is 
much  darker  and  forms  minute  crystala  By 
heating  cadmium  in  a  current  of  oxygen,  the 
oxide  may  be  condensed  in  octahedral  crvstals ; 
at  low  temperatures,  some  peroxide  is  also 
formied  (Manchot).  Oeidmium  oxide  is  infusible, 
insoluble  in  water,  soluble  in  acids.  It  con- 
stitutes the  brown  deposit  found  in  the  con- 
densers in  the  distillation  of  zinc. 

Cadmium  chloride  Cdd,  is  prepared  by 
evaporating  the  solution  of  the  metal  or  oxide 
in  hydrochloric  acid.  It  melts  below  a  red  heat 
and  sublimes  at  a  higher  temperature,  condensing 
in  micaceous  plates. 


Cadmium  Iodide  Gdl,  is  obtained  bv  difiesting 
1  part  of  the  metal  with  2  parts  ox  iodine  in 
water  and  evaporating  the  solution.  It  crystal' 
lises  in  laree  transparent  tablets,  soluble  in 
water  and  alcohoL  It  is  used  in  medicine  and, 
on  account  of  its  stability  and  solubility  in 
alcohol,  for  iodising  collodion  plates  in  photo- 
graphy. 

Cadmium  sulphide.  Cadmium  ydUno,  Jaune 
briUanL  This  pigment  may  be  produced  by  the 
addition  of  sulphuretted  hydrogen  or  an  alkaline 
sulphide  to  a  solution  of  a  cadmium  salt.  It  may 
also  be  prepared  by  heating  a  mixture  of  cad- 
mium oxide  and  excess  of  sulijhur,  but  that  pro- 
duced by  the  former  method  is  of  a  finer  colour 
and  has  greater  covering  power. 

It  is  an  orange-  or  lemon-bellow  powder,  but 
may  be  obtained  in  prismatic  crystals.  When 
heated  to  redness,  it  oecomes  first  brown,  then 
carmine;  it  melts  at  a  bright-red  heat^  and 
solidifies,  on  cooling,  in  huninse  of  the  original 
colour. 

It  is  a  very  brilliant  permanent  colour. 
According  to  Jacquet,  it  is  acted  upon  by  light 
and  by  chlorine.  It  is  much  used  as  an  oil 
and  water  colour,  for  colouring  certain  toilet 
soaps,  for  the  production  of  a  blue  flame  in 
pyrotechny,  and  in  calico  printing.  The  cluef 
adulterants  are  compounds  of  zinc.  According 
to  Buchner  (Ghem.  Zentr.  16, 320),  two  modifica* 
tions  exist :  (1)  the  a- variety,  precipitated  by 
hydrogen  sulphide  in  faintly  acid  solution ;  it 
is  lemon-yellow,  and  possesses  good  covering 
power.  When  heated,  it  darkens  temporarily 
to  violet-red,  but  no  permanent  change  occurs 
unless  the  temperature  is  high  enough  to  produce 
oxidation.  (2)  The  /8-variety,  produced  in 
strongly  acid  solution;  it  resembles  red  lead, 
possesses  good  covering  power,  and  is  ordinarily 
quite  permanent ;  if  heated,  it  changes  to  the 
a-variety.  Various  shades  are  obtainable  by 
mixture.  The  sulphide  can  also  be  obtained  in 
colloidal  solution. 

Schmid  (Bingl.  poly.  J.  241,  149)  prepares  a 
steam  yeUow  for  calico-printing  as  follows :  16 
parts  wheaten  starch  and  40  parts  burnt  starch 
are  boiled  in  1000  parts  of  water  and  mixed 
while  hot  with  360  parts  of  sodium  thiosnlphate. 
To  the  cooled  solution,  360  parts  of  finely 
powdered  cadmium  nitrate  are  added  with  con- 
stant stirring  until  dissolved.  This  solution 
does  not  react  in  the  cold,  and  may  be  applied 
to  the  fabric  and  steamed,  the  yellow  sulphide 
beii^  then  precipitated. 

(SkLmlum  sulphate  CkiS04,4H,0  is  a  very 
soluble  salt  prepiured  by  dissolving  the  oxide  or 
carbonate  in  sulphuric  acid.  It  is  used  to  some 
extent  in  medicine  in  place  of  zinc  sulphate, 
especially  on  the  Continent.  It  is  ako  used  in  the 
construction  of  the  Weston  cell  as  a  standard  of 
KM.F.  The  cell  is  usually  made  in  the  form  of 
an  H .  One  of  the  limbs  contains  mercury,  covered 
by  a  paste  of  cadmium  and  mercurous  sulphates. 
The  other  contains  cadmium  amalgam.  Above 
both,  to  nearly  the  top  of  the  limbs,  which  are 
closed  by  cork  and  wax,  is  a  saturated  solution, 
with  crystals  of  cadmium  sulphate.  Through  the 
glass  of  the  lower  limbs,  platiuum  wires  pass. 
The  cell  has  an  E.M.F.  of  1*019  volts  at  Id'^-lS'*, 
and  has  the  advantage  of  a  very  low  temperature 
coefficient. 

Cadmium  nitrate  Gd(N0,)„4H,0  is  prepared 
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by  diasolving  the  oxide  or  oarbonate  in  nitric 
acid.  It  orystalliBes  in  deliquescent  fibrous 
needles,  soluble  in  alcohoL 

Cadmium  salieyUte  is  prepared  from  the  acid 
and  oxide  or  oarbonate.  It  is  readily  soluble  in 
alcohol,  ether,  or  glycerol,  and  is  used  in  medicine 
as  an  external  antiseptic. 

G^BSIUM.  Symb.  Ca.  At.  wt.  132-8. 
Csesium  was  discovered  in  I860  by  Bunsen  and 
Kirchho£f,  in  the  Diirkheim  water,  being  the  first 
element  detected  by  means  of  the  spectroscope. 

It  is  widely  but  sjuursely  distributed,  usually 
in  association  with  rubidium,  as  in  the  lepidolite 
from  Hebron  in  Maine,  U.S.A.,  which  contains 
0*4  p.c.  caesium  oxide  and  0*2  p.c.  rubidium 
oxide  ;  in  peUdiU ;  in  the  mother  liquors  of  the 
Nanheim  salt  sprins,  and  in  the  ash  of  sea- weed, 
tobacco,  tea,  and  other  plants.  Setterberg 
(Annalen,  210,  100)  describes  a  method  for  the 
separation  of  csesium  and  rubidium  from  the 
alums  obtained  as  a  by-product  in  the  manu- 
facture of  lithia  from  lepidolite.  Geesium  and 
rubidium  chlorides  are  also  obtained  from 
camaUite  by  repeated  fractional  crystcdlisation. 
The  Cffisium  is  separated  from  the  rubidium  hj 
the  addition  of  antimony  chloride,  which  preci- 
pitates only  the  caesium  in  the  form  of  the 
double  salt  SbCI,*6Csa  (Feit  and  Kubierscky). 

Caesium  occurs  free  from  rubidium  in  the 
rare  mineral  poUtue,  from  Elba,  to  the  extent  of 
34  p.c.  of  caesium  oxide ;  to  the  extent  of  I -7 1 
parts  of  caesium  chloride  per  million  in  the  water 
of  the  Wheal  Clifiord  Mine  (Yorke),  and  in  the 
mineral  waters  of  Frankhausen. 

Caesium  may  be  prepared  by  electrolysis  of 
a  fused  mixture  of  caesium  cyanide  4  parts  and 
bflkrium  cyanide  I  part,  using  electrodes  of 
aluminium  (Setterbers).  It  is  more  readily  ob- 
tained by  heating  the  hydroxide  with  alummium 
in  a  nickel  retort,  and  condensing  the  metal  in 
a  glass  receiver  (BeketofE);  or  oy  heating  the 
carbonate  or  hydrate  with  magnesium  in  a 
current  of  dry  hydrosen  ^Grsiebe  and  Eckhardt). 
A  more  rapid  methoa,  yielding  a  better  yield,  is 
stated  to  be  the  reduction  by  calcium ;  3  grams 
of  this  metal  in  small  pieces  with  12  grams  of 
caesium  chloride  are  heated  in  a  wide  inverted 
Y-tube,  the  vertical  limb  being  connected  to  a 
Sprengel  pump.  Reduction  occurs  at  about 
400°,  and  the  caesium  volatilises  and  condenses 
in  the  vertical  tube.  It  resembles  rubidium  and 
potassium  in  appearance,  being  silvery  white, 
and  soft  at  ordmarv  temperatures.  It  quickly 
oxidises  in  air,  and  rapidly  decomposes  water 
with  ignition  of  the  liberated  hydrogen.  Its 
sp.gr.  at  15"*  is  1*88,  its  melting-point  is  26'*-27'' 
(Setterberg). 

Csesium  is  the  most  electro-positive  of  all  the 
elements.  Its  salts  are  stable,  and  have  a  strong 
tendencv  to  form  double  salts.  The  salts  are 
isomorphous  with  those  of  potassium  and 
rubidium,  and  impart  a  more  reddish  tinge  to 
the  bunsen  flame  than  salts  of  those  metals. 
The  hydroxide  CsHO  is  a  greyish-white  highly 
deliquescent  solid,  melting  below  a  red  heat.  The 
oxide  CsjO  is  prepared  by  exposing  the  metal  to 
insufficient  oxygen  and  distilling  off  excess  of 
caesium ;  a  peroxide  CsOt  is  formed  by  heating 
to  300**  in  excess  of  oxygen  (Rengade). 

CAFFEINE  V.   VsaETO-ALKALOIDS. 

CAFFEONE  (Caffeol),  A  brown  oil,  heavier 
than  water,  and  slightly  soluble  in  boiling  water. 


Constitutes  the  aromatic  principle  of  coffee. 
May  be  obtained  by  distilling  freshly  roasted 
coffee  with  water,  and  agitatmg  the  distillate 
with  ether,  which  dissolves  out  the  oiL  Accord- 
ing to  Lehmann  and  Wilhelm  (Chem.  Zentr. 
1898,  iL  372),  it  has  no  physiologicar action  on  a 
healthy  man  (t7.  CoFiraiB). 

CAFFETANNIG  ACID  v.  Tannins. 

CAIL-GEDRA.  Khaya  senegalenais  (A. 
Juss.).  A  tree  of  the  meUaceous  order,  growing 
on  the  banks  of  the  Gambia  and  on  the  lowlands 
of  the  peninsula  of  Cape  de  Verde.  Its  bark  is 
very  bitter,  and  is  much  prized  by  the  natives  as 
a  febrifuse,  on  which  account  it  has  been  called 
the  cinehona  of  Senegal.  Its  wood  resembles 
American  (Honduras,  Cuba,  Spanish)  mahogany, 
is  one  of  the  so-called  African  mahoganies,  and 
is  used  in  making  the  finer  kinds  of  furniture. 
The  bark  contains,  amongst  other  substances, 
an  extremely  bitter,  neutral  resinous  substance, 
called  cail-cedrin,  to  which  its  active  properties 
appear  to  be  due. 

CJail-cedrin  is  very  sparingly  soluble  in  water, 
but  readil^r  soluble  in  alcohol,  ether,  and  chloro- 
form. It  is  obtained  by  repeatedly  exhausting 
the  coarsely  pulverised  bark  with  boiling  water ; 
evaporating  the  filtered  liquids  over  the  water- 
bath  to  the  consistence  of  a  syrup ;  exhausting 
this  extract  with  alcohol  of  90  p.c. ;  precipitating 
the  alcohol  filtrate  with  basic  lead  acetate ;  filter- 
ing, distilling  off  the  alcohol,  and  agitating  the 
residue  with  chloroform,  which  dissolves  nothing 
but  the  bitter  principle.  1  kilogram  of  the  bark 
yields  about  8  milligrams  of  ca'il-cedrin  (Caven- 
tou,  J.  Pharm.  [3]  16,  366  ;  33,  123). 

Ci^NCETIN  V,  Glucosidbs. 

CAINGIN  v.  Glucx>sids8. 

CAIRNGORM.  A  yellow  or  pale-brown 
transparent  variety  of  quartz,  largely  used  as  an 
ornamental  stone.    A  rich  yellow  tint  is  often 

Sroduced  artificially  by  the  action  of  heat  upon 
ull,  smoky  quartz.  The  mineral  derives  its 
name  from  Caurngorm  (the  Blue  Mountain),  one 
of  the  highest  peaks  of  the  Central  Grampians. 
Most  of  the  cairngorm  of  commerce  is  now 
obtained  from  Spam  or  from  BraziL  Certain 
cairngorms  bear  a  strong  resemblance  to  yellow 
topaz,  and  are  hence  known  to  jewellers  aa 
'Scotch  topaz  *  or  *  Spanish  topaz.  The  sim- 
plest way  of  distinguishing  such  false  topaz  from 
the  true  stone  is  to  take  its  specific  gravity 
(caimcorm  2*6,  topaz  3*6).  When  determina- 
tions have  to  be  made  frequently,  it  is  con- 
venient to  have  Sonstadt's  solution  or  other 
heavy  liquid  made  up  to  a  density  of  nearly  3. 
On  dropping  the  stones  into  such  a  liquid,  the 
true  topsus  sinks,  while  the  cairngorm  floats. 

F.  W.  R. 
CAJEPUT  or  CAJUPUT  OIL  v.  Oils,  Kssen- 

TIAL. 

GAJEPUTOL  V,  Camphobs. 

'GAL*  V.  Tungsten. 

GALABAR  BEAN  v.  Ordeal  bean. 

CALABAR  FAT  v.  Physostigminb. 

CALABARINE  v.  Vbobto-alkaloids. 

CALAMINE.  A  term  applied  indifferently 
to  both  siUcate  and  carbonate  of  zinc.  In  this 
country,  the  term  is  usually  restricted  to  the  car- 
bonate, whilst  the  silicate  is  called  SmUkwnitt 
or  electric  calamine  (v.  ZiNO). 

CALAMUS.    The  Indian  variety  of  Acorut 
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calamus  (Linn.) ;  is  used  m  a  medioine  in  the 
Levant ;  the  Turks  candy  it  and  employ  it  as 
a  remedy  against  contagion.  The  volatile  oil 
occasionally  enters  into  the  composition  of 
aromatic  vmegar.  According  to  Thoms,  etcortn 
CMHseO,,in  contact  with  ferments,  splits  up  into 
sugar  and  oil  of  calamus 

(c/.  von  Soden  and  Rojahn,  Chem.  Zentr.  1001, 
i.  843 ;  Thoms  and  Beckstroem,  Ber.  1001,  34, 
1021)  (v.  AcoBus  calamus). 

CALCUB  or  CALC-8PAR.  One  of  the 
dimorphous  crystallised  forms  of  calcium  car- 
bonate (GaCOg).  This  rhombohedral  form  is 
less  dense  (sp.gr.  2*72)  and  less  hard  (H.  3)  than 
the  orthorhombio  form  aragonite  (^.v.).  It  is 
also  the  more  stable  form :  whmi  aragonite  is 
heated  to  low  redness  it  passes  into  caloite,  and 
paramorphs  of  calcite  after  aragonite  are  of 
frequent  occurrence  in  nature.  From  an 
aqueous  s(dution  containing  carbon  dioxide, 
calcium  carbonate  crystallues  as  calcite  at 
temperatures  of  0^-18^,  and  as  a  mixture  of 
calcite  and  aragonite  at  higher  temperatures: 
the  presence  of  various  salts  in  the  solution  also 
favours  the  formation  of  aragonite.  (For  a 
summary  of  the  literature  on  the  crystallisation 
of  calcium  carbonate,  su  F.  Vetter,  Zeitsch. 
Kryst.  1010,  xlviii.  45.)  Cslcite  may  be  readily 
distinguished  from  aragonite  by  the  possession 
of  three  perfect  cleavages  parallel  to  the  faces  of 
the  primary  rhombohraron,  the  angles  between 
which  are  74**  55'  and  105^  5'  (the  plane  ans^ 
on  the  rhomb-shaped  faces  are  78^  and  IC^). 
The  mineral  is  readily  scratched  with  a  knife, 
and  it  effervesces  briskly  in  contact  with  cold 
dilute  acids. 

With  the  exception  of  quartz,  calcite  is  the 
commonest  of  mmerals.  It  frequently  occurs 
well  crystallised  and  in  a  great  variety  of  forms, 
the  various  forms  of  its  crystals  suggesting  the 
trivial  names  *  dog-tooth-spar,*  *  nail-head-spar,' 
*  paper-spar,*  *  cannon-spar,*  Ac.  As  the  essen- 
tial constituent  of  the  rooks  limestone,  marble, 
and  chalk,  it  is  of  abundant  occurrence.  In 
these  forms  it  finds  extensive  applications  as 
building  and  ornamental  stones,  and  in  the 
manufacture  of  lime,  mortar,  and  cement.  The 
clear,  transparent  variety,  known  as  Iceland- 
spar  or  doublv-refracting  n>ar,  is  used  in  the 
construction  of  nicol  prisms  tor  optical  polarising 
apparatus.  Material  suitable  for  this  purpose  is 
obtained  almost  exclusively  from  a  quarry  in 
basalt  on  the  Boydar-f iordnr  on  the  east  coast 
of  Iceland,  but  the  supply  is  limited  and  variable. 

L   J    8 

CALCIUM.  Symbol  Ga.  At.  wt.  400. 
Lime,  the  oxide  of  calcium,  has  been  employed 
in  the  preparation  of  mortar  from  very  early 
times.  Interesting  accounts  of  the  process  of 
lime-burning  are  given  by  Dioscorides  and 
Pliny.  It  was  not,  nowever,  until  1756  that  the 
difference  between  burnt  and  unburnt  lime  was 
explained  by  Black. 

Calcium  is  universally  found  as  carbonate 
CaCO,  in  the  forms  of  calcspar,  maH)le,  and 
limestoney  often  in  whole  mountain  ranges  or 
immense  coral  reefs.  Dolomite  or  bitter  spar, 
the  double  carbonate  of  calcium  and  magnesium, 
constitutes  the  geological  formation  termed  mag- 
nesian  limestone.  Calcium  sulphate  as  anhy' 
drite  CaS04  or  sdenite  (gypsum)  CaS04+2H20, 


is  also  very  plentiful.  The  phosphate  united 
with  the  cmoride  or  fluoride  also  occurs  widely 
distributed,  often  as  minute  inclosures  in  crystals 
of  the  primary  rocks,  as  the  mineral  apaJtiUy 
whilst  calcium  is  an  important  base  in  the  greater 
number  of  natural  sincates.  The  solid  matter 
carried  away  by  rivers  largely  consists  of  the 
carbonate  and  sulphate  of  calcium,  while  sea- 
water  contains,  in  addition  to  these,  both  phos- 
phate and  fluoride  of  calcium.  The  bones  of 
animals  consist  largely  of  calcium  phosphate, 
and  the  shells  of  mdluscs  of  the  carbonate. 
Cedcium  salts  are  never  absent  from  plant 
tissues,  concentrating  mainly  in  the  leaves. 

Calcium  also  occurs  in  extra-terrestrial 
bodies,  in  the  sun,  meteorites,  and  many  fixed 
stars. 

Prtparaiion  of  the  metal. — Calcium  was  ob- 
tained  as  an  impure  metallic  powder  by  Davy  in 
1808,  by  the  electrolysis  of  the  chloride,  using 
mercury  as  negative  electrode,  and  afterwards 
heating  the  amalgam  thus  formed  until  the 
mercury  was  volatilised.  It  was  obtained  as  a 
metallic  solid  by  Matthiessen  in  1856  (Chem. 
Soc.  Trans.  8,  28),  by  electrolysing  a  fused  mix- 
ture of  calcium  and  strontium  chlorides  in  the 
proportion  of  two  molecules  to  one  with  a  little 
ammonium  chloride,  the  whole  being  contained 
in  a  porcelain  crucible.  On  passing  the  current, 
beads  of  metallic  calcium  separated  at  the 
negative  pole  and  were  ladled  out.  Moissan 
(Aim.  Chun.  Phys.  [7]  18,  280)  repeated  the 
experiment,  increasing  tne  sise  of  the  apparatus, 
and  obtained  a  me^  possessing  a  yellowish 
colour. 

Lies-Bodart  and  Gobin  (Compt.  rend.  47,  23) 
obtained  calcium  by  heating  the  iodide  with  an 
equivalent  of  sodium  in  an  iron  crucible,  the  lid 
of  which  was  screwed  down.  Moissan  repeated 
the  experiment  several  times,  and  states  that  the 
3deld  and  purity  vary  greatly,  the  richest  metal 
obtained  containing  £om  83  p.c.  to  03  p.c. 
calcium.  The  reaction  proceeds  best  at  a  dull 
red  heat,  and  is  reversible  if  afterwards  the 
temperature  is  raised  to  whiteness. 

Frei  obtained  calcium  in  globules  weighing 
2*4  to  4  srams  by  the  electrolysis  of  the  chloride. 

Anotner  process  consists  in  fusing  3  parts 
of  calcium  chloride  with  4  parts  of  zinc  and 
I  part  of  sodium,  thus  forming  an  alloy  of  sine 
and  calcium,  which,  when  heated  in  a  gas-carbon 
crucible,  decompoBes,  the  zinc  volatilising  and 
a  button  of  fused  calcium  remaining  (Oron, 
Annalen,  115,  355). 

Moissan  obtained  the  alloy  with  facility,  but 
was  tmable  to  separate  the  calcium  from  it. 

Moissan  (/.c.)  points  out  that  in  all  the  above 
methods  the  difficulty  is  to  free  the  calcium  from 
the  metal  with  whicn  it  has  become  associated 
in  the  preparation.  He,  however,  finally  suc- 
-ceeded  in  obtaining  the  pure  metal  by  utilising 
the  property,  unknown  before  his  researches,  (3 
molten  sodium  to  dissolve  calcium.  For  the 
preparation,  he  adopted  a  modification  of  the 
method  of  laes-Bodart  and  Gobin.  In  an  iron 
crucible  of  about  I  litre  capacity  he  placed  a 
mixture  of  600  grams  of  coarsely  crushed  anhy- 
drous calcium  iodide,  with  240  grams  of  sodium 
in  pieccH  as  large  as  nuts.  The  crucible  was 
closed  with  a  screw  lid  and  maintained  for  1  hour 
at  a  dull-red  heat,  then  allowed  to  cool.  The 
calcium,  which  is  soluble  in  excess  of  sodium  at  a 


CALCIUM. 


599 


red  heat,  separates  at  the  point  of  solidification 
and  becomes  practically  insoluble.  The  metal- 
lic portion  of  the  melt  is  cut  up  into  medium- 
sized  fragments  and  gradually  introduced  into 
absolute  alcohoL  The  sodium  dissolves,  leaving 
the  calcium  in  brilliant  white  crystals,  98*9  p.c. 
to  99*2  p.c  pure. 

Ruff  and  Plato  have  succeeded  in  obtaining 
the  metal  in  relativelv  large  quantities  by  the 
electrolysis  of  fused  calcium  chloride  by  keeping 
the  temperature  of  the  cathode  above  the 
melting-point  of  calcium  (A.  P.  806006).  Bor- 
chers  and  Stockhem,  by  electrolysing  fused 
anhydrous  calcium  salts,  keeping  the  tempera- 
ture of  the  cathode  below  the  melting-point  of 
calcium,  obtained  the  metal  in  a  spongy  state 
(A.  P.  808066).  By  using  a  vertical  cathode, 
which  onlj  just  touches  the  surface  of  the 
fused  calcram  salt,  the  metal  is  deposited  on 
this  surface,  and  by  mechanically  raising  the 
cathode,  an  irregular  shaped  rod  of  calcium, 
resembling  a  cabbage  stalk,  is  formed,  which 
itself  forms  the  cathode  (£.  P.  20655,  cf. 
Johnson,  J.  Ind.  Eng.  Chem.  1910,  2,  466). 
The  metal  melts  at  810°,  and  has  a  density  of 
1*548.  It  may  be  turned  into  cylinders  having 
a  brilliant  lustre  tarnishing  in  air.  It  may  be 
drawn  into  wire  of  0*5  mm.  diameter.  Its 
electric  conductivity  is  16,  that  of  silver  being 
100. 

Calcium  is  a  white  metal  approaching  silver 
in  colour.  It  can  be  cut  with  a  knife  or  broken 
with  a  blow,  and  the  fracture  is  crjrstaUine.  It 
scratches  lead,  but  not  calcite.  It  is  less  malle- 
able than  sodium  or  potassium.  The  crystals 
are  of  tabular  habit  and  belong  to  the  rhombo- 
hedral  system. 

Gently  heated  in  air,  it  bums  with  incandes- 
cence, or  if  heated  in  a  current  of  air  at  a  duU-red 
heat  it  leaves  a  spongy  mass  which  decomposes 
water,  producii^  ammonia  and  calcium  hydrox- 
ide. Calcium,  therefore,  fixes  both  nitrogen  and 
oxygen.  Calcium  infiames  when  heated  in 
oxyeen  to  300**,  and  the  heat  is  so  great  that 
the  mne  formed  is  both  fused  and  partly  volati- 
lised. Muorinegas  violently  attacks  calcium  at 
the  ordinary  temperature.  Chlorine,  bromine, 
and  iodine  have  no  action  until  heated  to  400° 
or  above.  Water  is  attacked  at  the  ordinary 
temperature  with  the  liberation  of  hydrogen; 
the  action  is  slow,  owing  to  the  formation  of  a 
crust  of  calcium  hydroxiae;  the  addition  of  sugar 
hastens  the  action.  Fumins  nitric  acid  attacks 
it  only  slowly  if  free  from  mne ;  the  action  is 
hastened  on  dilution.  Fuming  sulphuric  acid  is 
immediately  reduced  in  the  cold  to  sulphur  and 
sulphur  dioxide.  Hydrochloric  and  acetic  acids 
attack  calcium  violently,  with  the  liberation  of 
hydrogen.  At  a  red  heat,  calcium  reduces  the 
fluorides  and  chlorides  of  potassium  and  sodium, 
setting  free  the  alkali  metals ;  under  the  same 
conditions,  the  iodides  are  not  attacked. 

Calcium,  although  soluble  in  molten  sodium, 
from  which  it  separates  in  the  crystalline  state 
on  solidification  of  the  solvent,  is  not  notably 
soluble  in  potassium.  With  magnesium,  it 
furnishes  an  alloy  which  decomposes  cold  water. 
With  zinc  and  nickel,  it  forms  brittle  alloys.  Tin, 
heated  just  above  its  point  of  fusion,  combines 
with  it  with  incandescence,  forming  a  white 
crystalline  alloy,  containing  3*82  p.c.  calcium. 

Calelum  hydride.    CaU,.    Calcium  does  not 


unite  with  hydrogen  at  the  ordinary  tempera- 
tures. To  prepare  it,  the  metal  cut  into  small 
pieces  contained  in  several  nickel  boats,  is  placed 
m  a  glass  tube  sealed  at  one  end.  Hydrogen  is 
fed  in  at  a  pressure  of  4  to  5  cms.  mercury,  the 
tube  being  heated  to  redness ;  the  temperature  is 
kept  sufficiently  low  to  prevent  union  between 
the  calcium  ana  the  nickel.  So  obtained,  it  is  a 
fused  white  solid ;  Bp.gr.  1*7.  It  may  be  heated 
to  redness  in  air  without  change.  Its  charac- 
teristic reaction  is  the  decomposition  of  water  in 
the  cold  with  the  liberation  of  hydrogen. 

Caloimn  oxide.  Lime.  CaO.  Anhydrous 
calcium  oxide  (quicklime)  is  obtained  by  heating 
to  redness  any  salt  of  calcium  containing  a 
volatile  acid,  as  the  carbonate  and  nitrate. 
Calcium  carbonate,  when  heated  in  a  closed 
vessel,  may  be  fused  without  decomposition,  but 
when  raised  to  a  red  heat  under  ordinary 
pressure  it  gives  off  its  carbon  dioxide,  and 
oecomes  converted  into  lime :  CaCO,=CaO 
+C0,. 

To  obtain  pure  lime,  Iceland  spar  or  other 
forms  of  calcite,  or  the  finest  marble,  may  be 
employed,  the  iknition  being  performed  in  a 
crucible  with  penorated  base  so  as  to  permit  of 
the  entrance  at  furnace  gases,  which  carry  away 
the  carbon  dioxide  as  fast  as  it  is  formed ;  other- 
wise the  decomposition  is  incomplete,  the  car- 
bonate undergoing  no  change  in  an  atmosphere 
of  carbon  dioxide. 

Urns  is  made  by  heating  calcium  carbonate 
to  a  temperature  mgh  enough  to  drive  off  the 
carbonic  acid.  The  tension  of  dissociation  of 
CaCO,  is  27  mm.  at  547°  and  753  mm.  at 
812° ;  in  practice,  the  temperature  for  burning 
lime  is  about  1000°.  The  raw  material  may  b« 
nearly  pure  calcium  carbonate  such  as  marble 
or  chalk,  or^'may  contain  so  much*clayey  matter 
that  the  procluct  is  a  cement  of  the  Portland  class 
rather  than  a  lime.  On  this  fact,  choioe  of  the 
mode  of  burning  in  part  depends,  because  if  the 
lime  is  needed  to  be  pure  it  must  be  burnt  out  of 
contact  with  solid  fuel,  whereas  if  it  is  a  cement 
rather  than  a  lime,  the  addition  of  silicious 
matter  from  the  ash  of  the  fuel  may  be  actually 
an  advantage.  The  two  chief  uses  of  lime  are 
for  building  and  for  chemical  manufacture,  and 
it  is  evident  that  for  the  former  purpose,  an 
impure  limestone,  burnt  in  contact  with  solid 
fuel,  is  to  be  preferred,  whereas  the  purest 
obtainable  limestone,  heated  out  of  contact  with 
fuel,  yields  the  best  material  for  chemical  use. 
In  practice  these  principles  are  not  always 
observed,  partly  from  want  of  realisation  of  their 
validity  and  partly  because  it  is  sometimes 
economical  to  sacrifice  the  purity  of  the  product 
rather  than  incur  the  expense  in  capital  and  fuel 
of  kilns  designed  to  bum  limestone  out  of  contact 
with  solid  fuel,  but  the  knowledge  of  these  is  of 
value  in  deciding  on  the  type  of  kiln  to  be 
adopted  in  any  given  case. 

The  simplest  form  of  kiln  is  the  flare  kiln, 
shown  in  Fig.  1.  The  fuel  (wood  or  peat)  is 
burnt  under  an  arch  made  of  the  material  to  be 
calcined,  thus  the  lime  produced  is  uncontami- 
nated  with  ash.  So  crude  a  device  is,  of  course, 
not  economical  of  fuel,  but  its  simplicity  and 
cheapness,  and  the  fact  that  it  can  produce 
exceUent  lime,  cause  it  to  be  still  used  to  a  con- 
siderable extent. 

Another  simple  form  is  the  common  running 
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kiln  BhowD  in  Fig.  2.  The  limsstone  or  chalk  i  fuel  in  at  the  dde  opeuiiiffs  giving  into  the 
in  loaded  into  the  kiln  with  alteroate  layers  I  centn!  port  of  the  kihL  The  heat  can  thua  be 
of  Bmall  co«J  or  coke,  and  the  product  is  from  i  controlled  better  than  when  all  the  fuel  ia  dis- 
time  to  time  drawn  from  an  eye  at  the  bottom  •  tributed  through  the  vhole  of  the  charge,  with 
the  regnlt  that  conEumption  of  fnel  is  decreased. 
Another  shaft  kiln  is  the  Hjaa  kiln,  used  in 
the  Buxton  district.  Ita  oonBtmction  is  ahown 
in  Fi^.  1.  The  fuel  is  fed  in  at  the  sidu  and 
the  bmeetone  at  the  top,  «o  that  the  ash  of  the 
former  ia  leas  inextricably  mixed  with  the  burnt 
line.  In  consequence  and  becatue  of  the  hard- 
ness and  dense  stmctnre  of  Buxton  limestone,  a 
large  part  of  the  output  ia  in  lump  practically 
uncontaminated  with  ash,  so  that  the  product 


V  material  and  fnel 


Flo. 

of  the  kiln,  fresh  layers  of 
being  added  through  the  chu-^ing  hole  at 
top  of  the  kiln.     Ume  made  m  a  kiln  of 
class,  of  course,  contains  the  whole  of  the  aah  of 
the  fueL 

A  more  elaborate  form  of 


Copenhagen   kiln,  shonn    in  Fig.  3.       It  is 
the  continuous-shaft  type,  the  fuel  and  limenti 
being  fed  in  at  the  top  and  the  lime  withdrawn 
ro.  but  in  addition  a  definite  burning 


CorBNHAOKH    KiLK. 


can  be  picked  and  tbo  lump  of  lime  of  high 

Surity  sold  for  chemical  use,  such  as  the  monu- 
icture  of  bleaching  powder. 
Lime  can  be  burnt  in  a  rotatory  kiln,  similar 
to  those  used  for  cement  but  worked  at  a  lower 
temperature,  but  few  such  kilns  are  in  use,  the 
probable  reason  being  that  only  BmoU  lime 
would  be  produced,  and  for  many  usee  lump  lime 
is  preferred. 

The  Hoffmann  kiln  (Fig.  0)  ii  used  in  places 
where  labour  is  sufficiently  cbea^  to  allow  of 
loading  and  unloading  by  hand  bemg  performed 
'  -  '--    —      "  has  the  advantage  of  beinj; 


B  ie  established  by  feeding  u  portion  of  the  ,  gas-Sred  kilns  in  which  c< 


onomica]  of  iuel. 

Passing  from  those  kilns,  like  all  the  foregoing 

:cept  the  flare  kiln,  which  allow  at  least  some 

t  of  the  ash  of  the  fuel  with  the  li 


:l  is  wholly  avoided. 
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which  deaoenda 

the  burnt  lime  to  openiiigB  at  the  Bide,  where  it 

can  be  drawn.  ! 

1  gu-fired  kilo    proper  is   the  SchmatoUa 

ihowD  in  Fi^.  7.      G&s,  from  a  producer 


at  the  side  of  the  kiln,  flows  through  ports 
walls  of  the  kiln  shaft,  and  thei«  burns  i 


the 

ith  a  I 
supply  of  secon- 
dary air,  heatod 
by  passage 
tlirough  the  hut 
lime  which  has 
descended  beiow 
the  level  of  the 
yas  inlets.  Kilna 
of     this      class 


allow  the  ui 
fuel  t 


I  of 
DO  rich  in 
:>  be  suit- 
able for  burning 
j  1  in  contact  with 

'  '  the  lime. 

E^.  (i.  Qu<Uitieii  and 

vftn  of  Limt. — 
Comaicrcial  lime  rangeii  in  composition  from 
almost  chemically  pure  calcium  oxide  to  a 
material  closely  resembling  Portland  cement. 
The  following  analyses  illustrate  this: — 


Fio.  7. 

pure  varieties  which  approach  the  nature  of 
cement,  are  generally  preferable  for  buildins. 
In  the  case  of  limes  containing  so  much 
silica  as  does  Chaux  de  Teil  aiul  so  much 
silica  and  alumina  as  ilocs  Blue  Lias  lime, 
they  mav  be  regarded  as  hydraulic  cements 
rather  than  limes  proper.  A  rough  trade 
distinction  exists  between  '  fat '  and  *  poor  ' 
lime.  The  former  is  fairly  pure  and  slakes 
rapidly  and  with  a  high  rise  of  temperature ; 
the  latter,  containing  some  combined  silica 
and  alumina,  slakes  slowly  and  relatively  feebly. 
Both,  when  mixed  with  sand,  form  mortars, 
but  fat  lime  sets  only  by  drying  and  sub. 
sequent  absorption  of  carbonic  acid  from 
the  air,  whereas  the  silicious  constituents  in 
poor  lime  will  themselves  set,  to  soma  small 
extent,  in  the  manner  of  a  cement.  Pure  lime, 
mixed  with  pure  quarti  sand,  has  no  appreciable 
action  on  it  at  the  ordinary  temperature,  but 
may  act  in  slight  degree  on  the  more  attackable 
Kilicious  concomitants  of  common  building  sand  : 
in  any  cose,  however,  the  action  is  trifling,  and 
the  setting  of  common  mortar  is  practically 
unaffected  by  any  such  occurrence.  In  building, 
therefore,   where   an   hydraulic  cement   is  not 
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neoeBflary,  a  moderately  silicioos  lime,  which 
will  set  lightly  per  se,  u  preferable  to  the  fat 
lime  commonly  employeo.  In  this  country, 
lime  is  almost  always  slaked  on  the  spot  and  at 
the  time  where  it  is  to  be  used.  Abroad,  the 
lime  is  usually  slaked  long  before  it  is  used,  and 
is  thus  allowea  to  become  completely  hydrated. 
The  easiest  plan  is  to  make  a  paste  of  lime  and 
water  (lime  putty),  and  keep  it  in  a  pit  until  it 
is  needed.  In  like  manner,  slightly  hydntulic 
lime  is  slaked  with  a  limited  quantity  of  water 
and  allowed  to  remain  in  silos  untu  the  lime 
itself  is  completely  hydrated,  whilst  the  cementi- 
tiouB  silicates  remain  unaffected  and  ready  to 
act  as  cement  when  the  lime  is  put  to  use. 

When  a  dolomitio  limestone  is  burnt,  it 
yields  a  lime  of  which  the  following  is  an 
example : —  Per  cent. 

Insoluble  silioious  matter       .  2*94 

Alumina+ferrio  oxide  (Al.O.-f  Fe.Os)  1*00 

Lime(CaO) 46-72 

Magnesia  (MffO) 32-60 

Sulphuric  annydride  (SO,)     .         . 
Carbonic  anhydride  (CO,) 
Combined  water  and  loss 


0-92 

3-27 

11-66 


10000 

Lime  of  this  kind  needs  much  care  in  slaking, 
as  the  hydration  of  the  magnesia  takes  place 
slowly  and  may  occur  after  the  mortar  is  in  place, 
and  by  expansion  cause  destruction  of  the  work. 

Although  lime  will  not  act  on  sand  at  the 
ordinary  temperature,  yet,  like  other  alkaline 
bodies  it  attacks  it  readily  at  a  moderate 
temperature.  The  manufacture  of  sand-lime 
bricks  is  dependent  on  this  fact.  The  bricks  of 
sand,  mixed  with  6>10  p.c.  of  lime  just  hard 
enough  to  stick  together,  are  exposed  to  steam 
at  al^ut  160*  ;  at  that  temperature  the  lime  acts 
on  the  sand,  producing  calcium  silicates,  which 
are  cementitious,  and  suffice  to  cement  the  sand 
grains  together  into  a  brick  of  ample  strength  for 
ordinary  building  purposes.  In  places  where  sand 
is  abundant  and  clay  suitable  for  brick  making 
is  scarce,  the  process  is  of  considerable  use. 

Pure  calcium  oxide  forms  white  porous 
amorphous  masses  of  Bp.gr.  2-3  to  3*08,  nighly 
infusible,  melting  only  in  the  highest  tempera- 
ture of  the  oxyhydrogen  blowpipe  flame  or  in  the 
electric  arc.  In  the  ordinar^r  oxyhydrogen  flame 
it  emits  an  intense  light,  which  is  much  used  for 
lantern  projection. 

Calcium  oxide  has  been  obtained  by  BrUgel- 
uiann  in  minute  cubic  crystals  of  8p.gr.  3*261 
by  heating  the  nitrate  in  a  porcelain  flauc  (Pogg. 
Ann.  [2]  2,  466  ;  and  [2]  4,  277). 

A  crystalline  mass,  found  upon  the  lining  of 
a  continuous  limekiln  at  Champigny  after  28 
months*  continuous  work,  was  also  shown  to  con- 
sist of  small  cubical  crystals  of  pure  lime,  of  sp.gr. 
3'32(LeYalloisandMeunier,Compt.rend.90,1666). 

Amorphous  lime  takes  up  water  with  re* 
markable  avidity,  forming  calcium  hydroxide 
Ca(0H)2,  the  combination  being  accompanied 
by  a  contraction  in  volume  and  evolution  of 
heat.  Owing  to  this  property,  it  is  used  exten- 
Hivcly  in  the  laboratory  and  works  as  a  drying 
agent.  On  exposure  to  air,  the  amorphous 
variety  of  lime  rapidly  absorbs  water  and  carbon 
dioxide ;  anhydrous  lime,  however,  only  absorbs 
the  eas  when  heated  to  near  415^.  Lime  is 
readfiy  soluble  in  dilute  mineral  acids.     It  also 


reacts  with  ethyl  alcohol  when  heated  in  a  sealed 
tube  to  116*  to  126*,  giving  a  mixture  of  hydrate 
and  ethylate  of  calcium. 

Calefum  hydroxide,  or  Hydrate  of  lime, 
Ca(OH)a,  is  obtained  by  slaking  fresh  well- 
burnt  quicklime  with  about  a  third  of  its  weight 
of  water.  It  forms  a  white  amorphous  powder  of 
sp.^.  2-078,  sparingly  soluble  in  water,  and  less 
so  m  hot  than  in  cold  water,  as  seen  from  the 
following  table  (Maben,  Pharm.  J.  [3]  14, 606) : — 


Part«  of  water 

1 

Parts  of  water 

Tempera- 

required to 

Tempera- 

required to 

ture 

dissolve  one 

ture 

dissolve  one 

partCaO 

partCaO 

0* 

759 

66* 

1104 

6* 

764 

60* 

1136 

10* 

770 

66* 

1208 

15* 

779 

70* 

1236 

20* 

791 

76* 

1313 

26* 

831 

80* 

1362 

30* 

862 

86* 

1388 

36* 

909 

90* 

1679 

40* 

932 

96* 

1660 

46* 

986 

99* 

1660 

60* 

1019 

, 

According  to  Lamy  (Compt.  rend.  86,  333), 
the  solubility  varies  sughtly  with  the  metdiod  of 
preparation  of  the  hydrox£le. 

The  solution  known  as  lime  water  has  an 
alkaline  reaction,  and  absorbs  the  carbon  dioxide 
of  the  atmosphere,  forming  a  pellicle  of  calcium 
carbonate,  lime  water  of  definite  strength  for 
pharmaceutical  purposes,  is  best  prepared  by 
using  freshly  ignited  lime.  In  preparing  lime 
water  from  ordinary  lime,  the  first  solutions 
should  invariably  be  rejected^  as  they  will  contain 
nearly  all  the  soluble  salts  of  the  alkalis  and  the 
baryta  and  strontia  present  in  the  lime  as  im- 

Eurities.  Milk  of  lime  is  an  emulsion  of  calcium 
ydroxide  suspended  in  less  water  than  is  required 
for  its  complete  solution.  Calcium  hydroxide  is 
much  more  soluble  in  solution  of  sugar  than  in 
pure  water,  due  to  the  formation  of  soluble 
saccharates  (for  solubilities,  v.  Weisberg,  BulL 
Soc.  chim.  21,  773). 

Calcium  hydroxide  is  precipitated  by  caustic 
potash  or  soda  from  strong  solutions  of  the 
chloride ;  if  a  saturated  solution  of  calcium 
chloride  be  employed,  the  whole  becomes  solid. 

A  solution  evaporated  over  sulphuric  acid  in 
a  vacuum  deposits  hexagonal  prisms,  according 
to  Gay-Lussac.  Crystals,  however,  which  had 
separated  on  the  suriace  of  samples  of  hydraulic 
cement  we^e  found  by  Glinka  to  belong  to  the 
rhombic  system  in  spite  of  their  hexagonal 
appearance.  A  deposit  of  my  lamellse,  con- 
sisting of  calcium  hydroxide,  was  found  by 
Luedecke  in  a  Carr^  ice  machine. 

Calcium  hydroxide  is  an  energetic  base  com- 
bining with  acids  to  form  salts  and  displaoing 
ammonia  from  its  compounds. 

At  a  red  heat,  calcium  hydroxide  is  deoom* 
postnl,  water  being  driven  off  and  oxide  re- 
maining. 

»Slakcd  limo  is  used  extensively  in  the  pre- 
paration of  mortars  and  cements  (v.  Cbments), 
for  softening  hard  waters,  in  the  preparation  of 
lyes  and  defecation  of  sugar,  and  for  agricultural 
purposes. 
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Caleium  dioxide  CaO^  was  fiist  prepared  by 
Thenard  by  the  aotion  of  excess  of  hydrogen 
peroxide  upon  lime  water,  when  miorosoopio 
quadiatio  plates  of  the  composition  GaOt,8HtO, 
sparinely  soluble  in  water  and  insoluble  in 
aJoohoT,  were  precipitated.  According  to  Gonro  v 
(Ghem.  Soc.  TruiB.  1873,  810),  the  peroxide  is 
most  conveniently  prepared  by  adding  lime 
water  in  considerable  excess  to  an  aqueous 
solution  of  sodium  peroxide  acidulated  with 
nitric  acid.  It  is  abo  obtained  as  a  finely 
divided  white  precipitate  on  adding  a  neutral  or 
alkaline  solution  of  sodium  peroxide  to  a  solu- 
tion of  a  calcium  salt.  The  crystals  are  iso- 
moiphous  with  those  of  hydrated  barium  per- 
oxide. On  exposure  to  air  they  effloresce,  and 
when  heated  to  130^  are  converted  into  the 
anhydrous  peroxide.  On  increasing  the  heat, 
half  the  oxygen  is  driven  off,  leaving  a  residue 
of  pure  lime. 

Caleium  chioride  Cad,  is  found  in  the 
water  of  nearly  all  springs  and  rivers,  and  is 
consequently  a  constituent  of  the  saline  matter 
dissolved  in  sea-water.  This  salt  also  forms  the 
chief  saline  constituent  of  an  exudation  oc- 
curring on  the  face  of  the  old  red  sandstone 
rocks  at  Guy's  Cliff,  in  Warwickshire,  occurring 
to  the  extent  of  27-16  p.c.  (Spiller,  Chem.  Soc. 
Tnms.  1876,  1,  154).  Calcium  chloride  likewise 
occurs,  toffether  with  magnesium  chloride  and 
alkaline  cUorides  in  the  iMhydrite  and  camaUite 
of  the  Stassfurt  deposits,  tackydrite  containing 
21  p.c.  Cad,  c^d  36  p.o.  Mgd^,  while  camaUUe 
contains  3  p.c.  CaClt>  ^^^  ^  V-^-  Ms^U* 

Calcium  chloride  may  be  obtained  by  passing 

chlorine  over  the  red-hot  oxide,  or  by  dissolving 
lime,  chalk,  or  marble  in  hydrochloric  acid  ana 
evaporating.  If  it  is  necessarv  to  obtain  the 
salt  pure,  chlorine  water  may  be  added  to  the 
solution  in  hydrochloric  acid  in  order  to  oxidise 
any  iron  present,  which  may  then  be  precipitated 
by  tiie  addition  of  milk  of  lime,  and  filtered  off. 
Tne  slightly  alkaline  filtrate  is  then  acidified 
with  hydrochloric  acid  and  evaporated  to  the 
crystallising  point. 

Calcium  chloride  is  obtained  in  laree  quan- 
tities as  a  by-product  in  many  manufacturing 
processes,  notably  in  the  preparation  of  potas- 
sium chlorate  and  in  the  manufacture  of  sodium 
carbonate  by  the  ammonia-soda  process ;  it  may 
be  obtained  in  the  pure  state  from  these  crude 
products  by  the  method  just  indicated.  Many 
attempts  liave  been  made  to  utilise  this  waste 
calcium  chloride.  Richardson  (E.  P.  10418) 
treats  the  purified  crude  solution  with  am- 
monium sulphate  in  the  proportion  required  to 
convert  all  the  chloride  into  sulphate ;  the 
calcium  sulphate  could  then  be  filtered  off,  and 
ammonium  chloride  recovered  by  crystallisation. 
Pelouze  (Compt.  rend.  52,  1267)  was  the  first  to 
point  out  that  calcium  chloride  mixed  with  sand 
to  prevent  fusion  is  almost  completely  decom- 
posed when  heated  to  redness  and  treated  with 
steam,  the  chlorine  being  evolved  as  hydro- 
chloric acid.  The  process  was  patented  by 
Solvay,  and  the  method  applied  to  the  waste 
calcium  chloride  liquors,  but  the  condensed 
hydrochloric  acid  obtained  is  dilute  and  does  not 
pay  for  the  coal  consumed  in  the  operation. 
Lunge  considers  that  so  long  as  hydrochloric  acid 
is  so  cheap,  no  possible  method  can  be  found  to 
utilise  the  chlorine  in  the  waste  liquors  at  a  profit. 


Saturated  solutions  of  calcium  chloride  de- 
posit the  hydrated  salt  in  large  hexagonal  prisms 
terminated  by  pyramids,  of  the  composition 
Caa„6H,0.  The  crystals  melt  at  29''  in 
their  water  of  crystallisation  and  deliquesce 
rapidly  in  the  air,  forming  a  viscous  fluid, 
formerly  termed  oHeuni' ealcis.  Heated  below 
200^,  or  in  a  vacuum  over  sulphuric  acid,  the 
crystals  lose  four  molecules  of  water.  The  remain- 
ing two  molecules  can  only  be  expelled  above  200°. 
According  to  Weber  (Ber.  15, 2316),  the  salt  dried 
at  ISQ^-SOO^  is  practically  anhydrous,  contain- 
ing only  0*2  p.c.  of  water.  Besides  the  two 
hydrates  above  described,  Lescosur  (Compt. 
rend.  92, 1 168),  from  determinations  of  maximum 
tensions  of  solutions,  shows  the  probable  exist- 
ence of  two  others  0aCl2,4H|0  and  CaCl^y^t^* 
The  tetrahydrate,  however,  can  only  exist 
below  129*. 

Anhydrous  calcium  chloride  is  a  white  porous 
mass,  which  fusee  at  a  red  heat  or,  according  to 
Le  Chatelier  (Bull.  Soc.  chim.  47,  300),  at  755^ 
On  cooling,  the  salt  solidifies  to  a  translucent 
mass  of  crystals  of  sp.gr.  2-205.  A  slight  de- 
composition into  oxide  and  carbonate  occurs 
when  the  fusion  is  performed  in  air.  On  this 
account,  the  porous  chloride  obtained  by  drying 
the  crystals  at  200*  is  better  adapted  for  desic- 
cating purposes,  especially  for  the  absorption  of 
water  in  organic  analysis.  If  the  fused  mass  is 
exposed  to  the  sun's  rays,  it  becomes  phos- 
phorescent in  the  dark,  and  was  formerly  called 
aomberg*8  phosphorus,  after  the  discoverer  of 
the  fact  in  1693. 

Anhydrous  calcium  chloride  is  highly  de- 
liquescent. 100  parts  of  the  powder  exposed  to 
an  atmosphere  saturated  with  aqueous  vapour 
absorb  124  parts  of  water  in  96  days.  Accord- 
ing to  Kremers  (Poge.  Ann.  103,  57  ;  104,  133 ; 
J.  1858,  40),  the  flowing  quantities  of  water 
are  required  to  dissolve  one  part  by  weight  of 
the  anhydrous  salt : — 

At  10-2°  20"  40*  60* 

1-58  1*35  0*83  0*72 

In  the  following  table,  drawn  up  by  the  same 
author,  are  shown  the  specific  gravities  of  solu- 
tions of  varying  strengths  : — 

Qtuuitlties  in  8p.gr.  of  solutions  at 

100  parts  water      19*6''  (water  at  10-6''=1) 
6-97  1-0545 

12-58  1-0954 

23-33  M681 

36-33  1-2469 

50-67  1-3234 

62-90  1-3806 

According  to  Engel  (Bull  Soc.  chim.  47,  318), 
100  puts  of  water  at  0*  dissolve  60-3  parts  CaCla, 
forming  a  solution  of  sp.gr.  1-367. 

A  solution  of  50  parts  anhydrous  Gad,  in 
100  parts  water,  boils  at  112*,  one  containing 
200  p.c.  boils  at  158*,  and  a  325  p.c.  solution 
boils  at  180*. 

According  to  Lefebvre  (Compt.  rend.  70,  684) 
a  supersaturated  solution  of  calcium  chloride  is 
formed  by  dissolving  350-400  grams  of  the  crys- 
tallised salt  in  50  c.o.  warm  water  or  200  grams 
of  the  anhydrous  salt  in  250  c.c.  water  ;  it  may  be 
shaken  after  cooling  without  crystallisation,  but 
solidifies  on  contact  with  a  crystal  of  the  salt.  If 
cooled  to  5-8*,  this  solution  begins  to  crystallise, 
the  temperature  rising  to  28*-29*.  A  solution 
containing  55  p.c.  Cadj  deposits  at  about  15* 
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lar^e  plates  of  the  tetrahydrate  CaCl,,4U,0, 
which  do  not  induce  the  crystallisation  of  the 
supernatant  liquor.  This  solution,  in  passing 
from  liquid  to  solid  state,  undergoes  at  70"  a 
contraction  0*0832  of  its  volume. 

The  crystallised  chloride  Caa2,6H|0  also 
deliquesces  rapidly,  and  dissolves  in  half  its 
weignt  of  water  at  0^  in  one-fourth  its  weight 
at  16°,  and  in  all  proportions  of  hot  water.  In 
<li8solving  it  absorbs  neat,  while  the  anhydrous 
chloride  dissolves  with  evolution  of  heat.  A 
mixture  of  144  parts  crystallised  chloride  with 
1  part  of  snow  produces  a  cold  of  ~64'9°,  mon^ 
than  sufficient  to  freeze  mercury. 

Both  the  anhydrous  and  hydrated  chloride 
dissolve  readily  in  alcohol,  10  parts  at  80"  dis- 
solving 6  parts  anhydrous  GaXji^ ;  on  evaporation 
in  a  vacuum  at  winter  temperature,  rectangular 
plates  of  2CaCls,7CtH,0  are  deposited. 

Anhydrous  calcium  chloride  absorbs  am- 
monia gas,  forming  the  compound  CaCls,8NH, 
as  a  white  powder,  which,  on  exposure  to  air, 
solution  in  water,  or  on  heating,  is  decomposed. 
Thrown  into  chlorine  gas,  the  compound  takes 
fire. 

Caleiiim  oxyehlorlde*  When  calcium  chlor- 
ide solution  is  boiled  with  slaked  lime,  and  the 
liquid  filtered,  white  needle-shaped  crystals 
of  calcium  oxychloride  separate  out  on  cooling 
of  the  composition  aCa*0-Ca(0H),7H,0  or 
dCaO-Caa^lSHsO  (Grimshaw,  Chem.  News,  30, 
280).  The  salt  is  stable  out  of  contact  with  air, 
loses  part  of  its  water  of  crystallisation  over 
sulphuric  acid  or  caustic  lime,  and  absorbs 
carDon  dioxide  from  the  atmosphere.  It  is 
decomposed  by  water  or  alcohoL 

According  to  Andr^  (Compt.  rend.  92, 
1452),  the  composition  of  the  salt  is 

Caaa-3CaO,16H,0 
and,  on  drying  in  a  vacuum,  it  becomes  converted 
into  Caa,-3(SkO,3H,0. 

When  calcium  chloride  is  fused  at  a  bright- 
red  heat  in  a  current  of  moist  air,  it  is  gradually 
converted  to  an  oxychloride  of  the  composition 
CaCl^'CaO,  and  eventually  to  oxide  (Gorgeu, 
Compt.  rend.  99,  266). 

Galeium  hypochlorite  t;.  BLXAcmHa  fowdxb. 

Caletmn  chlorate  Ca(C10,)|  is  produced  when 
chlorine  is  passed  into  hot  milk  of  lime,  but 
is  difficult  to  separate  from  the  chloride  simul- 
taneously formed.  This  is  the  first  step  in  the 
manufacture  of  potassium  chlorate,  ana  the  re- 
action is  supposed  to  be  as  follows : — 

6Ca(OH),+6a,=Ca(C103),+6CaCla+6H20. 

According  to  Lunge  (J.  Soc.  Chem.  Ind.  1885, 
722),  the  reaction  really  takes  place  in  several 
stages,  calcium  hypochiorito  and  hypochlorous 
acid  beinf  first  formed  and  mutually  reacting 
with  production  of  calcium  chlorate  : 

(1)  Ca(OCl)t+4Cl+2H,0=CaCIt+4HClO. 

(2)  2Ga(OCl)i+4HC10 =CaCl,-t-Ca(CiO,)s4  4Cl+2H,0. 

The  free  chlorine  serves  only  as  carrier  of 
the  oxygen  of  two  molecules  calcium  hypochlor- 
ite to  a  third  molecule  of  the  hypochlorite  which 
is  oxidised  to  chlorate.  Lungers  experiments 
show  that  the  best  mode  of  converting  h^^po- 
chlorite  into  chlorate  is  to  raise  the  temperature 
of  the  solution,  slight  excess  chlorine  being  at 
the  same  time  present.  The  heat  produced  by 
the  reaction  on  the  large  scale  is  sufficient. 

Calcium  chlorate  can  best  be  prepared  by  the 


electrolysis  of  a  10  p.o.  solution  of  calcium  chlor- 
ide. The  density  of  the  current  should  be  10 
amperes  per  square  decimetre  at  the  anode  and 
double  at  the  cathode ;  temperature  50"  (Zeitsch. 
Elektroohem  4,  464). 

Pure  calcium  chlorate  is  prepared  by  preci- 
pitating potassium  chlorate  with  calcium  silico- 
riuoride.  It  crystaUisea  in  deliquescent  rhom- 
boidal  plates,  very  soluble  in  water  and  alcohol ; 
the  crystals  contain  16-6  p.c.  water,  melt  when 
warmed,  and  decompose  on  further  heating. 

Calcium  perehlorate  Ca(Cl04),  may  be  ob- 
tained by  saturating  perchloric  acid  with  caustic 
lime.  It  is  extremely  deliquescent  and  crystal- 
lises in  prisms  soluble  in  alcohol. 

Calcium  bromide  CaBr,  is  formed  by  burning 
calcium  in  bromine  vapour,  or  by  dissolving 
lime  or  calcium  carbonate  in  hydrobromic  aciu 
and  evaporating.  The  silky  needles  thus  ob- 
tained are  hydrated,  but  may  bo  converted  to 
the  anhydrous  salt  by  heating.  Calcium  brom- 
ide much  resembles  the  chloride  in  properties, 
being  deliquescent,  and  very  soluble  in  alcohoL 

Mcium  iodide  Cal,  may  also  be  prepared 
by  combustion  of  calcium  in  iodine  vapour,  or 
by  solution  of  lime  or  the  carbonate  in  hydriodic 
acid,  evaporating  and  fusing  the  residue  in  a 
closed  vesseL  Heated  in  contact  with  air,  it 
fuses  below  a  red  heat,  and  is  decomposed  with 
liberation  of  iodine  vapours  and  formation  of  lime. 

Liebig  (Annalen,  121,  222)  recommends  de- 
composition of  Calf  by  K^SO^  for  preparation  of 
iodide  of  potassium.  To  prepare  the  calcium 
iodide,  1  oz.  of  amorphous  phosphorus  is  drenched 
with  30  oz.  hot  water,  and  finely  pulverised  iodine 
^praduaUy  added  with  constant  stirring  as  long  as 
it  dissolves  without  colour  (quantity  thus  dis- 
solved being  13i^  oz.).  The  colourless  liquid  is 
then  decanted  from  the  dight  deposit,  and  made 
slightly  alkaline  with  milk  of  hme  (8  oz.  lime 
bemg  required) ;  the  solution  is  afterwards 
strained,  and  residue  of  phosphate,  phosphite, 
and  hydrate  of  calcium  washed.  The  solution 
then  contains  the  calcium  iodide,  which  may,  if 
necessary,  be  obtained  by  evaporation  in  the 
form  of  hydrate  in  deliquescent  needles. 

A  double  iodide  of  calcium  and  silver  of  the 
composition  CaI,*2AgI,6HjO  has  been  prepared 
by  Simpson  (Proc.  Roy.  Soc  27, 120)  by  saturat- 
ing a  not  concentrated  solution  of  Cal|  with 
moist  silver  iodide.  It  crystallises  on  oooling 
in  long  white  needles,  decomposed  by  water. 

Catelum  lodate  Ca(IO,)a  is  obtained  by  crys- 
tallising mixed  solutions  of  potassium  iodato 
and  calcium  chloride.  The  hydrated  salt  forms 
four-sided  prisms  which  effloresce  in  the  air,  and 
become  anhydrous  when  heated  to  200".  From 
a  solution  acidulated  with  nitric  acid,  it  separates 
in  trimetric  crystals.  The  crystels  are  soluble 
in  454  parts  water  at  18",  and  in  102  parte  of 
boiling  water,  but  aro  insoluble  in  alcohoL  The 
anhydrous  salt,  gently  heated  in  a  porcelain 
retort,  evolves  14-78  p.c.  of  oxygen,  and  54*07  of 
iodine,  leaving  31*14  p.c.  of  a  residue  rich  in 
pentabasic  periodate  of  calcium.  Heated  more 
strongly,  it  evolves  moro  oxygen  and  iodine,  and 
leaves  20*35  p.c.  of  a  mixture  of  pentebasic  per- 
iodate and  free  lime.  Calcium  iodate  detonates 
violently  when  heated  on  charcoaL 

Sonstadt  proposes  (£.  P.  6304^  1884)  to  use 
calcium  iodate  as  an  antiseptia 

Periodates  of  calcium.    VHien  the  sodium 
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salt  NaH4lO.  is  decomposed  by  calcium  ni- 
trate, a  crystalline  white  precipitate  of  dicalcium 
pwiodate  CaHjIO,  or  2CaO-3H40-I,07  is  ob- 
tained. When  tms  salt  is  heated,  water, 
oxygen,  and  iodine  are  given  off  and  penta- 
caloium  periodate  Ca.I.Oit  remains  (Lanelois). 
Calcllim  fluoride  OakF,  is  found  widely  dis- 
tributed in  nature  and  is  known  as  fiuor-tpar.  It 
is  the  only  common  mineral  in  which  fluorine 
forms  one  of  the  principal  constituents.  It 
occurs  both  massive  and  in  beautiful  crystals, 
generally  cubes  or  forms  in  combination  with 
the  cube.  It  is  a  common  vein  mineral,  occur- 
ring usually  in  association  with  metallic  ores, 
barytes,  calcite,  &c.  It  presents  a  variety  of 
colours,  sometimes  shadine  into  one  another  as 
in  the  beautiful  *  Blue  John '  of  Derbyshire. 
Free  fluorine  has  been  shown  to  exist  in  a  dark 
violet  fiuor  spar  from  Quinci^,  Dept.  du  Rh6ne. 
It  is  also  a  constituent  in  small  quantities  of 
many  plant  ashes,  of  bones,  and  of  the  enamel 
of  teeth.  When  calcium  fluoride,  obtained  by 
precipitating  any  soluble  calcium  salt  with 
fluoride  of  sodium  or  potassium,  is  heated  with 
water  slightly  acidified  with  hydrochloric  acid, 
the  precipitate  is  found  to  consist  of  microscopic 
octahedrons. 

Calcium  fluoride  is  soluble  in  about  2000 
parts  of  water  at  15^,  and  is  slightly  more 
soluble  in  water  containing  carbon  dioxide.  It 
dissolves  in  hydrofluoric  acid  and  in  strone  hydro- 
chloric acid,  and  is  precipitated  in  the  gdatinous 
form  by  ammonia.  It  is  fusible  at  902°,  and 
is  used  as  a  flux  in  many  metallurgical  opera- 
tions, especially  in  the  reduction  of  aluminium. 
It  is  decomposed  at  a  hieh  temperature  by 
water  vapour  into  lime  ana  hydrofluoric  acid. 
Fusion  with  alkaline  carbonates  or  hydroxides 
yields  carbonate  or  oxide  of  calcium  and  alkaline 
fluorides.  Strong  sulphuric  acid,  on  gently 
warming,  decomposes  it,  forming  calcium  sul- 
phate and  liberating  hydrofluoric  acid.  At  a 
red  heat  it  is  also  decomposed  by  chlorine. 
After  being  heated  fluor  spar  phosphoresces  in 
the  dark.  There  is  a  considerable  industry  car- 
ried on  in  fluor-spar  districts  in  the  carvii^  of 
ornamental  vases  and  other  articles,  the  bril- 
liantly coloured  varieties  being  especially  in 
demand. 

Calelum  earblde  CaC^  Wdhler  (Ann.  Chim. 
Fhys.  125,  120)  showed  that  by  the  action  of 
carbon  on  a  molten  alloy  of  zinc  and  calcium,  a 
black  mass  is  obtained,  which  on  contact  with 
cold  water  liberates  various  gases.  Winkler 
indicated  the  reduction  of  the  alkaline  earths  by 
magnesium  (Ber.  22,  120).  Maquenne,  in  1892, 
prepared  calcium  carbide  as  an  impure  amor- 
phous black  powder,  and  Travers  obtained  it  by 
heating  together  calcium  chloride,  sodium,  and 
carbon.  It  was  not,  however,  until  the  advent 
of  the  electric  furnace  that  it  became  possible  to 
manufacture  a  pure  carbide  suitable  for  the 
preparation  of  acetylene.  Moissan  (Compt. 
rend.  138,  243)  used  a  mixture  of  lime  120  grams, 
sugar  carbon  70  crams,  which  was  heated  in  the 
crucible  of  an  electric  furnace  for  20  minutes 
with  a  current  of  350  amperes  and  70  volts. 
At  the  temperature  of  liquefaction  of  the  lime, 
this  reaction  occurs:  CaO+3C=CaC2+CO. 
Pure  calcium  carbide  is  crystallme,  colourless, 
and  transparent,  but  the  commercial  variety, 
discoloured  by  iron,  is  usually  brownish-red. 


Its  characteristic  reaction  is  the  decomposition 
of  water  in  the  cold,  with  the  liberation  of  acety- 
lene and  the  formation  of  calcium  hydroxide. 

In  the  modem  industrial  method,  as  for 
instance  the  Alby  United  Carbide  Factories,  Ltd., 
Odda,  Norway,  lime  and  anthracite  are  em- 
ployed and  the  electricity  is  generated  by  water 
Eower.  Producer-gas  fired  Kilns  are  used  for 
uming  the  lime.  There  are  12  electric  furnaces 
of  1400  kilowatts  capacity  in  use,  and  the  current 
supplied  is  28,000  amperes  at  60  volts.  The 
charging  is  practicaUy  constant  and  the  carbide 
is  tapp^  at  intervals  of  about  45  minutes.  The 
temperature  used  is  about  3000°. 

One  of  the  most  interesting  developments  of 
the  manufacture  is  the  TOoduction  of  *  nltrolin,' 
calcium  cyanamide  Ca(CN)„  from  calcium  car- 
bide for  manurial  purposes.  The  nitrogen  re- 
quired is  obtained  from  the  air  by  the  Linde 
Company's  plant,  which  produces  lloth  nitrogen 
and  oxygen.  The  union  of  powdered  calcium 
and  nitrogen  takes  place  with  the  evolution  of 
heat,  hence  the  temperature  has  to  be  maintained 
between  800°-1000  ,  as  at  higher  temperatures 
the  calcium  cyanamide  decomposes.  The  ab- 
sorption occupies  30  to  40  hours,  and  the  product 
is  a  cokelike  material  which  is  ground  to  powder 
before  being  placed  on  the  market  (v.  Nitboobit, 

UTILISATIOir  OF  ATMOSFHBBIO). 

Calcium  earbonate  CaCO,  occurs  naturally 
in  the  forms  of  limestone,  chalk,  marble,  and 
calcite ;  it  also  constitutes  the  principal  ingre- 
dient in  e^-shells,  mollusc-shetls,  and  coral. 
It  is  form^when  the  oxide  or  hydroxide  is  ex- 
posed to  moist  air  containing  carbon  dioxide, 
but  is  not  produced  by  the  action  of  dry  carbon 
dioxide  on  dry  lime.  It  may  be  obtained  in 
the  pure  state  bv  dissolving  chalk  or  marble  or 
calcined  oyster-shells  in  hydrochloric  acid,  pre- 
cipitating the  alumina,  oxide  of  iron,  and  earthy 
phosphates  by  ammonia  or  milk  of  lime,  filtering, 
then  precipitating  the  calcium  by  ammonium 
carbonate,  washing  and  drying. 

Calcium  carbonate  is  dimorphous,  crystal- 
lising in  the  hexagonal  system  as  calcite  (9. v.) 
and  in  the  rhombic  system  as  aragonite  (o.v.)* 

A  litre  of  water  dissolves  about  18  milugrams 
of  calcium  carbonate.  The  solution  has  a  slight 
alkaline  reaction.  Water  containing  carbonic 
acid  dissolves  it  much  more  readily,  forming  the 
acid  carbonate  CaH|,(CO,)s,  which  is  Imown  only 
in  solution.  Solubility  at  higher  pressures  in 
water  containing  carbonic  acid  follows  the  law 
of  Schloesing  pretty  closely  (Engel,  Compt.  rend. 
101,  949).  The  solubility  increases  under  an 
increase  of  pressure  only  up  to  3  grams  per  litre 
according  to  Caro.  One  litre  of  water  saturated 
with  carbon  dioxide  dissolves  0*7  gram  of  the 
carbonate  at  0^  but  0*88  gram  at  10^  This 
acid  carbonate  plays  a  most  important  part  in 
nature,  for  whenever  water  containing  carbonic 
acid  comes  in  contact  with  carbonate  or  silicates 
of  calcium,  the  calcium  is  gradually  converted 
into  this  soluble  form,  and  is  therefore  found  in 
almost  all  natural  waters.  Hence  also  the  de- 
posits in  kettles  and  boilers ;  the  formation  of 
which  may  be  prevented  by  the  addition  of  am- 
monium chloride  to  the  water. 

Calcium  carbonate,  when  heated  to  foil  red- 
ness in  open  vessels,  is  decomposed  into  lime 
and  carbon  dioxide.  The  decomposition  com- 
mences at  a  low  red  heat,  and  in  a  current 
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of  air,  or  better  steam,  the  temperature  of  dis- 
sociation is  lower  still.  The  tension  of  dis- 
sociation becomes  equal  to  the  pfessnre  of  the 
atmosphere,  aoooiding  to  Le  ChateUer  (Compt. 
rend.  102,  1243),  at  about  812*.  If  heated 
rapidly,  the  stationaiy  temperature  of  dis- 
sociation is  925®.  At  547®  the  tension  of 
dissociation  is  27  mm. ;  at  610®,  46  mm. ;  at 
625®,  56  mm. ;  at  740®,  245  mm. ;  at  810®, 
678  mm. ;  and  at  865®,  1333  mm.  If  the  car- 
bonate be  ignited  in  a  closed  yessel,  it  fuses, 
resolidifying  to  a  mass  of  marble-like  calcite. 
According  to  Becker  (Jahrb.  Min.  1886,  1,  Ref. 
403),  any  form  of  CaCOg,  even  at  a  low  pressure, 
is  changed  on  heating  in  a  closed  space  with 
exclusion  of  air  into  the  rhombohedral  form 
without  fusion.  If  small  quantities  of  the 
precipitated  carbonate  are  thrown  into  a  fused 
mixture  of  sodium  and  potassium  chlorides  in 
equivalent  proportions,  no  carbon  dioxide  is 
evolved,  but  the  carbonate  becomes  crystalline 
calcite,  usually  in  aggregations  of  crystals  like 
snow  crystals  (Bourgeois,  Bull.  8oc.  chim.  [2] 
37,  447). 

Psntahydntad  eakliim  earbonate 
CaC0„5H,0. 
The  evaporation  of  natural  solutions  of  the 
acid  carbonate  generally  results  in  the  deposition 
of  the  ordinary  carbonate,  forming  the  stalac- 
tites and  stalagmites  of  caverns,  trav^ine,  and 
other  forms  of  deposit;  but  sometimes  the 
solution  yields  six-sided  rhombic  prisms  of  the 
composition  CaC0„5H,0.  These  crystab  are 
often  found  in  pumps  and  pipes  leading  from 
wells,  also  adhering  to  the  confervas  in  ponds. 
They  keep  unaltered  under  water  at  20®,  out  at 
slightly  higher  temperatures  lose  their  trans- 
parency and  water  of  crystallisation  In  air 
they  crumble  to  powder  through  loss  of  water 
(Pfeiffer,  Arch.  Pharm.  [2]  15,  212).  This  salt, 
according  to  Pelouze  (Ann.  Chim.  Phys.  [2')  48, 
301),  is  obtained  in  small  acute  rhombonedra, 
sp.gr.  1*783,  by  boiling  lime  in  a  concentrated 
solution  of  sugar,  starch,  or  gum,  and  leaving 
the  solution  for  some  months  in  a  cold  place. 
Becquerel,  by  exposing  a  solution  of  lime  in 
sugar  water  to  a  voltaic  battery  of  12  cells, 
obtained  crystals  of  the  same  composition,  but 
in  form  of  rhombic  prisms. 

Basle  earbonates  of  lime.  Calcium  oxide 
commences  to  absorb  carbon  dioxide  at  a  tem- 
perature of  415®,  forming  a  basic  carbonate  of  the 
composition  2CaO*C02  (Bimbaum  and  Mahu, 
Ber.  12,  1547). 

Raoult  (Compt.  rend.  92,  1457)  shows  that 
when  freshly  burnt  lime  is  heated  in  a  current  of 
carbon  dioxide,  it  glows  strongly,  forming 
2CaO<X)|,  which  does  not  disinte^te  in  moist 
air,  and  aoes  not  teike  up  water  from  steam  at 
200®.  When  finely  powdered  and  treated  with 
a  little  water,  it  hardens  like  hydraulic  cement. 
The  hydrated  product  has  the  composition 
CaCO,*Ca(OH)^  On  heating  to  dull  redness,  it 
loses  water  and  is  converted  into  a  mixture  of 
CaCO,  and  CaO. 

When  burnt  lime  is  heated  in  contact  with 
carbon  dioxide  for  several  days,  the  basic  salt 
2CaCO,'CaO  is  obtained,  which  still  absorbs  CO]., 
forming  a  third  salt  3CaCO,'CaO.  The  carbon 
dioxide  continues  to  be  absorbed,  however, 
and  appears  eventually  to  form  the  normal  car- 
bonate. 


Caieiiim  nitride  Ca^Nj  is  best  obtained  by 
passing  dry  nitrogen  over  metallic  oaloium  con- 
tained in  a  nickel  Doat  and  tube  heated  to  bright 
redness.  Two  to  three  hours  are  required,  and 
the  resulting  material  is  fritted  and  pooooaaoo  a 
brownish-red  colour.  Its  fusion  point  is  about 
1200® ;  sp.gr.  2-63  at  17®.  When  thrown  into 
water  it  produces  a  lively  effervescence,  yielding 
ammonia  and  calcium  hydroxide 

Ca,N,+6H,0=3(3a(OH)a+2NH3 
(Moissan,  Ann.  Chim.  Phys.  [7]  18,  289). 

Calelum  ammonium  Ca(NH,)4  is  formed  when 
a  current  of  dry  ammonia  gas  is  passed  over 
metallic  calcium,  maintained  at  a  temperature  of 
15®  to  20®.  It  possesses  a  brownish-red  colour, 
and  takes  fire  when  exposed  to  air. 

Calelum  amide  Ca(NH.),.  Calcium  am- 
monium slowly  decomposes,  forming  transparent 
crystals  of  calcium  amide,  hydrogen  and  am- 
monia being  evolved. 

Calelum  nttrlte  Ca(NO.)„H,0  is  prepared  by 
decomposing  a  boiling  solution  of  ralver  nitrite 
with  lime  water,  treating  the  filtrate  with  sul- 
phuretted hydrogen  and  carbonic  acid  to  remove 
excess  of  silver  and  calcium,  and  evaporating  at 
a  gentle  heat.  It  crystallises  in  deliquescent 
prisms  insoluble  in  alcohoL 

Calelum  nitrate  Ca(N03)„4H20  occurs  as  a 
silky  efflorescence  in  limestone  caverns,  especially 
those  of  Kentucky,  also  on  the  waUs  of  plac^ 
where  there  is  much  organic  refuse.  It  is  found 
in  many  well  waters,  being  derived  from  the  soiL 
It  is  extremely  deliquescent  and  soluble,  and 
causes  rapid  disintegration  of  mortar,  and  hence 
is  called  *  saltpetre  rot.'  It  may  be  prepared  by 
dissolving  the  carbonate  in  nitric  acid,  the 
solution  de|K>siting  on  slow  evaporation  mono- 
dinio  six-sided  prisms  terminated  by  acute 
pyramids  of  the  aoove  composition.  On  evapo- 
rating the  solution  to  dryness,  the  anhydrous  salt 
of  sp.gr.  2*472  is  obtamed,  possessing  a  warm 
bitter  taste  and  readily  soluble  in  water  and 
alcohol.  On  heating  more  strongly,  it  becomes 
phosphorescent,  as  noticed  by  B^dwin  in  1674, 
and  hence  is  termed  BaXdwirCa  phosphorus.  At 
a  higher  temperature,  oxygen  and  nitric  peroxide 
are  evolved,  and  with  combustible  bodies  detona- 
tion occurs.  It  is  extensively  prepared  on  the 
Continent  for  the  manufacture  of  nitre  by 
mixing  vegetable  and  animal  refuse  with  chalk, 
marl,  cinders,  &c.,  moistening  from  time  to 
time  with  liquid  stable  manure,  and  exposing  to 
the  air  for  two  or  three  years,  when  the  mass  is 
lixiviated  and  the  crude  nitrate  of  calcium  de- 
composed by  carbonate,  sulphate,  or  chloride  of 
potassium. 

Calelum  phosphide.  Moissan  (Compt.  r^d. 
128,  787)  prepared  calcium  phosphide  from  pure 
crystallised  calcium  and  red  phosphorus.  The 
two  bodies  were  placed  apart  in  a  tube  which 
was  exhausted  and  the  phosphorus  was  gently 
heated.  The  vapours  evolved  combined  with 
the  calcium  with  incandescence.  He  also  ob- 
tained it  by  reduction  of  pure  calcium  phosphate 
with  carbon  in  an  electric  furnace,  usins  310 
parts  and  96  parts  respectively  of  the  ingreaients 
and  a  current  of  950  amperes  and  45  volts.  So 
obtained,  it  is  a  browniah-red  body,  cr3r8ta]line 
when  prepared  in  the  eleotrio  furnace.  Its 
characteristic  reaction  is  the  decomposition  of 
water  in  the  cold  with  the  production  of  calcium 
hydroxide  and  hydrogen  phosphide.    P^pared 
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by  either  of  the  above  methods,  it  has  the  com- 
position  Ca,P|. 

Thenard  (Aim.  Ghim.  Phys.  [3]  14,  12)  ob* 
tained  oalcium  phosphide  mixed  with  j^osphate 
by  passing  the  vapour  of  phosphorus  over  red- 
hot  lime.  The  substance  may  be  prepared  on  a 
lareer  scale  by  filling  a  crucible  with  a  hole  in 
its  oase  with  pellets  of  lime,  and  placing  it  upon 
the  grate  of  a  furnace.  A  flask  oontainmg  phos- 
phorus is  placed  below  the  gratins  with  its  neck 
passing  into  the  hole  of  the  cruoilSe.  When  the 
lime  has  been  heated  to  redness,  the  phosphorus 
is  gradually  heated  so  that  its  vapour  passes 
through  the  lime.  The  brown  mass  is  stated  by 
Gmelin  (Handb.  3, 188)  to  be  a  mixture  of  mono- 
calcium  phosphide  and  trioalcium  phosphate. 

When  thrown  into  water,  the  product  is  in- 
stantly decomposed  with  evolution  of  spon- 
taneously inflammable  phosphoretted  hydrogens. 

Owing  to  this  property,  oalcium  phosphide  is 
utilised  for  the  production  of  signal  fires  at  sea. 
The  manufacture  is  carried  on  in  an  arrange- 
ment similar  to  the  above,  the  crucibles  bemg 
larger  and  divided  by  a  false  perforated'  bottom 
into  two  compartments,  in  the  upper  of  which 
the  pieces  of  Ume  are  raised  to  a  red  heat,  the 
phosphorus  placed  in  the  lower  compartment 
oeing  afterwards  volatilised  by  the  heat  radiated 
from  above.  In  about  6  hours,  a  oharae, 
yielding  20  lbs.  of  product,  is  finished.  The 
brown  stony  mass  is  immediately  worked  up  into 
the  *  lights.  These  consist  of  cylindrical  tinned- 
iron  boxes,  the  lower  half  of  which  is  filled  with 
about  10  oz.  of  the  fragments  of  phosphide. 
Two  smaU  circular  portions  of  the  upper  and 
under  surfaces  of  metal  are  formed  of  soft  lead, 
so  that  they  may  be  pierced  by  a  knife  just  be- 
foro  being  thrown  overboard.  The  tins  are  sup- 
ported by  a  wooden  float  when  in  use.  The 
water  enters  below  and  the  gas  issues  from  the 
upper  outlet,  burning  with  a  flame  9  to  18 
incnes  high,  lasting  about  half  an  hour.  Lareer 
but  similar  *  lights  '  are  prepared  to  be  placed  in 
a  bucket  of  water  on  deoJc  In  the  British  Navy 
torpedo  practice,  a  peculiar  form  of  the  phos- 
phide is  also  used. 

Oaldum  phosphite  CaHPO„H,0  separates 
as  a  crystalline  crust  from  a  solution  of  the 
ammonium  salt  mixed  with  oalcium  chloride. 
It  is  sparingly  soluble  in  cold  water,  and  the 
solution  decomposes  when  heated,  depositing 
a  basic  salt,  an  acid  salt  remaining  dissolved. 
It  gives  off  its  water  at  100^.  It  is  a  white 
crystalline  powder,  which,  on  heating,  evolves 
spontaneously  inflammable  phosphoretted  hydro- 
gen, accompanied  by  slight  detonations.  At  a 
certain  temperature,  it  oecomes  incandescent, 
and  leaves  a  residue  of  calcium  phosphate. 

An  acid  phosphite  CaH4(P03)a,HtO  is  ob- 
tained as  a  crystalline  crust  by  acting  upon 
marble  with  aqueous  phosphorous  acid  as  long 
as  carbon  dioxide  escapes.  The  crust  consists 
of  needle-shaped  crystals  soluble  in  water,  and 
losing  their  water  at  100°. 

Galdum  hypophosphite  Ca(PO,H,)a  or 
CaH4(P0|)a  is  used  medicinally,  and  is  prepared 
by  boiling  phosphorus  with  milk  of  lime 

3Ca(OH),.f2P4+nH,0=2PH,.f3CaH4(PO,),. 
On  evaporation  the  hypophosphite  is  obtained 
in  monoolinjo  flexible  prisms  insolnble  in  alcohoL 
When  heated  it  evolves  phosphoretted  hydrogen 
and  water,  leaving  calcium  pyrophosphate. 


Oalelum  orthophosphate  Caa(P04),  occurs 
pure  in  the  mineral  o«(eo{»te,  and  as 

Ca,(P04),.2H,0 
in  omUhite,    Combined  with  calcium  fluoride  or 
chloride,  it  occurs  in  nature  as  apatite 

3Ca,(P04),+CaF, 

in  which  form  it  is  found  in  large  crystals  in  the 
metamorphic  limestones  at  Burgess,  Ontario, 
Canada.  The  massive  variety,  phosphorite,  is 
mined  on  a  large  scale  at  Odegarden,  Norway. 
In  certain  apatites,  the  CaF|  is  more  or  less 
replaced  by  CaCl^ 

Calcium  phosphate  also  forms  a  principal 
constituent  of  the  coprolites  frequently  found  in 
extensive  beds  in  the  stratified  rocks.  This 
material  forms  the  principal  source  of  the  rock 
phosphate  of  commerce.  It  is  the  chief  in- 
oreanio  material  of  bones,  forming  about  80  p.o. 
of  Dumt  bones. 

It  is  obtained  in  the  amorphous  state  by  pre- 
cipitating an  ammoniacal  solution  of  calcium 
chloride  with  excess  of  hydrogen  disodium  phos- 
phate. The  precipitate  is  gdatinous,  but  dries 
up  to  a  white  earthy  powder,  nearly  insoluble  in 
water,  but  is' decomposed  by  long  boiling  into  an 
insoluble  basic  salt  of  the  composition 

Ca3(P04),Ca,(P04)OH 

and  a  soluble  acid  salt.  This  reaction  also 
occurs  slowly  in  the  cold.  Calcium  phosphate 
is  also  soluble  in  water  containing  carbonic  acid 
(1  part  in  1789  parts  of  water  saturated  with 
carbon  dioxide),  ammonium  salts,  sodium  ni- 
trate, sodium  ohlcnde,  and  other  salts.  Its 
absorption  by  the  roots  of  plants  is  therefore 
promoted  by  the  agency  of  saline  solutions. 

Freshly  precipitated  calcium  phosphate  com- 
bines with  sulphur  dioxide,  becoming  soluble  in 
water.  On  heating  the  solution,  some  of  the 
ffas  is  liberated  and  a  omtalline  precipitate, 
having  the  composition  CAfiOJ?jfi^,2Iifi,  is 
formed,  a  compound  which  is  very  stable  (Ber. 
16,  1441). 

Calcium  orthophosphate  may  be  obtained  in 
the  crystalline  form  by  heating  dicalcium  pyro- 
phosphate with  water,  whereby  it  is  resolved  into 
phosphoric  acid  and  trioalcium  phosphate,  which 
separates  in  rectangular  plates 

3Ca,P,0;+3H,0=2Ca,(P04),+2H,P04. 

Trioalcium  phosphate  is  not  decomposed  by 
ignition. 

Diealeiiim  orthophosphate  Ca,H,(P04),.  An 
aqueous  solution  of  phosphoric  acid  acts  on 
precipitated  chalk,  forming  small  needle-shaped 
crystals  of  dicalcium  phosphate.  Dried  at  100°, 
the  salt  contains  SH.O,  which  it  does  not  lose 
below  115°.  It  is  soluble  in  ammonium  citrate* 
Boiled  with  water,  it  is  partially  decomposed 
into  trioalcium  phosphate. 

On  mixing  boiling  solutions  of  sodium  phos- 
phate, calcium  chloride,  and  acetic  acid, 

Ca,H,(P04)„H,0 

is  formed ;  if  the  solutions  are  mixed  in  the  oold, 
Ca,Ht(P04)„6H,0  is  formed  (Ifillot,  Bull  8oo. 
chim.  [2]  33, 194).  The  salt  is  also  formed  ( Joly 
and  Sorrel,  Compt.  rend.  118,  741)  when  satu- 
rated solutions  are  mixed  in  the  cold  if  hydro- 
chlorio  aoid  is  added. 

When  a  solution  of  calcium  chloride  is  mixed 
with  one  of  ordinary  sodium  phosphate,  a  white 
crystalline  precipitate  of  Ca|H,(P04)|,4H|0  is 
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thrown  down.  It  is  this  salt  which  is  oooasion- 
ally  deposited  from  wine  in  stellar  aggregates. 
Aooorduig  to  Becquerel  and  Berzelias,  a  tri- 
hydrate  may  also  be  obtained.  These  different 
results  as  regards  water  of  crystallisation  are 
probably  owing  to  the  fact  that  the  precipitates 
vary  in  amount  of  water  and  solubihty  in  acids 
according  to  the  conditions  of  their  precipita- 
tion. 

Honoealelam  phosphate  CaH^(P04),  is  ob- 
tained in  rhombic  tables  by  dissolving  either  of 
the  former  phosphates  in  phosphoric  acid  and 
allowing  the  solution  to  spontaneously  evaporate. 
It  has  a  strong  acid  reaction,  and  deliquesces 
in  air,  dissolving  readily  in  water.  A  smsU 
quantity  of  water  deoomposes  it,  formins  in- 
soluble dicaloium  phosphate  and  free  phospnoric 
acid.  If  cold,  the  hydrate  Ca.H,(P04)„4H,0  is 
formed  ;  if  hot,  the  same  salt,  free  from  water, 
is  precipitated. 

Monocalcium  phosphate  fuses  oil  heating, 
giving  up  its  water,  and  when  heated  to  200*'  it 
parts  with  the  elements  of  water,  leaving  a  mix- 
ture of  calcium  pyrophosphate  and  metaphos- 
phorio  acid 

2CaH4(P04),=Ca,P,0,+2HPO,+3H,0. 

When  the  mixture  is  heated  to  a  still  higher 
temperature,  pure  calcium  metaphosphate  re- 
mains. 

Saporphosphate  of  lime  is  a  mixture  of  mono- 
calcium  phosphate  and  calcium  sulphate,  which 
is  manuMctured  as  a  manure.  It  is  prepared 
bv  acting  on  bone-ash,  rook  phosphate,  phos- 
phorites, or  other  mineral  phosphates  with  two- 
thirds  their  weight  of  sulpnuric  acid  : 
Cft,(P04),-f2H,S04=CaH4(P04),4-2CaS04. 

Besides  its  use  as  a  manure  for  root-crops,  it  is 
used  in  the  manufacture  of  phosphorus  {v.  Feb- 

TILISBBS). 

Calcium  pyrophosphate  CatP.O,  is  prepared 
by  action  of  aqueous  pyrophosphoric  acid  upon 
lime  water,  or  sodium  pyrophosphate  upon  cal- 
cium chloride.  If  the  precipitate  thus  obtained 
is  dissolved  in  sulphurous  acid  and  the  solution 
heated,  the  salt  separates  as  a  crystalline  crust 
The  crystals  contain  four  molecules  of  water. 

Calcium  metaphosphates.  The  monosalt 
Ca(PO,)t  is  obtained  by  dissolving  calcium  car- 
bonate in  orthophosphorio  acid,  evaporating,  and 
heating  the  residue  to  316°.  It  is  an  insoluble 
white  powder. 

The  dimetaphosphate  0a,(POa)4,4H,O  is  ob- 
tained pure  in  the  crystalline  form  b^  precipi- 
tating we  corresponding  alkali  salt  with  excess 
of  calcium  chloride.  It  is  insoluble  in  water, 
but  is  decomposed  by  strong  sulphuric  acid. 
A  double  dimetaphospnate  of  calcium  and  am- 
monium C5a(NH.),(P03)4.2H,0  Lb  obtained  in 
spicular  crystals  by  mixing  a  solution  of  calcium 
chloride  with  excess  of  the  ammonium  salt.  It 
is  insoluble  in  water. 

Phosphato-chlorides  of  calcium  are  obtained 
by  evaporating  solutions  of  tricalcium  phosphate 
in  hydrochloric  acid.  A  saturated  solution,^  on 
spontaneous  evaporation,  deposits  rhomboidal 
plates  of  7CaH4(P04),-Caa„14H,0.  If  the 
solution  is  evaporated  over  the  water-bath,  di- 
calcium  phosphate  is  first  deposited,  then,  on 
further  evaporation,  the  above  phosphatic  chlor- 
ide comes  down,  and  afterwards  white  scales  of 
CaH4(P04),-CaCl|,H,0.    When   a    solution    of 


dicalcium  orthophosphate  in  hydrochloric  acid 
is  saturated  at  ordiniary  temperatures  with  tri- 
calcium phosphate,  then  mixed  with  half  the 
quantity  of  hydrochloric  acid  already  contained 
in  it,  and  evaporated,  on  cooling  below  6°  crystals 
separate  out  of  the  composition 

4CaH4(P04),-Caa„8H,0 
(Erlenmeyer,  J.  1857,  146). 

Calcium  sillco-phospliate.  According  to 
Camot  and  Richard  (Compt.  rend.  97,  316),  the 
browmsh-black  slag,  formed  in  working  the 
Thomas-Gilchrist  process  at  Joeuf  (MeurUie-et- 
Moselle),  is  covered  with  black  crystals,  some 
slender  needles,  others  right  rhombic  prisms 
with  brilliant  faces,  frequently  aggregated  in 
columnar  masses  terminating  in  vitreous,  trans- 
lucent, blue  crystals.  Simihir  blue  crystals  are 
found  in  the  cavities,  possessing  the  constant 
composition  8P,03-8SiO,-Al,0,-FeO-36CaO, 
essentially  a  calcium  silico-phosphate 

Ca«(P04),+Ca,Si04. 

Calcium  arsenates,  Dicalcium  arsenate  oc- 
curs native  as  haidingenie  CaaH,(As04),,H,0, 
and  pharmacoliie  Ca,Ha(As04)|,6H,0,  and  may 
be  prepared  by  adding  a  solution  of  disodium 
arsenate  to  excess  of  calcium  chloride.  The 
tetrahydrio  arsenate  obtained  by  addition  of 
lime  water  to  arsenic  acid  is  soluble,  while  the 
tricalcium  arsenate  is  insoluble  in  water,  and 
may  be  prepared  by  precipitating  calcium  chlor- 
ide with  trisodium  arsenate.  On  evaporating 
a  hydrochloric  acid  solution  of  calcium  ammo* 
nium  arsenate  with  platinum  chloride,  the  mass 
left  on  i^ition  of  tke  platinochloride  is  found 
to  contam  fine  white  prisms  of  the  tricalcium 
orthoarsenate  Ca,(As04)a  insoluble  in  acids. 
The  metaarsenate  Ga(AsOs)a  is  formed  as  an 
insoluble  crystalline  powder  when  mixtures  of 
arsenious  anhydnde  and  calcium  carbonate  are 
ignited. 

Caldum  ammonium  arsenate 

CaNH4As04,7H,0 

is  produced  by  mixing  a  hot  solution  of  arsenic 
acid  in  excess  of  ammonia  with  calcium  nitrate 
or  chloride,  when  it  crystallises  on  cooling  in 
tables.  In  a  vacuum  over  sulphuric  acid,  they 
become  Ca,(NH4)H,(As04),,3H,0,  and  when 
dried  at  100  have  the  composition 

Ca,(NH4)H5(As04)„3H,0. 

On  ignition  they  are  converted  into  calcium  pyro- 
arsenate  Csk^AsJO^  (Bloxam,  Ghem.  News,  54. 
168). 

Another  salt,  Ga(NH4),H|(  ASO4),,  is  obtained 
by  adding  excess  of  ammonia  to  a  solution  of 
dicalcium  arsenate  in  nitric  acid,  as  a  flooculent 
precipitate,  soon  becoming  a  mass  of  needles. 
The  same  salt  is  obtained  in  crystals  belonging 
to  the  regular  system  when  the  solution  of  the 
dicalcium  salt  is  only  partially  precipitated  and 
allowed  to  stand;  hence  it  appears  to  be  di- 
morphous (Baumann). 

Calcium  sUicide  was  obtained  by  Moissan  by 
heating  calcium  oxide  with  excess  of  silicon  in  a 
carbon  tube  by  means  of  the  electric  furnace. 
It  forms  greyish  crystals,  sp.gr.  2*5,  which  are 
slowly  decomposed  by  water  with  evolution  of 
hydrogen. 

Caldum  sllleates.  Calcium  oxide  is  an 
important  base  in  a  large  number  of  natural 
silicates,  and  is  the  principal  basic  constituent 
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of  the  following  minerals  :  WoUaatonite  CaSiO, 
or  tabular  spar,  oocnrring  in  monoclinic  crystals ; 
okenite  CaH|(SiOs)a,HaO ;  zanaUUe 

4CaSiO„H,0 ; 
guroUie    Ca|H.(SiO.)a,H.O ;     and    apophyUUe 
4CaH,(Si0,).-O,4Ht0. 

Qorgen  (Oompt.  rend.  99,  256)  obtained  arti- 
ficial woUastonite  bv  fusing  1  gram  of  silica  with 
16  grams  calcium  chloride  and  3  grams  common 
salt  at  a  cherry-red  heat  in  a  current  of  moist 
air  for  half  an  hour.  On  treating  the  product 
with  cold  water  and  acetic  acid,  a  residue  of 
long  prisms  of  woUastonite  mixed  with  round 
grains  of  tridymite  was  obtained.  The  artificial 
woUastonite  possessed  the  same  chemical  and 
optical  properties  and  cirstalline  form  as  the 
natural,  but  was  somewnat  softer,  the  hard- 
ness of  the  mineral  being  6,  and  that  of  the 
artificial  3*5. 

If  molecular  proportions  of  precipitated  siUca 
and  calcium  chloride  are  heated  to  a  high  tem- 
perature in  presence  of  water  vapour,  CaSiO^  is 
also  formed,  but  not  in  form  of  woUastonite. 
With  twice  the  amount  of  chloride  the  normal 
silicate  CaaSi04  is  formed. 

Doelter  (Jahrb.  Min.  1886,  1, 119)  found  that 
in  abBcnce  of  steam,  a  hexagonal  CaSiO^  is 
always  formed ;  hence  woUastonite  must  have 
been  formed  in  presence  of  steam.  Calcium 
siUcate  is  therefore  dimorphous. 

The  sUicates  2CaOSiO„  2CaO-3SiOa, 
CaO-2SiOa,  and  CaO-SSiO,  are  produced  by  ex- 
posing  mixtures  of  quartz  and  marble  in  these 
proportions  to  the  heat  of  a  smith's  forge.  The 
last  three  are  the  most  fusible. 

On  precipitating  the  solution  of  any  calcium 
salt  witn  sodium  or  potassium  siUcate,  the  eiU- 
cates  2CaO*9SiO.,3H.O  and  CaO-SiO,  have 
been  obtained  by  Lefort  and  Von  Ammon  re- 
spectively. 

Gorgeu  (Compt.  rend.  99,  256)  obtcdned  two 
chlorosuicates  by  heating  to  a  high  temperature 
silica  and  calcium  chloride  in  proportion  of  one 
molecule  to  seven  in  presence  of  water  vapour. 
The  first,  20aO*SiO,*Caaa,  forms  birefractive 
rhombic  plates.  The  second,  CaO-SiO,-CaCl„ 
forms  hexagonal  plates,  and  is  produced  more 
rapidlv  than  the  former,  which  requires  pro- 
longed heating.  Both  compounds  are  decom- 
posed by  water. 

Caleium  boride  CaB^  was  obtained  by  Moissan 
and  WUliams  by  heating  quicklime  with  boron 
in  an  electric  furnace,  and  by  reducing  calcium 
borate  with  aluminium  in  the  presence  of  carbon, 
then  washing  with  hydrochloric  and  hydro- 
fluoric acids  and  ether.  It  is  a  black  crystaUine 
body ;  Bp.gr.  2*33.  Nitric  acid  attacks  it 
vigorously. 

Caleium  borate  occurs  in  nature  in  several 
combinations.  The  best  known  is  colemanite 
HCa(BOa)„2H.O,  which  crystalUses  in  beautiful 
monodink)  prisms. 

Calelttm  sUieoborate  CaO*2SiOa*CaB.04 
occurs  with  one  molecule  of  water  as  dathJUe, 
and  with  two  molecules  of  water  as  hotryolite. 
Calcium  titanate  or  CaTiO,  occurs  in  nature  as 
perovskite. 

Caleium  sUieotltanate  CaO-3SiOa*2CaTi03 
occurs  as  aphene, 

Caleium  monosulpllide  CaS.     Perfectly  dry 
lime  remains  unaltered  on  passing  over  it  a 
current  of  dry  sulphuretted  hydrogen ;   but  on 
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hydrating  the  lime  and  again  passing  the  gas, 
calcium  sulphide  is  formed  : 

Ca(0H),+H,S=CaS+2H,0. 

The  most  favourable  temperature  is  60° 
(Veley,  Chem.  Soc.  Trans.  1885,  478). 

It  may  also  be  prepared  by  heating  the  sul- 
phate with  coal  or  cnarooal,  or  by  action  of 
carbonic  oxide  at  a  red  heat : 

CaS04+4C0=CaS+4C0,. 

It  may  be  prepared  in  the  crystalline  state 
by  direct  reduction  of  the  sulphate  with  carbon 
in  the  electric  furnace;  MfiUer  (Cent.  Min. 
1900, 178)  has  obtained  it  in  small  cubes. 

Anhydrous  calcium  sulphide  Ib  a  white  powder 
which  emits  a  smeU  of  SHt  in  the  air.  U  turns 
yellow  on  moistening,  due  to  the  formation  of 
oxidised  products.  It  ia  but  sparingly  soluble 
in  water,  and  is  decomposed  by  bomng  water, 
with  formation  of  hydroxide  and  sul^ydrate  of 
calcium  2CaS+2H,0=»Ca(HS)|+Ca(HO)..  Sus- 

Cded  in  water,  it  is  readily  decomposed  by  car- 
io  acid,  with  formation  of  calcium  carbonate 
and  sulphuretted  hydrogen 

CaS-fH,0-fCO,=CaCO,+HaS. 
After  being  heated,  calcium  sulphide  shines  in 
the  dark,   and  was  long  known   as   CanUm*8 
phosphorus. 

According  to  Vemeuil  (Compt.  rend.  103, 
600),  calcium  sulphide  with  a  violet  phosphor- 
escence may  be  prepared  as  f oUows :  20  grams  of 
finely  powdered  Ume,  obtained  by  heating  the 
shells  of  Hypopus  vulgaris,  is  intimately  mixed 
with  6  grams  of  sulphur  and  2  grams  of  starch, 
and  8  co.  of  a  solution  containing  0*5  gram  basic 
bismuth  nitrate  and  100  c.c.  of  absolute  alcohol 
acidified  with  a  few  drops  of  hydrochloric  acid 
are  added.  The  mixture  lb  exposed  to  the  air 
untU  most  of  the  alcohol  has  evaporated,  and  is 
then  heated  to  cheny  redness  for  20  minutes. 
When  completely  cooled,  the  upper  layer  of  cal- 
cium sulphate  Ib  removed,  and  the  calcined  mass 
powdered  and  again  heated  for  15  minutes.  IHie 
violet  phosphorescence  of  the  product  is  due  to 
the  trace  of  bismuth.  0*1  p.c.  of  sulphides  of 
antimony,  cadmium,  mercury,  tin,  copper,  lead, 
uranium,  platinum,  or  sine  imparts  a  bluish-  or 
yeUowish-green  tint  to  the  phosphorescence. 
Manganese  produces  an  orange  shade.  A  mix- 
ture of  100  parts  lime,  30  puts  sulphur,  10  of 
starch,  and  0-035  of  lead  acetate  jdelds  a  sulphide 
with  a  beautiful  yeUo wish-green  phosphorescence. 

Pure  calcium  carbonate  mixed  with  2  p.c. 
sodium  carbonate,  and  0*02  p.c.  common  salt, 
heated  with  30  p.c.  sulphur  and  0*02  p.c.  bis- 
muth nitrate,  yields  a  simUar  product  to  that 
obtained  by  use  of  j&TypoptM  shells.  Pure  calcium 
sulphide  does  not  phosphoresce ;  the  phenomenon 
is  due  to  smaU  quantities  of  impurities ;  thus  in 
the  last  mixture  it  has  heem  shown  by  Vememl 
to  be  due  to  simultaneous  presence  of  traces  of 
bismuth  oxide,  sodium  carbonate  and  chloride, 
and  calcium  sulphate. 

These  phosphorescing  varieties  of  calcium 
sulphide  are  utilised  in  the  manufacture  of 
luminous  paints.  Abney  (PhU.  Mag.  [51 13,  212) 
found  that  the  emission  spectrum  showed  greatest 
luminosity  between  G  and  F,  and  a  feebler  one 
extending  from  between  E  and  F  as  far  as  the 
red.  The  rays  of  the  electric  light  somewhat 
beyond  H  on  one  side  and  G  on  the  other  are 
most  active  in  exciting  phosphorescence. 
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Calellim  dbullllllde  CaS,  is  deposited  in 
yellow  orystalB  of  the  composition  CaSj,3H,0 
from  the  solution  obtained  by  boiling  sulphur 
ivith  milk  of  lime  and  filtering  while  hot. 

Calelum  poitasiilplilde  CsS.  is  formed  when 
the  monosulphide  or  hydrate  of  oaloium  is  boiled 
for  a  long  time  with  excess  of  sulphur.  Con- 
oentrated  solutions  of  calcium  hydiosulphide 
Ca(HS)t  also  react  ener^tically  upon  powdered 
roll  sulphur;  on  preventmg  access  of  air  by  per- 
forming the  operation  in  a  current  of  hydrogen, 
an  orange-red  solution  is  produced  with  f afi  of 
temperature,  and  on  warming  the  calcium  is 
completely  converted  into  CaSg.  The  reaction 
is  reversible,  a  cunent  of  sulphuretted  hydrogen 
causing  deposition  of  sulphur  and  reformation 
of  hvdrosulphide. 

CaletaunozjfBUlphMflS,  When  calcium  hydrox- 
ide is  used  as  above,  besides  CaS^  there  is 
also  formed  an  oxysulphide  of  the  composition 
5OaSOaO,20H,O  (Rose).  The  same  substance 
is  obtaineid  in  gold-coloured  needles  when  the 
solution  obtained  by  boiling  erode  calcium 
monosulphide  with  much  water  is  evaporated. 

According  to  Hoffmann  (Compt.  rend.  62, 
291 ),  a  mixture  of  two  molecules  of  calcium  mono- 
sulphide and  one  molecule  lime  at  a  red  heat, 
forms  the  oxysulphide  2CaS'CaO.  This  oxv- 
sulphide  is  contained  in  recently  lixiviated  sooa 
residues. 

Qeuther  (Annalen,  224, 178)  obtained  cxystals 
of  CaS,'2CaU,10H,0  by  boiling  sulphur  in  milk  of 
lime.  They  dissolve  in  hydrochloric  acid,  form- 
ing hydrogen  persulphide  H^„  and  a  little 
H.S.  On  boiling  calcium  monosulphide  and 
sulphur  with  water,  crystals  of  CaSa*3CaO,I6H,0 
were  obtained.  Divers  obtained  a  compound  of 
the  formula  IlCaS*5CaO  by  ignitine  lime  in 
a  mixture  of  carbon  dioxide  and  carbon  disul- 
phide. 

Caleilim  snliihydnte  Ca(HS)t  is  formed  to- 
gether with  the  hydroxide  when  the  monosulphide 
is  boiled  with  water.  The  best  mode  of  pre- 
paring it  is  to  pass  sulphuretted  hydrosen 
through  the  hydroxide  or  sulphide  suspended  in 
water,  with  constant  agitation,  until  it  ceases  to 
be  absorbed.  It  is  difficult  to  obtain  in  the  solid 
state,  being  decomposed,  when  the  stage  of  crys- 
tallisation  is  reached,  into  SH,  and  CaS  which 
separates  in  silky  prisms. 

Divers  (Chem.  Soc.  Trans.  1884, 270)  obtained 
it  in  the  solid  form  by  forcing  sulphuretted  hydro- 
gen through  semi-solid  cafoium  hydroxide  and 
water  so  as  to  obtain  a  saturated  solution  of  the 
sulphydrate.  Air  was  excluded,  and,  on  settling, 
decanting  in  a  stream  of  H,S,  and  cooling  by 
ice,  erj'stals  formed  in  abimdance.  They  were 
colourless  prisms,  melting  on  slight  rise  of  tem- 
perature with  partial  decomposition.  They 
readily  dissolved  in  a  fourth  of  their  weight  of 
water,  and  could  not  be  removed  from  the  atmo- 
sphere of  sulphuretted  hydrogen  without  decom- 
position.   They  possessed  the  formula 

CaH,S„6H,0, 

Calcium  sulphydrate  may  be  used  as  a 
depilatory.  If  sulphuretted  hydrogen  be  passed 
into  thin  milk  of  lime  till  the  mass  acquires  a 
bluish-grey  colour,  the  paste  thus  formed,  when 
thinly  laid  upon  the  surface  from  which  the 
hair  is  to  be  removed,  permits  of  the  ready  re- 
moval of  the  hair  a  minute  or  two  afterwards  by 


scraping  with  a  dull  knife.  It  has  been  pro- 
posed to  employ  it  in  the  tan-yard. 

Caleilim  hydroxy-snlphydnto  Ca(SH)(OH) 
is  formed,  according  to  Divers,  by  action  of  water 
upon  the  crystals  of  the  last-described  salt : 

Ca(8H),+H,0  =  Ca(SH)0H+H,8. 

Also  by  union  of  water  with  calcium  sulphide, 
as  in  interior  of  heaps  of  soda  waste  ;  and  ov  re- 
action between  Ca(OH),+H^S  in  the  coal-gas 
purifier.  Exposed  to  air,  crystalB  of  Ca(HS),  are 
rapidly  converted  to  Ca(SH)OH,  and  concen- 
trated solutions  of  the  sulphy<bate  exposed  to 
air  become  rapidly  covered  with  crystals,  and  an 
abundant  crop  of  crystals  of  Ca(SH)OH  is  ob- 
tained on  iHuwIng  in  a  current  of  air.  The 
crystals  are  colouness  four-sided  prisms  of  silky 
lustre,  easily  obtained  dry,  of  the  comxxMition 
Ca(SH)0H,3H,0.  They  slowly  evolve  SH,  in 
air,  and  become  yellow  by  absorption  of  oxygen. 
They  are  readily  soluble  in  water,  but  the  solution 
rapidly  decomposes  into  hydroxide  and  sulphy- 
drate.   They  are  insoluble  in  alcohoL 

According  to  Folkard  (Chem.  News,  49, 258),  by 
exposing  calcium  hydroxide  to  the  action  of  sul- 
phuretted hydrogen  until  it  ceases  to  gain  weight 
a  grey  powder  of  the  composition  4Ca(HO)t'3H2S 
is  obtained.  By  the  action  of  coal  gas  sul- 
phuretted hydrogen  is  evolved  from  it,  and  at 
100°  water  is  eliminated^  leaving 
Ca(OH),Ca(SH)OH. 

This  sreyish-green  powder,  when  gently  heated 
in  coflJ  gas,  leaves  a  yellowish- white  salt 

2Ca(H0),-Ca(SH)0HCaS, 

and  this  at  a  red  heat  forms  2CaO-Ca(SH)OH*C!aS, 
which,  when  ignited  in  air,  bums  like  tinder  to 
CaSO,. 

Caleiom  sulphoearbonate  OCS,.  Lime 
over  which  coal  gas  containing  sulphuretted 
hydroffcn  has  been  passed  readily  absorbs  carbon 
disulpnide.  Absorption  is  most  complete  when 
the  lime  is  moistened  with  water ;  this  material, 
when  fouled,  is  mixed  with  an  equal  weight  of 
slaked  lime.  The  absorption  of  carbon  disulphide 
stops  when  one-third  of  the  sulphide  is  con- 
verted to  Bulphocarbonate  CaS+CS^  «=  CaCS,. 
On  exposing  the  product  for  a  short  time  to  the 
air,  it  is  asain  rendered  capable  of  removing 
carbon  disulphide. 

On  passing  hydrogen  saturated  with  vapour 
of  carbon  disulpnide  mto  a  mixture  of  calcium 
monosulphide  and' a  little  water,  the  liquid  be- 
comes r^  and  in  vacuo  deposits  red  prismatio 
very  deliquescent  needles  of  composition 

Ca(0H),-CaCS„7H,0. 

When  the  hydroxy-sulphydrate  is  employed  in- 
stead of  monosulphide,  yellow  crystals  of 

2Ca(OH),CaCS3,10H,O 

are  obtained. 

From  these  facts  Veley  (Chem.  Soc.  Trans. 
1885,  478)  concludes  that  the  carbon  disulphide 
is  absorbed  by  Ca(SH)OH,  and  not  by  CaS,  and 
that  the  reactions  are  as  follows  : — 

(1)  CaS+H,0  =  Ca(SH)OH. 

(2)  Ca(SH),+H,0  =  CJa(SH)OH+HJS. 

(3)  2Ca(SH)0H+CS,  =  Ca(0H),-GaCS8-f  H^ 

The  basic  sulphocarbonate  is  unstable, 
being  decomposed  slowly  by  sulphuretted  hy- 
drogen  and  readilv  by  carbon  dioxide. 

When  milk  of  lime  is  agitated  with  oarbon 
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diBolphide,  bright  orange  needles  of  a  haaio 
sul^hooarbonate  Ca(H0),*0aCS„6H,0  aie  de- 
posited. 

Caleium  selenldes.  The  monoselenide  is 
formed  as  a  flesh-ooloured  precipitate  by  pre- 
cipitating calcium  chloride  with  potassium 
monoselenide.  Lime  water  saturated  \(ith  sele- 
niuretted  hydrogen  deposits  cr3^tals  of  calcium 
selenide  when  exposed  to  the  air.  When  lime 
and  selenium  are  heated  just  below  redness,  a 
polyselenide  mixed  with  calcium  selenite  is 
formed. 

Caleium  sulphite  CaSOg  is  formed  when  a 
solution  of  an  alkaline  sulphite  is  added  to  the 
solution  of  a  calcium  salt :  it  is  a  white  powder 
soluble  in  800  parts  of  water.  It  dissolves  in 
sulphurous  acid^  and  the  solution  on  exposure 
to  air  deposits  six-sided  needles  of  the  composi- 
tion CaS0a,2H,0.  ,       ^^    

The  solution  in  sulphurotis '  acid  is  known 
commercially  as  bisulphite  of  lime,  and  is 
manufactured  by  passing  sulphur  dioxide  into 
milk  of  lime,  In  Kynaston's  process  (Pat. 
15659,  1884)  a  mixture  of  calcium  chloride  solu- 
tion, macnesia,  and  a  little  carbonate  of  lime  is 
brought  mto  contact  with  sulphur  dioxide.  The 
S0|  is  caused  to  ascend  a  flagstone  tower  packed 
witn  pigeon-holed  brickwork,  while  the  mixture 
is  allowed  to  run  down  the  tower  in  such  propor- 
tions, that  from  the  base  there  runs  a  mixture  of 
neutral  calcium  sulphite,  suspended  in  a  solu- 
tion of  magnesium  chloride  containing  the  excess 
of  sulphurous  acid.  The  sulphite  is  settled  out 
in  tai^,  the  supernatant  liquor  drawn  off  and 
concentrated  to  40°-45^w. ;  then  a  quantity  of 
alkali  waste  is  added  to  it  in  a  closed  iron  vessel, 
and  the  whole  heated,  when  sulphuretted  hydro- 
gen is  given  off,  and  calcium  cmoride,  magnesia, 
and  calcium  carbonate  with  alkali  cinders  remain. 
The  latter  are  removed  in  a  strainer,  and  the 
emulsion  is  ready  to  be  again  treated  with  sulphur 
dioxide.  The  whole  of  the  calcium  carbonate 
present  is  converted  to  sulphite,  carbon  dioxide 
being  evolved. 

According  to  Bimbaum  and  Wittich  (Ber. 
13,  651),  calcium  oxide  does  not  absorb  sulphur 
dioxide  gas  below  400^,  but  at  this  temperature 
combination  takes  place  rapidly  with  formation 
of  a  basic  sulphite  Ca,SsOi.  or  6CaO-5SOt.  At 
500^  the  gas  is  rapidly  absorbed,  but  the  sulphite 
splits  up  into  sulphate  and  sulphide. 

Caldum  sulphate  CaS04  is  frequently  found 
in  limestone  rocks  or  in  company  with  common 
salt  in  the  anhydrous  state  as  the  mineral  anhy- 
drite. Anhydrite  occurs  both  in  rhombic  crystals 
and  in  a  semi-crystalline  massive  form.  More 
frequently  the  sulphate  is  found  hydrated  as 
gypsum  GaS04,2H,0,  of  which  the  well-crystal- 
lised form  is  termed  seleniUf  a  fibrous  variety 
8€Uin-spar,  and  a  finely  crystallo-granular  form 
alabaster,  Selenite  occurs  in  fine  monoclinic 
prisms,  frequently  twinned  in  characteristic 
arrow-head  shapes. 

The  anhydrous  sulphate  may  be  artificially 
obtained  in  crystals  resembling  anhydrite,  of 
sp.gr.  2*9,  by  fusing  calcium  chloride  with  excess 
of  potassium  sulphate  (Manross,  J.  1852,  9). 

Hydrated  calcium  sulphate  is  precipitated  on 
adding  dilute  sulphuric  acid  or  a  soluble  sulphate 
to  an  aqueous  solution  of  calcium  chloride.  The 
sp.gr.  of  gypsum  is  2*31.  When  it  is  heated 
to  100^-120^  it  gives  up  three-fourths  of  its 


water  rather  quickly,  but  it  requires  a  tem- 
perature of  200^-250°  to  esroel  the  remainder. 
i>ried  at  100^  the  hydrate  20aSO4,H,O  of  sp.gr. 
2*7  is  left.  The  anhydrous  salt  fuses  at  a  red 
heat  without  decomposition^  and  on  cooling, 
assumes  the  structure  of  anhydrite.  When  de- 
hydrated calcium  sulphate  is  pulverised  and 
mixed  with  water,  it  absorbs  two  molecules  of 
water,  and  solidifies  to  a  very  hard  mass  with 
evolution  of  heat,  expanding  in  so  doing  so  as  to 
fill  any  mould  in  which  it  is  cast;  hence  the 
use  of  gypsum  or  plaster  of  Paris  in  preparing 
casts.  If  the  gypsum  has  been  heated  to  a  little 
over  200^,  thus  being  deprived  of  all  its  water,  it 
becomes  dead  burnt,  and  takes  up  water  very 
slowlv  and  without  hardening. 

Plaster  of  Paris  is  prepared  very  extensively 
on  the  large  socJe  by  bummg  gypsum.  Its  good 
qualities  mainly  depend  upon  the  choice  of  raw 
material — ^heavier  and  denser  varieties  yielding 
the  best  commercial  results — and  upon  the  mode 
of  burning.  The  lowest  temperature  at  which 
ffypsum  can  be  advantafleously  burnt  is  80^, 
but  a  temperature  of  ll(r~120^  gives  the  best 
technical  results.  As  a  rule  also,  the  smaller 
the  pieces,  the  more  homogeneous  the  product. 

It  is  burnt  in  kilns  or  ovens,  taking  precau- 
tions not  to  permit  the  fuel  to  come  in  contact 
with  it  so  as  to  reduce  it  to  sulphide.  The  walls 
of  the  kilns  are  of  strong  masonry,  spanned  by  a 
ventilated  arch.  The  mterior  is  divided  into 
two  parts — an  upper  larger  chamber  for  reception 
of  the  g3rp6um,  and  a  lower  series  of  small  fire 
chambers  beneath,  where  brushwood  or  coke  is 
burnt  to  obtain  the  required  temperature.  In 
Scanesatty's  oven  the  interior  is  oivided  by  an 
arch  about  a  foot  from  the  floor,  upon  the  under 
side  of  which  play  the  flames  from  a  fumaoe 
connected  with  a  lower  chamber,  the  hot  air 
and  gases  passing  afterwards  through  apertures 
into  the  gypsum  chamber.  The  aqueous  vapour 
passes  away  by  a  chimney  at  the  top  of  the 
oven. 

Dumesnil's  oven  is  a  form  which  has  been 
much  employed ;  it  differs  from  Scanesatty's  in 
the  peculiar  arrangement  of  the  lower  nre*room, 
which  has  twelve  openings,  the  lower  blocks  of 
gypsum  being  arranged  so  as  to  facilitate  the 
circulation  of  the  draught  from  these.  The 
firing  is  continued  for  about  4  hours,  then  the 
heat  is  increased  for  8  hours,  when  all  openings 
are  closed,  and  5-6  cubic  metres  of  coarse 
grpsum  powder  spread  equally  over  the  top  of 
the  burning  sulphate.  By  this  means  consider- 
able saving  of  fuel  is  effected.  After  standing 
12  hours  to  cool,  the  contents  of  the  kiln  are 
removed.  It  is  mostly  in  state  of  powder, 
and  the  pulverisation  is  completed  bv  grinding 
in  a  stamp  or  roller  mill.  Tne  powder  is  then 
sifted  and  stored  in  a  dry  place. 

Many  improvements  on  the  old  forms  have 
been  effected  by  makine  the  furnaces  continuous, 
and  so  designing  them  tnat  the  gypsum  is  equally 
heated,  and,  consequently,  dehydrated  through- 
out. This  end  is  also  ensured  by  grinding  the 
gypsum  before  calcination.  The  types  of  ovens 
employed  are  very  numerous.  That  of  Petry 
and  Hecking,  Dortmund,  is  a  rotary  kiln,  with 
mill  and  furnace  arranged  similarly  to  those  of 
a  cement  works.  The  barrel  oven  of  Perin  of 
Paris  is  a  revolving  cylinder,  supported  upon 
hollow  trunnions,  one  of  which  serves  for  the 


of  the  heated  gues  from  tlw  fnrnsoe, 
KDO  toe  other  for  exit.  The  chMtriiig  ii  »r- 
focmed  from  b  hopper  plttoed  above  through  m 
tnp-door  in  the  ude  of  the  oylinder,  wiich 
■imilarly  Mire*  to  dUchMge  the  material 
when  burnt.  Other  oveoi  are  made  BtatioDuy, 
but  are  providod  with  revolving  acrewB  or  vonea, 
which  aervB  to  keep  the  ground  gypeum  in 
constant  motion,  and  also  to  diaooarge  it. 
Some  oveni  are  heated  by  means  of  iteam.  In 
bnming  gypaum  for  ordinary  plotter  work,  the 
mineral  is  used  in  lumps,  and  the  temperatore 
employed  is  considerably  higher  than  for  finer 
qnalitiea  of  atuoco.  Where  a  harder  plaster  is 
required  capable  of  giving  a  polish,  the  burnt  ' 
gypsum  is  soaked  in  alum  and  rebuntt  betoM 
grinding.  | 

r»totnM  nilpliKtfl  euDmta.  Gvpsom,  hy- 1 
drsted  caloinm  sulphate  CsS0„2H|0,  it  l£e  I 
Booroe  of  this  class  of  cements,  wbioh  depend  i 
for  tbii  property  of  setting  on  Uie  reacquiaition  ' 
of  the  water  associated  with  calcinm  sulphate 

Tm  obemiitry  of  caloium  sulphate  cempnta, 
though  much  the  simplest  of  that  ooncemed 
with  oemeota  depending  for  their  setting  on 
hydration,  is  of  considerable  difficulty,  and  its 
present  condition  Is  far  from  definitive.  Putting 
aside  controversial  views,  the  situation  may  be 
sammariied  thus :  When  C«S0„2HiO  is  heated, 
it  loses  water,  and  at  a  temperature  of  about 
107°  becomea  converted  into  the  hemi- 
h^rate  2C*S0,,H,0.  When  this  substance  is 
mixed  with  water,  it  is  hydrsted,  and  reforms 
CaS0.,2H,0,  which  crystallises  first  in  the 
orthothomMc,  and  linuiy  in  the  monoclinio, 
system.  I)ie  quantity  of  water  sufficient  to 
brino  the  bemi-hydrate  back  to  the  fully  hydra  ted 
oonditton  Is  much  smaller  than  is  neoeesaiy  to 
dissolve  it ;  but,  nevertheless,  oomplete  crystal. 
lisatioD  is  aocompliahod  thus  :  the  hemi-hydrate 
readily  forms  a  superaatnrated  solution,  from 
which  not  it  but  the  dibydrate  is  deposited. 
The  wat£r  thus  released  dissolves  another  por- 
tion of  the  hemi-hydnite,  and  the  process  ot 
deposition  is  repeated  indefinitely  until,  pro- 
vided there  was  originally  enough  water  to 
transform  2CaS0t,H,0  into  CbS0„2B,0.  the 
whole  of  the  former  will  have  been  dissolved  in 
detail  and  deposited  in  detAil  in  the  shape  of 
the  latter.  As  stated  in  the  section  dealing 
with  Portland  cement,  it  is  believed  that  this 
formation  of  a  supersatniated  solution,  deposi- 
tion of  the  surplus  dioMlved  material,  and  re-nee 
ot  the  water  for  tbe  solutioD  of  another  fraction 
of  the  material  is  general  for  cements  which  set 
when  mixed  with  water,  and,  although  there  are 
many  gaps  in  the  proof,  yet  the  hypothesis  ia 
useful.  In  the  case  of  caloium  sulphate  cementa, 
it  may  be  regarded  as  well  established. 

The  hemi-bydrate  2Cii30,H,0,  constitutes 
plaster  of  Pans.  If  gypsum  is  heated  to  a 
higher  temperature.  e.g.  above  130°,  it  becomea 
completely  dehydrated,  and  yields  CaSO,.  It . 
appear*  that  CaSO,  can  exist  in  two  or  more  i 
modifications,  which  behave  differently  with  i 
water  As  all  eventually  become  hydrated, 
but*  not  oil  will  set  as  plaster  of  Paris,  it  ia  | 
probable  that  only  those  which  will  set  possess  < 
the  oharacteriatic  property  of  forming  a  super.  ' 
saturated  solution,  and  allowing  the  mass  to 
.crystallise  in   stages  in   the  manner  described 


above.     Keene's  cement  and  Estrichg^  (floor- 
ing plaster)  are  e^mples  of  oemente  ooniosting 

aubstantiaJly   of   anhydrous   calcium   sulphate. 


Their  sotting  is  influenced  by  both  the  tempera- 
ture at  which  the;  have  been  burnt  and  by 
the   presence   in   them  of  small   quantitiM 


substODoes  other  than  CaSOj,  'the  modtu 
optrandi.  of  which  is  exceedingly  obacure.  In 
whatever  way  they  are  prepared,  the  final 
product  of  setting  is  C^0,,2H,0. 

The  manufacture  of  plaster  of  Paris  is 
conducted  by  heating  the  mineral  gypsum  to  m 
temperature  above  that  necessary  to  remove 


Fio.  8. 

)  of  it«  water  of  crystallisation,  and  below  that 
requisite  to  dehydrate  it  completely.  Several 
methods  of  banunff  are  in  nse,  ovens,  kettles, 
and  rotatory  kilns  beiog  employed.  In  English 
practice  a  simple  oven  of  the  kind  shown  (Figs. 
H  and  9)  is  adopted,  the  gypsum  in  lumps  being 
piled  on  arches  in  which  the  fuel  is  burnt.     In 


Fra.  0. 

the  United  States  the  common  plan  is  to  grind 
the  gypsum  first,  and  beat  it  in  a  large  iron  pot 
on  ketcle  set  in  brickwork  and  heated  from 
below.  BnrinfE  the  process  the  powdered 
material  is  stirred  by  an  agitator  driven  by 
power.     The  most  modem  method  is  to  bum 
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the  roughly  crashed  material  in  a  rotatory 
calciner,  heated  externally  so  as  to  present 
contact  with  the  fuel,  the  product  like  that  made 
in  ovens  needing  to  be  ground  after  burning  is 
complete.  In  bm  cases  the  temperature  must  be 
carefully  regulated  so  that  only  the  hemi- 
hydrate  is  obtained.  On  account  of  the  fact 
that  a  considerable  quantity  of  water  has  to  be 
driven  ofif,  the  temperature  of  the  source  of 
heat  mav  be  and  in  practice  is  considerably 
higher  than  107**,  but  the  temperature  of  the 
mass  of  gypsum  must  not  be  allowed  to  rise 
above  this,  lest  complete  dehydration  occur. 

Plaster  of  Paris  varies  in  composition  accord- 
ing to  the  purity  of  the  gypsum  from  which  it  is 
made.  The  following  analyses  are  illustrative, 
and  for  comparison  the  composition  of  the  hemi- 
hydrate  is  appended : — 


Calcium  sulphate  (GaS04)   . 
Water  (HtO) 
Silica  (SiO,) 

Alumina  aad  ferric  oxide) 
(AljOj+FejO,)     .         .    \ 
Caldam  carbonate  (CaGOj|)  i 
Ufagnesium  carbonate(MgCO  g) 


2Ga804»H20 


Si.C. 
S-8 
6-2 


Gominftrdal 

plaatt  r  of 

Paris 

1     <    2 


p.c. 

94-6S 

412 


p.C. 

88*65 
6-67 
4-27 

I  0-47 

(8-07 
—        1-47 


0-57 


Keene's  cement  is  usually  made  in  this 
country  by  first  burning  the  gypsum  to  the  con- 
dition of  plaster  of  Paris,  dipping  the  lumps 
in  a  solution  of  alum  or  of  aluminium  sulphate, 
and  reburning  at  a  temperature  of  about  500°, 
the  operation  oeing  conducted  in  ovens  in  which 
the  fuel  is  prevented  from  coming  into  contact 
with  the  material,  so  as  to  avoid  discolouration. 
The  following  is  a  typical  analysis  of  Keene's 
cement  of  good  quality : — 


Per  cent, 
trace 
trace 
42-04 
trace 
56-54 
1-37 


Silica  (SiO,)   . 
Alumina  (Al|0,) 
Lime  (CaO)    . 
Magnesia  (MgO) 
Sulphuric  anhydride  (SO^) 
Carbonic  anhydride  (COa) 

It  will  be  seen  that  Keone's  cement  is  almost 
chemically  pure  CaS04,  the  quantity  of  added 
matter,  such  as  alum,  being  negligible.  As 
mentioned  above,  the  function  of  this  and  similar 
additions  is  obscure,  and  even  the  necessity  for 
their  use  appears  doubtfid  because  flooring 
plaster  (Eairichgips)  is  made  bv  burning  pure 
gvpsum  at  about  500°,  and,  though  destitute 
Gt  alum  and  the  like,  sets  welL 

There  are  many  different  qualities  of  plaster, 
but  all  are  of  the  type  of  plaster  of  Paris,  or  of 
Keene's  cement.  The  former  set  in  a  few 
minutes,  whilst  the  latter  take  several  hours, 
and  as  the  rate  of  setting  of  plaster  of  Paris  is 
inconveniently  rapid  for  some  purposes,  *  re- 
tarders,'  consisting  of  such  organic  suostances  as 
glue,  blood,  and  vegetable  juices,  ar3  often 
added.  These  substances  of  a  colloidal  nature 
probably  act  by  obstruotins  the  growth  of  the 
crjrstals  of  CaS04,2HaO,  and  thus  delaying  the 
process  of  hydration,  and,  consequently,  the 
setting. 

The  chief  uses  of  plasters  made  from  calcium 
sulphate  is  for  making  castings  or  mouldingfi  for 


interior  decoration,  for  which  their  white  colour, 
conspicuous  in  the  purer  kinds,  and  their 
expansion  on  setting  and  causine  the  production 
of  sharp  outlines,  peculiarly  aaapt  them.  On 
account  of  the  solubility  of  calcium  sulphate  in 
water,  these  plasters  cannot  be  used  for  outdoor 
work.  Minor  uses  arc  for  making  moulds  for  any 
material  which  can  be  cast  at  a  sufficiently  low 
temperature,  for  making  surreal  support  for 
broken  limbs,  and,  as  an  addition  to  Portland 
cement,  to  lengthen  its  time  of  setting. 

Calcium  smphate  is  very  slightly  soluble  in 
water,  the  annydrous  sulphate  being  nearly 
insoluble.  The  solubility  of  the  hydrate  attains 
a  maximum  at  35°,  one  part  dissolving  in  393 
parts  water  (Poggiale);  at  0°  in  488  parts,  and  at 
100°  in  460  parts.  The  solubility  is  increased 
bv  presence  of  hydrochloric  or  nitric  acids,  or 
chlorides  of  ammonium  or  sodium,  hence  its 
presence  in  salt  springs ;  probably  in  most  cases 
partial  double  decomposition  has  occurred. 

According  to  Lunge  (J.  Soc.  Chem.  Ind.  1885, 
31),the  solubility  of  calcium  sulphate  in  solutions 
of  sodium  chloride  increases  with  the  per- 
centage of  salt,  but  diminishes  with  increase  of 
temperature. 

At  21-5°,  100  c.c  of  a  3*53  p.c.  solution  of 
NaCl  dissolves  0-5115  gram  CaS04. 

At  18-0°,  100  C.C.  of  a  14-18  p.c.  solution  of 
Naa  dissolves  0-7340  gram  CaS04. 

At  101-0°,  100  C.C.  of  a  3-53  p.c.  solution  of 
NaCl  dissolves  0-4891  gram  CaS04. 

At  102-5^  100  C.C.  of  a  14-18  p.c.  solution  of 
Naa  dissolves  0-6248  gram  CaSO«. 

Calcium  chloride  diminishes  the  solubility  of 
CaS04  ^^0  more  it  is  concentrated,  but  at  the 
boiling-point  the  concentration  is  immaterial. 
Hydrochloric  acid  increases  the  solubility  both 
with  increase  of  concentration  and  of  tempera- 
ture. 

Gypsum  is  readUjr  soluble  in  excess  of  sodium 
thiosulphate,  formmg  calcium  thiosnlphate, 
which  combines  with  the  excess  of  the  sodium 
salt  to  form  a  soluble  double  thioftulphate.  On 
addition  of  alcohol,  this  double  salt  separates  as 
a  thick  heavv  liquid,  which  solidifies,  forming 
needle-shaped  crystals. 

Aeld  eaidam  sulphate  CaS04-HaS0«  is  formed 
by  heating  the  neutral  sulphate  with  strong 
sulphuric  acid  to  80°-100°.  A  portion  of  the 
porous  mass  produced  dissolves  and  separates 
on  cooling  in  microscopic  prisms  of  the  com- 
position above  indicated.  It  is  decomposed  by 
water,  even  the  moisture  of  the  air,  into  gypsum 
and  sulphuric  acid* 

Calelum-iodinm  sulphate  CaNa,(S04),  occurs 
native  in  rhombic  prisms  as  the  mineral  glaU' 
htrkf.  It  may  be  ontained  in  the  same  form  by 
fusing  together  calcium  and  sodium  sulphates. 
On  heating  50  parts  sodium  sulphate  (Glauber's 
salt)  with  an  emulsion  of  1  part  ^psum  in  25 
parts  water  to  80^,  crystalline  neecUes  of 

CaS04-2Na^04,2H,0 
are  deposited.    On  further  heating,  these  crystals 
are  transformed  into  microscopic  rhombohedral 
crystals  of  glauberite. 

In  the  Welsh  process  of  manufacturing  so- 
dium acetate,  during  evaporation  of  the  hquor 
formed   by   double   decomposition   of  calcium 
acetate  by  sodium  sulphate,  micaceous  spangles 
'  of  glauberite  have  been  noticed  by  Folkard 
I  (Chem.   News,  43,   6)  to  separate  out.    This 
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ezplaiiiB  why  calcium  sulpliate  so  tenaciou8ly 
retains  sodium  sulphate. 
Calelom  potassium  sulphate 

CaSO^K,S04,HiO 

occurs  native  in  monoclinic  crystals  as  syngenite. 
It  is  formed  by  mixing  solutions  of  the  two 
salts.  When  a  mixture  of  equal  weights  of 
anhydrous  calcium  sulphate  and  potassium  sul- 
phate is  stirred  up  with  less  than  its  weight  of 
water,  the  mass  suddenly  solidifies.  If  4-5  parts 
of  water  are  used,  the  solidification  is  not  quite 
Bo  rapid,  but  gives  casts  superior  to  those  of 
plaster  of  Paris,  inasmuch  as  they  possess  a 
polished  surface. 

A  salt  of  the  composition 

Ca804-KNH«S0oAq. 

is  obtained  by  adding  an  excess  ol  potassium 
sulphate  to  a  warm  concentrated  solution  of 
ammonium  sulphate  which  has  been  saturated 
with  calcium  smphate.  The  same  salt  is  formed 
when  the  double  sulphate  of  calcium  and  po- 
tassium is  treated  with  a  warm  solution  of  am- 
monium sulphate  (Fassbender,  Ber.  11,  1968). 

Caleium  thiosulphata  Ca8tOt,6H|0  is  pre- 
pared by  heating  an  emulsion  of  calcium  sul- 
phate and  sulphur  in  water.  ^  It  forms  tridinic 
prisms  soluble  in  their  own  weight  of  cold 
water.  On  heatins  the  solution  to  60^,  it  is 
decomposed  with  deposition  of  sulphur.  It  is 
used  for  the  preparation  of  antimony  cinnabar 
Sb,OSt»  used  m  oil  painting. 

Caleium  ehromate  CaCr04,4HaO  is  prepared 
by  dissolving  calcium  carbonate  in  a<jueous 
chromic  acid,  or  as  a  light-yellow  precipitate 
on  mixing  concentrated  solutions  of  calcium 
chloride  and  potassium  ehromate.  Bourgeois 
(Jahrb.  Min.  1880,  1  B«f.  351)  prepares  the 
anhydrous  salt  by  heating  to  bright  redness  two 
molecules  of  the  chloricfe  with  a  molecule  of 
potassium  ehromate  and  one  of  sodium  carbon- 
ate. It  forms  slender  yellow  needles,  formed 
from  a  rectangular  prism,  moderately  soluble  in 
water,  and  is  used  as  a  pigment.  The  hydrated 
saJt  gives  up  its  water  at  200^ 

^e  acid  ehromate  OaCr,0,,3H20  is  ob- 
tained in  red  deliquescent  crystals  by  evaporating 
a  solution  of  the  neutral  salt  in  aqueous  chromic 
acid. 

Calcium  potassium  eliromate(GaK|)(Cr04)tAq. 
forms  yellow  silky  needles,  obtained  by  satu- 
rjiting  acid  potassium  ehromate  with  calcium 
hydroxide. 

Detection  and  Estimation  of  Calcium. — The 
hydrated  chloride,  when  heated  in  a  non-lumi- 
nous flame  on  platinum  wire,  imparts  to  the 
flame  a  red  colour  of  less  briUiancv  than  stron- 
tium, but  still  very  distinct.  If  the  compound 
to  be  tested  is  decomposed  by  hydrochloric 
acid,  it  is  only  necessary  to  moisten  the  pla- 
tinum wire  with  the  acid,  and  then  dip  it  into 
the  powdered  substance.  If  the  compound  is 
a  silicate,  it  should  be  powdered  and  mixed 
with  ammonium  fluoride,  e^ntly  heatins  on 
platinum  foil  until  the  fluoride  is  volatilised ;  it 
18  then  moistened  with  sulphuric  acid  and  tested 
in  the  flame  on  platinum  wire,  when  the  red 

I  Divers  (Chem.  Soc.  Trans.  1884,  270)  obtains  it  by 
oxidation  of  calciom  sulphydrate  in  a  current  of 
air,  calcium  hydroxysulphydrate  being  first  formed 
and  then  oxidised  by  the  SH,  to  thiosulphate 

Ca(SH)OH  +  20,  +  H,8  =  CaS,0,  +  2H,0. 


colouration  is  obtained  as  soon  as  the  excess  of 
acid  is  driven  off. 

The  spectrum  of  this  red  flame  consists  of  a 
large  number  of  lines,  of  which  the  green  line 
Ca/3  is  most  prominent.  Another  characteristic 
lino  is  the  strong  orange  one  Caa.  A  quantity 
of  calcium  chloride  as  Bttle  as  |gj^  mgm.  may 
be  detected  by  the  spectroscope. 

All  the  calcium  salts  except  the  sulphate  dis- 
solve readily  in  nitric  or  hydrochloric  acid  ;  the 
carbonate,  phosphate,  arsenate,  and  oxalate  are 
insoluble,  the  sulphate  sparingly,  and  almost  all 
the  other  salts  of  calcium  are  readily  soluble  in 
water. 

Ammonium  carbonate  precij^itates  calcium 
carbonate  from  solutions  of  calcium  salts,  thus 
separating  it  from  the  alkali  metals.  In  order 
to  completely  remove  calcium  (the  carbonate 
being  slightly  soluble,  1  part  dissolving  in 
40,000  parts  water),  it  is  usual  to  precipitate  it 
by  means  of  ammonium  oxalate  in  ammoniacal 
solution,  calcium  oxalate  bein^  almost  com- 
pletelv  insoluble  in  water.  It  is  distinguished 
from  barium  and  strontium  by  the  greater  solu- 
bility of  its  sulphate,  a  solution  of  calcium  sul- 
phate giving  an  immediate  precipitate  with 
t>arium  salts,  and  one  after  some  time  with 
soluble  strontium  salts. 

Calcium  is  generally  estimated  (quantitatively 
as  oxide  or  car  TOnate  with  intermediate  precipita- 
tion as  oxalate,  by  addition  of  ammonia  till  the 
reaction  is  alkaline,  and  afterwards  of  ammo- 
nium oxalate.  The  washed  and  dried  oxalate 
is  heated  to  low  redness  if  it  is  to  be  converted 
into  carbonate ;  but  if  the  oxide  is  required  it  is 
ignited  over  the  blowpii)e  in  a  platinum  crucible. 
It  boric  or  phosphoric  acids  are  present,  this 
method  cannot  be  employed,  and  the  calcium  is 
then  precipitated  as  sulphate  by  adding  dilute 
sulphuric  acid  and  alcohol.  Phosphoric  acid 
may  also  be  first  eliminated  by  adding  ferric 
chloride  and  separating  the  iron  and  phosphoric 
acid  by  precipitation  with  ammonia  and  ammo- 
nium acetate.  The  calcium  may  then  be 
estimated  in  the  filtrate  in  the  usual  way. 

If  strontium  or  barium  are  present  in  small 
amounts,  the  weighed  calcium  oxide  is  dissolved 
in  nitric  acid,  evaporated  to  dryness,  and  equal 
parts  of  alcohol  and  ether  added.  The  calcium 
nitrate  dissolves  and  barium  and  strontium  fall 
as  a  crystalline  precipitate. 

In  presence  of  much  magnesium  Sonstadt 
(Chem.  News,  29,  209)  recommends  use  of 
potassium  iodate,  which  completely  precipitates 
calcium,  but  not  a  trace  of  magnesium.      G.  S.  B. 

CALCULI  V.  Ubinb. 

CALICHE.  The  term  by  which  the  impure 
native  sodium  nitrate  or  Chili  saltpetre  is  known 
throughout  South  America.  Also  applied  to  a 
limestone  hardpan  found  in  Arizona  and  else- 
where (t;.  Sodium). 

CALLUTANNIC  ACID  v.  Tankiks. 

CALMATAHBIN  v.  Gluoosidxs. 

CALOMEL.  Merctaroua  chloride  (v.  Msbouby). 

CALOPHTLLUM  INOPHTLLUH  (Linn.).  A 
tree  (ord.  OuttifercB)^  Alexandrian  laurel,  dilo  of 
Fiji,  tamarind  of  £.  Polynesia,  and  sultana 
champa  (Hind.)  of  India),  the  seeds  of  which 
yield  60  p.c.  of  a  fragrant  green  oil,  fluid  at 
ordinary  temperatures,  6olidif3nng  when  cooled 
below  10^.  The  tree  bears  framnt  white 
flowers.    The  oil,  the  woondel  or  oitter  oil  of 
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Indian  commerce,  used  for  medicine  and  for 
lamp  oil,  is  of  a  greenish  tint,  and  a  very  little 
imparts  its  colour  to  a  whole  cask  of  cocoa-nut 
oU  (Pharm.  J.  [3]  8,  363). 

CALOTTPEv.  Photoorafhy. 

CALUHBA.  Colombo,  Cdumbo,  Radix  Ca- 
lumbcB,  (Racine  de  Colombo,  ¥r,  ;  KcUumba  or 
Coiumboumnd,  Ger.) 

The  root  of  the  JaUorhiza  Cciumba  (Miers), 
a  herbaceous  climbing  plant,  inhabiting  the 
forests  of  Eastern  Africa  (Fluck.  a.  Hanb.  23 ; 
Bentl.  a.  Trim.  13).  The  fleshy  root  is  sliced 
transversely  and  dried.  It  was  introduced  into 
Europe  in  the  17th  century  as  an  antidote 
for  poison,  and  found  a  place  in  the  London 
Pharmacopoeia  of  1788.  It  possesses  mild  bitter 
tonic  properties,  for  which  purpose  it  is  now 
chiefly  employed  in  medicine. 

Proximate  analyses  of  calumba  were  made 
by  Planche  (Bl.  Ph.  3,  189)  and  Buchner  (Ph.  C. 
1831,  429).  It  consists  of  bitter  matter,  10-13 
p.c. ;  yellow  resinoua  extractive,  5  p.c. ;  volatile 
oil,  traces ;  starch,  30-35  p.c. ;  ffum,  4-9  p.c. ; 
and  woody  fibre,  12-39  p.c.  The  cuH  is  about 
6  p.c.    Tannic  acid  is  absent. 

The  following  physiologicallv  active  con- 
stituents have  been  isolated  from  calumba 
root.  Columbin,  a  bitter  principle,  discovered 
in  1830  by  Wittstock  and  obtained  by  re- 
crystallisation  of  the  ethereal  extract  of  the 
roots  from  glacial  acetic  acid.  It  forms  colour* 
less  prisms,  m.p.  182%  insoluble  in  hot  or  cold 
water,  and  in  cold  alcohol  or  ether,  readily 
in  hot  ether,  chloroform,  or  alcohoL  When 
boiled  with  caustic  potash  and  a  small  amount  of 
water  in  a  current  of  hydrogen,  oolumbio  acid, 
m.p.  220%  is  formed  (Prey,  Ann^en,  351,  372). 
Bodeker  {ibid.  69,  39)  detected  hefberine  and 
a  further  yellow  colouring  agent,  cotumbic  acid, 
in  the  root ;  but  from  the  work  of  subsequent 
investigators  (Gadamar,  Arch.  Pharm.  240» 
450 ;  Feist,  ibid.  245,  586),  it  appears  that  the 
root  does  not  contain  berberine  ;  but  that  three 
alkaloids  are  present — odiumbamine,  jateorrhi- 
vine,  and  palmitine — which  closely  resemble  ber- 
berine. Ubich  (Annalen,  351, 363)  has  shown  that 
columbic  acid  is  not  present  in  calumba  root, 
but  is  formed  when  the  partially  extracted 
root  is  treated  with  aqueous  alkalL  Feist  (Lc.) 
also  describes  a  further  bitter  principle  in  addition 
to  columbin,  which  crystallises  in  prisms, 
melting  at  246^  with  decomposition.        A.  S. 

CAMELDfE  OIL,  Dodder  oil,  or  German 
8esam4  oil,  is  prepared  from  the  seeds  of 
Myagrum sativum (CTz.),Camelina  sativa  (Linn.), 
(*  gold  of  pleasure').  Several  centuries  ago  the 
solid  ^vas  grown  all  over  G^ermany  as  a  crop,  but 
at  present  it  is  only  cultivated  on  a  small  scale 
in  some  parts  of  South  Grermany,  Belgium, 
Holland,  Hungai^,  the  Balkan  States,  and 
South  Russia.  l?he  seed  is  occasionally  ex- 
pressed in  Hull,  but  mostly  the  press  cakes 
arrive  in  this  country  from  Odessa,  and  are  used 
(in  Liverpool)  in  the  manufacture  of  *  compound 
cakes.*  The  average  composition  of  cameline 
seed  is  stated  as  fo]£>w8 : — 
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The  oil  has  a  golden-yellow  colour  and  a  pun- 
gent taste  and  smell.  On  exposure  to  the  air 
it  dries  slowly.  It  is  a  semi-drying  oil,  and 
therefore  yields,  on  boiling  with  btharge  or 
manganese,  a  slowly  drying  varnish.  The  low 
saponification  value  of  the  oil  points  to  the 
presence  of  erucio  acid. 

The  '  cold-drawn '  oil  is  used  for  edible 
purposes  in  Russia.  The  oil  expressed  in  this 
country,  as  also  the  oil  expressed  in  the  hot  in 
Hungary  and  the  south  of  Russia,  is  used  for 
soap  making.  J.  L. 

CAIIPEACHY  WOOD  v.  Loowood. 

CAMPHANIC  ACID  v.  LAOromBS. 

CAIIPHENE,  CAMPHINE  v,  Txbpivbs.] 

CAMPHOL  V.  Cakphobs. 

CABIPHOPHORONE  v.  KBTomBS. 

CAMPHORS.  Camphors  are  volatile  oxygen- 
ated hydrocarbons,  possessing  a  peculiar  charac- 
terisdo  odour.  They  are  mostly  crystalline 
solids,  insoluble  in  water,  but  soluble  in  alcohol. 
Except  in  the  case  of  a  few,  which  are  produced 
artificially,  they  are  obtained  from  plants,  where 
they  occur  associated  with  hydrocarbons,  from 
which  they  are  probably  derived.  Most  plants 
when  distilled  with  steam  yield  volatile  oils 
composed  of  heavier  oxidised  compounds  held 
in  solution  more  or  less  by  lighter  hydrocarbons. 
The  former  often  separate  in  crystals  during  the 
condensation  of  the  oil  or  afterwards  on  standing, 
or  they  may  be  obtained  by  fractional  distilla- 
tion. Most  of  these  oxytrenated  produot<9,  which 
are  very  numerous  in  the  vegetable  kingdom, 
and  which  include  nearly  all  the  '  stearoptones  * 
or  solid  portions  of  volatile  oils,  are  camphors 
in  a  wide  sense  of  that  term.  In  a  narrower 
meaning  the  word  denotes  the  well-known 
laurel  camphor  of  Japan  and  Formosa,  the  older 
camphor  of  Borneo  and  Sumatra,  and  a  few 
other  varieties.  The  earlier  Chinese  and  Arabian 
notices  of  camphor  refer  to  the  Borneo  variety, 
laurel  camphor  being  a  product  of  a  later  though 
unascertained  period.  Gkbrcia  d'Orta  mentions 
the  latter  as  well  known  in  Europe  in  1563,  and 
points  out,  what  indeed  is  true  at  the  present 
day,  that  the  much  more  costly  Borneo  or 
Sumatra  camphor  is  entirelv  consumed  in  the 
East  (e/.  Fluck.  a.  Hanb.  510). 

The  more  important  camphors,  osii^  the 
term  in  its  larger  signification,  may  be  considered 
in  four  groups  as  isomerides  or  homologues  of : 
(1)  Peppermint  camphor,  menthol  C,oH,qO  ;  (2) 
Borneo  camphor,  bomeol  C.oH|gO ;  (3)  laurel 
camphor  CjoHj^ ;  and  (4)  thyme  camphor, 
thymol  CioHtiO.  For  the  most  part  cam- 
phors behave  like  aloohols  or  phenols,  but  laurel 
camphor  and  the  compound  menthone  are 
ketones.  Just  as  ketones  when  reduced  by 
nascent  hydrogen  yield  secondary  alcohols,  so 
laurel  camphor  is  converted  into  bomeol,  and 
menthone  into  menthoL 

Peppormlnt  eamphor.  MentM  CLoH,g*OH. 
The  volatile  oils  of  Mentha  piperita  (Linn.)  and 
M.  arvensis  (Linn.),  varieties  piperascens  and 
glabraia,  consist  of  the  stearoptene,  menthol, 
together  with  an  elsdoptene,  which,  in  the  case  of 
the  English  oil,  is  a  mixture  of  isomeric  and  poly- 
meric terpenes  (Flfickiger  and  Power,  Pharm.  J. 
[3]  11,  220),  and  in  that  of  the  Japanese  is  chiefly 
menthone  CfoHigO  (Beckmann,  Jahresb.  Phar- 
mak.  1887,  363).  The  proportion  of  menthol  in 
the  Chinese  and  Japanese  oils  is  so  great  that  they 
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are  solid  at  ordinary  temperatune,  whilst  from  the 
English  and  American  oils  only  comparatively 
small  quantities  can  be  obtained  (c/.  Todd,  Pharm. 
J.  [3]  16,  842).  The  camphor  is  extracted  either 
by  application  of  cold  and  removal  of  the  liquid 
which  adheres  to  the  precipitated  mass  of 
cr3rstal8  by  expression,  or  the  oil  is  submitted 
to  fraotional  distillation.  Oompare  Dumas 
(Annalen,  6,  252) ;  Blanchet  and  Sell  {ibid,  6, 
^1) ;  Walter  {ibid.  28,  312 ;  32,  288) ;  Kane 
(FhiL  Mag.  16,  418 ;  Annalen,  32,  285) ;  Oppen- 
helm  (Annalen,  120,  351);  Beckett  and  Wright 
(Chem.  Soc.  Trans.  29,  1) ;  Atkinson  and 
Yofihida  {ibid,  41,  50);  and  Moriya  {ibid.  39, 
77).  According  to  Trimble,  the  menthol  of 
the  ^glish  and  American  oils  pipmenihol  is 
not  identical,  but  differs  physically  ^m  that  of 
the  oils  of  Oiina  and  Japan  (Amer.  J.  Pharm. 
1884,  405  ;  cf.  Lonff,  Amer.  Chem.  J.  14,  149). 

Menthol  oiystfldlises  in  prisms  resembUns 
magnesium  sulphate.  It  hais  the  odour  ana 
taste  of  _peppermint.  M.p.  36^  (0pp.);  42* 
(B.  and  W.,  A.  and  Y.).  B.p.  210*  (0pp.,  B. 
and  W.,  A.  and  T.).  Sp.gr.  15^  0-890  (M.). 
LsBvorotatory  (0pp.;  Aitn,  Ann.  Chim.  Phys. 
[6]  7,  438 ;  Kanonnikoff,  J.  pr.  Chem.  [2]  31, 
348).  Heat  of  combustion  (Luginin,  Ann.  Cbim. 
Phys.  [5]  23,  387).  Menthol  is  very  slightly 
soluble  in  water,  but  soluble  in  aloohol,  ether, 
carbon  disulphide,  light  petroleum,  glacial 
acetic  acid,  and  concentratea  hydrochloric  acid. 
It  rotates  on  the  surface  of  water  in  a  similar 
manner  to  laurel  camphor.  Mixed  with  chloral, 
thymol,  or  laurel  camphor,  menthol  reacts, 
forming  a  liquid  (Kyle,  Amer.  J.  Phsjrm.  1885, 
429 ;  Becker,  ibid.  1886,  283).  When  menthol 
is  bofled  with  a  mixture  of  sulphuric  acid 
diluted  with  half  its  volume  of  water,  it 
changes  to  a  deep-blue  colour  (Brit.  Pharm. 
1898). 

IVeated  with  phosphorus  pentoxide  menthol 
loses  a  molecule  of  water  and  forms  the  liquid 
hydrocarbon  menthene  C^oHig  (W.).  Concen- 
trated hydrochloric  acid  (0pp.)  or  phosphorus 
pentaohloride  converts  it  into  mental  chloride 
C,eHi,a  (W.);  menihylcarboTuUe{CiJdifi)fiO. 
(Arth,  Ann.  C3iim.  Phys.  [6]  7,  469) ;  menihyi 
saieaU  (C.oHt»0)4SiO«  (Hertkom,  Ber.  18, 1695). 
A  nitro-  aerivative  is  formed  by  the  action  of 
concentrated  nitric  acid,  which,  reduced  with 
nascent  hydrogen,  yields  menthylamine 
C|oHi,*NH,  (M.).  Menthol  reacts  with  acetic 
acid,  producing  meTUhyl  aceUUe  C|pHi,*OAo 
(0pp. ;  Menschutkin,  J.  Russ.  Phys.  C&»m.  Soc. 
13,  567),  and  with  benzoic  acid  {ormxaamenthyl 
bensoaie  Cw.Hjg*0Bz  (Arth,  Ann.  Chim.  Phys.  [6] 
7,  479).  Two  atoms  of  hydrogen  are  removed 
by  treatment  with  chromic  acid,  and  the  liquid 
menthone  C|pH,gO  is  formed.  According  to 
Beckmann  (Jahresb.  Pharmak.  1887,  363),  men- 
thone is  the  chief  liquid  constituent  of  Japanese 
oil  of  peppermint.  This  compound  is  related  to 
menthol  in  the  same  manner  that  laurel  cam- 
phor is  to  bomeol,  and  can  be  converted  into 
menthol  by  the  action  of  sodium  and  carbon 
dioxide,  just  as  laurel  camphor  is  converted  into 
bomeol  (A.  and  T. ).  Menthol  has  been  obtained 
synthetiodly  by  Haller  and  Martine  (Compt. 
rend.  140,  130). 

Menthol  is  gradually  coming  more  into  use 
in  medicine.  &  sometimes  takes  the  place  of 
cocaine  in  the  production  of  local  aniesthesia, 


and  it  is  employed  in  certain  skin  diseases  (v. 
Oils,  EssizmAL). 

Borneo  and  allied  eamphors.     Malayan^ 

Barns  or  Dryohalanopa  Camphor \  Bar- 
neol,  Camphai,  CioH,7-OH.  This  camphor 
occurs  naturally  in  dextrorotatory  and  IsBvoro- 
tatory  varieties,  the  common  bomeol  being  the 
dextrorotatory  form.  It  is  the  product  of  the 
Dryobaianops  aronuUica  (Gartn.),  a  majestic 
tree  indiflonous  to  Sumatra,  Borneo,  and 
Labuan,  \mere  it  often  rises  without  a  branch  to  a 
height  of  150  feet,  when  its  summit  is  crowned  by 
a  magnificent  display  of  foliage  50-70  feet  in 
diameter,  supporting  beautiful  white  odoriferoii.1 
flowers  (Fluok.  a.  Hanb.  516).  The  cami^or  is 
deposited  in  crystals  in  fissures  in  the  ola  wood, 
and  to  obtain  it  the  trees  have  to  be  sacrificed. 
The  tree  is  cut  down  and  the  longitudinal  fissures 
opened  and  the  camphor  removeid.  The  yield  is 
not  more  than  from  3  to  11  lbs.  from  Isjse  trees. 
Owing  to  the  reckless  manner  in  which  uie  trees 
have  been  destroyed  without  the  planting  of 
others,  the  forests  of  Sumatra  now  contain  few 
that  are  worth  working  (Pharm.  J.  [31  12,  83). 
The  camphor  is  best  purified  by  sublimation 
(Fl&ck.  a.  Hanb. ;  Pelouze,  Annalen,  40,  326). 

Bomeol  is  also  a  constituent  of  the  following 
volatile  oils :  Rosemary,  Rosmarintu  officinalis 
(Ljnn.);  (Braylants,  J.  1879, 944;  Fluck.  a.  Hanb. 
489);  Serpentary  root,  Aristolochia  wrpesUaria 
(Linn.),  (Spica,  Qazz.  chim.  itaL  17, 314),  and  in 
Spanish  lavender  oil  (Charabot,  Bull  Soc.  chim. 
[3]  17,  380).  Besides  these  natural  sources* 
bomeol  may  be  obtained  by  the  action  of  reducing 
agents  on  laurel  camphor,  f-bomeol  being  formed 
at  the  same  time  (Berthelot,  Ann.  Chim.  Phys.  [3] 
56«  78;  Montgolfier,  ibid,  m  14, 21),  and  in  small 
proportions,  with  ^bomeol,  it  is  found  among  the 
products  of  the  distillation  of  amber  with  potash 
(Berthelot  and  Buignet,  Annalen,  115,  245). 

Bomeol  is  harder  and  less  volatile  than  laurel 
camphor,  and  does  not  sublime  in  the  bot^es  in 
which  it  is  kept.  It  has  a  peppery  camphora- 
ceous  odour  and  burning  taste.  M.p.  206^-207* 
(Plowman,  Pharm.  J.  m  4,  709);  b.p.  212* 
(Pelouze) ;  sp.gr.  1-011  (Pi.).  It  is  very  slightly 
soluble  in  water,  but  dissolves  readily  in  alcohol 
and  ether.  Removal  of  a  molecule  of  water  by 
phosphoric  anhydride  leaves  the  solid  terpene 
camphene  C,oHie  (Wallach,  Annalen,  230,  239). 
Concentratea  hydrochloric  acid  (Berthelot,  Qiid. 
112,  366)  or  phosphorus  pentaohloride  (Kaohler, 
Annalen,  197,  99)  reacts  with  formation  of  bom/ifl, 
chloride  CioHj^-Cl.  Bomyl  acetate  C^oHi^'OAc 
is  a  constituent  of  valeriisn  oil  (Broylants),  and 
may  be  produced  by  the  action  of  acetio  anhy- 
dride on  Domeol  (Montgolfier,  Ann.  Chim.  Phys. 
[5]  14,  50),  and  in  a  similar  manner  bomyl 
oenzoate  CioH|,*OBz  is  obtained  (Berthelot). 
Sodium  reacts  on  bomeol  in  solution  in  benzene 
with  the  formation  of  a  crystalline  sodium  saU, 
CioH|7*ONa  (Kachler  and  Spitzer,  Monatsh.  2, 
235).  The  methyl  ether  CioH^f-OMe  is  formed 
by  acting  on  the  sodium  salt  with  methyl  iodide 
(Baubi^y,  Zeitsoh.  f.  Chem.  1868,  299).  Nitric 
acid  oxidases  bomeol  with  formation  of  dextro- 
rotatory camphor  C|oH^,0,  in  the  first  instance, 
and  the  reaction  proceeding  further  camphoric 
acid  CioHif O4  ana  other  products  result  (Lau- 
rent,  Annalen,  22,  135;  Pelouze,  ibid,  40,  328; 
Kachler,  ibid,  193,  U3). 

^BomeoI  is  a  constituent  of  the  following 
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oils:  Valerian,  Valeriana  officinalis  (L]nn.)(Ger- 
haidt,  Axmalen,  45,  34;  Bruvlants,  B^.  11, 
455 ;  ElQok.  a.  Hanb.  379 ;  Haller,  Compt.  rend. 
103, 151) ;  Canada  snake  root,  Aaarum  canadense 
(Power  and  Lees,  Chem.  Soo.  Trans.  81,  63) ; 
Abies  canadensis  (Linn. )  and  Abies  pedinaJta  (D.C. ) 
(Bertram  and  Walbanm,  Ber.  26,  685) ;  Siberian 
fir,  Abies  Sibirica  (SchindelmeiseT,  J.  Russ.  Phys. 
Chem.  Soc.  34,  954 ;  Golubeff,  ibid,  36,  1096). 
It  is  also  contained  in  the  fusel  oil  of  the  onide 
spirit  obtained  by  the  fermentation  of  the  sugar 
of  madder,  ana  formerly  known  as  nuMer 
camphor  (Jeanjean,  AnnaJen,  101,  95) ;  and  is 
also  contained  in  Ngai  camphor,  the  name 
mven  to  the  solid  part  of  the  essential  oil  of 
Slumea  balsamifera  (D.C).  (Hanbury  and 
Plowmann,  Pharm.  J.  [31  4,  709;  Fliickiger, 
ibid.  [3]  4,  828  ;  Sohimmel^s  Report,  April,  1910, 
148).  On  oxidation  with  nitnc  acid,  {-bomeol 
yields  Isvorotatory  camphor. 

Inactive  bomeol,  the  racemic  mixture  of 
d-  and  {-bomeol,  has  been  obtained  by  the 
distillation  of  the  crude  product  of  the  action  of 
sulphuric  acid  on  turpentine  (Armstrong  and 
Tilden,  Chem.  Soc.  Tnins.  35,  752) ;  an  ester 
of  t-bomeol  is  also  obtained  by  treating  pinene 
with  oxalic  acid  (Schindelmeiser). 

/«obomeol,  a  structural  isomeride  of  bomeol, 
and  an  intermediate  product  in  the  manufacture 
of  S3nithetic  camphor,  was  first  obtained  by 
Bertram  and  Walbaum  (J.  pr.  Chem.  [2]  49,  1) 
from  camphene,  a  solid  terpene  CjoH^f,  obtained 
by.  the  action  of  sodium  acetate  and  glacial 
acetic  acid  on  pinene  hydrochloride  at  200^ 
Camphene  is  warmed  with  a  mixture  of  acetic 
acid  and  a  little  sulphuric  acid  and  the  resulting 
acetate  is  decomposed  by  alcoholic  potash.  It 
is  now  prepared  from  pinene  hydrochloride 
directly  oy  the  action  of  boilins  glacial  acetic 
acid  in  the  presence  of  a  small  quantity  of  a 
metallic  salt  such  as  anhydrous  zinc  chloride 
(Weizmann  and  Clayton  Aniline  Co.  D.  R.  P. 
207155).  It  di£ferB  from  bomeol  by  its  greater 
volatility,  its  higher  meltins-point  (212^),  and 
its  greater  solubility  in  benzene  and  light 
petroleum  (v.  Oils,  Essentul). 

Camphors  isomeric  or  homoloaous 
with  bomeol.  Ctn^oICioH^gO  is  the  chief  con- 
stituent of  the  volatile  oils  of  santonica,  Artemisia 
maritima  (Linn.),  var.  Stechmanniana  (Besser) 
(Kraut,  J.  1862,  460 ;  Kraut  and  Wahlforss,  An- 
nalen,  128, 293  ;  Hell  and  Stiircke,  Ber.  17,  1970; 
Wallach  and  Brass,  AnniJen,  225,  291),  and  of 
cajeput,  Melaleuca  cajeptUi  (Roxb.),  cajeptUol 
(Wallach,  ^id.  225, 315).  Cineol  is  also  contained 
in  the  volatile  oils  of  Eucalyptus  globulus  (Labill.) 
(Faust  and  Homeyer,  Ber.  7,  1429;  Jahns, 
ibid.  17,  2943)  and  of  rosemary,  Rosmarinus 
officinalis  (Linn.)  (Weber,  Annalen,  238,  95), and 
many  other  essential  oik.  Artificially  it  may  be 
obtained  by  the  action  of  aqueous  phosphoric 
acid  on  terpilenol,  or  in  smul  proportions  by 
treating  terpinhydrate  with  mineral  acicfs 
(Wallach,  Annalen,  239,  18).  It  boils  at  176*' 
(Wallach),  172-5**  (H.  and  S.).  It  does  not  alter 
a  r^  of  polarised  light.  The  terpenes  dipentene 
C^^Hif  and  dicinene  C^qH,,  result  from  the  action 
of  phosphoric  anhydriae  (H.  and  S.).  Oxidised 
by  permanganate,  cinedie  acid  CpHj^O.  and 
other  products  are  formed  (Wallach  and  Gilde- 
meister,  Annalen,  246,  26iB).  Cineol  absorbs 
hydrochloric  acid  gas,  forming  the  crystalline 


hydrochloride  CioHi^CHa  (Hell  and  Ritter, 
Ber.  17,  1977).  A  characteristic  reaction  for 
cineol  is  that,  shaken  with  a  saturated  solution 
of  iodine  in  potassium  iodide,  there  is  formed  a 
glutinous  mass  of  minute  shining  greenish 
crystals. 

For  the  detection  of  cineol  in  essential  oils, 
Herschsohn  (Chem.  Zentr.  1893,  i.  503)  shakes 
3-15  drops  of  the  oil  with  10^50  milligrams  of 
iodole  (tetraiodopyrolline),  addins  more  oil  if 
necessary,  to  form  a  clear  solution ;  ne  then  allows 
the  mixture  to  stand  for  24  hours.  If  crystals 
separate,  these  are  w^tahed  with  light  petroleum 
and  subsequently  boiled  with  aqueous  potash, 
when  the  odour  of  cineol  is  developed. 

The  volatile  oils  of  the  following  contain 
liquid  isomerides  of  bomeol :  Buchu  leaves, 
Barosma  behdina  (Bart,  and  Wendl.),  B.  crenu' 
lata  (Hooker),  B.  serratifoUa  (Willd.),  contain 
an  oU  CioHigO,  boiling  at  206*-210*,  with 
diosphenol,  a  crystalline  camphor  (Fluckiger,  J. 
1880,  1081),  also  obtained  by  Spica  (Gazs.  chim. 
itaM5, 195)  from  B.  crenata  (linn. ).  Diosphenol 
CioHicO.  melts  when  pure  at  83**-84^  boils  at 
109**-110^  under  10  mm.,  ai^d  is  opticedly 
inactive  (Semmler  and  MoKenzie,  Ber.  38, 
1158 ;  cf.  Kondakoff,  J.  m.  Chem.  [2]  54,  483  ; 
Chem.  Zeit.  1906,  1090 ;  Kondakoff  and  Bacht- 
sch^ff,  J.  pr.  Chem.  [2]  63,  49).  Citronella, 
Andropogon^ardus  (Linn. )  (Wright,  Pharm.  J.  [3] 
5,  233) ;  Coriander,  Coriandrum  sativum  (linn.) 
(Kawalier,  J.  1852,  624 ;  Grosser,  Ber.  14,  2485) ; 
Galansal,  Alpinia  officinarum  (Hance)  (Voffel, 
Berzehus  Ja&esb.  24,  479) ;  Geranium,  Anaro- 
pogon  Iwarancusa  (linn.).  A,  Schcenanihus  (Linn. ) 
(Jacobson,  Annalen,  157,  232) ;  Pelargonium 
radula  (L'H^ril)  (Gintl.  J.  1879,  941);  Hops, 
Humulus  lupulus  (Lmn.)  (Warner,  J.  1853,  516 ; 
Personne,  «f.  1854,  654 ;  Ossipoff,  J.  pr.  Chem. 
[2]  28,  448);  Lemon,  Citrus  medica  (Linn.) 
(Tilden,  Pharm.  J.  [3]  9,  664);  Sage,  Salvia 
officinalis  (Linn. ),  Sdwid  (Muir,  Chem.  Soa  Trans. 
37,  678) ;  Tansy,  Tanacetum  vulgare  (Linn.) 
(Bruvlants,  Ber.  11,  452);  Anffustura,  Cusparia 
febrifvga  (Humbol.),  yieldis  a  volatile  oil  contain- 
ii^g  OisHy^O,  which  ia  a  higher  homologue  of 
Borneo  camphor  (Herzog,  J.  1858,  444)  (v.  OUA, 
Essential). 

Common  and  allied  eamphon.  Laurel  Cam^ 
phor;  Dextro  Camphor.  (Camphre,  Fr. ;  Campher, 
Ger.)  C,oHi,0.  Common  camphor  is  contained 
in  all  parts  of  the  camphor  laurel,  Cinnamomum 
Camphora  (Nees  and  Eberm.),  a  tree  inhabitinc 
Japan,Formosa,  and  Central  CSiina,  and  cultivated 
for  its  foliage  in  the  south  of  Europe  and  gene- 
rally in  warm  climates.  It  occurs  also  as  a 
constituent  of  the  volatile  oils  of  Lavender,  La- 
vandula vera  (De  C.)  (Dumas,  Annalen,  6, 248;  cf. 
Black,  a.  Hanb.  478);  Rosemary,  Bosmarinus 
officinalis  (Linn.)  (Lallemand,  ibid.  114,  197); 
Sage,  Salvia  officinalis  (Linn.)  (Muir,  Chem.  Soc. 
Trans.  37,  678);  and  Spike,  Lavandula  spica 
(De  C.)  (Lallemand). 

Although  camphor  is  at  the  present  time 
manufactured  artificially,  most  of  the  camphor 
of  commerce  is  still  obtained  from  the  camphor 
laurel,  the  industry  for  many  years  being  con- 
fined to  the  interior  of  China,  the  island  of 
Formosa,  and  Japan;  though  recently  experi- 
ments have  been  undertaken  for  the  production 
of  natural  camphor  in  Florida,  German  East 
Africa,  and  Ceylon.     In  Formosa  the  camphor 
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industry  before  the  China- Japanese  war  was  nomi-  .  kept  for  from  12  to  16  hours.  After  cooling,  the 
nally  in  the  hands  of  the  Cninese,  but  owing  to  i  refined  product  is  removed  from  the  cover  by 
the  Ravage  state  of  the  interior  of  the  island,  <  slightly  heating,  and  is  then  out  into  the  desired 
and  the  unHcrupuloua  methods  of  the  dealers,  •  shape  (Drobogg,  J.  Soc.  Chem.  Ind.  1907,  38). 
it  had  declined  to  small  and  unimjiortant  ;  Purified  camphor  consists  of  colourless  trans- 
proportions.  Afterwards  Japan  assumed  the  lucent  masses  traversed  by  numerous  cracks, 
control  of  the  industry,  ana  it  was  made  a  |  or,  when  slowly  condensed,  of  hezaconal  crystals, 
government  monopoly  in  1899,  and  this  was  It  can  be  broken,  but  is  too  tough  to  admit  of 
extended  to  Japanese  camphor  in  1903.  Since  the  being  powdered  by  trituration.  This  may,  how- 
estal^ft^^'ent  of  the  monopoly  the  old  crude  |  ever,  be  readily  effected  if  a  little  alcohol  be 
methffW  of  obtaining  the  camphor  (Fliick.  a.  ;  added,  which  escapes  again  during  the  opera- 
Hanb.  513)  have  been  replaced  by  more  modem  '  tion.  Camphor  is  used  in  medicine  for  ita 
ones.  The  camphor  wood  in  the  form  of  chips  stimulant  and  antiseptic  properties,  and  it  is 
is  steamed  in  roughly  built  furnaces,  and  the  !  largely  consumed  by  the  natives  of  India, 
camphor  which  is  driven  off  is  condensed  in  i  Spgr  0*992  (lO"*) ;  m.p.  175°;  b.p.  204°.  It 
cooled  wooden  vessels,  and  freed  from  most  of  '  sublimes  to  some  extent  at  ordiicary  tempera - 
the  oil  by  draining,  crude  or  '  ffrade  B  '  camphor  tures  (c/.  Folger,  Y.  B.  Pharm.  1886,  232). 
being  thus  obtamed.  For  the  production  of  Dextrorotation^  (Landdt,  Annalen,  189,  334). 
refined  or  *  grade  A '  camphor,  the  crude  material 
is  heated  in  large  iron  retorts,  through  which  a 
current  of  air  is  passed.  For  the  first  48  hours 
only  sufficient  heat  is  applied  to  drive  off  the 
water  and  oil.  The  retorts  are  then  connected 
with  a  condensing  chamber,  the  roof  of  which  is 


Refraction  coefficient  (Kanonnikoff,  J.  pr.  Chem. 
[2]  31,  348).  Camphor,  in  common  with  chloral 
hydrate  and  some  other  substances,  rotates  in 
a  peculiar  manner  on  the  surface  of  water 
(Tomlinson,  Phil.  Mag.  [4]  46,  376 ;  Pharm.  J. 
4,  664  and  672  ;  Chem.  News,  36,  216;  37,  72  ; 
cooled  by  running  water,  and  are  heated  to  a  |  62,  50).    Water  dissolves  it  very  sparingly,  but 


high  temperature  in  order  to  volatilise  the  cam 
phor.  It  is  then  formed  into  blocks  in  wooden 
moulds  and  pressed  first  with  steam,  and  finally 
by  a  very  high  hydraulic  pressure  (Collins,  J.  Soc. 
Chem.  Ind.  1904,  75).  The  yield  of  camphor  is 
greater  in  winter  than  in  summer,  while  the 
reverse  is  true  of  the  oiL  In  summer,  a  charge 
of  120  kilos,  of  wood  gives  24  kilos.,  or  2  p.c.  of 
camphor,  and  1*8  litres  of  oil ;  in  winter,  3  Kilos., 
or  2*4  p.c.  of  camphor  and  0*6-0*7  litre  of  oiL 

Crude  camphor  appears  in  commerce  as  a 
coarse  wet  powder  of  a  ereyish-white  colour. 
Chinese  crude  camphor  is  packed  in  round 
wooden  pots  of  about  150  lbs.  net  content; 
Japanese  in  lead-lined  wooden  boxes  oontainine 
about  130  lbs.  net.  The  principal  impurities  of 
crude  camphor  are  water,  camphor  oil,  iron, 
sand,  wood,  &c.    Light  oil  of  camphor  has   a 


it  is  readily  soluble  in  alcohol,  ether,  or  chloro- 
form. Mixed  with  chloral  hydrate,  it  forms  an 
oily  liquid,  C,oH„0,Ca,CHO,H,0,  which  has 
been  employed  in  medicine  (Brown,  Pharm.  J. 
[3]  4,  729 ;  Saunders,  ibid,  [31  7,  89  ;  Cazeneuve 
and  Imbert^  Bull  Soc.  chim.  [2]  34, 209 ;  Zeidler. 
J.  1878,  646 ;  Albright,  Amer.  J.  Pharm.  1886. 
282).  Similar  combinations  take  place  between 
camphor  and  chloral  alcoholate  (Zeidler),  phenol 
(Fliickiger,  Pharm.  Chem.  2,  450),  menthol 
(Kyle,  Amer.  J.  Pharm.  1885,  429),  and  thymol 
(Symes,  Pharm.  J.  [3]  9,  698). 

Phosphoric  anhydride  removes  water  from 
camphor,  forming  cymene  C10H14,  together  with 
other  hydrocarbons  (Armstrong  and  Miller,  Ber. 
16,  2259).  With  phosphorus  pentachloride  it 
yields  camphor  dichloride  C^oHi.Cl,.  Nitro- 
camphor  C^J3.n(N0^)0  is  prepared  by  reduction 


sp.gr.    of    0'895-0-920;    b.p.     170"-180®,   and  1  of  chloronitro-camphor  (Cazeneuve,  BulL  Soc. 


contains  pinene,  camphene,  dipentene,  phellan- 
drene,  &o.  Heavy  oil  of  camphor,  having  a 
sp.gr.  of  0*960-0-970,  and  b.p.  240"-300*,  con- 
tains  sesquiterpene,  safrol,  eugenol,  cineone, 
fenchone,  terpinone,  &c.  Besides  these  com- 
pounds, both  of  the  oils  contain  a  large  amoimt 
of  camphor  in  solution.  Before  refining  crude 
camphor,  the  oil  and  water  must  be  got  rid  of,  as 
the  oil  gives  the  refined  camphor  a  fatty  touch, 
and  the  water  renders  it  opaqme.  The  elimina- 
tion of  water  and  oil  is  often  effected  by  washing 
in  a  centrifugal  machine  with  small  quantities 
of  water ;  the  liquid  draining  off  contains  both 
oil  and  water.  The  separation  is  also  done  by 
hydraulic  pressure,  or  by  crystallisation  from 
boiling  benzene  or  light  petroleum.     Besublima 


chim.  47,  920 ;  49,  92 ;  Schiff,  Ber.  13,  1403), 
and  this  by  treatment  with  sodium  amalgam  is 
converted  into  amino-camphor  CioHis(NH2)0 
(Schiff).  Of  the  bromine  derivatives,  mono- 
hromo-camphor  C^^Ki^BtO  is  employed  in 
medicine,  and  is  an  article  of  trade.  It  is  pre- 
pared by  treating  camphor  with  bromine  at 
130^,  and  crystallising  tne  mass  obtained  from 
light  petroleum.  It  may  be  purified  by  re- 
crystalUsation  (Maisoh,  Amer.  J.  Pharm.  44, 
177 ;  Gault,  TUnion  Pharm.  15,  266 ,  KeUer, 
J.  1880,  726).  From  alcohol  it  crystallises  in 
colourless  prisms  or  needles,  from  lignt  petroleum 
either  in  long  flat  prisms  or  glossy  scales.  Mono- 
bromo-camphor  has  a  weak  camphoraceoos 
odour  and  taste ;   m.p.  76** ;  b.p.  274**  (Perkin, 


tion  in  Europe  is  done  principally  in  ^lass  retorts,  |  Annalen,  SpL  4,  126).    It  is  insoluble  in  water, 
yielding  a  round  concave  cake  weigmng  6-8  lbs.,  \  but  soluble  in  alcohol,ether,  chloroform,  benzene, 


having  an  opening  in  the  centre.  In  America 
the  camphor  is  sublimed  from  flat  iron  pans  with 
iron  covers,  yielding  plates  of  about  18  inches 
square  and  1  inch  thick,  weighing  from  8  to  10 
lbs.  The  process  consists  in  mixing  the  camphor 
with  a  little  lime,  charcoal,  or  iron  filings, 
according  to  the  quality,  and  charging  each 
pan  with  about  12  lbs.  of  material ;  the  sublim- 
ing  pans  are  heated  slowly  for  2  hours,  and  then 
fired  rapidly  up  to  190**,  this  temperature  being 


the  fixed  oils,  and  sulphuric  acid.  By  the  action 
of  reducing  agents,  camphor  is  converted  into 
bomeol.  This  may  be  accomplished  conveniently 
by  adding  sodium  to  an  alcoholic  solution  of 
camphor  (Jackson  and  Menke,  Amer.  Chem.  J. 
5, 271 ;  Jackson,  ibid*  6, 406).  Hot  alkaline  per- 
manganate (Grosser,  Ber.  14, 2507)  or  nitric  acid 
(Kaoider,  Annalen,  162,  262  ;  193, 143)  oxidises 
camphor  with  the  formation  of  camphoric  acid 
CsHn(COOH),. 
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SyrUheiic  Camphor;  Inactive  Camphor. 
Camphor  manufactured  from  turpentine  oil  is 
now  being  brought  into  the  market,  and  is  com- 
petinff  with  natural  camphor.  It'  is  termed 
*  synthetic  camphor '  to  distinguish  it  from  the 
so-called  *  artificial  camphor/  which  consists  of 
pinene  hydrochloride,  and  is  unsuitable  for  the 
chief  purposes  to  which  camphor  is  applied. 
Synthetic  camphor  is  identical  with  natural 
camphor,  except  that  it  is  optically  inactive. 
The  first  commercial  process  of  obtaining 
camphor  from  oil  of  turpentine  consisted  essen- 
tially in  converting  tne  latter  into  pinene 
hydrochloride,  which  compound  by  elimination 
of  hydrogen  chloride  yields  camphene.    Cam- 

ghene  is  then  converted  into  Mobomeol,  which, 
ke  natural  bomeol,  yields  camphor  on  oxida- 
tion. Eor  the  preparation  of  pinene  hydro- 
chloride, oil  of  tur^ntine,  which  contains  about 
70  p.c.  of  pinene,  is  treated  with  dry  hvdrogen 
chloride,  whereby  solid  pinene  hydrochloride  is 
obtained,  together  with  a  liquid  hydrochloride 
which  is  not  suitable  for  the  manufacture  of 
camphene.  This  liquid  hydrochloride  contains  a 
considerable  proportion  of  the  solid  hydrochloride 
in  solution,  which  mav  be  recovered  by  oxidising 
the  oily  product  with  dilute  nitric  acid,  or  by 
treatment  with  concentrated  or  fuming  sulphuric 
acid,  which  causes  polymerisation  of  the  liquid 
hydrochloride  (Eng.  Fat.  7319,  1908).  The 
preparation  of  camphene  by  the  removal  of 
nyw>gen  chloride  irom  pinene  hydrochloride 
r  Wallach,  Annalen,  239,  6 ;  Brfihl,  Ber.  25, 147  ; 
Reychler,  Bull  Soc.  chim.  [3]  15,  371)  was  at 
first  attended  with  difficulty ;  the  yield  was  small, 
and  the  product  was  liable  to  contain  chloride. 
During  the  last  ten  years  the  following  methods 
have  been  patented  for  the  production  of  cam- 
phene in  large  quantities,  many  of  which  are 
claimed  to  give  almost  theoretical  yields  and  a 
product  free  from  chloride  :  Heating  the  hydro- 
chloride with  bases  of  the  aliphatic  series,  such 
as  methylamine,  or  with  piperazine  or  piperidine 
(U.S.  Pat.  707270,  1902);  by  heating  the 
hydrochloride     with     alcoholic,     aqueous,     or 

gaseous  ammonia  (U.S.  Pat.  707271,  1902) ;  by 
eating  with  aqueous  sodium  hydroxide  or 
ammonia  in  presence  of  a  soap  (U.S.  Pat. 
725890,  1903) ;  by  heating  with  lead  acetate  in 
fflacial  acid  solution  (Fr.  Pat.  349896,  1904) ; 
by  heating  with  a  metal  and  an  oxidising  agent, 
such  as  zinc  and  barium  peroxide  in  molecular 
proportions  (Fr.  Pat.  361333,  1905) ;  by  heating 
with  alkali  phenolate  either  anhydrous  or  in 
presence  of  water  (Eng.  Pat.  16429,  1906) ;  by 
neating  with  lime  or  other  similar  oxide  (Fr. 
Pat.  375364,  1907;  384955,  1907);  by  heat- 
ing  with  alkali*  and  alkali  or  alkaline  earth  salt 
of  sulphonic  acid  of  the  benzene  or  naphtha- 
lene series  (Eng.  Pat.  10783,  1907) ;  by  heating 
with  a-  or  iS-naphthylamine  (B.  B.  P.  206386, 
1907),  or  with  aniline  (D.  B.  P.  205850,  1907) ; 
bv  heating  with  a  meta-  or  pyro-borate,  silicate, 
phosphate,  or  arsenate  in  aqueous  solution 
(D.  B.  P.  205295,  1908);  by  heating  with 
phenol,  cresol,  or  naphthol,  and  the  carbonate  of 
an  alkali  or  alkaline  earth  metal  (Eng.  Pat. 
13902,  1909).  The  camphene  can  usually  be 
separated  by  steam  distillation.  Bertram  and 
Walbaum  M.  pr.  Chem.  [2]  49,  1)  made  the 
discovezy  that  camphene  is  converted  into  iso- 
bomeol  by  warming  with  a  mixture  of  acetic  acid 


and  a  little  sulphuric  acid,  and  decomposing  the 
resulting  t>obomyl  acetate  by  alcoholic  potash. 
This  method  is  employed  on  the  manufacturing 
scale.  Camphene  nas  also  been  directly  con- 
verted into  t«obomeol  by  boiling  in  acetone 
solution  with  half  its  weight  of  20  p.c.  H,S04 
for  10  hours,  or  in  an  autoclave  at  100°  for  a 
shorter  time  (Fr.  Pat.  385341.  1907).  The 
Mobomeol  purified  by  crystallisation  %Qm  light 
petroleum  or  benzene  is  then  oxidise]!]l||lkam- 
phor.  For  this  purpose  various  oxidisinj^'gents 
are  employed,  many  of  which  have  been 
patented.  Amongst  these  are :  potassium 
permanganate  in  glacial  acetic  acid  (Ber.  33, 
3430) ;  aqueous  solution  of  permanganate, 
employed  with  a  benzene  solution  of  Moborneol 
(Fr.  Pat.  341513»  1904) ;  potassium  permanga- 
nate in  acetone  solution  (D,  B.  P.  38311,  note) ; 
chlorine,  either  gaseous  or  in  solution  (Eng.  Pat. 
28035,  1904) ;  chromic  acid  or  chromates  at  a 
temperature  of  90''  (Eng.  Pat.  26779,  1904); 
nitric  acid  in  which  the  presence  of  '  nitrous 
oxide'  is  essential  (Eng.  Pat.  9857,  1907); 
oxygen,  oxides  of  heavy  metals  or  peroxides 
(Fr.  Pat.  385352,  1907).  According  to  U.S. 
Pat.  790601,  1905,  wbomyl  acetate  and  other 
isobomyl  esters  can  be  directlv  oxidised  to 
camphor  without  previous  saponification. 

Camphene  can  also  be  directlv  oxidised  to 
camphor  (Armstrong  and  TUden,  Ber.  12,  1756), 
and  the  following  processes  have  been  patented  : 
Treatment  with  ozone  at  a  t(taiperature  of  80** 
(Eng.  Pat.  21294,  1890) ;  treatment  with  hot 
air  or  oxygen  (Eng.  Pat.  3555, 1896) ;  oxidation 
by  potassium  permanganate  in  acetone  solution 
(addition  to  Fr.  Pat.  349896,  1904) ;  treatment 
of  camphene  at  180°  with  an  ondising  agent 
such  as  chromic  acid  converts  it  into  oxonide, 
CioHj^Os,  which  loses  oxygen  on  treatment 
with  water,  and  is  converted  into  a  lactone, 
camphenolide,  which  yields  camphor  on  heating 
in  presence  of  water  (Fr.  Pat.  361333,  1905) ;  , 
oxidation  with  a  per-  salt  of  potassium  and 
sulphuric  acid  (Fr.  Pat.  389092,  1908). 

Another  method  of  obtaining  svnthetic 
camphor  depends  on  the  formation  of  bomyl 
esters  by  the  direct  action  of  various  organic 
acids  on  turpentine  oiL  The  working  of  the 
following  process  was  undertaken,  in  1902,  by 
the  Ampere  Electro-Chemical  Co. ;  anhydrous 
turpentine  was  heated  at  120°- 130°  with  anhy- 
drous oxalic  acid,  and  the  resulting  product, 
supposed  to  consist  of  a  mixture  of  Domeol, 
camphor,  bomyl  oxalate,  and  formate,  with 
waste  polymerisation  products,  was  saponified 
with  lime  and  distilled  with  steam.  The 
resultant  camphor  and  bomeol  were  separated 
and  oxidised  to  convert  the  bomeol  into 
camphor.  The  assumption  of  the  direct  forma- 
tion of  camphor  by  the  action  of  oxalic  acid  on 
pinene  has  since  been  proved  to  be  erroneous. 
A  large  amount  of  by-products  are  obtained, 
while  the  amount  of  bomeol  or  Mobomeol  formed 
is  not  sufficient  to  ensure  the  commercial  success 
of  the  process,  which  seems  to  have  been  aban- 
doned (Pond,  J.  Soc.  Chem.  Ind.  1907,  385). 
Similar  methods,  based  on  the  direct  formation 
of  bomyl  esters  from  pinene  hydrochloride,  have 
been  patented:  a  solution  of  pinene  hydro- 
chloride and  an  alkali  formate  or  oxalate  in 
alcohol  and  water  is  heated  for  10  hours  to  120° 
(Eng.  Pat.  5549.  1904);    pinene  hydrochloride 
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in  aoetio  acid  aolation  is  heated  with  lead 
acetote  (Fr.  Pat.  349896,  1904) ;  aceUte, 
Btearatc,  or  phenate  of  Bodiam,  potassium,  cal- 
cium, or  other  metals,  with  an  excess  of  eithet 
acetic  acid,  stearic  acid,  or  phenol,  in  presence  of 
a  dehydrant,  are  shaken  with  the  solid  pinene 
hydrochloride  (Fr.  Pat.  382790,  1906);  by 
heating  pmene  hydrohalogenides  with  fatty 
acids  and  a  halogen  compound  of  zinc  in  presence 
of  cobaltous  chloride  or  other  suitable  inorganic 
salt  (Eng.  Pat.  22129,  1907). 

(For  analyses  and  points  of  difference  between 
natural  and  commercial  synthetic  camphor,  nee 
Crane  and  Joyce  (J.  Soo.  Chem.  Ind.  1907, 386), 
and  Lohmann  (Ber.  deut.  Pharm.  Ger.  19,  222).) 

Latvo  camphor ;  Matricaria  camvihor. 
This  camphor  occurs  naturally  in  the  volatile 
oil  of  Feverfew,  PyretArttm  PariKenium  (Sm.) 
(Chautard,  Compt.  rend.  37,  166) ;  and  in  the 
oil  obtained  from  the  fresh  twigs  and  leaves  of 
Ariemitia  nana  (Pursh.)  (Whittelsey,  Chem. 
Zentr.  1900,  vL  2160).  It  can  be  prepared  by 
oxidation  of  camphene  obtained  from  lasvoro- 
tatorv  pinene  (Riban,  BuU.  Soc.  ohim.  24,  19), 
and  by  oxidation  of  2-bomeol  with  nitric  acid 
(Pope  and  Harvey,  Chem.  Soc.  Trans.  79,  76). 
It  oiffers  from  common  camphor  only  in  its 
behaviour  towards  polarised  Ugnt. 

The  following  are  the  most  important  vola- 
tile oils  which  contain  isomerides  of  camphor : 
Afbor  vita.  Thuya  ocddentalis  (Linn.),  Thujol 
(Jahns,  Arch.  Pharm.  221  748);  Chamomile 
An^mis  nobiU9{  Linn.  ),iln<Amo2(Kobig,  Annalen, 
196,  95) ;  Cowbane,  CictOaviroaa  (Linn.)  (Trapp, 
J.  1858,  444) ;  Galbanum,  one  of  the  products  of 
the  distillation  of  galbanum  resin  (Kachler,  Ber. 
4»  39 ;  Mossmer,  Annalen,  119,  267) ;  German 
Chamomile,  Mairicaria  cAamomt7Za(  Linn.)  (Kach- 
ler, Ber.  4,  36 ;  Bizio,  J.  1861,  681) ;  Hvssop, 
HyMopua  officinalis  (Linn.)  (Schmidt,  Lehrb.  Ph. 
Ch.  2, 830);  Elecampane,  Inula HeUnium  (linn.). 
Inula,  or  Alant  camphor,  a  liquid  with  the  odour 
of  peppermint,  which,  when  treated  with  phos* 
phoric  anhydride,  yields  oymene,  and  with 
chromic  acid,  terephthalic  acid  (Kallen,  Ber.  9, 
164) ;  Nutmeg,  Myri^ica  fragrana  (Houtt.), 
Myristicol  (Wrijght,  Ber.  6,  147) ;  Pennyroyal, 
Meniha  Pvkgium  (Linn.)  (Kane,  Annalen,  32, 
286;  BuUeroff,  J.  1864,  694) ;  Pichurim  Beans, 
Nectandra  Puchwry  (Nees),  (Mailer,  J.  1853, 
614) ;  Sage,  Salvia  officinalia  (Linn.),  m.p.  174^  ; 
b.p.  206''  (Muir,  Chem.  Soc.  Trans.  37,  678) ;  and 
Wormwood,  Artemisia  Absinthium  (Linn.),  ^46- 
sinihol  (Beilstein  and  Kupffer,  Annalen,  170, 290). 

The  more  important  homologues  of  common 
camphor  are : 

SfaHco  camphor  CitHjoO,  contained  in  the 
volatile  oil  of  matico  leaves.  Piper  angustifolium 
(Ruiz  and  Pavon),  which  on  standing  deposits  the 
camphor  in  crystals;  m.p.  94^.  Concentrated 
hydrochloric  acid  colours  it  intense  violet,  chang- 
ing to  blue  and  green  (KUgler,  Ber.  16,  2841). 

Cedar  campMr  Ci(Hs(0,  a  crystalline  mass 
obtained  from  the  volatile  oil  of  Juniperus 
virginiana  (Linn.)-  m.p.  74%  b.p.  282^.  Yields 
cedrene  CibH,4,  when  treated  with  phosphoric 
anhydride  (Walter,  Annalen,  39,  247  ;  48,  35). 

Cubebs  camphor  C|(Hs.O,  a  constituent  of 
the  volatile  oil  of  the  old  fruits  of  the  Piper 
Cubeba  (Linn.).  The  crysUls  melt  at  68-7**-70° 
(W.),  65^  (S.),  67*»  (S.  and  W.) ;  b.p.  US'"  (S.). 
Dehydrated  by  sulphuric  acid,  cubAene  Ci^E.^^ 


is  formed  (Blanchet  and  Sell,  Annalen,  6,  294 ; 
Winckler,  ^id.  8,  203  ;  Schmidt,  Zeite.  t  Chem. 
1870,  190 ;  Schaer  and  Wyss,  J.  1876,  497). 

Ledum  camphor  CnH^O  (7),  obtained  from 
the  volatile  oil  of  Marsh  Tea,  Ledum  palustre 
(Linn.).  Needles,  m.p.  104'*-105** ;  b.p.  292^.  By 
the  action  of  phosphoric  anhydride,  the  sesqut- 
terpens  CitH,^  is  fojrmed  (Rizza,  J.  R.  19,  319  ; 
Trapp,  Ber.  8,  542 ;  Hjelt  and  Collan,  ibid.  16, 
2601;  Hjelt,  a»M2.  28,  3087). 

Patchouli  camphor  Ci|H,,0  (?),  a  crystalline 
camphor  contained  in  tne  volatile  oil  of  Pogo- 
stemon  Heyneanus  (Benth.) ;  m.p.  54**'-59** ;  b.p. 
206%  By  the  action  of  acetic  siihydride  it  loses 
water  and  forms  patchoulene  Ci,Ht«  (Gal,  Compt. 
rend.  1869,  68»  406;  Montgolfier,  BulL  Soc. 
chim.  28,  414 ;  Maisch,  Amer.  J.  Pharm.  1884, 
84). 

Sandalwood  camphor,  SanJUM,  a  liquid  cam- 
phor obtained  from  the  volatile  oil  of  SanUdum 
aOmm (linn.);  b.p.  310*  (Chapoteaut,  BuU.  Soc. 
chim.  37, 303).  Santalol,  known  commeroiaUy  as 
gonorol,  prepared  from  sandalwood  by  heating 
with  a  Uttle  alooholio  potash,  contains,  besides 
sesquiterpenes,  an  alooholio  constituent  which 
can  be  separated  into  a-santalol  and  jS-santaloL 
a-SantaloI  CicHaaOH  forms  the  chief  constituent 
of  the  oH  It  is  a  thick,  colourless  liquid  with  a 
faint  odour  of  sandalwood,  b.p.  301*^-302^, 
feebly  dextrorotatory.  i3-Santalol  is  isomeric 
with  a-santalol  and  is  lorvorotatory  (Soden  and 
Mailer,  Chem.  Zentr.  1899,  L  1082;  Soden, 
Arch.  Pharm.  238,  353). 

Thyme  and  allied  eamphon.  Thymol  C.^'E.fi, 
i.e.  C.H,-Me'(OH)-Pr.  [1:3: 4]. 

Thymol  is  a  constituent  of  the  volatile  oils 
of  Ajowan,  Carum  copticum  (Benth.  and  Bork.) 
(Haines,  Chem.  Soc.  Mem.  8,  289 ;  Stenhouse, 
Annalen,  98,  269  and  307  ;  MOUer,  Ber.  2,  130) ; 
Garden  Thyme,  Thymus  vulgaris  (linn.)  (Doveri, 
Annalen,  64,  374 ;  Lallemand,  Ann.  Cbim.  Kys. 
[3|  49,  148) ;  Horse  Mint,  Monarda  vunetata 
(Lmn.)  (Arppe,  Annalen,  58,41),and  togetner  with 
carvaorol  m  Wild  Thyme,  Thymus  SerpyUum 
(Linn.)( Jahns,  Ber.  15, 819;  Febre,  J.  1881, 1028). 
To  extract  it,  the  oils  are  shaken  with  a  solution 
of  caustic  soda,  when  the  thymol  passes  into  the 
aqueous  portion  in  the  form  of  a  soluble  sodium 
S8lt,and  is  thus  separated  from  the  hydrocarbons. 
The  alkaline  solution  is  acidified  with  hydro- 
chloric acid,  which  precipitates  the  crude 
camphor.  It  may  then  be  purified  by  crystaDisa- 
tion  from  glacial  acetic  acid  or  slcohoL  Another 
plan  is  to  submit  the  oils  to  fractional  distillation 
and  to  precipitate  the  thymol  from  the  heavier 
portions  of  the  distillate  by  the  application  of 
cold  {v.  Oils,  Essential). 

Tnymol  has  the  odour  of  thyme  and  a  warm 
pungent  taste ;  in.p.  60^ ;  b.p.  222**  (StMihouse), 
230^  (Lallemand).  It  is  sparinglv  soluble  in 
water,  but  very  soluble  in  alcohol,  ether,  and 
alkaline  solutions.  It  forms  a  liquid  with  men- 
thol (Kyle,  Amer.  J.  Pharm.  1885, 429),  camphor 
(Symes,  Pharm.  J.  [3]  9,  598),  berberine  (Uoyd, 
New  Remedies,  1881,  195),  but  not  with  chloral 
hydrate  (Symes ;  cf,  Mazzara,  Gazz.  chim.  ital. 
13,  272).  If  a  solution  containing  thymol  be 
warmed  with  half  its  volume  of  glacial  acetic  acid 
I  together  with  more  than  its  volume  of  sulphuric 
I  acid,  a  deep  red-violet  colour  is  developed.  This 
'  reaction  is  obtained  even  in  very  dilute  solutions 
>  (Robbert,  J.  Th.   1881,   109 ;    Wolff,  Zeitsch. 
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anaL  Chezn.  22,  96).  (For  other  test  reactions, 
see  Stormer  (Arch.  Pharm.  [3]  25,  36 ;  Pharm. 
Zeit.  31, 744 ;  Hirschsohn,  Pharm.  J.  [3]  12,  21). 
For  colour  reactions  with  sugars,  v.  lindo  (CSiem. 
News,  65,  239).) 

Phosphoric  anhydride  rolits  the  thymol 
molecule  into  propylene  GJEL^  and  m-  cresol 
G,H4Me*OH[l:3].  Phosphorus  pentasulphide 
deoxidises  it  witn  the  formation  of  p-  cymene 
C,H«*Pr-Me[l :  41  (Fittica,  Annalen,  172,  305). 
Well-defined  saU$  are  formed  with  sodium 
CtpHi,*ONa,  mercury  C,oH,s*HgOH,  and  alu- 
minium (C,oH.,0)aiu.  Bv  the  action  of  nitrous 
acid  on  thvmoi,  isoniWosoikymfA  GioH,,(N-OH)0 
is  obtainea  in  yellow  needles  (Schin,  Ber.8, 1500), 
and  from  this  compound  niiroOiymcl 

C,oH„(NO,)0 
(Schiff)  and  amincthymol  C,qHi,(NH,)0  are  de- 
rived. Methf^  eiher  Gi qH.  sOMe  (Engelhardt  and 
Latschinoff,  Zeitsch.  f.  Ghem.  1869,  43) ;  Sihyl 
eiher  G|oH|t*0£t  (Jungfleisch,  Zeitsch.  f.  Ghem. 
1865,  532);   Acetaie  GioH„*OAc  (Patemb,  Bull. 


(E.  and  L.).  (CioHj,0),HO,PO  (Kreyder,  Ber. 
18, 1705;  Discalzo,  Gazz.  chim.  ital.  15, 280),  and 

(CioHuO)(HO)^PO 
(D.,  loc.  eit). 

For  estimation  of  thymol  in  essential  oils, 
Kremers  and  Sohreiner  (Ghem.  Zentr.  1897,  iu 
147)  recommend  the  following  process :  A 
known  weight  of  the  sample  is  mixed  in  a  glass- 
stoppered  burette  with  an  e^ual  volume  of  light 
petroleum  and  agitated  with  5  p.c.  aqueous 
potash  till  no  further  diminution  of  the  oily  layer 
takes  place,  and  a  drop  of  the  oil  dissolved  in 
20  drops  of  chloroform,  on  gently  warming  with 
a  small  piece  of  sodium  hydroxide,  does  not  turn 
red.  The  alkaline  liquia  can  be  titrated  with 
iodine,  but  it  appears  the  results  obtained  by 
titration  are  about  3  p.c.  lower  than  the  decrease 
in  volume.  (For  iodometric  estimation,  see  also 
Messinger  (J.  pr.  Ghem.  [2]  61,  247).) 

Thymol  is  used  in  medicine  as  an  anti- 
septic. 

Camphors  isomeric  with  thyme  cam- 
phor, darvol  G,oH,,*OH  is  a  liquia  isomeride 
contained  in  the  following  volatile  oils :  Garaway- 
seed,  Carum  carvi  (L.)  (Volckel,  Annalen,  85, 
246) ;  Dill-fruit,  Peucedanum  graveclens  (Hiem) 
(Nietzki,  N.  Handb.  Ghem.  2,  986) ;  Spearmint, 
Mentha  viridis  (Linn.)  (Gladstone,  J.  1863,  548), 
and  Grisped  Mint,  Mentha  aquatica  (Linn.) 
(Schmidt,Lehrb.  Ph.  Ghem.  2, 845).  Garvol  is  dis- 
tin^ished  from  other  constituents  of  volatile  oils 
by  its  power  of  combining  directly  with  sulphur- 
etted hydrogen  to  form  the  crystalline  hydrostU- 
phide  (G,oHi40).H^  (e/.  Fluckiger.  Ber.  9,  468). 
Carvaerol,  cymophenol  (GeH,-MeTOH),Pr)[l :  2 : 4  ] 
is  a  thick  oil  closely  related  chemically  to  thymol. 
It  ii  formed  by  distilling  carvol  in  presence  of 
solid  phosphoric  acid  or  caustic  potash,  and 
occurs  in  tne  following  volatile  oils :  Origanum 
hiHum  (Linn.)  (Jahns,  J.  1879,  942) :  Satureia 
hortensis  (Linn.)  (JiJms,  Ber.  15,  816) ;  8.  mon- 
tana  (Linn.)  (Haller,  Bull.  Soc.  chim.  37,  411); 
and  Thymus  SerpyUum  (Linn.)  (Jahns,)  {y,  also 
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CANADA  BALSAM  v.  Balsams;  and  Olbo- 

EBSINS. 

CANADA  PITCH  or  HEMLOCK  SPRUCE 
RESIN  V,  Resins. 

CANADOL.    Petroleum    ether    or    ligroi'n. 
That  portion  of  refined  petroleum  which  boils 
at  about  60^  and  has  sp.gr.  of  0'65  to  0*70  consists  ' 
mainly  of  normal  hexane  (v.  Pabaffzn;  and 
Petboleum). 

CANANGA  OIL  v.  Oils,  Essential. 

CANARIN.  A  yellow  colouring  matter  ob- 
tained by  the  action  of  bromine  or  a  mixture  of 
potassium  chlorate  and  hydrochloric  acid  or 
ammonium  persulphate  upon  potassium  or 
ammonium  tniocyanate;  it  probably  consists 
of  G8H|ONaS7  (Goldberg,  J.  pr.  Ghem.  1901,  ii. 
63,465;  64,439;e/.H.Schmid,DingLpoly.  J.251, 
4 1 ).  ( For  details  of  mode  of  preparation,t;.tMii.253, 
130  ;  also  J.  Soc.  Ghem.  Ind.  3,  476.)  Gloth  dyed 
with  oanarin  resists  light  and  soap.  Neither 
concentrated  acids  nor  aJkaJis  destroy  it  or 
dissolve  it  out  of  the  fibre.  Bleaching  powder 
has  no  action  upon  it.  Acts  as  a  mordant  for 
basic  aniline  dyes. 

CANDEULLA  WAX.  A  wax  obtained  from 
Gandelilla  or  Mexican  wax  plant,  growing  in  a 
number  of  Mexican  states.  Hard,  opaque,  and 
colourless  solid;  sp.gr.  0*9825;  m.p.  67°-68''. 
Soluble  in  chloroform  and  carbon  disolphide. 
Appears  to  consist  largely  of  pentriacontane 
G,oH|s  i^ee  Waxes). 

CANDLES.  Gandles  represent  some  of  the 
most  ancient  and  most  useful  forms  of  illumi- 
nants.  The  excellence  of  a  candle  depends  on 
the  nature  of  the  wick  and  of  the  combustible 
matter,  and  on  the  manner  and  extent  in  which 
these  are  apportioned^  The  prototype  of  the 
candle  was  undoubtedly  the  torch,  which  must 
be  regarded  as  a  huge  wick  with  the  minimum 
amount  of  combustible  matter,  this  proportion 
being  gradually  altered  until  the  ratio  used  at 
present,  viz.  about  1  part  wick  to  50  parts  of 
combustible  matter,  is  reached. 

The  following  table  shows  the  stages  in  the  develop- 
ment of  candles. 

Torch.    Pine  branches  or  slips  (Lat.  tceda), 
saturated,  naturally  or  artificially,  with 
resinous  or  fatty  matter. 
L  in  k.    Rope-strands  steeped  in  rosin,  tar,  or 
pitch ;  in  olden  times,  doubtless,  in  asphalt 
or  bitumen. 
Flam  beau.  A  core  of  hemp,  soaked  in  rosin 
and  coated  with  crude  beeswax.    Later, 
the  outer  coat  was  made  of  bleached  wax. 
Dips.  Wicks  of  rush-pith  (rush-lights),  crude 
flax  or  cotton,  and  subseauently  of  twisted 
cotton  yam,  coated  with  beeswax  or  tallow 
by  repeated  dippings. 
Moulds.  ( Introduced  about  the  15th  century 
by  the  Sieur  de  Brez.)    Hard  tsllow,  sper- 
maceti, stearine,  or  paraffin  wax,  oast  round 
the  wick  in  a  mould. 
In  addition  to  these  varieties  may  be  men- 
tioned rolled,  foured,  and  drawn  candles. 

Dips,  the  cneapest,  as  well  as  the  oldest  form 
of  candle,  were  made  until  comparatively  lately 
of  tallow  or  household  grease.  Beeswax  candles 
were  mostly  poured,  drawn,  or  rolled.  The 
great  advantage  of  the  *  dip '  lies  in  the  ease 
with  which  it  can  be  made.  The  thrifty  house- 
keeper was  wont  to  set  aside  the  superfluous 
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kitchon  fat  for  mdting  d»7,  wban  put  went  to  <  the  oomot  dimeiuknu  by  mBunriog  with  ■ 
nwke  wwp,  vhiltt  toe  twrder  portions  were  piece  of  t&pe.  After  btbi;  two  or  thieeponringt. 
formed  into  ondlei.  The  fat  wae  thrown  into  aooording  to  the  weather,  the  hoope  are  hung  in 
boiling  water  and  boiled  three  or  four  times  with  a  current  of  air  to  cooL  When  the  candles  are 
a  littlo  wit  to  '  render  '  it.  The  dirt  and  im-  of  the  requisite  thicknese,  thej  are  wvend  from 
parities  being  removed  by  subsidence,  the  clean  the  frame  and  placed  on  a  smooth  marble  slab, 
uquid  (at  was  run  through  a  strainer  into  the  The  operator  then  rolls  them  to  and  fro  under  a 
oandle  pan.  Some  akill  and  ezperienoe  were  board,  on  which  he  Wns  with  his  full  weight, 
required  to  tegnlate  the  temperature  of  the  hj  this  process,  which  requires  much  skill  and 
melted  faL  II  too  hot,  the  liquid  fat  would  ran  practice,  the  irregnlarities  (ue  smoothed  away, 
off  the  wiolu ;   if  loo  cold,  the  material  would    and  the  candles,  m  the  hands  of  a  skilfol  work- 

ooogeal  too  quickly  and  adhere  to   the  wicks    :  *       

iiTegularly  and  in  lumps.  In  households  these 
womd  be  ruahea,  divested  of  their  peel  with  the 
exception  of  a  thin  strip  which  wsh  left  to  give 
strength  to  the  pith.  These  were  usually  tied 
in  bunches  of  fonr,  so  that  one  wick  could  be 
held  between  each  pair  of  fingers.  Knd  thus  be 
immersed  in  the  liauid  fat.  A  short  time  was 
allowed  after  each  dipping  to  cool  the  last  coat. 
Four  dippings  mostly  imfHoed,  when  the  finished 
candlea  were  hung  up  in  an  airy  loft  to  harden  . 
and  whiten. 

In  dips  as  manufactured  on  a  laxge  scale,  the 
wiclu  are  of  twisted  cotton,  and  are  strung  on 
rods,  each  rod  holding  eight.  The  workman,  i 
holding  an  eud  of  the  rod  in  either  hand,  first  ' 
immerses  the  wioks  in  very  hot  tallow,  in  order 
that  their  fibres  may  be  thoroughly  saturated, 
and  then,  as  each  rod  is  ready,  it  is  slid  on  to  a 
cross  frame  to  cool ;  the  wicks  are  then  re- 
dipped  in  tallow  at  a  temperature  httle  above 
its  solidifying  point,  till  tjie  desired  weight  is 
obtained.    As  arule  four 'dippings'  arc  required,     i 

Hany  devices  exist  for  reducing  labour  and  Obviously  this  process,  which  involves  much 

ensuring  uniformity  of  result  in  manufacturing  .  skilled  labour,  must  render  beeswax  candles  very 
dips.  Of  these  contrivances,  the  '  Edinburgh  |  expensive.  They  are,  indeed,  the  meet  costJy 
wheel '  is  the  best  known.  It  consists  of  a  long  form  of  illuminant.  Their  use  is  oonGned  to 
pole,  pivoted  vertically,  and  having  mortises  churches  and,  to  a  amall  extent,  to  carriage 
cut  about  its  centre  through  which  pass  long  lamps,  in  which  formnly  no  other  candle  comd 
wooden  bars,  each  pivoted  at  its  centre  on  an  be  employed,  by  reason  of  the  stiong  spring, 
iron  pin.  These  bars  carry  frames  at  their  ex-  although  now  several  efficient  subatifattes  exist 
tremities,  esch  of  which,   in  their  turn,  holds    and  are  in  use. 

about    eight    wick-rods.      The    post   revolves.  To  undersl-and   the  favour  which  beeswax 

and  aa  each  bar  with  its  frame  passes  over  the  i  oontinued  to  enjoy  long  after  the  introduction  of 
melting  pan,  it  is  pulled  down,  so  as  to  immerse  steorine  and  paraffin  wax  candles,  which  are  not 
the  wiclis.  The  opposite  frame  restores  equili-  only  much  cheaper,  but  give  a  better  light,  we 
brium,  and  the  rotating  and  dipping  are  pro-  must  take  several  cireumstances  into  account. 
ceeded  with  until  the  proper  weight  is  obtained,  ,  The  Hist  and,  doubtless,  the  most  cogent  fact 
which  is  signalled  by  some  contrivance  on  the  lies  in  the  sharp  contrast  which  formerly  ob- 
post,  itself  the  object  of  much  inventive  in-  ;  tained  between  beeswax  and  tallow,  a  contrast 
genuity.  The  most  perfect  apparatus  of  this  \  which  finds  mention  in  many  a  tale  of  social  life, 
kind  was  patented  by  Price's  Candle  Company  '  even  as  far  back  aa  the  times  of  Eoroun  Alroa- 
and  worked  at  the  Inventions  Exhibition  in  chid.  The  candle  at  one  period  was  absolutely 
London  in  1S85.  the  only  means  of  illnmination  available,  and 

Roll«d,  poured,  and  drawn  eandlei.  Rolled  formed  a  very  considerable  item  in  the  hooaehold 
candles  are  now  almost  obsolete.  Formerly,  the  expenses.  As  only  the  rich  could  afford  this 
larger  sizes  of  church  candles  were  mado  by  luxury,  the  beeswax  candle  became  intimately 
'  rolling '  a  cake  of  warm  wax,  kneaded  until  it  associated  with  the  other  signs  of  wealth,  as 
was  plastic,  round  a  wick,  and  imparting  the  essential,  indeed,  as  arms  or  silver  plate.  The 
necessary  smoothness  and  uniformity  by  means  introduction  of  spermaceti,  in  the  middle  of  the 
of  a  rolling-pin.  This  process  has  now  been  ISt^century.greatlyaffeetedtheuBeof  beeswax, 
entirely  superseded  by  that  of  '  pouring, '  and  this  was  quickly  followed  by  the  adoption  of 
'  Drawing '  u  resorted  to  only  in  the  cose  of  j  gas  in  honaee.  Within  the  lut  decadee,  the 
cables  of  small  sizes,  and  tapers.  |  electric  light  has  replaced  both  beeswax  and 

In  pouring,  a  similar  apparatus  to  that  used  spermaceti  candles  in  bouses  where  for  oentnries 
in   dipping    is  employed,   but   instead   of   the    no  other  light  was  known. 

wicks    being   dipped,   the    melt«d    beeswax    is  To  adapt  the  beeswax  as  it  comes  from  the 

poured  over  tbem  whilst  the  frame  is  kept  in  '  hive  to  the  requirements  of  the  ohaadler,  but 
rotation  (Fig,  1),  In  the  larger  sizcH,  the  wicks  little  is  needed  beyond  the  ordinary  cleansing 
have  to  be  reverned  from  time  to  time  to  ensure  processes.  The  clean  beeswax  is  run  from  the 
a  uniform  thickness.     The  workman  ascertains    '  copper  '  over  a  rapidly  rotating  dram  into  cold 


water,  by  which^ieatis  li  becomM  divided  into 


The  same  device  was  again  patented  in  (ietmany, 
bj  Varenkamp,  as  Ute  aa  1889. 

But  the  introduction  of '  braided  '  or  '  plaited  ' 
wicks  by  Cambac^res  ( in  1826)  rendered  such  pre- 
caations  voneceeaarf.  the  flat  form  of  the  wick, 
aa  now  made,  imparting  a  auflicient  tendency  to 
curve  and  bend  outside  the  flame,  where  the 
cotton  CBQ  bnm  completely.  Now  all  except 
tallow   dip   candles   are   provided   with   these 

Before  the  wick  can  be  used  by  the  candle 
maker,  it  has  to  bo  '  pickled,'  i.e.  soaked  in  a 
solution  of  certain  chemicals,  which  vary  with 
the  nature  and  purpose  of  the  cotton.  The 
preparation  of  these  solutions  forms  one  of  the 
chief  items  in  the  manufacture  of  a  good  candle, 
3  carry  it  out  thoroughly  demands  con- 
siderable practical  experience ;  for  the  wick 
itself  varies  much  in  its  composition,  eBpeciaJly 


for  mannfactDring  '  spills '  or  lighting-wicks  and 
the  little  tapers  used  for  decorating  Chriatmas- 
trees,  but  hiere  also  st«nrine  in  the  former  and 
patnfBn  wax  in  the  latter  have  gradually  dis- 
placed beeswax. 

MotildOattdla. — The  chief  variety  of  candles 
now  mode  are  mould  cnndlee.  In  order  to 
ensure  the  proper  hnmbg  of  a  candle,  great 
attention  most  ne  bestowed  upon  the  prepara- 
tion of  the  wick,  which  is  to  the  candle  what  the 
burner  is  to  the  gas.  Till  about  1820  the  only 
wieks  used  were  made  of  twisted  cotton  yam, 
still  to  be  seen  in  tallow  dips.  No  means  fur 
consuming  the  wick  beins  employed,  snuflers 
had  to  be  used  to  remove  the  charred  and  glow- 
bg  end.  Several  expedients  were  devised  to 
bring  the  wick  automatically  into  contact  with 
the  air,  aad  thus  cause  it  to  be  consumed  as  the 
caD<Ue  burnt.  The  best  of  these  consisted  in 
twisting  the  wick  round  a  rod,  and  while  in  a 
state  of  tension,  coating  one  side  with  size  or 
other  stiffening.  This  imparted  a  tendency  to 
turn  outwards  and  curl  over,  which  to  a  great 
extent  obviated  the  use  of  snulfeni.  Palmer,  in 
1S52,  invented  a  simple  means  for  achieving  the 
same  result  more  thoroughly  by  introducing  a 
fine  thread  coated  with  metallic  bismuth  into  the 
substance  of  the  wick,  which  thread  ;he  called 
the  '  doctor.'  When  ignited,  the  easily  fusible 
metal  formed  a  globule  on  the  end  of  the  cotton, 
which  by  its  weight  bent  the  wick  out  of  the 
flame  into  the  air.  when  the  oxygen  could  com- 
bine with  the  incandescent  CBrboa,  whilst  the 
bismuth  was  volatilised.  So  sacoessful  wu  this 
device,  that  Palmer's  '  metallic  wick '  candles 
achieved  great  popularity,  especially  for  burning 
in  candle  lamps,  for  which  large  candles,  some- 
times weighing   two   pounds,   were   employed. 


carefully  woven.  Then  again,  a  paraffin  candle 
requires  a  thin  wick  to  check  a  too-rapid  supply 
of  the  liquid  fuel.  A  beeswax  or  n>erm  candle, 
on  the  other  hand,  where  the  melted  material 
is  less  mobile,  or  has  less  tendency  to  smoke, 
needs  a  thicker  wick.  The  nature  of  the  com- 
bustible, its  melting-point,  viscosity,  and  burn- 
ing powers  ;  the  compounding  of  a  suitable 
material  by  "''""g  candle  materials  from  several 
sources;  the  selection  of  a  wick  that  in  nnmber 
of  threads,  structure,  and  substance  is  adapted 
to  the  special  material  chosen ;  the  subsequent 
treatment  of  this  with  such  salts  as  will  correct 
ot  enhance  its  tendenoiee ; — these  are  some  of 
the  points  which  must  be  considered  before  pro- 
ceetflng  with  the  more  mechanical  operations 
involved  in  candle  making. 

The  wicks,  which  arrive  at  the  factory  from 
the  cotton  spinner  in  hanks,  are  placed  two  ot 
three  days  before  being  wanted  m  the  appro- 
priate pickling  solution.  The  object  of  '  pick- 
ling '  the  wick  is  to  counleract  either  '  ashing  ' 
or  '  smoking,'  two  great  defects  to  which  the 
candle  is  liable.  The  '  pickling  '  retards  the  too 
rapid  combustion  of  the  cotton,  and  vitrifies  it 
slightly,  so  that  when  the  wick  protrudes  from 
the  flame  any  ash  can  drop  o&  readily.  In  order 
to  ensure  the  ready  lighting  of  a  candle,  it 
has  been  proposed  (Haase,  Fr.  Pat,  342527) 
to  impregnate  the  protruding  end  of  the  wick 
with  a  B^ution  of  celluloid  in  acetone.  Borax, 
nitre,  sal  ammoniac,  potassium  chloride  or 
chlorate,  and  ammonium  phosphate,  are  the 
principal  salts  employed  for  pickling ;  though 
almost  every  manufacturer  has  bit  own  recipe. 
The  proportion  of  the  salt  to  water  is  usudly 
i  about  2  oz.  to  1  quart.  The  wicks  are  ateeped 
.  in  the  solution  for  about  24  hours,  after  which 
they  are  placed  on  a  perforated  shelf,  to  allow 
the  bulk  of  the  liquid  to  drain  o9,  and  then 
I  transferred  to  a  centrifugal  machine  rotating  at 
a,  speed  of  nearly  1000  revolutions  a  minute, 
I  where  the  rcsidusJ  water  is  cipeUed  without  the 
slightest  torsion  or  other  disturbance  in  the 
structure  of  the  threads,  which  would  be  almost 
I  inevitable  in  any  other  process.  The  hanks, 
still  slightly  damp,  are  placed  in  a  cupboard 
heated  by  steam,  and  flnally  hung  up  in  an 
'  airy  room  until  required.  The  amount  of  salt 
'  remaining  in  the  fibre  must,  of  course,  be  very 
I  small,   but   it   is   qnite   sufficient   to   influence 


materiall;  the  buroing  of  the  cuidle.  The  wick 
is  Dezt  traniferred  to  the  apooLi,  froni  which  it 
puaea  to  the  moqlding  machine.     This  tuk  is 

erforDMHl  by  boya,  who  wind  the  wick  off  the 
jik  preTioualy  stretohed  on  a  circular  rotating 
frame,  on  to  spools'  or  bobbins  on  spindlM 
(Fig.  3).  As  they  wind,  they  let  tbe  wick  run 
throiub  their  finKers,  to  detect  uiy  kiiotg  or  other 
in^imrities,  which  might  interfere  with  the 
burning  of  the  candle.  The  spools  are  now 
ready  for  transport  to  the  machine,  invented  by 
Cahouet  in  ISfiO.  The  old  'hand-frame,'  the 
forenmner  and  prototype  of  the  present  compli' 
cated  apparatus,  consist*  of  a  cluster  of  pewter 
moulds,  introduowi  in  1724  by  Freitag,  held 
together  by  wooden  collars  at  either  end.  Each 
moald  is  traversed  longitudinally  by  a  wick, 
which  is  secured  by  ■  p^  at  the  top  and  wire 
at  the  baas,  and  it  has  to  be  pro- 
vided with  a  little  loop  of  cotton, 
through  which  a  wire  is  passed. 
I  The  butt  ends  of  the  moulds 
open  into  a  trough  about  1  inch 


Fro.  3. 

deep.  Into  this  thehot  material  is  poured  until 
it  is  quite  filled,  and  the  whole  frame  ia  then 
placed  in  a  tank  of  wati^.  the  temperature  of 
which  varies  with  tbe  quality  of  candle,  as  will 
be  explained  presently.  When  quit«  cold,  the 
candles  are  removed  from  the  pipes  by  simply 
inverting  the  frame,  tbe  cake  ot  superfluous 
candle  material  having  been  previously  scraped 
ofi,  and  the  wires  and  peas  withdrawn.  As 
the  pipes  are  made  sligbtiy  conical  and  as 
the  substance  shrinks  in  cooling,  there  is  seldom 
any  dtfGculty  in  emptying  the  frame  ;  if  one 
or  two  of  the  candles  ghould  refuse  to  leave 
the  moulds,  a  slisht  tap  with  a  mallet  speedily 
loosens  them.  'Tnis  method  is  obviously  slow 
and  oumbious,  and  were  it  not  that  some  buyers 
will  have  hand-made  goods,  also  that  a  few  odd 
sizes  tor  which  it  would  not  be  worth  while  to 
keep  special  machines  can  only  be  made  in  hand- 
frames,  these  frames  would  have  been  abandoned 
long  since.  A  hand-frame  can  be  tilled  and 
emptied  once  an  hour,  whilst  a  modem  machine 
will  do  thrice  the  amount  of  work  in  the  same 

Fig.  4  represents  a  candle  machine  of  modern 
manufacture,  for  making  candles  with  ordinary, 
i.e.  not  self-fitting,  ends.  It  embodies  the  com- 
bined inventions  and  improvements  made 
successively  by  Sampson  (Eng.  Pat.  2108,  1790); 
Biuns  {Eng.  Fat.  2488,  1801) ;  Morgan  (Eng.  Pat. 
6810.  1834);  Tuck  (Eng.  Pat.  7409,  1837); 
Palmer  (Eng.  Pat.  12077,  1646) ;  Cowper  (Eng. 


Pat.  less,  1S66) ;  Humiston  (Eng.  Pat,  in  tlie 
name  of  Newton,  2541,  1S6T] ;  Stainthcnni  (Eng. 
Pat,  in  the  name  of  Pitman,  2656.  ISST) ;  Stain- 
thorp  (Ens.  Pat.  740,  ISflO].  The  machine  con- 
sists mainly,  of  a  mettJ  tank,  a,  in  which  the 
pipes  are  fixed  with  their  butts  opening  in  a 
trough  and  their  tips  emerging  below.  TEe  taps 
are  not  of  one  piece  with  the  moulds,  but  can 
slide  up  and  down,  fitting  water-tight  whem 
drawn  home.  The  motion  is  communicated  by 
pistons,  D,  to  which  the  tips  are  soldered,  and 
which  are  perforated  longitudinally. 

The  wicks  wound  on  the  above-mentioned 

rls,  which  rotate  on  a  series  of  spindles  at 
base  of  the  machine,  pass  up  theae  per- 
forations D.  The  tank  o,  which  suironnds  the 
pipes,  is  preferably  connected  with  hot  and  cold 
water  cisterns,  or  with  cokl  water  and  steam. 
The  moulds  are  made  of  pewtet  (an  alloy  of  tin 
and  lead),  other  materials,  suoh  as  tin,  brass, 
glass,  tc,  not  having  been  found  suitable  in 
practice.     Recently,  poreelain  moulds  have  been 

K tented  for  paraffin  cuidles  (D.  R.  P.  196702), 
t  it  is  very  unlikely  that  they  will  be  adopted 


candle    works,    as    they    are    too    costly; 

xover,  properly  cleaned  pewter  moulds  im- 
part the  same  lustre  to  a  candle  that  the  poroe- 
kin  mould  gives.  To  commence  the  operation 
of  casting,  the  wicks  are  drawn  through  the  pis- 
tons,  tips,  and  pipes,  and  temporarily  secured  in 
the  troughs.  These,  and  the  moulds  opening 
into  them,  are  now  filled  roughly,  meraly  to 
afford  a  starting-point  for  the  wick,  and  emptied 
as  soon  as  the  material  is  cold.  To  effect  this, 
the  trough  is  scraped  clear  with  a  '  spud  '  (a 
blunt  kufe  of  the  width  of  the  trough),  after 
which  the  handle  x  is  slowly  turned.  This  im- 
parts, by  means  of  rack-and- pinion  gear,  a  vertical 
motion  to  the  pistons,  which  mount  up  the  pipes, 
carrying  the  dummy  candles  with  them,  and  un- 
winding the  wick  from  the  spools.  As  the 
candles  emerge  from  tho  pipes,  they  are  re- 
ceived in  a  elamp  frame  c,  which  is  held  open  by 
a  spring  handle.  When  the  tips  are  clear  of  the 
trough,  the  clamp  is  closed,  gnpping  the  candles 
fiim^.  The  handle  is  now  turned  the  reverse 
way,  causing  tho  pistons  to  descend  in  the 
moulds   till  the  tips  close   the   ends   securely. 
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Thus  the  wicks  are  left  in  the  oentre  of  the  pipes, 
held  by  the  dummies  above  and  the  spools 
below.  The  next  step  depends  on  the  nature  of 
the  material  used.  If  stearin  candles  are  to  be 
made,  the  tanks  are  charged  with  tepid  water, 
the  temperature  of  which  the  operator  deter- 
mines by  his  hand  in  preference  to  other  methods. 
The  reason  for  this  precaution  depends  upon  the 
highly  crystalline  structure  of  *  stearic '  acid 
(*  stearin '),  which  renders  it  liable  to  crack  if 
chilled  too  suddenly,  or  to  crystallise  if  cooled 
too  slowly,  whereby  the  appearance  if  not  the 
structure  of  the  candle  would  be  impaired. 
Therefore  the  melted  stearin  is  stirred,  with 
the  aid  of  simple  machinery,  while  in  the 
melting  pans,  till  it  assumes  the  consistency  and 
appearance  of  gruel,  in  which  state  it  is  trans- 
ferred  to  the  *  jacks,'  cans  having  a  flat,  wide 
spout,  and  thence  to  the  moulds.  When  these 
are  full,  they  are  allowed  to  rest  about  25 
minutes  until  they  are  sufficiently  hard  to  permit 
of  their  being  withdrawn  without  fracture.  The 
trouehs  are  not  scraped  in  this  case,  as  the  tops 
are  hard  enough  u  the  candles  are  raised  2 
inches.  As  soon  as  the  pipes  are  filled  again 
and  the  material  set  enougn  to  hold  the  wick 
without  extraneous  aid,  the  upper  row  of  candles, 
often  while  still  warm,  is  removed  into  trays 
where  they  cool  and  bleach.  This  tendency 
of  stearin  to  crack  was  a  great  obstacle'  to  the 
success  of  these  candles  when  they  were  first  in- 
troduced. Among  the  various  devices  employed 
to  overcome  the  defect  was  that  of  stirring  a 
smaU  proportion  of  arsenic  into  the  melted 
stearin.  This  certainly  broke  the  grain,  but  it 
was  of  course  diffused  into  the  air  on  burning 
the  candles.  When  this  became  generally 
known,  the  prejudice  against  stearin  candles 
was  such  as  to  affect  injuriously  the  success  of 
the  new  substitute  for  tallow,  and  to  this  day 
stearin  candles  enjoy  but  a  comparatively 
limited  popularity  in  this  country. 

Paraffin  Candles,  —  At  present,  stearin 
candles  are  replaced  in  this  country  by  candles 
made  of  a  mixture  of  stearin  and  paraffin  wax, 
except  in  the  case  of  hollow  candles  («ee  below). 
In  France,  however,  the  stearin  candle,  being 
protected  by  customs  duties  on  paraffin  wax, 
nolds  its  own  against  paraffin  candles ;  and  in 
that  country,  as  also  in  Italy,  stearin  candles 
are  manufactured  in  considerable  quantities. 
In  Germany  and  Austro-Hungary,  tne  stearin 
candle  is  gradually  being  ousted  by  the  paraffin 
candle.  When,  in  1854,  James  Young  obtained 
from  shale  oil  a  pure  white  paraffin,  which  was 
subsequently  made  into  candles  under  a  patent 
of  J.  K.  Field,  the  immediate  popularity  of  the 
novel  illuminant  left  little  doubt  as  to  what 
would  be  the  material  of  the  candle  of  the  future. 
Even  the  most  enthusiastic  optimist  of  that  day 
would  have  hesitated  before  accepting  the 
prophecy  that  paraffin  candles  would  he  sold  at 
half  the  price  of  tallow  dips,  as  is  the  case 
to-dav. 

The  main  difficulty  experienced  in  the  early 
stages  of  the  manufacture  of  paraffin  candles, 
arose  from  want  of  precaution  m  regulating  the 
temperature  while  casting.  The  same  machine 
can  be  employed  for  either  paraffin  or  stearin 
candles,  but  when  paraffin  wax  is  to  be  used, 
the  water  in  the  tanks  is  raised  to  a  temperature 
of  nearly  200® F.,  by  passing  steam  through  the 
Vol.  L— r. 


pipe.  AIbo  the  paraffin  wax  itself  is  heated  to 
about  170°-180%,  and  poured  in  a  highly 
mobile  state.  When  the  pipes  are  filled,  the  hot 
water  is  discharged  from  the  tanks  and  cold 
water  immediately  introduced,  thus  suddenly 
chilling  the  fluid  material.  If  the  exact  point 
be  mimed,  failure  will  result.  Thus,  if  the  pipes 
are  colder  than  the  inflowing  paraffin  wax,  it  will 
congeal  as  it  touches  the  metal,  assuming  a  dull, 
striated  aspect.  On  the  other  hand,  if  the 
moulds  are  allowed  to  cool  slowly,  the  candies 
will  shrink  on  to,  instead  of  from,  the  walls,  and 
will  be  injured  in  removal  from  the  moulds,  if 
indeed  they  can  be  withdrawn  at  all  in  the  solid 
state.  When  the  operation  is  properly  carried 
out,  and  the  pipes  are  not  worn  by  usage,  and 
further,  if  the  paraffin  is  highly  refined  and  of  a 
high  melting-point,  the  candles  leave  the  moulds 
with  a  lustre  which  hardly  suffers  by  ordinary 
handling.  This  lustre,  combined  with  the 
translucency,  snowy  whiteness,  and  ready 
adaptability  to  ornament  in  shape  and  colour, 
gives  paraffin  wax  the  pre-eminence  over  all 
other  materials  for  candle  making.  It  has, 
however,  its  diilidvantages.  The  readiness  with 
which  it  liquefies  by  heat,  gives  to  even  the  best 
paraffin  candles  a  tendency  to  '  gutter.'  More- 
over, the  paraffin  wax  has  the  peculiar  property, 
which  is  independent  of  the  melting-point,  of 
becoming  plastic  after  exposure  to  a  moderate 
degree  (S  heat.  The  time  required  to  develop 
th&  tendency  varies,  it  is  true,  with  the  hardness 
or  fusibility  of  the  paraffin  wax,  which  ranges 
from  105®F.  to  140®F. ;  but  even  ceresin,  of  a 
melting-point  of  142''- 143"^^,  is  affected  by  pro- 
tracted heat.  The  inferior  varieties  of  paraffin 
candles,  from  the  ease  with  which  their  substance 
melts,  are  very  prone  to  smoke ;  the  wick  is  apt 
to  be  too  abundantly  supplied  with  combustible, 
and  \b  consequently  chilled  below  the  point  at 
which  complete  combustion  can  take  place. 

By  judiciously  mixing  stearin  and  paraffin 
wax,  the  candle  maker  is  able  to  obviate  many 
of  the  defects  of  the  substances,  whilst  retaining 
their  advantages.  Such  candles  as  <petro- 
stearine,'  *  palmitine,'  and  other  popular  varieties, 
and  especially  the  paraffiln  candles  of  the  Saxo- 
Thuringian  paraffin-wax  industry,  are  made  on 
this  principle. 

One  of  the  greatest  improvements  of  the  last 
decades  in  candle  making  is  the  self -fitting  end, 
by  which  simple  device  a  candle  will  fit  any 
normally  constructed  sconce  without  being 
scraped  or  using  paper  or  any  other  enedient 
to  enlarge  or  diminish  the  butt.  The  self-fitting 
end  patented  by  J.  L.  Field  (Eng.  Pat.  3032, 
1861),  is  now  in  universal  use.  Fig.  5 
gives  an  example  of  the  conical  butt, 
while  Fig.  6  represents  the  machine 
patented  by  E.  Cowles  for  its  manufac- 
ture. The  difficulty  to  be  overcome  lies 
in  the  butt  projecting  beyond  the  stem 
of  the  candle,  which  renders  the  ordinary 
method  of  withdrawal  impracticable.  To 
meet  this,  the  butts  are  cast  in  a  separate 
frame,  which  can  be  fitted  to  or  removed 
from  the  pipes  at  wilL  When  the  machine 
is  to  be  filled,  the  butt  frame  is  lowered  Eia.  6. 
by  the  chain  till  the  butts  rest  upon 
and  fit  tightly  into  their  respective  pipes.  The 
wicks  are  then  drawn  through  the  butt  moulds 
with  a  wire  and  clamped  in  a  centric  position, 

2s 


att«r  which  the  fiUbg  is  proceeded  with  in  the 
usual  maDner.  When  cold  the  wicka  are  caat 
liioH,  the  Uipe  scraped  oS,  and  the  upper  frame 
hotnled  ofl  the  butta,  u  ahoim  in  the  illuatratioQ, 
the  operation  being  concluded  oa  before.  It 
will  be  noticed  that  this,  apparatus  precludes 
running  a  oontinuous  wick,  as  ia  done  in  the 
making  of  candles  having  plain  ends ;  and  in  a 
Urge  factory,  a  serious  loss  is  incurred  in  the 
course  of  the  year  by  the  inch  or  two  of  wick 
snipped  off  at  each  operation.  A  very  bgenious 
machine  for  saving  this  waste  in  due  to  E. 
Cowles,  who  invented  a  split  bed-plate  holding 
the  butta.  When  ready  for  withdrawal,  the  butt 
moulds  are  raised  and  opened  out  by  a  simple 
lever  motion,  and  tho  candles  can  thus  be  passed 
through  without  further  trouble  (Figs.  7  and  S). 


air  which  takes  place  in  the  tubea  has  a  tendency 
to  ensure  more  perfect  combuation.  By  reason 
of  the  hardness  required  in  theit  manufacture, 
these  candlea  must  be  made  with  stearin. 


Candles  made  for  ordinary  pnrpoaea  are 
ready  for  packing  immediately  after  leaving  the 
canme  machine.  Better  class  candles  uv  mib- 
jected  to  polishing  and  finiahing  proceesm  in 


Fia.  6. 

Nnmorous  improvements  hove  been  made  in 
recbnt  years  in  the  construction  of  candle 
machinea  hy  the  makers  in  this  country,  in 
France,  the  United  Statea,  and  Germany,  Init 
all  these  improvements  refer  to  mechanical 
details  only,  without  affecting  the  principle. 
All  these  machines  work  discontinuoual^.  A 
continuous  c&ndle  machine,  for  a  description  of 
which  the  reader  must  be  referred  to  Engineer- 
ing. 1901,  Feb.  Ist,  haa  been  constructed  by 
Foumier  et  Cie,  Marseille.  The  machine  is  very 
complicated,  and  would  seem  only  to  oommend 
itself  to  works  where  a  very  large  output 
can  be  relied  upon,  and  where,  at  the  same  time, 
the   works  suSer  from   a  shortage   of  oooliog 


An  improvement,  which  has  found  more 
favour  on  the  Continent  than  in  this  country, 
consists  in  perforating  the  stem  of  the  candle 
longitudinally  bo  as  to  afford  an  internal  escape 
for  any  combustible  which  would  otherwise  have 
guttered  down  the  outeide.     The  up-draught  of 


Pra.  8. 

special  machinea,  which  ar»  mnch  more  used  on 
the  Continent  than  in  this  county. 

Much  art  haa  been  expended  on  the  orna- 
mentation of  candles.  Before  the  introdnction 
of  aniline  dyes,  candles  were  coburad  with  such 
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Fig.  9. 


pi^ents  as  vermilioa,  ultramarine,  and  Terdi- 
gns ;  these,  besides  causing  a  duU,  heayy  appear- 
ance, ruined  the  wick  by  cnoking  it  wim  incom- 
bustible matter.  In  beeswax  candles,  this  evil 
was  minimised  bv  confining  the  colour  to  the 
last  coating,  which,  owing  to  the  opacity  oi  the 
beeswax,  gave  the  appearance  of  a  candle 
coloured  throughout  with  but  slight  effect  on 
the  burning.  The  translucent  paraffin,  however, 
did  not  admit  of  this  device.  Paraffin  candles 
are  now  coloured  with  coal-tar  dyes  by  dis- 
solving the  dye  in  a  small  proportion  of  stearine 
which,  when  added  to  the  paraffin,  colours  it  to 
any  desired  shade.  Of  ornamented  candles 
(Fig.  9),  one  of  the  most  popular  forms  is  the 

*  cable  *  or  spural  pattern.  This 
form,  as  patented  by  Field,  was 
made  by  turning  the  plain  candle 
in  a  lathe  of  complicated  struc- 
ture, which  could  fashion  over 
thirty  different  sizes  and  patterns 
of  candles,  e,g,  cabled,  spiral, 
fluted,  striped,  &c.  By  grooving 
out  continuous  patterns,  re- 
placing the  candle  in  its  mould, 
and  running  in  coloured  stearin, 
a  number  of  fanciful  devices 
were  obtained,  each  of  which 
had  their  period  of  popularity. 
The  *  King  Alfred's  candle,'  the 
stem  of  which  is  divided  by 
grooves  of  this  kind  into  sections 
burning  an  hour  each,  still  enjo3r8  favour. 

The  demand  for  cabled  candles  is  now  so 
larse  that  they  are  made  in  moulds,  the  pistons 
while  ascending  being  caused  to  rotate,  so  as  to 
screw  the  canmes  out  of  their  spiral  moulds. 

mght  lights  are  short  thick  cylinders  of  a  fat 
or  wax,  furnished  with  small  wicks,  their  object 
beins  to  cive  a  constant  and  lasting  rather  than 
a  bright  light.  They  are  usually  cast  direct  in 
paper  cases,  and  are  recommended  to  be  placed 
on  water.  Price's  Candle  Co.  have  adopted  the 
plan  of  casting  the  cylinders  in  a  machine  similar 
to  a  candle  frame,  and  employing  a  material  so 
hard  (pressed  cocoa-nut  stearin)  as  to  retain  its 
form  in  hot  weather  without  external  support. 
These  lights  are  burnt  in  glass  cups,  thus  shed- 
ding their  full  light  and  rendering  tne  precaution 
of  water  unnecessary.  Another  very  popular 
form  of  this  illuminant  is  Clark's  *  pyramid ' 
night  light,  which,  as  its  name  indicates,  is 
coniform.  In  this,  the  material  employed  is 
pressed  tallow  of  great  purity,  and  the  wick  is  a 
rush-pith  with  two  lateral  strips  of  the  peel  left 
adhering.  These  turn  outwards  in  Duming. 
giving  a  neat  and  shapely  flame.  The  base  of 
the  cone  is  a  disc  of  plaster  of  Paris,  which  holds 
the  wick  upright  tiU  the  whole  of  the  fat  is  con- 
sumed ;  a  result  achieved  less  surely  in  the  other 
kinds,  where  the  wick  is  of  *  inkle '  (flax),  held 
by  a  little  strip  of  tin,  into  which  the  base  of  the 
fibre  is  fixed. 

The  strides  made  in  gas  and  electric  illumina- 
tion have  not  materially  affected  the  prosperity 
of  candle  manufacture.  On  the  contrary,  every 
year  sees  a  considerable  increase  in  the  number  of 
candles  made.  This  is  especially  due  to  the  in- 
creasing consumption  of  candles  in  mines 
(Transvaal,  India,  Australia,  Ac).  An  inquiry 
made  by  the  writer,  in  1903,  as  to  the  con- 
sumption of  candle  material  in  this  country,  led 


to  an  estimated  quantity  of  45,600  tons,  which 
may  be  distributed  over  the  different  materials 
mentioned  above,  as  follows  :  tallow  (for  dips), 
1000  tons;  stearin,  2190  tons;  paraffin  wax, 
42,200  tons;  ceresin,  100  tons.  France  pro- 
duces about  30,000  tons  of  candles,  chiefly 
stearin  candles ;  Germany,  about  11,000  tons, 
chiefly  paraffin  candles ;  '  Holland,  about  6000 
tons,  chiefiy  stearin  candles ;  Belgium,  about 
4000  tons,  chiefly  stearin  candles.  Austro- 
Hungary,  Italy,  and  Russia  produce  much 
smaller  quantities  than  the  last-named  countries. 

J.  L. 
CANDLE-NUT  OIL  is  obtained  from  the 
fruits  of  the  candleberry  tree,  Aleurites  mo- 
luDcana  (WUld),  belonging  to  the  family  of 
spurgeworts  (EuphorbiaeeoB),  The  tree  attains 
tne  height  of  30  or  40  feet,  is  a  native  of  the 
Moluccas  and  South  Pacific  Islands,  and  is 
widely  distributed  over  the  tropics  of  the  eastern 
hemisphere ;  it  also  occurs  in  the  Cameroons. 
In  India  it  is  known  as  *  Indian  akhroat.'  The 
fruits  resemble  walnuts  in  their  appearance,  but 
the  shell  of  the  candle-nuts  is  far  thicker.  The 
name  *  candle-nut '  is  derived  from  the  practice 
of  the  South  Sea  Islanders  to  dry  the  kernels, 
thread  them  on  reeds,  forming  a  candle,  several 
of  these  candles  being  wrapped  in  a  leaf  of 
pandanua  (screw-pine)  so  as  to  make  a  torch. 

The  average  composition  of  the  kernels  is  as 
follows : — 

Per  cent. 

Oil 61-0 

Water 6-0 

Albuminoids     ....    23*0 

Ash 3*4 

Carbohydrates  and  crude  fibre    .     7*6 


100-0 


The  cold-drawn  oil  is  limpid,  colourless,  or 
yellowish ;  has  a  pleasant  odour  and  bland 
taste,  but  cannot  be  used  for  edible  purposes  on 
account  of  its  purging  properties. 

The  oil  is  obtainable  in  enormous  quantities, 
but  hitherto  it  has  not  been  used  to  such  an 
extent  as  its  drying  properties  would  warrant. 

The  fruit  of  A.  irildba  (Forst.)  is  two-celled, 
fieshy,  olive-coloured,  and  about  two  and  a  haU 
inches  in  diameter.  Each  cell  contains  one  nut, 
resembling  in  appearance  and  taste  a  walnut, 
the  shell  of  whicn  is  verv  hard.  The  seeds  yield 
about  50  p.c.  of  an  oif  known  as  '  kekuna  oiL' 
Seeds  from  Hong  Kong,  where  the  tree  is  culti- 
vated as  one  of  tne  best  shade  trees,  were  found 
to  contain  60  p.c.  of  an  oil  very  similar  to  that 
obtained  from  A.  mcluccana,  J.  L. 

CANELLA  BARK.  The  dried  bark  of 
Canella  alba  (Murr.),  obtained  from  Florida  and 
the  West  Indies  in  large  buff-coloured  quills  or 
pieces  of  about  an  inch  broad.  Has  a  bitter 
pungent  acrid  taste  and  odour  of  a  mixture  of 
cloves  and  cinnamon,  due  to  a  volatile  oil  con- 
taining eugenic  acid  which  is  also  found  in  oil  of 
cloves.  The  bark  contains  a  bitter  principle, 
caneUin,  together  with  resin,  mannite,  and 
starch.  Used  in  medicine  as  an  aromatic  bitter 
and  tonic,  and  in  rheumatism  and  gout. 

CANELLE  or  BISMARCK  BROWN  v.  Azo- 


coLoxTBnra  mattbbs. 

CANNABIN  or  INDIAN  HEMP 

CANNABINENE  v.  Rbsdts. 


V. 
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CANNABINOL. 


CANNABINOL.  The  active  constituent  of 
Indian  hemp  resin  or  *  hashish '  (v.  Rbsikb). 

CANNABIS  INDICA  v.  Rasnre. 

CANNONTTE  v.  Explosives. 

CANTHARIDBB.  Spanish  flies  (Lytta  vesi- 
eaioria).  Dried  coleopterous  insects  used  in 
medicine,  in  the  form  of  plasters,  tincture,  lini- 
ments, &c.,  on  account  of  their  vesicating  pro- 
perties, due  to  a  peculiar  acrid  principle,  can- 
tharidin. 

Employed  also  as  a  stimulant  diuretic,  as  an 
aphrodisiac,  and  as  an  emmena^ogue.  Obtained 
principally  from  Hungary,  Russia,  and  the  South 
of  Fnmce. 

C>ntb«rldln  C,oHiaO«  or 

CH,-CH,OH-CH,<X). 

1  y^ 

CH,-CH,CH<)0-CO  / 

(Spiegel,  Ber.  26,  140),  or 

CH,-CH 

CH,CH,  >CCH,COOH 


CH, 


:,c— CO-0 

(Meyer,  Monatsh.  1897,  18,  393),  is  obtained  by 
treating  the  powdered  insects  with  chloroform, 
ether,  or  etnyl  acetate,  acidified  with  sul- 
phuric acid,  and  evaporating  the  extract  and 
treating  the  residue  with  carbon  disulphide  or 
light  petroleum,  to  remove  fat;  or  by  mixing 
the  cantharides  with  water  and  ma^esia ; 
drying,  treating  with  dilute  sulphuric  acid,  and 
extracting  with  ether.  The  yiiold  varies  from 
0-3  to  lOS  p.c.  of  the  insects  taken.  Cnrstallises 
in  trimetric  plates,  melts  at  218^,  but  begins  to 
sublime  at  85^.  It  is  tasteless  and  inodorous ; 
bUsters  the  skin  strongly,  especiallv  when  in 
solution  or  mixed  with  fat.  Yields  the  alkaline 
salts  of  cantharidic  acid  CioHj.O,,  by  heat- 
ing with  aqueous  solution  of  potasn  or  soda. 

CANTOirS  PHOSPHORUS  v,  CAumm. 

CAOUTCHOUC  V,  Rubbbb  ;  also  Tbbpbhbs. 

CAOUTCHOUC  OIL.  An  oil  which  has 
proved  efficient  in  preventing  rust.  It  is  spread 
with  a  piece  of  flannel  in  a  very  thin  layer  over 
the  metallic  surface  which  is  to  be  preserved, 
and  allowed  to  dry.  To  remove  it,  the  article 
has  simplv  to  be  treated  with  caoutchouc  oil 
again,  ana  washed  after  12  to  24  hours  (J.  Soc. 
Chem.  Ind.  1,  316). 

CAP  COMPOSITIONS  v.  Explosives. 

CAPE  BERRY  WAX  v.  Waxbs. 

CAPRIC  ACm  or  DECOIC  ACID  v.  Dboatoio 

ACID. 

CAPROIC  or  HEXOIC  ACIDS  C.Hj|COOH. 
Seven  isomerides  are  known. 

1.  n-Caproic  add  CH,(CHt)4C00H  occurs 
in  the  fats ;  in  cheese ;  and,  possibly,  mixed 
with  certain  of  its  isomerides,  in  cocoa-nut 
oil ;  in  St.  John's  bread ;  in  the  fruit  of 
Heradeum  sphondylium  and  in  the  flowers  of 
Saiyrium  hircinum ;  and  in  the  fusel-oil  from 
the  fermented  molasses  of  mangel  wurzel.  Is 
best  prepared  by  fractionating  crude  fermenta- 
tion butyric  acid  (Lieben,  Ro«si,  Annalen,  159, 
76  ;  166,  118) ;  b.p.  204-6° :  8p.gr.  0-9446  at  O^. 

2.  Isdbviifl  acetic  acid,  or  y-methylvaleric  acid 

(CH8),CHCH,CH,C00H 

is  present  in  butter ;  may  be  obtained  by  the 
action  of  hydriodic  acid  upon  hydroxyiao- 
caproio  acid  (Mielck,  Annalen,  180,  67 ;    Fittig, 


Rahlmann,  ibid.  226,  347),  or  by  the  distillation 
of  wobutylmalonic  acid  (Konig,  Monatsh.  15, 
20;  Bentley  and  Perkin,  Chem.  Soc.  l^nis. 
1898,  487) ;  b.p.  200''-201*' ;  sp.gr.  0-925  at  0^. 

3.  DiethvUiCiUc  acid,  pseudocaprtnc  add,  or 
a-ethyUndync  acid  (CaH,).CH-COOH,  may  be 
obtained  by  the  action  of  sodium  upon  acetic 
ester,  and  treatment  of  the  product  by  ethyl 
iodide  (Frankland  and  Dup^,  Annalen,  138, 
221) ;  by  boilinff  diethylcarbmol  cyanide  wiUi 
potassium  cvanide  (Sayteeff,  ibid.  193,  349) ;  by 
reduction  of  diohlorethyl  acetic  ester  by  sodium 
amalgam  (BCarkownikow,  Ber.  1873,  1176) ;  by 
heating  sodium  ethylate  and  sodium  acetate  in 
a  stream  of  carbon  monoxide  (Genther  and 
Frohlich^  Annalen,  202,  308);  by  heating  di- 
ethylmalonic  acid  at  170^>180''  (Conrad,  ibid, 
204,  141);  by  heating  a-dlethyl-i3-hydroxy- 
butyric  acid  (Sonnapp,  ibtd,  201,  70) ;  by  heating 
dietnvloyanacetic  acid  with  concentrated  hydro- 
chloric acid  at  160°  (Hesse,  ibid,  18,  749) ;  b.p. 
190*  (756-6  mm.);  sp.gr.  0-9196  at  2070' 

4.  MdhylpropykiceUc  add  or  a-methylvaleric 
add  CH,-CH,-CH,-CH(CH,)-CO,H  is  obtained 
by  the  oxidation  of  its  aldehyde,  and  by 
the  reduction  of  methylaciylio  acid  (lieben 
and  Zeisel,  Monatsh.  4,  37,  63);  by  heating 
a-methyl  valerolactone  or  Mosaooharin  with 
hydriodic  acid  and  red  phosphorus  (Lieber- 
mann  and  Scheibler,  Ber.  1883,  1823 ;  Kiliaoi, 
ibid,  186,  632) ;  by  heating  a-methvlpropyl- 
i3-hydroxybutyric  acid  (Jones,  Annalen,  226, 
292);  and  by  the  distillation  of  turpentine; 
b.p.  193''-194'*;  sp.gr.  0-9279  at  18«/0*»;  1  part 
water  dissolves  0-5693  part  at  17^ 

6.  Mtlhf^isopram^  acetic  add,  isoeaproic 
add,  or  afi-difn^hyunUyric  add 

(CH,)8CH-CH(CH,)C0,H 
may  be  formed  from  methylMopropylcarbinol 
cyanide  ( Markowniko  w,  Zeitech.  CSiem.  1860, 205) ; 
by  the  oxidation  of  the  correwonding  hexylalcohol 
from  Roman  camomile  oil  (&6big,  AnnaJen,  195, 
102),  or  by  melting  camphoric  acid  with  caustic 
alkali  (Crossley  and  Perkin,  Chem.  Soc.  Truis. 
1898,  16) ;  b.p.  189°-191^ 

6.  Dimethyleihi^ceiic  add  or  ao-dimethyl' 
propionic  ocuf  (CH,),C(C,H,)COaH  is  formed  by 
the  action  of  hydrochloric  acid  upon  dime- 
thylethylcarbinol  cyanide  (Wisohnegradaky, 
Annalen,  174,  66),  and  by  tne  oxidation  of 
the  methylethyl  ketone  prepared  from  pina- 
colin  (Lawrinowitsch,  ibid.  186,  126).  A  oolour- 
less  liquid ;  b.p.  187^  m.p.  — 14^ 

7.  (a)  0-^^iityric  add  or  active  caproic 
add  CH,-CH(C,H,)CH,COOH  is  obtained  by 
the  oxidation  of  the  active  hexylalcohol  obtained 
from  Roman  camomile  oil  (Romburgh,  Rec. 
trav.  chim.  5,  221 ;  Kobig.  Annalen,  195, 
102) ;  b.p.  196^-198°  (770  mm.) ;  8p.gr.  0-930 
at  15^ 

(6)  Inactive  $-€thylbutyiric  add  may  be 
formed  by  heating  secondary  butylmalonio 
acid  (Rombuigh,  B^  trav.  chim.  6,  163)  or 
from  secondary  butyliodide,  diethylmalonic 
ester  and  sodium  ethoxide  (Kuhlisch,  Monatsh. 
14,  561 ;  Bentley,  Chem.  Soc.  Trans.  1895,  267). 

CAPRTL  ALCOHOL  v.  Gotyl  alcohol. 

CAPRTLIC  ACID  v,  Ootoio  acids. 

CAPSAICIN  V.  Bbsiks. 
I        CAPSICUM  {Bird  pepper,  Cayenne  pepper). 
The   dried   ripe  fruit   of   Capsicum  minimum 
(Roxb.),  which  was  probably  a  native  of  tropica] 
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America,  but  is  now  known  only  in  cultivation, 
the  chief  supply  coming  from  Africa  and  India. 

The  fruit  is  1-2  cm.  long  and  about  one- 
third  as  broad;  somewhat  flattened  oblong- 
ovoid  in  shape,  and  Is  covered  with  a  crimson  or 
scarlet,  semi-transparent,  wrinkled  coriaceous 
epicaip.  It  is  two-celled  and  contains  about 
^  yellow,  flat,  reniCorm  seeds,  3*5  muL  long  and 
2*5  mm.  broad.  It  is  prepared  for  use  by 
grinding  the  whole  fruit. 

Oi^enne  pepper  is  sometimes  adulterated 
with  flour,  oom-meal,  or  even  sawdust.  Entire 
capsicum  is  also  frequently  substituted  by  larger 
varieties.  Adulteration  of  the  powder  may  be 
detected  by  the  estimation  of  oleo-resin,  which 
should  be  not  less  than  5  p.c. ;  and  of  the  ash, 
which  should  not  exceed  7  p.c,  and  by  micro- 
scopical examination  (v.  Bitto,  Chem.  Soc.  Abstr. 
1893,  D,  ii.  546). 

The  active  principle  of  capsicum  is  capeaicin 
(capaicin,  capsicol)  CHsO-C.^HitNO-OH,  which 
is  present  to  the  extent  of  0*05-0*07  p.c.  (Morbitz, 
Chem.  Zentr.  1897,  ii.  593).  It  is  ootained  from 
the  ethereal  extract  of  capsicum,  and  crystallises 
from  light  petroleum  in  colourless  plates,  m.p. 
63*5^  easily  soluble  in  ether,  alcohol,  chloroform, 
&c.,  but  almost  insoluble  in  hot  water  and  in- 
soluble in  cold  water.  It  ia  not  volatile  in  steam, 
and  has  the  properties  of  a  weak,  phenol-like 
acid.  The  benzoyl  derivative  forms  silky 
needles,  m.p.  74°  (Micko,  Chem.  Zentr.  1899,  L 
293). 

The  other  constituents  are  a  volatile,  non- 
acrid  alkaloid;  red  colouring-matter;  wax; 
resin;  fixed  oil;  oleic,  palmitic,  and  stearic 
adds;  and  a  minute  amount  of  a  volatile  oil 
having  the  odour  of  parsley  (Pabst.  Arch.  Pharm. 
230,  108). 

Capsicum  is  largely  employed  as  a  condi- 
ment. In  medicine,  it  is  used,  externally  as  a 
powerful  rubefacient,  and  internally  in  the 
treatment  of  atonic  dyspepsia,  chronic  alcohol- 
ism, and  delirium  tremens. 

CAPSICUM  RESIN  v.  Bbsiks. 

CAPUT  HORTUUM.  A  term  employed  by 
the  alchemists  to  denote  the  residue  remaining 
in  the  retort  or  alembic  after  the  volatile  matter 
had  passed  away. 

CARAGHESai  MOSS.  Irish  pearl  moss 
{Chondrus  crispus)  (v.  Cabraoixn  ;  Auam). 

CARAJURU,  CARCURU,  or  CRAJURU.  A 
Brazilian  dyestufl  of  a  red  colour,  said  to  be 
identical  with  e?uca-red,  used  by  certain  Indian 
tribes  to  stain  their  skins,  and  which  is  obtained 
from  the  leaves  of  the  Bignonia  chiea  (Humb.  et 
Bonpland).  It  is  a  light,  mealy,  odourless, 
tasteless  powder,  which  acquires  a  coppery  lustre 
on  trituration.  Insoluble  in  water,  but  soluble 
in  alcohol,  ether,  and  alkalis  (Virey,  J.  Pharm. 
1844,  151). 

CARAMEL.  The  brown  substance  produced 
by  the  action  of  heat  on  sugar  or  glucose,  and 
used  for  colouring  liquors,  sweetmeats,  and 
gravies.  According  to  StoUe  (Chem.  Zentr. 
1899,  iL  1021),  it  has  the  composition  CitHigOg, 
and  is  formed  from  sugar  by  the  elimination  of 
2H|p,  and  is  thus  identical  with  the  caramdan 
of  Gelis.  Cryoscopic  observations  by  Sabaneeff 
and  Antushevitch  (J.  Euss.  Chem.  Soc.  25,  28)» 
would  seem  to  indicate  that  its  molecular  weight 
is  much  higher  than  this  formula  implies.  They 
point  out  that  carbon  dioxide  is  given  off  in  its 


» 


formation,  and  that  it  is  not  a  carbohydrate,  but 
has  the  composition  CjjjHjggOgo.  They  re- 
present its  production  from  sugar  by  the  equa- 
tion : 

llC„H„Oii=Ci„H,„0,o+7CO,.f27H40. 

Properties, — ^Amorphous,  reddish-brown, 
brittle  mass;  porous  and  deliquescent;  com- 
pletely soluble  in  water,  partially  soluble  in 
alcohol ;  of  a  bitter  taste  and  non-fermentable. 
Melts  at  134<'-136^ 

Preparation,— Common  sugar  is  heated,  with 
constant  stirring,  in  a  metal  pan  capable  of  con- 
taining about  ten  times  the  auantity  taken,  till 
the  whole  mass  melts,  turns  orown,  and  at  last 
suddenly  froths  up,  when  the  heat  must  be  im- 
mediately stopped.  During  the  heating,  much 
water  and  a  little  acid  escape,  but  no  permanent 
gas.  Not'  more  than  15  p.c.  of  the  weicht  of 
the  sugar  should  be  driven  off,  as  the  product  is 
liable  to  become  insoluble  if  further  heated. 

For  preparation  of  caramel  colours,  Asry- 
musry  recommends  the  following  processes  (long 
kept  secret) : — 

Colour  for  rum. 

Potassium  or  sodium  hydroxide      .  3  kilos. 

Water 6 

Or  potassium  or  sodium  carbonate  .  4 

Water 8 

Dissolve  with  heat  in  large  iron  pan,  and  add 

aiucose 120  kilos. 

Or  syrup  of  glucose  .         .         .     130     ,, 

Boil  over  the  fire  till  irritating  vapours  begin  to 
appear,  then  decrease  the  heat  and  stir  con- 
tmuously  till  the  required  shade  is  produced, 
then  stop  the  process  by  adding  30  to  40  litres 
of  water  in  a  fine  jet. 

Cohurfor  beer  or  vinegar. 

Ammonium  carbonate      .         .        6  kilos. 

Water 6     „ 

Glucose 120     „ 

Process  exactly  as  above. 

Detection  of  caramel  in  wines,  Ac, — 10  o.c.  of 
the  liquid  to  be  tested  \b  mixed  with  30  to  50  c.c. 
of  paraldehyde,  and  enough  alcohol  added  to 
make  the  liquids  mix ;  if  caramel  is  present,  it 
forms  a  dirty-brown  precipitate  sticking  to  the 
bottom  of  the  vessel ;  the  solution  is  poured  off, 
the  precipitate  washed  with  alcohol  dissolved 
in  a  Uttle  not  water,  and  the  solution  evaporated 
to  1  cc,  when  different  quantities  of  caramel 
may  be  compared  by  comparison  of  colours  to 
confirm ;  this  solution  is  mixed  with  one  of  2 
parts  hydrochloride  of  phenylhydrazine  in  20 
of  water,  with  excess  of  acetate  of  soda.  Caramel 
yields  an  amorphous  brown  precipitate. 

According  to  Magalha^  (Compt.  rend.  1896, 
123,  896),  caramel  prepared  from  cane  sugar 
differs  considerably  from  caramel  made  from 
glucose,  in  that  it  behaves  with  certain  reagents 
exactly  like  a  coal-tar  colour.  Thus,  when 
treated  with  basic  lead  acetate  and  then  shaken 
with  amyl  alcohol,  the  former  caramel  com- 
municates an  orange-yellow  colour  to  the 
solvent,  whilst  with  ^ucose  caramel,  no  coloura- 
tion occurs.  Ethor,  when  shaken  with  a  solution 
of  the  former,  acquires  an  orange-yellow  colour, 
whilst  with  the  latter  no  colour  is  extracted. 
Mordanted  wool  is  dyed  orange  by  the  former, 
yellow  by  the  latter.  Genuine  wine,  to  which 
no  caramel  has  been  added,  does  not  give  these 
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reactions  (C.  f.  D'Aquiar  and  Da  Silva,  Compt. 
rend.  1897,  124,  408). 

Hough    test  for   caratnd   in   beer, — ^Add    a 

Jiuantity  of  tannic  acid,  and  shake  thoroughly. 
i  malt  only  is  present,  the  oolonr  is  precipi- 
tated.   Caramel  colour  remains  unchanged. 

Little  is  known  of  the  chemistry  of  caramel 
G^lis  separated  it  into  three  amorphous  sub- 
stances, caramdan,  caramden,  and   caramelin, 
differing  in  solubility  and  colouring  power,  but 
not  of  fixed  composition.    StoUe,  by  heating 
caramelan  with  dilute  ^3  p.c.)  hydrocUorio  acid, 
obtained  a  hexose,  which  gave  an  osazone  crys- 
tallising in  yellow  needles,   melting  at   197®. 
Fradiss   (Chem.   Zentr.    1899,   i.    1160)  deter- 
mines the  amount  of  caramel  in  sugar  products 
bv  treating  the   dry  substance  with   methvl 
alcohol  of  96^  evaporating  on  the  water-bath, 
drying  the  residue  in  vacvd,  or  in  a  current  of 
dry  air,  and  again  digesting  it  with  methyl 
alcohol  for  2  hours.    The  caramel  is  precipitated 
from  the  solution  by  amyl  alcohol,  the  precipi- 
tate redissolved,  reprecipitated  once  or  twice 
more,  and  finally  dried  at  90°  and  weighed.    The 
caramel  may  also  be  determined  by  titrating 
with  Fehling^s  solution,  but  if  dextrose  is  present, 
it  is  necessarv  to  titrate  the  original  solution 
before  and  after  treating  with  excess  of  lead 
acetate.    Then  if  A»c.c.   of  copper  solution 
required,  a=c.c.  of  original  solution  required  for 
6  c.c.  of  copper  solution,  the  volume  of  the  copper 
solution,   oorresponding   with   the  caramel   is 
5  (a— A).    Allowance  must  also  be  made  for 
the  amount  of  lead  acetate  solution  {j^  vol) 
used.    The  dextrose  may  also  be  destroyed  by 
boiling  with  calcium  carbonate  and  then  pre- 
cipitating   with    carbon    dionde.    Traces    of 
caramel  are  estimated  by  treating  200  c.c.  of  the 
solution  with  excess  of  ammoniaoU  lead  acetate. 
The  precipitate,  after  washing  with  water  free 
from  carlK>nio  acid,  is  suspended  in  water  and 
decomposed     with     hydrogen     sulphide.    The 
filtrate  is  again  treated  with  lead  acetate,  and 
the  solution,  from  which  the  hydrogen  sulphide 
has  been  expelled  by  evaporating  to  10  cc,  is 
treated  with  copper  solution. 

StoUe  (Chem.  Zentr.  1899,  ii  1099)  bases  a 
method  of  determining  caramel  by  means  of  the 
spectroscope  on  the  fact  that  aqueous  solutions 
ox  that  substance  partially  absorb  the  rays  of 
the  blue  end  of  the  spectrum.  The  results  are 
said  to  be  accurate  to  within  0*05  p.c. 

Methods  for  estimating  the  amount  of 
caramel  on  the  sdrface  of  coffee  berries  roasted 
with  sugar,  have  been  suggested  by  Neubauer, 
Konig.  Stutzer,  and  Hi^r.  These  methods 
have  been  tested  by  Fresenius  and  Griinhut 
(Zeitsch.  anal.  Chem.  1897,  36,  225),  who  give 
the  preference  to  the  method  of  Hilger. 

Stutzer's  method^  which  consists  in  shaking 
10  grams  of  the  unground  coffee  for  5  minutes 
with  260  c.c.  of  cold  water,  making  up  to  600  c.c, 
decanting,  filtering,  and  determining  the  solid 
contents  (dried  at  100*^),  and  the  ash,  was  re- 
commended by  the  Conference  of  Bavarian 
Technical  Chemists.  Neubauer^s  and  Konig^s 
processes,  which  depend  on  the  extraction  of  the 
berries  with  hot  water,  give  too  high  results. 

In  Hilger's  process,  10  grams  of  whole  coffee 
are  digested  three  times  for  half  an  hour  each 
time,  with  100  cc.  of  a  mixture  of  equal  vols,  of 
water  and  90  p.c.  alcohol  at  ordinary  tempera- 


tures. Each  portion  of  the  extract  is  decanted, 
and  the  united  extracts  are  made  up  to  600  cc, 
filtered,  and  residue  and  ash  determined.  If, 
from  the  numbers  thus  obtained,  there  is 
deducted  a  constant  11-07  of  dry  residue,  or 
0*83  of  ash-free  residue  per  100  grams  of  dry 
coffee,  the  remainder  represents  the  amount  of 
caramel  present. 

CARAMNA  V.  Ouio-bbsihb. 
CARAPA  BAHK.  The  bark  of  Carupa 
Ouianensis,  has  a  bitter  taste,  and  is  used  as 
a  febrifuge.  Said  to  contain  an  alkaloid,  cant- 
pine  (PetroK  and  Bobinet,  J.  Pharm.  7,  293, 
349). 

CARAPA  OIL.  'Carap  OU'  or  'Crab  Oil' 
(Fr.  Huile  Carape),  is  obtained  from  the  seeds  of 
the  •  carap,*  *  crappo '  or  *  crab-wood  '  tree, 
Carapa  Ghiianeneis  XAubl.),  a  native  of  the  West 
Indies  and  Central  America. 

The  oil  is  prepared  in  Trinidad  for  local  con- 
sumption by  very  primitive  methods.  Accord- 
ing to  de  Verteuil  (Trinidad,  London,  1858,  272), 
the  seeds  are  gathered  in  June  and  July,  boiled 
for  6  hours,  then  laid  in  heaps  for  8  or  10  days, 
during  which  time  they  undergo  a  sort  of 
fermentation ;  they  are  then  broken,  and  the 
pulp  thev  contain  carefully  taken  out  and 
kneaded  mto  lumps  of  thick  paste,  each  about 
15  lbs.  This  paste  is  laid  on  boards  slightly  in- 
curvated  and  inclined,  and  placed  in  a  weltered 
place,  when  the  oil  oozes  through  the  mass,  and 
runs  into  a  vessel  placed  for  its  reception.  The 
paste  is  carefully  remoulded  every  morning  and 
evening,  so  as  to  favour  the  disengagement  of 
the  oiL  After  12  days,  boiling  water  is  poured 
on  the  mass,  and  a  fresh  quantity  of  oil  of 
inferior  quality  is  thereby  obtained.  It  is  a 
clear  yellow  oil  with  a  faint  vegetable  odour,  and 
an  intensely  bitter  taste  wmch  precludes  its 
use  as  an  edible  oiL  It  is  used  locally  as  an 
embrocation  against  rheumatism  and  for  the 
destruction  of  ticks  which  attack  domestic 
animals  (de  Verteuil,  The  Agricultural  Record, 
Trinidad,  August,  1899, 17).  It  has  considerable 
reputation  as  a  liniment  for  dressing  wounds  on 
horses  and  cattle.  Its  excessive  bitterness  re- 
pels all  insects,  and  mixed  with  tar  is  used  for 
preserving  wood.  It  is  well  suited  for  the 
manufacture  of  soap,  and  it  is  in  this  direction 
that  its  future  possibilities  Ue. 

The  oil  from  C.  grandiflora,  from  Uganda, 
has  been  examined  by  Lewkowitsch  (Analyst, 
1908  33,  184).  Good  kernels  contained  30*26 
p.c  of  oiL  The  colour  of  the  cold-pressed  oil 
was  almost  white,  with  a  tin^  of  pale  yellow. 
At  the  ordinary  temperature,  it  solidifies.  The 
hot-pressed  oil  iB  much  darker  in  colour,  and 
remains  solid  at  the  ordinary  temperature. 

Lewkowitsch  (Analyst,  1909,  34,  10)  has 
also  examined  the  oil  from  C  procera  (D.C.), 
the  seeds  being  obtained  from  Sierra  Leone. 
The  sound  kernels  yielded  by  extraction  with 
ether  57*26  p.c  of  ou ;  whilst  the  yield  of  oil  by 
cold  and  hot  extraction  at  a  pressure  of  150 
atmospheres  was  46*7  p.c. 

The  following  analytical  results  are  due  to 
C.  H.  Wright  (Bull.  Dept.  Agric.  Trinidad,  ix. 
1910)  :~ 

I.  IL 

Specific  gravity  at  40740*C.  0-9149 

Specific  gravity  at  15«6715-6*»C.     0-9249   0-9211 
Acid  value        .         .         .  27-6       19-4 
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I.        n. 

Saponification  ralue  197-2    196*1 

Iodine  value      .  .  67  •?      58-6 

Reichert  Meissl  value  .  3*8        3-6 

Unsaponifiable  matter  —  1*16 

CARAWAY  OIL  v.  Oils,  Essbntial. 

CARBAMIC  ACID  CH,NO,  or  NH,COOH. 
Aminoformic  acid.  An  acid  not  known  in  the 
free  state.  Ammonium  carbamate  is,  however, 
met  with  in  freshly  sublimed  commercial  ammo- 
nium carbonate,  and  may  be  prepared  by  mixinff 
gaseous  ammonia  and  carbon  dioxide.  Obtained 
also  by  the  action  of  alkaline  solution  of  potas- 
sium pernuinganate  on  albumen,  leucine,  tyro- 
sine, and  glycocolL 

CARBAZOLBCisH,Nor<^«g*^NH.    A 

white  crystalline  substance  found  amongst  the 
products  of  the  distillation  of  coal  tar,  and  also 
met  with  in  crude  anthracene.  Oarbazole  com- 
pounds are  most  easily  recovered  from  crude 
anthracene  by  converting  the  former  into  the 
easily  soluble  nitrosocarbazole  (Wirth,  Eng.  Pat. 
14462 ;  J.  Soc.  Chem.  Ind.  1901,  464).  May  be 
obtained  by  passuis  vapour  of  aniline  or  di- 
phenylamine  through  a  red-hot  tube ;  by  boil- 
ing iminodiphenyl    sulphide    HN<^*jj*^^]>S 

with  reduced  copper ;  by  passing  the  vapour  of 
orthoaminodiphenyl  over  lime  heated  to  a  dull 
redness  (Blank,  Ber.  1891,  306) ;  or  by  actinff 
on  orthoaminodiphenylamine  with  nitrous  acid 
and  heating  the  pnenylazimidobenzene  so  formed 
to  360''  (Graebe  and  UUmann,  Annalen,  291,  16). 
Forms  white  lamin®;  m.p.  238",  b.p.  361*5° 
(oorr.).  Carbazole  dissolves  in  concentrated 
sulphuric  acid  to  a  yellow  solution,  which  chanees 
to  red- violet  on  heating.  Addition  of  formalde- 
hyde gives  a  blue  solution,  changing  to  a  greenish 
blue  on  addition  of  large  quantities  (Gabretti, 
Chem.  Zentr.  1907,  iL  98).  1  moL  oarbflUBole, 
2  mols.  salicvlaldehyde  and  concentrated  sul- 
phuric acid,  heated  to  100^-110",  give  an  in- 
tense blue  colour  (Carrara,  Gazz.  chim.  itaL  1899. 
ii635). 

By  melting  together  carbazole  and  oxalic 
acid,  and  extraotine  with  hot  water  and  benzene, 
dissolving  the  residue  in  warm  alcohol,  filtering 
and  evaporating,  carbazole  blue  is  obtained. 
The  alcoholic  solution  of  carbazole  blue,  when 
treated  with  glacial  acetic  acid  and  zinc-dust,  is 
decolourised.  Filtered  into  caustic  soda  solu- 
tion, the  leuco-  base  separates  out  as  a  white 
flocoulent  precipitate.  On  oxidation  with  any  of 
the  usual  reagents,  the  blue  colouring  matter  is 
again  formed  (Bamberger  and  MfiUer,  Ber.  1887, 
1903 ;  J.  Soc.  Chem.  Ind.  1887,  660).  Carba- 
zole yellow  is  prepared  from  the  tetrazo-  derivative 
of  diaminocarbazole.  It  is  easOy  soluble  in 
water,  and  dyesunmordanted  cotton  in  a  neutral 
bath  a  fast  eolden  yellow,  and  wool  in  a  neutral 
or  acid-bath  a  yellow,  fast  to  nulling  (Bad. 
AnU.  and  Sod.  Fab.  Eng.  Pat.  14478  and  14479 ; 
J.  Soc.  Chem.  Ind.  1889,  771)  (v.  Azo-  ooLonBiKO 

MATTBBS). 

Nitrocarbazole  is  obtained  by  treating  nitro- 
socarbazole with  10  times  its  weight  of  benzene 
and  its  own  weight  of  nitric  acid ;  sp.gr.  1*36 
(Wirth,  Eng.  Pat.  2899 ;  D.  R.  P.  128853 ;  J. 
Soc.  Chem.  Ind.  1901,890).  Dinitrocarbazoles, 
V.  Bad.  Ana.  u.  Sod.  Fab.  (D.  R.  P.  46438; 
Frdl.  ii.  447) ;    Wirth  (D.  R.  P.  128863  ;    Frdl. 


vi  68).  These  nitro-  compounds  may  be  re- 
duced to  the  amino-  compounds  by  means  of 
alkali  sulphides  (Wirth,  D.  R.  P.  139668  ;  Chem. 
Zentr.  1903,  L  746).  By  heating  carbazole  with 
concentrated  sulphuric  acid,  a  mixture  of  di- 
sulphonic  and  trisulphonic  acids  is  obtained. 
Nitration  and  subsequent  reduction  of  the 
former  yields  aminocarbazoledisulphonic  acid, 
which,  when  diazotised  and  coupled  with  $- 
naphthol,  yields  a  dyestuff  dyeing  red  from  an 
acid-bath.  If  the  nitric  acid  is  lulded  direct  to 
the  products  of  sulphonation,  on  reduction  a 
second  amino-  acid  is  obtained  which,  when 
diazotised  and  coupled  with  )9-naphthol, 'gives 
a  red  dyestuff,  and  with  a-naphthylamine  a 
violet  (Schultz  and  Hauenstein,  J.  pr.  Chem. 
1907,  336).  The  sulphonic  acids,  preferably  the 
disulphonic,  condense  with  tetralkyldiamino- 
diphenylcarbinol  to  yield  valuable  green  dye- 
stuffs  (Cassella  &  Co.  Eng.  Pat.  20709 ;  J.  Soc. 
Chem.  Ind.  1909,  697).  By  allowing  nitroso- 
phenol,  it's  homologues  or  derivatives  to  act  on 
carbazole  in  the  presence  of  cone,  sulphuric  acid, 
compounds  are  obtained  which  yield  blue  sul- 
phide dyestuff  s  with  alkali  poly  sulphides  (Haas, 
Eng.  Pat.  2918;  J.  Soc.  Chem.  Ind.  1909, 
617). 

A  method  has  been  patented  (Ch.  Fab.  Act. 
Gesell.  in  Hamburg,  D.  R.  P.  81237 ;  Ber.  1896, 
iv.  692)  for  obtaining  potassium  cyanide  or 
ferrocyanide,  by  heating  the  potassium  deriva- 
tive of  carbazole  in  the  absence  or  presence  of  an 
iron  salt. 

CARBFTE.  An  explosive  consisting  of  nitro- 
glycerine (26),  potassium  nitrate  (34),  flour  (38*5)^ 
barium  nitrate  (1),  powdered  bark  (1),  and 
sodium  carbonate  (0*5  part). 

CARBODYNAIOTE  v.  Explosives. 

CARBOHYDRATES.  The  term  is  applied 
to  polyhydroxy-aldehydes  and  ketones,  and  to 
the  substances  which  give  these  when  hydrolysed 
by  heating  with  mineral  acids.  ^Dextrose, 
ordinary  sugar  or  sucrose,  starch,  and  cellulose 
are  carbohydrates  universally  distributed  in 
plants.  Dextrose  and  glycogen  enter  into  the 
compositioh  of  animal  tissues.  The  simple 
carlx>hydrate8,  monosaccharides,  have  the  em- 

girical  composition  CHtO,  the  most  important 
eing  those  containing  5  or  6  atoms  of  carbon. 
The  complex  carbohydrates,  polysaccharides, 
are  built  up  from  two  or  more  simple  carbohy- 
drates with  the  elimination  of  water ;  they  have 
the  composition  (C,H,oO.).HtO  (Kiliani,  Chem. 
Zentr.  1908,  32,  366).  Compounds  in  which  n 
equals  1,  2,  3,  or  4  are  distinguished  by  names 
having  the  suffix  -ose.  They  may  be  conveniently 
grouped  as  follows  : — 

1.  Monosaccharides. 

(a)  Pentoses  CgHjoO^^,  e,g.  arabinose,  xylose. 

(6)  Hexoses  C,Hi,0.,  aldoses,  e,g,  dextrose, 
mannose,  galactose ;  ketoses,  €,g,  Isevnlose, 
sorbose. 

2.  Disaccharides  :  n=^2,    C^fK^fiii, 

(a)  Non-reducing,  e.g.  sucrose,  trehalose. 
(6)  Reducing,  e.g.  maltose,  lactose,  &c. 

3.  Trisaccharides :  n=3.  CigH^sOi,.  Gen- 
tianose,  raffinose,  melezitose. 

4.  Tetrasaccharides :  n=4.  CjiHiaO,,.  Sta- 
chyose. 

6.  Polysaccharides: 

(a)  Glycogen,  inulin,  dextrins,  n  unknown. 

(6)  Starch,  cellulose,  n  very  large. 
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Related  to  the  carbohydrates  are  those 
substances  which  yield  simple  carbohydrates, 
together  with  other  substances  when  hydrolysed. 
Such  are  gluoosides,  gums,  pectins,  &c.  {q.v.). 

CfenerM  characters, — ^The  members  of  classes 
1,  2,  3,  4,  and  5a  are  soluble  in  water.  They 
have  a  more  or  less  pronounced  sweet  taste. 
The  monosaccharides  are  colourless  crystalline 
compounds,  characterised  by  the  power  of 
reducing  alkaline  solutions  of  the  hoavy  metals, 
for  example,  copper.  They  form  characteristic 
compounds  with  phenylhyiuazine. 

The  di-  and  poly-saccharides  are  converted 
into  simple  carbohydrates  when  hydrolysed. 
This  change  may  be  effected  by  means  of  mineral 
acids,  or,  as  a  rule,  more  auickly  by  enzymes. 
The  complicated  polysaccnarides  are  usually 
amorphous;  they  tend  to  form  colloidal  solu- 
tions, and  are  chemically  relatively  inert.  In 
virtue  of  the  hydroxvl-  groups  which  they  con- 
tain, they  react  with  acetyl  chloride,  benzoyl 
chloride,  nitric  acid,  &c.,  forming  esters. 

Carbohydrate  solutions  are  generally  optically 
active.  The  direction  and  amount  of  the 
rotation  vary  with  the  substance,  and  also 
with  the  strength  of  the  solution,  the  nature  of 
the  medium,  the  temperature,  &c.  The  optical 
rotatory  power  of  carbohydrates  is  made  use  of 
in  their  analyses  (v.  Saoohabimbtsy). 

Conatitutional  formula  of  Dexlroae, — ^In  addi- 
tion to  those  carbohydrates  which  occur  na- 
turally, a  number  of  others  have  been  prepared 
artificially  by  Emil  Fischer,  and  it  ia  largely  to 
his  work  that  the  present  complete  knowledge 
of  the  group  is  due.  (Fischer^  original  work 
has  been  republished,  Untersuchungen  liber 
Kohlenhydrate,  Berlin,  1900,  J.  Springer.) 

Dextrose  and  its  isomerides  C,H|tO|,  con- 
veniently termed  glucoses,  have  5  oxvgen 
atoms  present  as  'hydroxyl,*  since  they  form 
esters  such  as  dextrose  pentacetate 

C,H,0(0C0CH,)5. 

The  sixth  oxygen  behaves  as  an  aldehyde  in 
dextrose  and  galactose,  as  a  ketone  in  laevulose 
and  sorbose.  The  two  classes  of  compounds  are 
accordingly  referred  to  as  aldoses  and  ketoses. 
Reduction  converts  the  glucoses  into  alcohols 
CfHi^O.,  dextrose  yielding  sorbitol  and  mannitol, ' 
and  galactose  forming  dulcitoL  Secondary 
hexyliodide,  a  derivative  of  normal  hexane,  is 
formed  by  the  action  of  hydrogen  iodide ;  hence 
the  glucoses  must  possess  all  their  six  carbon 
atoms  united  in  a  normal  chain. 

Dextrose  on  oxidation  yields,  in  the  first 
place,  gluconic  acid  CjH,(0H)5C0,H  which 
retains  all  six  carbons  and,  like  dextrose,  forms 
a  pentacetyl  ester.  Further  oxidation  converts 
it  into  saccharic  acid  C^HioOf.  Galactose 
behaves  similarly,  yielding  the  isomeric,  galao- 
tonic,  and  mucic  acids.  Taking  further  into 
consideration  the  reducing  power  of  dextrose, 
the  constitutional  formula  may  be  written  : 

CH,(OH)CH(OH)CH(OH)CH(OH)CH(OH)CHO. 

This  formula  does  not  fully  express  the 
behaviour  of  dextrose,  which  lacks  manv  of  the 
wcU-attested  properties  of  the  aldehydes ;  for 
example,  it  is  not  oxidised  in  the  air,  and  does 
not  show  their  various  colour  reactions.  Tollens, 
in  1883,  therefore,  proposed  the  lactonic  or 
7-oxide  formula  (i. ),  which  may  be  also  written  (ii. ): 


CH(OH) 

/  (imOH) 

O      I 
\  CH(OH) 


HOCH 


CH(OH) 


A 


JH,(OH) 
(i.) 

This  formula  (i.  or  ii.)  is  in  entire  agfeemcnt 
with  the  reactions  of  dextrose,  and  has  been 
generally  adopted.  It  is  supposed  that  in 
presence  of  alkalis  and  other  reagents  the 
7-oxide  ring  opens,  forming  the  aldehvde. 

The  work  of  Tanret  (Compt.  rend.*  120,  1060) 
has  shown  that  dextrose  exists  in  more  than 
one  form.  In  addition  to  the  hydrated  and 
anhydrous  modifications,  he  isolated  two  other 
anhydrous  modifications.  These  differed  par- 
ticularly in  optical  rotatory  power.  Tanret 
described  an  a-dextrose  having  [a]  -f  110*^  when 

first  dissolved,  and  falling  in  aqueous  solution ; 
a  /3-dextrose  having  [a]  +19°»  and  increasing 

in  solution;  and  a7-dextrose  having  [a]  -f  52-6®, 

and  remaining  constant  in  solution.  It  had 
long  been  known  that  the  optical  rotatory 
power  of  freshly  dissolved  dextrose  diminished 
to  about  one-half  its  initial  value  in  solution, 
and  the  term  mtUa-rotation  or  bi-rotation  was 
applied  to  this  phenomenon. 

Dubrunfaut  ascribed  the  change  to  purely 
physical  causes.  Fischer  considered  that  the 
aldehyde  dextrose  underwent  hydration  to  an 
alcohol  C1H14O7  of  lower  rotatory  power.  In 
view  of  Tanret's  discoveries,  it  is  now  considered 
that  the  change  in  rotatory  power  is  due  to  the 
mutual  interconversion  of  the  a-  and  /B-dextroeee, 
until  equilibrium  is  attained.  7-Dextrose  repre- 
sents such  an  equilibrium  mixture.  It  is 
supposed  that  both  a-  and  /3-dextrose  have  a 
closed  7-oxide  ring  structure,  and  it  is  still  a 
matter  of  controversy  whether  some  propor- 
tion of  open-chain  alaehyde  is  present  in  solu- 
tion in  the  equilibrium  mixture.  (For  the 
fuU  discussion  of  this  question,  see  E.  F. 
Armstrong's  The  Simple  Carbohydrates,  Long- 
mans, 1910.) 

To  understand  fully  the  relation  of  a-  to  ^- 
dextrose,  it  is  necessary  to  refer  to  the  van't 
Hoff-Le  Bel  conception  of  space  isomerism. 
Chemical  compounds  which  rotate  the  plane  of 
polarised  light  contain  an  asymmetric  carbdt^ 
atom,  that  is,  one  in  which  the  four  affinities  are 
satisfied  by  four  distinct  radicles.  Such  a 
carbon  atom  is  considered  as  Ijing  in  the  centre 
of  a  tetrahedron,  and  each  of  the  four  different 
radicles  with  which  it  is  combined  as  being  at 
the  four  solid  angles  thereof.  Two  modinoa- 
tions  of  the  compound  are  possible,  which  are 
related  to  one  another  like  an  object  and  its 
reflected  image. . 

In  the  Tollens  formula  for  dextrose,  the 
carbon  atom  (C)  has  the  four  different  groups, 
H,  0H»  the  oinrgen  of  the  ring,  and  the  complex 
C5H1QO4  attache  to  it.  It  is  asymmetric,  and 
two  isomerides  are  possible, which  are  represented 
on  a  plane  surface  by  writing  H  and  OH  on  one 
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or  other  side  of  the  carbon  atom,  as  the  following 
formuJsB  show : — 

HO— C—H  H— C— OH 

HUOHN 

;o  I         0 

HOCH     /  HOCH 

\/  \ 

HC  HC 

h{x)h  HcioH 

CH.OH  iHjOH 

a-DextroBe.  fl-Dextroae. 

Corresponding  to  these  two  isomericiorms,  dex- 
trose gives  rise  to  a  double  series  of  derivatives. 
The  compound  represented  by  the  formiQa 

CH,(OH)MbH(OH)iH(OH)CH(OH)CH(OH)CHO 
contains  four  asymmetric  carbon  atoms 
(marked  *)i  and  should,  therefore,  be  capable 
of  existing  in  16  stereoisomeric  forms,  8  of 
which  would  be  mirror  images  of  the  other 
8,  and  of  equal  but  opposite  rotatory  power. 

The  carbohydrate  ^roup  has  afforded  a  unique 
opportunity  of  testmg  this  hypothesis,  and 
altnouffh  only  three  of  the  isomerides  occur 
naturaUv,  no  less  than  12  have  been  prepared 
artificially  by  Fischer,  who  has,  in  addition, 
made  them  in  such  ways  that  their  structure  is 
established. 

The  known  aldohexoses  are  the  dextro-  and 
laevo-  isomerides  of  mannose,  dextrose,  idose, 
gulose,  galactose,  and  talose.    It  will  suffice  to 

five  the  constitutional  formula  as  established 
y  Fischer  of  the  natural  members  : 

CHO  CHO  CHO 

Hotn  hAoh  H(i0H 

HO^H  Hoin  HOCH 

nfcoH  h6oh         Hoin 

H(!x)H  H<!x)H  HCOH 

("jHjOH  (bH.OH  CHjOH 

Mannose.  Dextrose.  Galactose. 

Mannose  and  galactose,  like  dextrose,  exist 
in  a-  and  fi'  forms,  and  it  is  more  correct  to 
write  their  formula  in  the  form  adopted  for  a- 
and  /3-dextroee. 

As  is  to  be  expected,  the  isomeric  glucoses 
differ  but  little  in  their  chemical  behaviour. 

Formula  oi  LcBwiose, — ^Lsevulose,  when  oxi- 
dised, forms  gjycollic  and  trihydroxyglutaric  acid, 
or  other  acids  with  less  than  6  carbon  atoms. 
It  forms  an  additive  compound  with  hydrogen- 
cyanide,  which  yields  laevulose  carboxylic  acid 
CfHifOg  on  hydrolysis ;  and  this,  when  boiled 
with  hydriodio  acid,  is  converted  into  methyl- 
butylacetic  acid  C«H,-CHMe-COaH.  This  be- 
haviour establishes  laeviilose  as  a  ketohexose.  It 
has  the  formula : 

CHjOH  CHjOH 


bo 

HOCH 
HCOH 

HCOH 

bn.OH 
Flicher  formola. 


C— OH 


HOCH 

HCOH  / 

\ 
HC 

CH.OH 
y-Oxide  formula. 


FormtUa  of  the  Pentoses  and  Teifosea, — ^Eight 
aldopentoses  are  possible,  of  which  six  have  been 
artincially  prepared,  viz.  d-  and  /-arabinose  and 
xylose,  d-lyxose,  and  /-ribose.  The  two  naturally 
occurring  pentoses  have  the  constitutional 
formulfls: 


CHO 

CHO 

HCOH 

HCOH 

HOCH 

HOCH 

HOCH 

HCOH 

I 


CH, 


OH 


CHjOH 
Z-Arabinoee.  Z-Xyloee 

Like  dextrose,  they  occur  in  two  forms,  and 
are  more  correctly  written  with  a  7-oxide 
structure.  A- pentose  believed  to  be  (i-arabinosc 
has  been  isolated  from  the  glucoside  barbaloin 
(L^er).  Levene  (Ber.  1009,  42,  3247;  1910, 
43,  3147)  claims  to  have  obtained  d-iiboee  from 
nucleic  acid,  but  this  is  disputed  by  Neuberg. 

Three  out  of  the  four  possible  iddotetroses 
are  known,  viz.  d-  and  J-erythroBe  and  Z-threose, 
but  they  have  not  been  found  in  nature. 

Reaction  with  Phenylhydrazine. — ^The  beha- 
viour of  the  carbohydrates  with  phenylhydrazine 
is  particularly  characteristic,  and  it  has  further 
an  nistorical  mterest,  as  phenylhydrazine,  in  the 
hands  of  Fischer,  servecf  as  one  of  the  chief  aids 
in  the  elucidation  of  the  relationships  of  the  group. 

Dextrose  reacts  with  the  reagent  in  acetic 
acid  solution  in  two  stages.    In  the  cold  a 
phenylhydrazone  is  formed : 
C,Hi,0,-fC,Hj-NHNH, 

=C,HiiO,CH :  NNHC,H,-f  H,0. 

This  is  a  colourless  substance,  soluble  in 
water,  and  is  obtained  in  two  modifications, 
one  or  the  other  predominating  according  to  the 
method  of  preparation.  Similar  compounds, 
with  asymmetrically  disubstituted  hydrazines — 
for  example,  benzylphenylhydrazine — are  often 
less  soluble  and  more  characteristic.  Mannose  is 
remarkable  in  forming  an  almost  insoluble 
phenylhydrazone.  The  hydrazones  of  lactose 
and  maltose  are  very  soluble. 

At  the  temperature  of  boiling  water,  dextrose 
reacts  with  excess  of  phenylhydrazine  to  form 
the  phenylosazone 

CH,(OH)[CH(OH)],-C(:  NNHPh)CH :  N-NHPh 

Dextrose  (1  molecule)  is  heated  with  3-4 
molecules  of  phenylhydrazine,  which  should  be 
almost  colourless,  and  free  from  oxidation  pro- 
ducts, and  an  equal  volimie  of  50  p.c.  acetic  acid 
in  a  flask  immersed  in  boiling  water  for  an  hour 
or  more.  Usually  the  osazone  begins  to  separate 
in  20  minutes  or  less.  In  the  case  of  the  disac- 
charides,  no  separation  of  osazone  takes  place 
from  the  hot  solution. 

The  yellow  osazone  is  filtered  and  carefully 
washed ;  it  may  be  crystallised  from  most 
organic  solvents,  but  the  most  suitable  appears 
to  be  a  dilute  solution  of  pyridine.  Dextrose, 
mannose  and  lievulose  form  the  same  phenyl 
osazone,  as  they  differ  only  in  the  relative  posi- 
tions of  croups  which  are  destoyed  in  the  forma- 
tion of  the  osazone. 

Too  much  dependence  must  not  be  placed 

on  the  melting-points  of  the  osazones  in  identify- 

i  ing  unknown  sugars  in  solution,  as  these  depend 
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very  largely  on  the  rate  of  heating,  and  the 
mewod  of  purification  adoptecL  Diaabstituted 
hydrasines  do  not  directly  form  osazones  with 
dextroee,  though  these  may  be  prepared  from 
the  oeonee. 

To  reooTer  the  original  sugar  from  the 
phenylhydncone,  it  is  boiled  in  water  with  a 
slight  ezoees  of  benzaldehjrde.  The  phenyl- 
hydrazine  is  removed  as  benxaldehyde  phenyl- 
hydrazone,  the  excess  of  aldehyde  extracted  by 
ether,  and  the  sugar  solution  concentrated  ti» 
vacud.  With  the  disubstituted  hydrazones  better 
results  are  obtained  on  using  formaldehyde. 

The  phenylhydrazine  residues  may  be 
removed  from  the  osazones  by  heating  with 
fuming  hydroohlorio  acid.  Compounds  termed 
osones  are  formed : 

CH,(OH)iCH(OH)],COCHO. 

These  are  colourless  syru^ ;  they  act  as 
strong  reducing  agents,  combme  directly  with 
phenylhydrazine,  and  are  non-fermentable.  The 
slighUy  soluble  osazones  of  the  disaccharides,  and 
of  the  pentoses,  are  converted  into  osones  on 
boiUng  with  benzaldehyde. 


When  reduced  by  means  of  sodium  amalgam, 
the  osones  are  converted  into  ketoses,  and  not 
into  the  aldoses  from  which  they  were  formed. 
Thus  it  is  possible  to  pass  from  dextrose  to 
l«9VuloBe--a  transformation  of  great  importance 
— the  stages  being : 

dextrose  *->  phenylosazone  "^  osone  ^>  Ise  vulose. 

Another  important  transformation  is  that 
from  dextrose  to  mannose,  which  is  based  on 
the  fact  that  gluconic  ctcid  [q.v,),  when  heated 
with  quinoline,  is  converted  into  a  mixture  of 
gluconic  and  mannonic  acids.  The  stages  in 
this  case  are : 

reduction 


Dextrose-^ 


{' 


ozldatloii 

gluoonicU^ 
acid    /      \     acid     / 

By  the  aid  of  these  two  reactions,  Fischer 
was  able  to  pass  from  the  synthetical  a-acroee  to 
d-aluooae,  d-fructose,  and  ci-mannose,  and  so 
efitect  the  complete  synthesis  of  the  naturally 
occurring  hexoaes. 

The  following  scheme  shows  the  successive 
operations : — 


a-aorose  (obtained  from  acrolein  bromide,  glycerose,  or  formaldehyde 
[by  heating  with  phenylhydrazine] 

(tt-phenylgluoosazone 

[by  treatment  with  concentrated  hydrochloric  acid] 

dl-glnoosone 

[by  redaction  with  zinc-dust  and  acetic  acid] 


(fl-lftvulose 


[by  fermentation  with  yeast] 


[by  reduction  with  sodium-amalgam] 


Mevuloae  (dextro-rotatory)        dl-mannitol  (a-acritol) 


Z-phenylglucosazone 


[by  oxidation  with  nitric  acid] 


dl-mannoee 

[by  oxidation  with  bromine] 

d{-mannonio  acid 

[by  separation  with  strychnine  and  morphine] 


{-mannonic  acid  (lievo-rotatory) 

sodii 


[by  reduction  with  sodium       [by  reduction  with  sodium 
amalgam]  amalgam] 


d-mannonic  acid  (dextro-rotatory) 


[by  heating  with  quinoline] 


{•mannose  | 

[by  further  reduction]      cf-mannoae 


[by  further  reduction] 


<i-gluoonic  acid 


Z-mannitol 


[by  treatment  with  phenyl-      |  [by  reduction] 
hydrazine  acetate] 


a..J^i 


i 


(i-fflucose  (t.e.  ordinary 
de 


fextro-rotatory  dextrose) 


(f-phenylglucosazone 

[by  reduction] 


cf-glucosone  iso-glucosamine 

[by  reduction]        [by  nitrous  acid] 


Cyanohydrin  synthesis. — ^The  aldoses  combine 
directly  with  hydrogen  cyanide,  forming  nitriles. 


d-l«vulose  (ordinary  Isevo-rotatory  Isevulose). 

which,  when  hydrolysed,  give  rise  to  acids  con- 
taining one  carbon  atom  more  than  the  original 
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carbohydrate.  The  lactones  of  these  acids, 
when  reduced  with  sodium  amalgam,  jneld  the 
corresponding  aldoses  with  one  carbon  atom  more 
than  the  original  carbohydrate  : 

C,H„0,-CHO+HCN=0,HiiO--CH(OH)-CN-> 

CjHuOj-CHCOHyCOjH-^jHjiOj-CHCOHyCHO. 

In  this  manner  arabinose  is  converted  into 
dextrose,  dextrose  into  glucoheptose.  Fischer 
has  continued  the  process  as  far  as  the  aldono- 
nose. 

Actually  two  isomerides  are  formed  at  each 
stage,  and  arabinose  gives  both  dextrose  and 
mannose. 

Degradation, — ^The  converse  chai^  from 
dextrose  to  arabinose  has  been  effected  by  two 
different  methods. 

Wohl  (Ber.  1893,  26,730,  &c.)  heated  dextrose 
oxime  with  concentrated  sodium  hydroxide,  so 
converting  it  into  gluconic  acid  nitrile,  from 
which,  on  further  heating  hydrogen  cyanide  was 
eliminated  and  i2-arabinose  lormed 

CsHiiOa-CHO-^CjHiiO.CHiNOH-^ 

CjHiiOs-CN-^C.H.oOj. 

In  practice  the  method  adopted  is  to  heat 
the  oxime  with  acetic  anhydride  and  a  grain  of 
zinc  chloride ;  a  vigorous  reaction  ensues,  and 
the  pentacetate  of  gluconic  acid  nitrile  is  formed, 
from  which  hvdrogen  cyanide  is  eliminated  by 
treatment  witn  ammoniacal  silver  oxide. 

Ruff  (Ber.  1898,  31,  1673)  oxidises  the 
calcium  salt  of  gluconic  acid,  with  hydrogen 
peroxide  in  presence  of  a  ferrous  salt  (Fenton's 
method).  The  carboxyl-  group  is  eliminated, 
and  arabinose  formed. 

Neuberg  (Biochem.  Zeitsch.  1908,  7,  527) 
effects  the  elimination  of  the  elements  of  formic 
acid  from  gluconic  and  similar  acids  by  electro- 
lysis. 

Action  of  Acids. — Dilute  acids  are  without 
action  on  the  aldoses,  but  when  submitted  to 
the  continued  action  of  acids,  hexoses  yield 
liBVulic  acid  (acetopropionic  acid) 

(CH,COCH,-CH,CO,H) 

and  formic  acid,  together  with  brown  or  black 
humus  substances.  The  first  product  from  the 
2-ketohexoses  is  4-hydroxymethylfurfuralde- 
hyde 

CHOC :  CH-CH  :  CCH.OH 

and  it  is  to  the  condensation  products  of  this 
aldehyde  that  the  colour  reactions  of  the  ketoses 
with  phenols  are  due.  Blanksma  and  Ekenstein 
have  shown  that  this  aldehyde  is  also  produced 
on  heating  mannose  or  dextrose  with  oxalic  acid, 
and  Fenton  obtained  4-halogenmethylfurfurol 
from  Itevulose,  and  more  slowly  from  the  aldoses, 
on  treatment  with  dry  halogen  hydride.  The 
aldoses  apparently  undergo  a  1-,  2-enoliBation 
and  conversion  into  2-ketohexose. 

Action  of  Alkalis, — ^Althoueh  absolutely  stable 
in  pure  aqueous  solution,  dextrose,  mannose, 
ana  fructose  pass  over  into  one  another  in 
presence  of  traces  of  alkalis  in  the  cold.  The 
optical  rotation  of  a  dextrose  solution  containing 
alkali,  for  example,  slowly  falls  to  zero.  This 
change  was  observed  by  Lobry  de  Bruyn  and 
Albenia  van  Ekenstein  (Rec.  trav.  Chim.  1895, 
14,  166,  204).  It  is  due  to  the  conversion  of  the 
sugar  originally  present  into  enol : 

CH,(OH)[CH(OH)],C(OH) :  CH(OH) 
which  Ih  reconverted  into  all  three  *hexose8. 


Guanidine  (Morrell  and  Bellars,  Chem.  Soc. 
Trans.  1907,  91,  1010-1033)  brings  about 
similar  changes. 

The  action  of  alkalis  on  the  carbohydrates 
is  exceedingly  complicated,  and  leads  to  the 
formation  of  a  great  variety  of  substances,  in 
addition  to  humus  compounds.  The  concentra- 
tion of  the  alkali  is  of  great  importance,  a  larger 
number  of  product6  being  formed  when  the 
relatively  sparinglv  solubw  lime  and  baryta 
(Kiliani)  are  used,  than  when  concentrated 
sodium  hydroxide  is  employed  (Nef,  Annalen, 
1910,  376,  1). 

The  decomposition  takes  place  quickly  on 
heating,  slower  in  the  cold,  with  the  production 
of  acetol,  acetone,  lactic,  acetic  and  formic 
acids,  also  glucinic  and  saccharumic  acids,  and 
other  substances.  With  calcium  hydroxide 
saccharin  or  calcium  saccharinate  is  produced. 

In  addition  to  these  substances,  intermediate 
products  are  formed,  more  closely  related  to  the 
monosaccharides,  and  from  wnich  these  are 
reconstructed  by  the  synthetic  action  of  the 
alkali  It  is  established  that  hexoses  break  down 
into  a  molecule  each  of  diose  and  aldotetrose, 
or  into  2  molecules  of  glycerine  aldehyde,  that 
is,  the  2  :  3  and  3  : 4-dienols  decompose.  The 
1 :  2-dienols  never  break  down  into  aldopentose 
and  form  aldehyde.  Conversely,  hexoses  are 
never  built  up  from  pentoses. 

Pentoses  form  1 :  2*dienol8,  which,  in  the 
main,  give  aldotetroses  and  hydroxymethylene 
on  decomposition ;  they  also  form  J2  :  S-dienols, 
breaking  down  to  diose  and  glycerine  aldehyde. 

Dextroses  exclusively  form  2 : 3-dienols, 
breaking  down  to  2  molecules  of  diose;  they 
never  give  1 : 2-dienols  yielding  hydroxv- 
methylene  and  glycerine  aldehyde.  The  strongly 
dissociated  zinc  hvdroxide  ammonia  acts  on  the 
monosaccharides  m  the  cold,  producing  methvl- 
CMe-NH 


glyoxaline    t 


ch-n/' 


CH  (Windaus,  Ber.  1906, 


38,  1166 ;  1906,  39,  3886 ;  1907,  40,  799). 

Saeebarinie  adds.  According  to  Nef  (Anna- 
len, 1910>  376,  1)  there  are  24  isomeric  sac- 
charinic  acids,  with  6  carbon  atoms,  namely 
a-meta-saccharinic  acids  (aySctetrahydroxy- 
hexoic  fl«cids) ' 

C0,H-CH(0H)-CH,-CH(0H)CH(0H)-Ca3[,0H 
derived  from  the  16  aldohexoses :  4  t^osacchar- 
inio    acids    (o-hydroxymethyl   ayS-trihydroxy- 
valeric  acids) : 

C0,HC(0H)(CH,-0H)-CH,CH(0H)-CH,(0H) 

derived  from  the  8  )9'ketohexoses ;  8  saccharinio 
acids  (a-methvltetrahydroxyvaleric  acids) : 

C0,HCMe(bH)CH(0H)CH(0H)CH,(0H) 
derived  from  the  8  7-ketobexo8es ;  and  4  para- 
saccharinic  acids  (a,  w-hydroxyethyltrihydroxy- 
butyric  acid) : 

CH,(0H)CH,C(0H)(C0,H)CH(0H)-CH,(0H). 
The  lactones  of  these  acids  are  known  as 
saccharins.  They  give  rise  to  characteristic 
alkaloid  salts  and  phenylhydrazides,  and  possess 
optical  activity.  The  saccharins  are  obtained 
by  the  action  of  lime  on  dextrose,  maltose,  or 
lactose. 

Synthesis  of  Monosaccharides, — ^The  condensa- 
tion of  formaldehyde  under  the  influence  of 
bases  to  carbohydrates  has  been  the  subject  of 
repeated  study.     Butlerow,  using  milk  of  lime, 
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obtained  an  unorystallisable  syrup  with  a  sweet 
taste,  which  behaved  as  a  sugar,  but  was  non- 
fermentable  and  optioally  inaotive.  He  termed 
the  product  methylenitan.  Loew  improved  the 
technique  of  the  method  by  saturating  a  4  p.o. 
solution  of  formaldehyde  with  slaked  lime  in 
the  cold,  and  allowing  it  to  stand.  The  syrupy 
product  was  termed  *  formose,*  and  supposed  by 
Loew  to  be  homogeneous,  but  subsequentlv 
Fischer  showed  that  on  treating  it  with  phenyl- 
hydrazine,  a  mixture  of  ossxones  was  formed,  one 
of  which  was  identical  with  a-acrosazone.  Quite 
recently,  Nef  has  given  reasons  for  believing 
formose  (pre^red  by  means  of  lead  oxide)  to  be 
a  mixture  m  approximately  equal  parts  of 
isomeric  hexoses  and  pentoses  :  its  composition 
obviously  depends  on  the  alkali  employed  and 
its  concentration. 

Fischer  and  Tafel  effected  the  condensation 
of  acrolein  dibromide  by  means  of  baryta,  and 
showed  the  syrupy  product  to  consist  of  two 
sugars,  distinguished  as  a-  and  /B-acrose.  Subse- 
quently, crude  glycerose  was  made  the  starting- 
point  of  the  synthesis.  It  is  a  mixture  of 
glycerine  aldehyde  and  dihydroxv  acetone,  both 
of  which  substances  have,  in  azter-years,  been 
separately  used  as  the  initial  material.  Fenton 
has  used  glycollio  aldehyde  in  the  same  manner. 

A  product  of  synthesis  by  all  these  methods  is 
a-acrose,  which  is  partly  fermentable  by  yeast, 
and  this  Fischer  isolated  as  phenylosazone,  and 
showed  to  be  identical  with  inactive  ctt-laevuloae. 
From  this  by  the  series  of  reactions  already 
given  (p.  634),  he  obtained  the  natural  a- 
glucose,  ({-mannose,  and  ({-fructose  (Usvulose), 
as  well  as  their  optical  antipodes  and  a  number 
of  new  isomerides.  The  application  of  the 
methods  of  degradation,  elsewhere  described, 
enabled  pentoses  and  tetroses  to  be  synthetically 
prepared  from  these  hexoses,  whilst  the  cyano- 
hydrin  reaction  made  it  possible  to  obtain 
monosaccharides  with  7,  8,  and  9  carbon  atoms. 

The  full  explanation  of  the  synthesis  of 
carbohydrates  in  the  green  leaver  of  growing 
plants  has  still  to  be  given.  It  is  generally 
supposed  that  formaldehyde,  the  first  product 
of  assimilation,  undergoes  polymerisation  to 
carbohydrat-es,  a  theory  advanced  by  Baeyer  in 
1870  (Ber.  3,  63).  Various  compounds,  such  as 
glycoUic  and  glyceric  aldehydes  and  dihydroxy 
acetone,  have  been  suggested  as  intermediate 
stages  in  the  polymerisation,  but  it  has  never 
been  possible  to  detect  any  of  these  in  the  plant. 
Apparently  the  syntheto  is  asymmetric,  hexoses 
of  the  dextro-  series,  and  th^  polysaccharides 
being  the  only  products  of  assimilation.  It  is 
supposed  that  the  formaldehyde  elements  are 
superposed  under  the  influence  of  the  asymmetry 
of  the  protoplasm  molecule,  according  to  a 
definite  plan,  and  are  split  off  when  six  are 
united. 

Synthesis  of  Diaaccharidea, — ^Though  often 
attempted,  the  synthesis  of  disaooharides,  by 
purely  chemical  means,  has  only  been  partially 
BucoessfuL  Fischer  and  Armstrong  have  pre- 
pared a  syrupy  compound,  probably  identical 
with  the  natural  sugar  melibiose,  by  the  inter- 
action of  acetochlorogalactose  with  sodium 
glucosate. 

Fischer  and  Delbrilck  found  that  when 
acetobromoglucose  ii  shaken  in  dry  ethereal 
solution  with  silver  carbonate  and    traces  of 


water,  the  octacetyl  derivative  of  a  disaccharide 
is  obtained.  This  is  hydrolysed  by  cold  barium 
hydroxide  to  a  non-reducing  disaccharide  of 
the  ty^  of  trehalose.  The  octacetyl-  derivative 
is  a  mixture  of  isomerides,  and  yields  isomeric 
disaooharides. 

In  the  plant  the  disaooharides  are  formed 
from  hexose  by  the  agency  of  enzymes,  which 
exercise  synthetic  as  weU  as  analjruc  functions. 
It  is  undecided  whether  the  same  enzyme  can 
cause  both  synthesis  and  hydrolysis,  or  whether 
special  enzymes  alone  act  as  synthetic  agents. 
It  is  proved,  however,  that  an  enzyme  effects  the 
synthesis  of  a  carbohydrate  isomeric  with  that 
which  it  normally  hydrolyses,  the  two  compounds 
being  apparently  related  in  the  same  manner 
as  the  a-  and  /3-methyl  glucosides  (v.  Croft 
Hill,  Chem.  Soc.  Trans.  1898,  73,  634;  1903, 
83,  578  ;  £.  F.  Armstrong,  Proc.  Roy.  Soc.  1906, 
76,  B,  592 ;  and  monograph  on  Carbohydrates, 
1910). 

In  the  following  pages  the  occurrence, 
preparation,  properties,  and  derivatives  of  the 
natural,  mono-,  di-,  tri-,  and  tetra-saccharides, 
also  glycogen  and  inuUn,  are  dealt  with.  Sucrose, 
the  dextrins,  starch,  and  cellulose,  are  described 
in  separate  articles. 

Dextrose.  Dextroglucose,  grape  sugar, 
starch  sugar  C^Hj^O,  and  C,Hj,0„H,0. 

Occurrence, — ^Reducing  sugars  are  very  widely 
distributed  in  nature,  but  dextrose  is  almost 
always  accompanied  by  Isevulose,  the  two 
hexoses  being  probably  derived  from  sucrose. 
It  is  thus  found  in  honey,  in  the  juice  of  most 
fruits,  and  generally  in  vegetable  tissues  in 
small  (quantities.  In  the  animal  kingdom  it  is 
found  m  blood  and  in  diabetic  urine. 

Formation, — ^Dextrose  is  formed  on  hydro- 
lysing  most  of  the  known  polysaccharides  and 
glucosides,  either  with  acids  or  enzymes ;  it  is 
similarly  formed  from  glycogen.  Thus  cellulose, 
starch,  dextrins,  the  disaccharides  miJtose, 
lactose,  and  sucrose,  all  yield  dextrose. 

Preparation, — Dextrose  is  usually  prepared 
from  starch  or  sucrose.  It  can  be  obtained  from 
any  of  the  substances  mentioned,  but  they  are 
less  suited  for  the  preparation  in  quantity. 

Crude  commerical  dextrose  is  purined  by 
dissolving  in  8-10  p.  c.  of  hot  water,  and  adding 
dry  boiling  methyl  alcohol,   until  a  cloud  is 

Eroduced.  This  solution  may  be  decolourised 
y  shaking  with  animal  charcoal,  and  filtering. 
On  standing,  anhydrous  dextrose  in  a  pure  state 
separates  abundantly.  To  prepare  dextrose 
from  sucrose,  the  latter  must  first  be  inverted. 
This  is  best  effected  by  treatment  at  a  temperature 
not  exceeding  50°,  with  a  small  quantity  of 
invertase  or  ot  pressed  yeast.  After  a  few  hours 
the  solution  is  evaporated  in  vacud  to  a  syrup, 
which  solidifies  on  standing.  The  mass  is  wash^i 
with  cold  ethyl  alcohol  (sp.gr.  0*830),  and  the 
residue  dissolved  in  more  alcohoL  Dextrose 
crystalUses  on  cooling. 

Sulphuric  acid  may  be  used  for  inversion ;  it 
must  be  neutralised  with  baryta  before  evapora- 
tion. Soxhlet  advises  the  use  of  alcoholic 
hydrochloric  acid  at  50°  for  2  hours.  Dextrose 
crystallises  in  a  few  days  without  neutralisation. 
Pro-perties, — Dextrose  crystallises  from  strong 
(93-95  p.c.)  ethyl  or  methyl  alcohol  in  the 
anhydrous  state,  C^HkO,,  and  from  concen- 
trated aqueous  solutions  at  30°-35° ;  with  special 
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treatment,  crystalB  of  this  compoeition  may 
alflo  be  obtained.  The  crystals  formed  in 
aqueous  solutions  at  ordinary  temperatures  con- 
tain a  molecule  of  water  of  crystallisation, 
C,H,,0„H,0.  The  anhydride  forms  white 
crystaUine  crusts  or  powder  and,  when  it  sepa- 
rates  from  the  solvent  slowly,  fairly  well-defined 
glassy  prisms ;  the  hydrate  crystallises  in 
cauliflower-like  masses,  but  with  care  and  slow 
orystallisation  well-defined  crystals  can  be  ob- 
tamed.  Both  bodies  dissolve  easily  in  water, 
the  anhydride  with  evolution  of  heat.  The 
hydrate  dissolves  freely  in  strong  eth^l  or 
methyl  alcohol,  especially  on  the  application  of 
heat,  but  the  anhydride  is  practicaUy  insoluble 
In  these  liquids. 

This    is    Tanret's    a-anhydride,   m.p.   147^, 

[a]^-fl06®.         The       isomeric        /B-anhydride 

[a]  +22*5°  is  obtained  by  evaporating  a  dex- 
trose solution  at  above  100°,  and  purified  by  treat- 
ment with  90  p.c  alcohol,  in  which  it  is  sparingly 
soluble.    T-deztrose  (the  equilibrium  mixture) 

[aj  +52*5^  is  obtained  on  precipitating  a  con- 
centrated aqueous  solution  with  alcohoL  The 
hydrate  begins  to  melt  at  80°,  complete  fusion 
is  not  effected  tUl  100°,  when  all  tne  water  is 
expelled. 

An  aqueous  solution  of  dextrose  containing 
10  grams  anhydrous  dextrose  in  100  cc  of 
solution  at  15'5°,  has  a  sp.gr.  1*0380.  Its 
solutions  are  optically  active,  t.e.  possess  the 
power  of  rotating  the  plane  of  polarisation  of  a 
ray  of  polarised  light.  The  rotation  is  right- 
handed.  Hesse  (Annalen,  176,  106)  and  ToUens 
(Ber.  17,  2234)  nave  carefully  determined  this 
constant,  and  the  latter*s  results  are  expressed 
by  the  formula 

[a]^  =  52-5°4-0-018796P-f  0-00061683P* 

for  the  dry  sugar,  and 

[a]^  =  47-73°+0-016534P+0*0003883P« 

for  the  hydrate  C«H|i«0,,H|0,  in  which  P  := 
the  percentage  of  anhydride  and  hydrate  in 
solution.  In  dealing  with  solutions  contain- 
ing 10  p.c.  diy  sugar,  the  factors  [al  =  52*7^  and 

[ojj  =  58*3^  may  be  used.   The  optical  activity  of 

dextrose  solution  is  not  materially  affected  by 
temperature.  The  activity  is  nearly  twice  as 
great  in  freshly  prepared  solution,  diminution 
taking  place  slowly  in  cold,  but  rapidly  in  boiling 
solutions,  until  the  constant  value  is  arrived  at. 
It  is  only  crystallised  dextrose  that  exhibits  this 
property  of  bi-rotation,  as  it  is  called,  dextrose 
fused  and  allowed  to  solidify  does  not  show  it 
( Hesse,  Annalen,  1 76, 1 1 3).  The  solution  of  dex- 
trose in  strong  alcohol  retains  the  power  of 
bi-rotation.  (For  the  explanation  of  bi-rotation, 
su  P- 632.) 

When  dextrose  is  heated  to  170°,  the  elements 
of  a  molecule  of  water  are  eliminated,  dextro- 
san  (glycosan)  G^HioO,  beins  produced.  If 
the  temperature  is  increased,  that  body  is  cara- 
melised and  charred.  Dextrosan  Ib  again  con- 
verted into  dextrose  by  digestion  with  water  or 
dilute  acids.  It  is  a  hygroscopic,  dextro-rotatory, 
non-fermentable  substance.  If  the  temperature 
is  raised  to  200°,  and  maintained  at  that  point 
for  a  little  time,  gas,  water,  and  volatile  acids 
are  given  off,  and  if  the  heating  is  continued 


without  being  increased  until  these  products 
cease  to  be  evolved,  the  brownish-black  residue 
(caramelised  mass)  becomes  gradually  solid. 
This  substance  is  soluble  in  water,  completely 
if  the  temperature  was  not  too  high,  and  con- 
stitutes the  colouring  matter  used  in  wine, 
beer,  cookery,  &c.  Should  the  heat  be  further 
continued  so  that  the  body  is  destructively  dis- 
tilled, carbon  mon-  and  di-oxide,  and  methane 
are  evolved,  aldehyde,  furfuraldehyde,  acetone, 
propionic,  acetic,  and  formic  acids,  fnrane  and 
fuxiurol  distil  over,  and  a  black  carbonaceous 
mass  is  left. 

The  action  of  alkalis  and  of  acids  on  dextrose 
has  been  discussed  elsewhere.  When  reduced 
by  sodium  amalgam,  the  main  product  (35-40 
p.c.)  is  sorbitol ;  some  quantity  of  mannit<4  is 
also  formed  in  alkaline,  but  not  in  neutral  or 
acid  solution.  It  is  derived  from  the  mannose 
produced  by  the  action  of  alkali  on  dextrose. 

Oxygen  has  no  action  on  dextrose  in  neutral 
or  acid  solutions,  but  alkaline  solutions  absorb 
the  gas.  Ozone  oxidises  it  to  formic  acid, 
saccmiric  acid,  &c.,  being  produced.  Strong 
nitric  acid  converts  dextrose  into  saccharic  acid, 
and  finally  into  oxalic,  carbonic,  and  formic 
acids.  Treated  with  chlorine  or  bromine  in  the 
presence  of  water,  the  resulting  product  yields 
gluconic  acid  when  submitted  to  the  action  of 
silver  oxide. 

Dextrose  in  alkaline  solutions  reduces  the 
oxides  of  gold,  platinum,  sOver,  mercury,  bis- 
muth,  leeud,  copper,  iron,  manganese,  &c. ;  in 
the  case  of  gold,  platinum,  sOver,  and  mercury, 
the  reduction  is  complete,  the  metal  being 
formed;  in  the  other  cases  lower  oxides  are 
produced.  Ferrocyanide  of  potassium,  indiso, 
picric  acid,  Utmus,  and  such  substances  are  also 
reduced  by  dextrose  in  alkaline  solution.  The 
products  nom  the  dextrose  are  not  the  same  in 
all  cases,  but  they  consist  chiefly  of  carbonic, 
formic,  oxalic,  and  glycoUic  acids,  other  products 
being  also  formed. 

Nearly  all  the  true  yeasts  (Saccharomyeea 
membranasfaciens  is  an  exception),  a  great 
number  of  toruln,  moulds,  and  other  orf^anisms 
ferment  dextrose,  yielding  carbon  dioxide  and 
alcohol  as  the  chief  products.  Gljrcerol,  succinic 
acid,  and  other  bodies  (fusel  oil)  are  formed  at 
the  same  time,  the  proportions  of  these  bodies 
varjring  materially  with  the  organisms  and  the 
conditK)ns  under  which  the  growth  tckkes  place. 
Hie  work  of  Ehrlich  suggests  that  most  of  these 
by-products  are  derived  from  amino-acids, 
produced  from  the  yeast  and  not  from  dextrose 
(t7.  FmaaBBTATioir). 

Pressed  yeast-juice,  zymase,  which  contains 
no  living  protoplasm,  also  ferments  dextrose. 

In  the  presence  of  growing  bacteria  of  various 
species,  dextrose  yields  many  products,  one 
species  converts  it  into  lactic  acid,  another  into 
butyric  acid,  another  into  cellulose,  the  so-called 
slimy  fermentation,  and  so  on.  Other  organisms 
oxidise  dextrose  (v.  FmooBirTATiov). 

Dextrose  combines  with  sodium  chloride, 
bromide,  and  iodide,  forming  well-defined 
crystalline  compoimds;  these  decompose  in 
aqueous  solution.  Compounds  with  bases  are 
indefinite  in  character,  and  unstable.  Sodium 
and  potassium  dextrosate  C^Hi^MO.  are 
obtained  on  adding  sodium  or  potaarium  etnoxide 
to  an  slcoholic  solution  of  dextrose.    Several 
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calcmm  dextrosatea  are  described  oontainins 
varying  proportions  of  dextrose,  lime,  and 
water.  Dextrose  is  not  precipitated  with  lead 
acetate,  but  basic  lead  salts  are  obtained  in 
presence  of  ammonia. 

The  methylglueotldes.  These  are  of  import- 
ance, as  types  both  of  glucosides  generally,  and 
of  the  two  isomeric  series  of  dextrose  deriva- 
tives. They  are  regarded  as  stereoisomerio 
^-oxides,  and  have  the  following  structural 
formulae : — 

CH,0— CM  HC— ^OCH, 
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^•Methylglncoffide. 


a-Methylglucoside  crystallises  in  long  needles, 
m.p.  Id6**  [o]  +157**;  /S-methylglucoside  forms 

rectangular  prisms,  m.p.  104°  [m  —33**. 

They  are  hydrolysed  by  warm  mineral  acids 
to  methyl  alcohol  and  dextrose,  the  ^-isomeride 
being  attacked  1*8  times  as  rapidly  as  the 
a-isomeride.  Each  glucoside  requires  its  own 
particular  enzyme  to  hydrolyse  it.  a-Methyl- 
gluooside  is  hvdrolysed  by  maltase  alone ; 
)9-metiiylglucoaide  omy  by  emulsin.  They  are 
used  as  t^  materials  in  studying  enzyme  action. 

The  isomerides  are  both  formed  when 
dextrose  is  heated  with  methyl  alcohol  containing 
hydrogen  chloride. 

To  obtain  a-methylglucoside,  1  part  of 
dextrose  is  heated  with  4  parts  methyl  alcohol 
containing  0*25  p.c.  hydrogen  chlorMe,  for  50 
hours  in  an  autoclave.  The  solution  deposits 
crystals  of  the  glucoside  on  evaporation,  and 
the  mother  liquors,  after  further  heating,  give 
a  second  and  third  crystallisation,  as  the  /B- 
isomeride  present  is  converted  into  the  a-  bv 
the  acid.    A  yield  of  80  p.c.  or  more  is  obtained. 

To  obtain  /3-methylglucoside,  solid  anhydrous 
glucose  is  dissolved  in  methyl  alcohol,  nearly 
saturated  with  dry  hydrogen  chloride,  at  room 
temperature.  As  soon  as  etherification  is 
complete,  as  witnessed  by  the  absence  of  reducing 
power,  the  solution  is  neutralised  and  evaporated, 
and  a  mixture  of  a-  and  )9-isomerides  obtained 
in  about  equal  quantities.  The  a-  is  partly 
separated  by  crystallisation  from  strong  alcohol. 
The  residue  is  dissolved  in  water,  and  fermented 
by  a  pure  culture  yeast.  The  a-methylglucoside 
is  hydrolysed,  and  the  dextrose  fermented ;  the 
)9-methyk;lucoside  remains  untouched,  apid  is 
recovered  and  purified. 

The  other  carbohydrates  form  analogous 
methylglucosides,  and  similar  compounds  are 
obtain^  with  ethyl  sJcohol.  (For  other  artificial 
glucosides,  v,  Glugosidbs.) 

A  very  large  number  of  dextrose  compounds 
have  been  prepared,  in  some  of  which  the 
aldehydic  hydroxyl  is  concerned,  whilst  others, 
eg.  the  aoetates,  involve  all  five  hydroxyls.  As 
already  stated,  in  most  cases  two  isomerides 
derived  from  a-  and  /3-dextrose  have  been  pre- 
pared.   Few   of   these   compounds   are   really 


characteristic  of  dextrose,  and  it  must  suffice 
in  the  space  at  disposal  to  indicate  the  properties 
of  some  of  them  in  tabular  form. 


Compound 
Pentanitrate 
a-pentacetate 
/3-pentacetate 
a-acetooh1orodextrofle 
^•acetochlo^odextro9e 
n-aoetobromodextrose 
^-acetobromodeztrose 
a-acetonitrodextroae 
^•aoetonltrodext^oBe 


Pentabensoate 
Trimethyldextrose 
Tetramethyldextrose 
Pentamethvldextrote 
Dexteoeeethylmercaptal  oolomless 

needles 
a-cbloralose 
3-cbloraloBe 
Dextrose  diacetone 
Dextrose  meide  . 


Appearance 
amorphouB 
ooiounesB  needles   . 
granular  crystals    . 
long  needles  . 
stellate  aggregates  . 
prisms  . 
lustrous  needles 
needles 
lustrous      rhombic 

prisms 
needles . 

oolouriess  syrup     . 
needles  . 
stellate  crystals 

matted 


Semicarbasone 

Thiosemicarbaxone 

Anillde 

Oxlme 

Phenylhydrazone . 


.  bunches  of  needles  . 
.  fatty  plates    . 
•  nG6uie8 .        .        ■ 
.  rhombic  plates  and 

needles 
.  needles . 
.  rhombic  plates 
.  needles. 
.  needles  . 
( needles  or  plates 
'  I  needles . 


Bromophenylhydraione  needles 
Methylphenylhydrasone  oolouriess  plates 
a-amylphenylhydrasone  Ught  brown  needles 
a-allylphenylhydrazone  light  yellow  needles 


a-benzylphenylhydra 

sane 
Diphenylhydrasone 


light  yellow  needles 


730-740 

150°-151o 

179° 

81°-8»° 
42^-430 

127o_12ao 

186° 

2S(P 

lOT^-lOfio 

207° 

175'* 

204° 

147* 

187° 
144°-146" 
1160-lie° 

14r» 

1300 

128*» 

155« 

IW 


oblique      leV* 


B-Qaphthylhydrasone 
Phenylosazone 


oolourleBB 

prisms 
brown  needles        .       05° 
aggregates  of  yellow      208° 
needles 

p-bromophenylosaxone.  yellow  needles  222° 

Nitrophenylosaxone      .  reddish  needles  257° 

Dextrose-o-diaminoben-  oolouriess    lustrous 
sene 


Didextrose-o-diamino- 

benzene 
Dextrose-y-diainino- 

benzotc  add 


needles 
sleDder 

needles 
lustrous  silver  plates 


oolonrlesB        — 


248° 


or     ammo- 


d'Olucosamine     (Ghitosamine) 
dextrose  has  the  formula 

CH,(OH)-[CH(OH)],-CHNH,-CHO. 
It  is  obtained  by  boiling  the  shells  of  lobsters, 
particularly  the  claws,  witn  concentrated  hydro- 
chloric acid,  when  the  hydrochloride  results 
The  shells  of  lobsters  consist  of  carbonate  of 
lime  and  chitin.  Ghitin  is  a  constituent  of 
various  invertebrate  skeletal  structures,  and  of 
the  cell  walls  of  fungi;  it  is  considered  by 
Irvine  to  contain  acetylamino-dextrose  and 
amino-dextrose  residues  in  the  proportion  of 
3  to  1  (C,oH,oOi9N4)n.  It  is  prepared  from 
the  hvdrochloride  by  decomposing  it  with 
diethylamine  (Breuer,  Ber.  1898,  31,  2193)  or 
sodium  methoxide  (Lobry  de  Bruyn,  ibid,  1898, 
31,  2476).  Fischer  and  Leuchs  (Ber.  1903,  36, 
24)  effected  the  synthesis  by  the  combination  of 
({-arabinose  and  ammoninm  03ranide  to  d-f^uoo- 
saminic  acid,  the  lactone  of  which  was  rranoed 
to  ({-glucosamine.  Glucosamine  forms  a  colour- 
less cr3rstalline  powder,  or  long  needles;  m.p. 
115°  [al  -f48^    The  aqueous  solution  reacts 

alkaline,  but  is  stable.  It  is  not  fermentable. 
The  pentaoetate  exists  in  two  forms,  needles, 
m.p.  183*5°  and  133°  respectivelv ;  the  former  is 
optically  inactive,  the  latter  nas  [a]  +86*5°. 

The  oxime  forms  prisms,  m.p.  127°.  Two 
modifications  of  the  nydrochloride  are  known : 

glistenmg    monoclinio     crystab     [o]^  + 100*, 
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falling  to  4-72-5^  on  standing,  and  hexagonal 

20 

needles  [a]     constant  at  72*5^. 

It  cannot  be  converted  into  dextrose, 
though  it  fi;ive6  dextrose  phenylosazone  when 
heat^  with  phenylhydrazine.  Bj  the  action 
of  nitrons  acid,  a  compound,  CgHj^O,,  is  formed, 
which  was  at  one  time  regarded  as  a  carbo- 
hydrate, and  termed  chitose,  but  was  shown  by 
:Flscher  and  Andreae  (Ber.  36,  2687)  to  be  a 
hydrated  furfurane  derivative 
CH(OH)CH(CHOW 
I  ^O. 

CH(OH)CH(CH,OHK 

Chitose  forms  an  oxime  and  phenylhydrazone 
and  is  oxidised  by  bromine  to  cmtonic  acid. 
Glucosamine  was  formerly  regarded  as  a  deriva- 
tive of  chitose,  and  termed  cnitosamine. 

An  isomeride  of  glucosamine  is  Moglucosa- 
mine  CHs(0H)[CH(dH)],-C0CH,NH2,  which 
Fischer  obtained  by  reducma;  phenylglucosazone 
with  zincdust,  and  which  is  conveited  by  the 
action  of  nitrous  acid  into  Iievulose. 

Manufacture  of  commercial  dextrose — i.e, 
dextro-glveose,  glucose,  saccharum,  saccharine, 
Ac. — ^These  products,  varying  much  in  character 
and  composition,  are  all  prepared  by  the  action 
of  acids  on  starch  or  starchy  substances,  such 
as  rice,  maize.  &e.»  and  when  these  latter  are  the 
raw  material,  it  has  been  proposed  to  employ  the 
combined  action  of  diastase  and  acids.  When 
starch  is  acted  upon  by  dilute  acids,  it  is  dis- 
solved, dextrins  and  maltose  being  produced. 
These  bodies,  by  the  further  action  of  the  acid, 
3deld  dextrose ;  this  itself  does  not  resist  the 
action  of  acids,  so  that  during  the  process  of 
conversion,  a  portion  of  it  is  attacked,  with  the 
production  oi  substances  imperfectly  studied 
(v.  IsomiiTOSB,  p.  652). 

The  phases  of  the  action  of  dilute  acids  on 
starch  are  easily  followed.  After  heating  has 
been  continued  for  a  short  time,  a  portion  of  the 
solution  cooled  ceases  to  give  a  blue  colouration 
with  iodine  ;  this  indicates  absence  of  starch ;  in 
the  place  of  this  a  reddish-brown  colouration  is 
proouced,  this  indicates  the  presence  of  a-dex- 
trin.  After  a  time  this  disappears,  and  at  length 
the  solution  ceases  to  give  a  precipitate,  when  to 
a  portion  of  it  twice  its  bulx  of  alcohol  (sp.gr. 
0-820)  is  added,  or  when  to  a  portion  from  wnich 
the  sulphuric  acid  has  been  separated  by  bar3rta- 
ammoniacal  lead  acetate  is  added.  This  esta- 
blishes the  absence,  not  of  maltose,  but  only  of 
dextrin.  For  syrup  the  boiling  is  stopped  as 
soon  as  the  iodine  test  gives  a  port- wine  colour ; 
for  solid  dextrose  it  is  continued  till  alcohol 
causes  no  precipitate.  The  processes  involved 
in  the  manufacture  may  be  conveniently 
arranged  as  follows  : — 

(a)  The  conversion. 

(6)  The  neutralisation. 

(c)  The  filtration. 

\d)  The  deoolourisation. 

\e\  The  concentration. 

(/}  The  purification. 

(a)  The  conversion, — ^In  this  country  the 
materials  chiefly  employed  in  the  manufacture 
of  commercial  dextrose  are  saso,  maize,  and  rice 
starch,  finely  ground  rice  itself,  as  well  as  granu- 
lated maize  and  rice  being  at  times  used.  Potato 
starch  is  also  used  in  Germany.  In  America 
green-maize  starch  is  the  chief  material;  hence 


the  term  '  com  sugar.'  The  acid  usually  em- 
ployed in  Europe  is  sulphuric ;  hydrochlonc  acid 
is  eenerally  used  in  America;  and  nitric  acid  as 
well  as  a  mixture  of  nitric  and  sulphuric  acids 
have  been  recommended.  The  use  of  sulphurous 
and  orthophosphoric  acids  has  also  been 
advocated.  The  proportions  of  material,  water, 
and  acid  generafly  employed  in  the  case  of 
sulphuric  acid  are  100  :  250  :  5,  and  when  green 
starch,  t.e.  undried  purified  starch,  is  used,  1} 
parts  are  taken  instead  of  1  part  dry  starch. 
When  pressure  converters  are  used,  the  acid  can 
be  reduced  to  0*5  p.c. 

Formerly  open  converters  made  of  wood, 
lined  with  lead  and  provided  with  steam  coils 
of  lead  and  stirring  gear,  were  used,  but  these 
are  now  abandoned  nearly  everywhere  for  closed 
converters.  These  are  made  of  cast  iron, 
copper,  or  gun  metal,  and  are  worked  at  a 
pressure  of  30  lbs.  of  steam. 

The  operations  involved  in  the  manufacture, 
whatever  converter  is  used,  are  as  follows: 
Half  the  sulphuric  acid  is  mixed  with  half  the 
water  in  a  separate  vat  constructed  as  the  con- 
verter, with  or  without  coH,  and  at  such  a 
temperature  that  the  heat  of  the  dilute  acid 
will  be  less  than  the  gelatinising  point  of  the 
starch  of  the  material  employed.  This,  vat  is 
furnished  with  stirring  gear,  and  placed  under  a 
hopper,  in  which  is  stored  the  starch  or  starchy 
substance.  When  the  dilute  acid  is  at  the  right 
temperature,  the  material  is  allowed  to  flow  into 
it,  tne  stirring  gear  being  kept  in  motion ;  a 
milk  of  starch  in  dilute  acid  is  thus  obtained. 
Meanwhile  the  remaining  half  of  the  acid  and 
water  are  introduced  into  the  converter,  and 
heated  to  boiling,  then  the  starch  mUk  is  run 
in  at  such  a  rate  that  the  temperature  does  not 
fall  far  below  boiling,  and  the  introduction  should 
be  effected  as  rapidly  as  possible. 

The  time  required  for  conversion  depends  on 
the  rate  of  introduction  of  the  starch  milk,  and 
on  the  pressure  employed,  &c.  For  com 
syrUp  an  average  time  from  the  commencement 
of  the  starch  introduction  to  the  discharge  is 
a  little  over  an  hour,  for  solid  sugar  about  1} 
hours  is  required.  When  converted,  the  liquid 
is  blown  into  the  neutralising  vats. 

(6)  The  neutralisation, — ^Finely-ground  chalk 
is  used  to  neutralise  the  acid  employed  in  the 
conversion.  The  chalk  is  converted  into  a  milk 
with  water,  and  gradually  introduced  into  the 
converted  liquid.  About  12  lbs.  of  powdered 
chalk  are  taken  for  every  10  lbs.  sulphuric  acid 
employed;  this  is  more  than  the  theoretical 
quantity,  but  it  is  found  to  answer  in  practice, 
owing,  no  doubt,  to  the  insolubility  of  a  portion 
of  the  chalk.  The  neutralised  liquid  u  kept 
stirred  for  some  time,  and  is  then  allowed  to 
rest.  It  is  found  best  to  allow  it  to  cool  and 
settle  gradually,  and  then  draw  off  the  clear 
portion  ;  but  where  vat  room  is  a  consideration, 
the  neutralised  liquid  is  run  immediately  to  the 
filter  presses  {v.  Filtration). 

(c)  {d)  The  dear  filtered  solution  is  passed 
through  bone-char  filters  of  the  same  constraction 
as  those  described  under  Suoab.  Sulphurous 
acid  is  sometimes  used  in  bleaching  the  product. 

(e)  Caneentration. — ^This  operation  is  effected 
in  vacuum  pans  {v,  Suoab),  and  is  considered 
complete  when  the  syrup  contains'about  82  p.c. 
solid  matter,  i.e.  reaches  a  sp.gr.  of  1*50.     It  is 
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then  ran  into  moulds,  usually  cone-shaped 
vessels,  in  which,  on  standing  and  cooling,  it 
solidifies  after  a  short  time.  This  is  hastened 
by  the  introduction  of  some  previously  solidified 
sugar.  The  solidified  mass  extracted  from  the 
mould  by  a  short  immersion  in  hot  water  is 
broken  into  irregular  lumps,  in  which  form  it 
appears  in  the  market.  Tne  colour  of  the  com- 
mercial parcels  varies  from  pure  white  to  dark- 
brown  ;  this  depends  on  the  character  of  the 
material  employed  (the  purity  and  variety  of 
tibe  starch),  on  the  mode  of  conversion,  and 
the  extent  to  which  the  decolourisation  was 
carried.  The  composition  is  also  vezy  variable, 
but  the  constituents  in  all  are  the  same,  viz. 
dextrose,  maltose,  dextrin,  unfermentable  organic 
bodies,  and  ash.  Very  few  samples  contain 
dextrin,  some  few  maltose,  and  the  propor- 
tion of  unfermentable  bodies  varies  very  much, 
beinff  sometimes  as  high  as  16  p.c.  The  syrups, 
which  are  used  in  confectionary,  contain  a  large 
percentage  of  dextrin  and  maltose. 

In  the  United  States  the  conversion  is  carried 
out  by  stirring  the  ffreen-com  starch,  made  in 
the  same  factory,  with  a  laige  body  of  water, 
and  subjecting  this  mixture  to  a  high  heat 
under  pressure,  the  process  being  a  hydrolytic 
one.  A  small  amount  of  pure  hyorochloric  acid 
is  added  to  facilitate  the  catalytic  action.  The 
conversion  is  performed  in  large  vessels  6  feet 
in  diameter,  and  about  20  feet  high,  made  of 
hammered  copper  1  inch  in  thickness. 

After  the  required  conversion,  the  traces  of 
acid  are  neutralised  with  soda  ash,  the  mixture 
beinff  left  very  slightly  acid  to  litmus,  and  excess 
of  aScali  beins  very  oarefuUv  avoided,  as  the 
least  trace  colours  the  liquia.  In  the  case  of 
glucose  syrup,  conversion  is  complete  in  less 
than  10  minutes;  conversion  into  anhydrous 
dextrose  tckkes  considerably  longer.  The  con- 
verted starch,  now  an  almost  white  liquor,  is  run 
from  the  neutralisers  through  filter  presses,  to 
remove  the  dissolved  gluten,  &c.,  which  is 
precipitated  during  neutralising,  and  then 
through  an  evaporator,  which  reduces  the 
gravity  to  30^B.  It  is  then  run  sucessively 
over  three  bone-char  filters,  each  10  feet  in 
diameter  and  24  feet  high,  and  containing 
70,000  lbs.  of  bone-char  each.  The  liquors 
receive  a  much  greater  amount  of  bone-char 
treatment  than  is  the  custom  in  Busar  refineries, 
passing,  in  all,  over  72  feet.  The  remaining 
traced  of  acid  are  completely  neutralised,  and 
the  liquid  has  a  brilliant  crystal-white  appear- 
ance. The  bone-ciiar  is  revivified  after  each 
bath.  The  liquor  is  concentrated  in  vacuum 
pans  to  the  required  density  42*^-45°B.,  and 
crystallises  on  cooling.  (A  full  account  of  the 
American  industry  of  com  products  is  given  by 
Wagner  (J.  Soo.  Ghem.  Ind.  1909, 28, 343).) 

The  average  composition  of  these  products 
is  as  follows  : — 


Gom 
•ymp 

70  sugar 

80  sugar 
P.c. 

An- 
hydrous 
sugar 

P.C. 

P.O. 

P.c. 

Water      . 

190 

19-7 

11-2 

4-0 

Dextrose  . 

38-5 

70-2 

79-9 

94-6 

Dextrin    . 

42-0 

9-3 

8-0 

0-7 

Ash . 

0-5 

0-8 

0-9 

0-7 

The  ash  consists  principally  of  chlorides. 

if)  Pttr>>Sca<Mm.— Behr  (Eng.  Pat.  9797, 1884  : 
1767,  1886)  manufactures  pure  commercial 
crystalline  anhydrous  dextrose  by  adding 
crystcds  of  dextrose  to  a  solution  concentrated 
to  86  p.c.,  and  allowing  the  mixture  to  stand  at 
about  36^.  After  a  short  time  an  abundant 
crop  of  crystals  separates,  and  by  treatment  in  a 
centrifugal  machine,  the  uncrystallised  B3rnip  is 
removed  (v.  Sugas). 

In  the  older  process  of  Soxhlet,  the  concen- 
trated syrup  was  dissolved  in  about  an  equal 
weight  of  boiling  methyl  alcohol,  and  allowed  to 
stand.  The  crystals  were  drained,  and  the 
loaves  washed  with  methyl  alcohol,  which  wa*3 
recovered  from  the  loaves  and  mother  liquors  by 
distillation  in  a  vacuum. 

Dextrose  from  Cellvlose, — CeUulose  is  diainte- 
ffrated  by  boiling  with  acids  only  with  great 
oifficulty,  and  at  high  temperatures,  with  the 
formation  of  dextrose,  and  the  process  caimot 
compete  industriidly  with  the  preparation  from 
starch.  Numerous  attempts  have  been  made 
to  obtain  dextrose  from  wood  cellulose,  with  the 
industrial  objective  of  the  manufacture  of  alcohoL 

Simonsen  (Zeitsoh.  angew.  Chem.  1898,  196, 
219,  962,  1007)  found  the  most  favourable 
conditions  for  the  conversion  of  40  grams  of 
cellulose  to  be  a  digestion  for  2  hours  at  6-8 
atmospheres,  with  liXK)  c.c.  of  0*6  p.c.  sulphuric 
acid.  46  p.c.  of  reducing  sugar  was  obtained, 
but,  according  to  Komer  {ibii.  1908,  2363),  this 
ia  not  all  fermentable  dextrose. 

Ekstrom  (Fr.  Pat.  380368,  July  29,  1907) 
treats  sawdust  with  96  p.c.  sulphuric  acid  at  the 
ordinary  temperature  for  20  minutes,  dilutes  to 
1  p.c  free  acid,  and  heats  from  1  to  6  hours  under 
a  pressure  of  3-8  atmospheres ;  66-67  p.c.  con- 
version is  claimed. 

Ewen  and  Tomlinson  (U.S.  Pat.  938308. 
Oct.  26,  1909)  heat  sawdust  with  a  minimum  of 
6  p.c.  acid  to  a  temperature  between  136^  and 
162®.  The  use  of  2-4  p.o.  hydrofluoric  acid 
has  also  been  suggested  (Orlowski,  Fr.  Pat. 
406187.  July  17,  1909). 

d-MannOM  C^Hi^O,  occurs  in  nature  in  the 
form  of  anhydride-like  condensation  products, 
known  as  mannosans.  It  is  best  'prepared  from 
the  vegetable  ivory  nut  {steinnuss)  which  is  used 
in  Berlin  and  elsewhere  for  the  manufacture  of 
buttons  and  collar  studs.  The  waste  turnings 
are  hydrolysed  to  mannose  by  boiling  for  6  hours 
with  2  parts  of  hydrochloric  acid.  It  was  originally 
obtained  b^  Fischer  and  Hirschberger  by  oxidis- 
ing manmtol  with  nitric  acid.  Mannose  is 
clukracterised  by  forming  an  insoluble  yellow 
phenylhydrazone,  m.p.  186^-188®,  and  use  is 
made  of  this  compound  in  isolating  it  from 
solution.  The  hydrazone  is  subsequently  decom- 
posed with  benzaldehyde,  or  better,  formalde- 
hyde, and  the  resulting  solution  concentrated 
in  wMcud  till  the  sugar  crystallises. 

Mannose  separates  in  colourless  rhombic 
crystals  [a:b:c  =  0*319  :  1 :  0-826]  of  sweet 
taste,  m.p.  132^.  100  c.c.  of  the  saturated 
aqueous  solution  at  17*6®  contain  24*8  srams ; 
in  absolute  alcohol  it  is  almost  insoluUe.  It 
shows  muta-rotation,  the  equilibrium  value  being 
[a]-|-14*6®. 

It  is  very  similar  to  dextrose  in  all  its  proper- 
ties, yielding  the  same  phenylosazone.  It  is 
fermented  by  all  yeai^ts  which  attack  dextrose 
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and  liBVulose.  Bromine  oxidises  it  to  mannonic 
acid ;  sodium  amalgam  reduces  it  to  mannitol. 

a-Methyl   mannoside  has  m.p.  100°,  [ai   +80^ 

The  oxime  crystallises  in  colourless  needles, 
m.p.  167'*-180''.  like  the  phenylhydrazone,  the 
substituted  hydrazones  are  all  sparingly  soluble. 

Caroubinose,  a  carbohydrate  isolated  from  the 
seeds  of  the  carob  bean,  is  identical  with  mannose. 

(2-Oalaetose  C,Hi,0,.  Milk  sugar,  when 
hydrolysed  by  means  of  acids  or  enzymes, 
yields  dextrose  and  galactose  in  equal  propor- 
tions. On  a  commercial  scale,  sulphuric  aoid  is 
used  to  effect  hydrolysis  under  pressure  at 
105°,  after  which  the  solution  is  neutralised  and 
concentrated  until  an  amount  which  contained 
500  grams  of  milk  sugar  weighs  640  grams.  The 
syrup  is  set  aside  with  a  few  crystals  of  galactose, 
and,  after  some  days,  the  crystalline  mass  is 
washed  with  80  p.c.  alcohol,  and  the  galactose 
purified  by  recrystalUsation  from  aqueous 
alcohoL  Even  the  very  best  commercial 
galactose  contains  minute  quantities  of  dextrose  : 
to  remove  this  it  must  be  treated  with  a  pure 
culture  of  some  yeast,  such  as  8.  Ludungii, 
which  ferments  dextrose,  but  not  galactose. 

Galactose  is  a  constituent  of  raffinose  and 
stachyose,  and  is  widely  distributed  in  the  poly- 
meric form,  galactan,  particularly  in  ffums  and 
seaweeds.  It  occurs  in  a  few  glucosioes.  It  is 
a  colourless  crystalline  powder,  m.p.  162^  less 
soluble  than  dextrose,  and  has  the  same  general 
properties  as  dextrose.  The  most  characteristic 
behaviour  is  the  formation  of  mucic  acid  on 
oxidation  with  nitric  acid. 

Galactose    exhibite   muta-rotation ;    the  a- 

isomeride  has  [af^  about  + 140%  the  )9-  modifi- 

cation  about  +53°.    The  equilibrium  value  is 

fal^  -f  81°.    The  influence  of  concentration  and 

temperature  on  this  value  is  expressed  by  the 
equation 

[o]    =  83-883-f  0-0786P-0-20W, 

where  p  and  t  denote  concentration  and  tem- 
perature respectively. 

Galactose  derivatives  are  prepared  similarly 
to  the  corresponding  dextrose  compounds.  The 
a-pentanitrate  (WiU  and  Lenze,  Ber.  31,  68) 
forms  needles,  m.p.  115°-116°;  the  /3-isomeride 
has  m.p.  72°-73° ;  the  )9-pentacetate  has 
m.p.     142° ;      a-methylgalactoside     has     m.p. 

m°-112°,  [a]^  4-179-3',    and    crystallises    in 

transparent  doubly  refractive  needles  ;  the 
/3-isomeride    forms    needles,     m.p.    173°-176°, 

20 

[a]      -f  2-6°  ;     the   phenylhydrazone  has    m.p. 

158°,  the  phenylosazone  when  quickly  heated 
melts  at  193°-194°. 

Some  yeaste  ferment  galactose,  but  not  all 
those  which  ferment  dextrose  and  bevidose.  It 
is  apparently  possible  to  grow  a  yeast  in  presence 
of  galactose  and  dextrose,  until  it  acquires  the 
power  of  fermenting  galactose.  Galactose  is 
identical  with  the  sugar  cerebrose,  isolated  from 
the  brain  by  Thudiohum,  where  it  is  a  constituent 
of  the  cerebrosides,  phrenosin  and  kerasin. 

LsBVolose  or  ci-Fructose  0,H,tO,  is  a  keto- 
hexose  or  ketose  sugar.  It  is  found  together 
with  dextrose  in  honey  and  in  many  fruite,  and, 
combined  with  dextrose,  it  occurs  in  sucrose. 

Vol.  h—T, 


raffinose,  stachyose,  &c.  Inulin,  found  in 
dahlia  tubers  is  completely  converted  into 
fructose  on  hydrolysis.  It  has  not  so  far  been 
produced  by  the  hydrolysis  of  any  glucoside. 

It  is  termed  (2-fructose,  in  spite  of  the  bevo-ro- 
tation,  to  indicate  that  it  belongs  to  the  d- 
mannitol  series. 

After  prolonged  heating  at  165°-170*',  cane 
sugar  becomes  converted  into  a  mixture  of 
Iffivulosan  (GiH^gOs)  and  dextrose,  without 
chan^  of  weight.  On  fermenting  the  aqueous 
solution  of  the  mass  with  yeast,  the  dextrose  is 
decomposed,  while  the  IsBVulosan  remains  un- 
changed, and  may  afterwarda  be  converted  into 
IflBVulose  by  treatment  with  dilute  acids. 

Preparation. — It  is  best  prepared  from  inulin. 
100  grams  of  inulin  with  1  p.o.  ash  are  heated 
with  250  C.C.  water  and  0*5  gram  hydrochloric 
acid  for  half  an  hour  in  a  TOiling  water-bath, 
neutralised  with  1*5  grams  sodium  carbonate 
evaporated  on  the  water-bath  at  60°,  and  finaUy 
over  sulphuric  acid  in  vacud  to  a  thick  syrup. 
This  is  extracted  with  absolute  alcohol,  put  aside 
for  24  hours,  the  solution  poured  off  clear,  and 
inoculated.  Complete  crystallisation  of  the 
Itdvulose  is  obteined  in  3  days,  and  it  is  quite 
pure  after  one  more  crystallisation. 

Inulin  may  also  oe  hydrolysed  with  0*5 
vol.  p.c.  oxalic  acid. 

(For  the  preparation  from  Jerusalem  arti- 
chokes, see  UCS.  Pat.  879422,  Feb.  18,  1908.) 

To  obtain  Isdvulose  from  sucrose,  the  latter  is 
first  inverted  by  means  of  mineral  acids  or  inver- 
tase,  and  the  acid  removed  by  neutralisation 
with  baryta  or  silver  oxide.  Tne  invert  sugar 
resulting  contains  both  dextrose  and  Isvulose, 
which  may  be  separated  as  follows :  6  grams  of 
finely  powdered  slaked  lime  is  added  to  every 
100  CO.  of  a  neutral  ice-cold  10  p.c.  solution  of 
invert  sugar,  and  the  solution,  which  at  first 
sight  is  merely  milky,  is  a^tated,  the  vessel 
being  preferably  immersed  in  loe-cold  water  until 
it  acquires  a  creamy  consistency.  The  mass, 
which  consiste  of  the  difficultly  soluble  calcium 
laevulosate  CaO*CgHi,Oc*H,0,  together  with  the 
easily  soluble  calcium  dextrosate,  is  filtered 
through  linen,  and  strongly  pressed  to  remove 
the  greater  part  of  the  liquid,  and  is  suspended 
in  water  and  decomposed  by  addition  of  oxalic 
acid  or  by  passage  of  carbonic  acid  gas.  The 
filtered  solution  is  evaporated  in  vneud  over 
sulphuric  acid,  with  production  of  anhydrous 
laeindose.  Calcium  Isdvulosate  dissolves  in  137 
parts  of  water  at  15°,  and  is  almost  insoluble 
atO°. 

Lsevulose,  when  pure,  crystallises  from 
alcohol,  and  even  from  aqueous  solution  in 
needles,  also  in  crusts  of  transparent  prisms, 
which  are  not  hygroscopic.  It  has  m.p. 
95°,  D^^'B  1-669.  It  is  very  soluble  in  water, 
almost  insoluble  in  cold  absolute  alcohol.  It  is 
much  sweeter  than  dextrose,  and  somewhat 
sweeter  than  sucrose.  It  exhibits  muta-rotation, 
and,  no  doubt,  exists  in  solution  as  an  equili- 
brated mixture  of  stereoisomeric  7-oxide  forms. 

The    initial    rotation     [a]^  -104°    falls     to 

[a]^  —92°  (Parkus  and  Tollens,  Annalen,  257, 

160).  The  specific  rotatory  power  is  very  con- 
siderably influenced  by  changes  of  temperature 
and  concentration,  wmch  cause  an  alteration  in 

2  T 
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ike  proportionB  of  the  iBomeridee  in  the  equili- 
brium  mixture.    The  rotatory  power  usuiJly 

taken    is   [a]^^  -93•8^      It   falls   0-6386''   for 

each  degree  centigrade  of  increase  in  tempera- 
ture, and  at  87*3°  is  equal  but  opposite  to  that 
of  dextrose.  This  property  is  taken  advantage 
of  in  determining  its  proportion  in  presence  of 
other  sugars,  the  rotation  being  observed  at  two 
different  temperatures. 

According  to  Soxhlet,  the  relative  reducing 
powers  of  levulose  and  dextrose  on  Fehling's 
solution,  in  1  p.c.  solution,  are  476:613;  but 
Aliihn  finds  that  if  the  solutions  be  boiled  for 
30  minutes  (instead  of  for  2  minutes,  as  in 
Soxhlet's  experiments),  their  reducing  powers 
are  identical.  On  Knapp's  mercurial  solution 
their  action  is  the  same,  out  on  Sachsse's  mer- 
curial solution  their  actions  are  100  (levulose) 
and  148-6  respectivdy. 

Oxidation  converts  Invulose  into  acids  with 
fewer  carbon  atoms,  glycollio  and  trihydroxy- 
butyric  On  reduction  with  sodium  amalgam, 
mannitol  and  sorbitol  are  formed.  Acids  attack 
it  far  more  readily  than  dextrose  with  the  pro- 
duction of  Invulio  and  formic  acids ;  alkalis  some- 
what less  readily.  Heatinf  concentrated  solutions 
with  oxalic  acid  forms  4-nvdroxymethylfurfurol, 
whilst  it  interacts  with  hydrogen  bromide  in 
ethereal   solution,   forming   4-bromomethylfur- 

CH  :  C(CH,Brk 
furol  I  ^0  (Fenton  and  Gostling, 

CH :  CiCaO)-^^^ 
Chem.  8oc.  Trans.  1899,  76,  423;  1901,  79,  361). 

It  is  fermented  by  all  yeasts  which  attack 
dextrose. 

B^  the  action  of  methyl  alcohol  and  hydrogen 
chlonde  (0-6  p.c.)  at  36°,  a  syrup  is  obtained 
which  probably  represents  a  mixture  of  methyl 
fnictosides.  It  is  partially  hydrolysed  by  yeast 
extract. 

Fructose  diacetone  Ci^HioO,,  prepared  in  a 
similar  manner  from  acetone,  forms  needles, 
m.p.  119**-120*'  [o]jj--161*'.    An  isomeride  has 

m.p.  97°  [a]j^-33-7°. 

The  osazones  of  IsBvulose  are  identical  with 
those  of  dextrose.  Levulose  is  more  easily 
oxidised  bydisubstituted  phenylhydrazines,  and 
forms  a  characteristic  oeazone  with  methyl- 
phenylhydrazine,  long  yellow  needles,  m.p. 
168°-160°. 

To  prepare  this,  4  grams  of  methylphenyl- 
hydrazine  are  added  to  1*8  grams  Isevulose,  in 
10  c.c.  water,  and  enough  alcohol  to  make  a 
clear  solution ;  further  2  c.c.  of  acetic  acid  are 
added,  and  the  mixture  heated  6-10  minutes  at 
most  on  the  water-bath.  It  is  then  covered  and 
allowed  to  stand.  Within  2  hours  red  crystals 
are  obtained,  which  may  be  recrystallised 
from  10  p.c.  alcohol. 

Sorbose  (Sorbinose)  CJEL^fi^  is  the  keto- 
hexose  obtained  from  the  juice  of  the  mountain- 
ash  berries,  which  has  been  exposed  to  the  air 
and  allowed  to  ferment.  The  juice  contains 
sorbitol ;  this  is  oxidised  by  bacterium  xylinum 
to  sorbose. 

The  juices  are  evaporated  to  1-06  sp.gr., 
allowed  to  stand  some  days  till  the  sugar  is 
fermented,  and  the  clear  liquid  poured  into  flat 
dishes  and  inoculated  with  an  active  culture  of 
B -xylinum  (Bertrand,  Aim.  Chim.   Phys.  1904, 


[viii.]  3,  181).  This  is  left  at  SO^tUl  the  reduc- 
tion is  a  maximum,  clarified  with  lead  acetate, 
excess  of  lead  precipitated  as  sulphate,  and  the 
neutral  filtrate  concentrated  in  vacud.  When 
pure  sorbitol  is  available,  100  grams  are  dis- 
solved in  500  C.C.  wator,  some  nutrient  solution 
for  the  bacterium  added,  and  the  fermentation 
carried  out  as  above. 

Sorbose  forms  rhombic  crystals  of  a  sweet 
taste,  m.p.  164°;  it  reduces  Fehling's  solution, 
and  generally  behaves  as  lievulose,  but  yields 
sorbitol  on  reduction.  It  is  not  fermentable  by 
yeasts.     It  ia  Issvo-rotatory,  having  [a]  —42*^. 

Sorbose  phenylosazone  is  similar  to  the 
dextrose  compound,  but  has  m.p.  164°. 

The  properties  are  in  agreement  with  the 
structuru  formula : 

HO    H    OH 
CH.OH-COC  -C  •  C-CH,OH 
H  OHH 
Methyl    sorbinoside    crystallises    in    trans- 
parent thick  plates,  m.p.  120°-122°  (Fischer,  Ber. 
28,  1169). 

Pentosxs  CgHjoO,. 
Only  two  pentoses  occur  naturally.  These 
are  widely  distributed  in  plants,  where  they  are 
present  in  the  skeletel  structure,  and  do  not,  like 
the  hexoses,  serve  as  food  products.  Pentoses 
also  appear  to  be  a  constituent  of  many  of  the 
tissues  of  the  animal  body,  and  are  sometimes 
found  in  urine.  Both  the  natural  pentoses,  Z- 
arabinose  and  l-xylose,  belong  to  the  ukvo-  series. 
Dextrose  (c^earfro-glucoae),  when  degraded  by  the 
methods  of  Ruff  or  Wohl,  gives  rise  to  the  iso- 
meric cJ-arabiaose.  However,  the  natural  pen- 
toses are  very  closely  related  to  the  natural 
hexoses.  For  example,  the  space  arrangement  of 
the  groups  attached  to  the  upper  four  carbon 
atoms,  is  the  same  in  (f -glucose  as  it  is  in  {-xylose : 
CHO  CHO 


I 
HCOH 

I 


HCXJH 
CH,OH 


HCOH 


HCOH 

I 
HOCH 

HCOH 

HtJOH 


CHO 


H 


OCH 


I 
HCJOH 

(X)H 


H 


I 


!H,OH  CH,OH 

^Xylole.  tf-Glaoose.         d-Anbinose. 

A  similar  relatk>ni^ip  exists  between  galac- 
tose and  arabinose,  which  occur  together  in 
many  gums,  whilst  some  polysaccharides  yield 
both  xylose  and  glucose  on  hydrolysis.  The 
pentoses  do  not  occur  as  such,  but  in  the  form 
of  condensation  producto  of  high  molecular 
weight,  termed  '  pentosans  *  (araban  or  3^1an). 
These  are  comparable  with  the  hexose  condensa- 
tion products,  starch  and  cellulose ;  as  a  rule, 
the  pentosans  contain  both  C5  and  C,  carbo- 
hydrates. 

The  mechanism  of  the  formation  of  pentoses 
in  the  plant  Ib  not  yet  clear.  Some  authorities 
consider  they  are  derived  bv  oxidation  from  the 
hexoses ;  others  advocate  the  view  that  they  are 
directly  formed  in  the  cell,  like  the  hexoses,  but 
independently  of  these.  Such  a  transformation 
as  that  from  dextrose  to  /-xylose  has  not  been 
effected  in  the  laboratory:  the  chemical  degrada- 
tion of  dextrose  by  oxidation  leads  to  (i-arabinoee. 
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The  pentoseB  show  all  the  general  ohezjtiioal  i  arabinose  carboxylic  aoid.  This  is,  in  reality,  a 
properties  of  the  hexoses.  Bioohemioally,  '  mixture  of  two  acids,  of  which  the  lactones  on 
they  are  different,  being  not  fermentable  by  reduction  give  rise  to  l-gluoose  and  ^mannose. 
yeasts,  whilst  their  glucosidio  derivatives  {eg.  The  diphenylhydrazone,  m.p.  218^,  is 
the  methyl  arabinosides  and  xylosides)  are  not  almost  insoluble.  The  other  hyarazones  have 
hydrolysed  by  any  of  the  better-known  plant  .  the  following  melting-points  :  phenyl,  151^ ; 
enzymes.  They  are  attacked  by  a  number  of  ;  p-bromophenyl,  160^ ;  a-methylphenyl,  161°  ; 
bacteria.  Characteristic  of  the  pentoses  is  the  •  a-ethylphenyl,  153°  ;  a-amylphenyl,  120°  ;  a- 
formation  of  furfurol  on  distillation  with  hydro-  i  allylphenyl,  146°  ;  a-benzoylphenyl,  170°  ;  0- 
chloric  aoid.  They,  therefore,  show  colour  re-  j  naphthyl,  141°.  Arabinose  phenyfosazone,  m.p. 
actions  with  orcinol  and  phloroglucinoL  Equal  i  160°,  is  prepared  siixdlarly  to  the  dextrose 
parts  of  concentrated  hydrochloric  acid  and  water  '  compound,  it  is  slightly  more  soluble,  and, 
are  taken,  together  with  the  pentose  and  a  little  when  boiled  with  benzaldehyde,  arabinosone  is 
orcinol  or  phloroglucinol,  and  the  mixture  formed.  The  p-bromophenylosazone  has  m.p. 
warmed  in  the  water-bath.     With  orcinol  the  !  196°-200°. 


solution  becomes  red,  then  violet,  and  finally 
blue  or  blue-sreen,  with  the  separation  of  a 
precipitate  wnich  dissolves  in  amyl  alcohol, 
giving  a  blue-green  solution ;  this  show^  an 
absorption  band  between  C  and  D.  With 
phloroglucinol  the  solution  becomes  cherrv-red, 
and  a  precipitate  is  formed,  giving  a  red  solution 


Arabinose  forms  crystallisable  compounds, 
with  the  aromatic  diamines  and  diamino-acids. 

^Xyl08e  is  obtained  by  the  hydrolysis  of 
wood  gum  (xylan)  extracted  from  wood  by 
dilute  soda  solution. 

According  to  Bertrand  (Bull.  Soc.  chim.  [3] 
5,  564),  it  may  be  obtained  from  wheat  or  oat 


in  amvi  alcohol,  with  an  absorption  band  between  straw  by  first  extracting  the  straw  with  tepid 
D  ana  E.  water,  and  then  boiling  it  for  several  hours  with 

^ Arabinose  CfH^oOg  is  obtained  by  hydrolysis  i  dilute  ( 1-2  p.c. )  sulphuric  acid.  The  liquor,  after 
of  most  gums,  particularly  gum  arable  and  '  removal  of  the  sulphuric  acid  by  baryta,  is  con- 
cherry  gum.  I  centrated  on  the  water-bath  and  treated  with 

Preparatian. — ^A  solution  of  sum  arable,  or  >  alcohol ;  this  extracts  the  xylose,  which  forms 
allied  gum  (dextro-rotatory,  and  yielding  little  |  a  syrup  on  evaporation  of  the  alcohol,  solidifv- 
mucic  acid  by  the  action  of  nitric  acid,  by  prefer-  ing  on  the  addition  of  a  crystal  of  xylose.  The 
ence),  containing  30-40  grams  of  the  sum,  and  yield  is  about  2  p.c.  from  wheat  straw,  and  4  p.c. 
2-3  c.c.  sulphuric  acid  in  100  cc,  is  boiled  for    from  oat  straw. 

7-12  minutes,  cooled,  the  acid  neutralised  with  '  Another  convenient  source  are  oat  hulls, 
calcium  or  barium  hydroxide  or  carbonate  and  which  are  cleaned  by  soaking  in  dilute  ammonia, 
alcohol,  sp.gr.  0*83  added  as  long  as  a  precipitate  '  washed  and  hydrolysed  with  sulphuric  acid, 
is  produced.  This  precipitate  sooiT  settles,  leav-  |  Xylose  crystafliBes  in  orthorhombic  prisms, 
ing  the  alcoholic  solution  clear.  On  distilling  off  I  m.p.  144°- 145°  or  150°-154°.  It  exhibits 
the  alcohol  and  evaporating  to  a  syrup,  arabinose  i  muta-rotation,  a-xylose  having  [a]  +79°,  falling 

""^1?*?^°"^  u^®  BubsUnce  is  obtained  in  ^  + 19°,  which  is  the  rotation  of  the  equiUbrated 
weU-defined  rhombic  pnsms,  with  monoclmic  ,  fixture.  The  heat  of  combustion  »  561  cals. 
termination,    by    recrystallismg    from    water. 


drous;  m.p.  iOU\                                                    '  insoluble  compound     CeHgO,CdBr,H,0    with 

Arabinose   has   [o]  -f  104°  to    +105°,  the  '  cadmium  bromide.     Nitric  acid  in    the    cold 

.....           .          .?,    xu  -A      .-Av     *  xu    i  forms  an  opticaUy  inactive  trihydroxyglutaric 

activity  increasmg  with  the  strength  of  the }  j^j^j  r        j                        j        jt> 


solution,  and  decreasing  as  the  temperature  at 
which  it  is  observed  is  raised. 

It  exhibits  muta-rotation,  a-arabinose  having 


the  initial  rotatory  power  [a]  +175°,  decreasing 

to  +104°.  /3- Arabinose  has  not  been  isolated. 
Accordingly,  like  dextrose,  it  has  a  7-oxidic 
structure. 

The  heat  of  combustion  is  558  cals. 

Arabinose  reduces  Fehling's  solution,  the 
amounts  of  copper  oxide  produ^d  by  equivalent 
weights  of  arabinose  and  dextrose  being  as 
111  :  100. 


On  reduction,  inactive  xylitol,  a  syrup,  is 
formed. 


a-Methylxyloskie  has  m.p.  90°-92°,[a]  + 162®; 

the  /Bisomeride  has  m.p.  156°-157°,  [a]  — 65-9°. 

With  hydrogen  cyanide  two  xylose  carboxylic 

acids  are  formed,  which  yield  ^galose  and  /-idose 

on  reduction. 

The  phenylhydrazone  has  m.p.   116° ;    the 

3-naphthylhydrazone,  m.p.  70° ;  and  the  phenyl- 

osazone,  m.p.  166°. 

^       ,           .,.         ...    X      I       1      •         .J  The  methyl  pentoses  are  pentose  carbghy- 

Bromine    oxidises    It    to    /-arabonio   acid  ^^^^^  ^  ^^4^^  ^^^^  ^f  ^^g  hydrogen  atoms  in 

C,HioO„   which    cjystaUises    as    the    lactone  ^^^  ^rimarv  alcohol  koud  is  renlaced  bv  methvl. 

CjHjOj,  m.p.  96°-98°,  [o]  -73-9°.     Nitric  acid 

forms  oxalic  acid  as  the  final  product,  but  in 


dilute  solution,  firstly  arabonic  acid,  and  secondly 


the  primary  alcohol  group  is  replaced  by  methyl. 
They  appear  to  be  widely  distributed,  but  their 
biocnemical  significance  is  not  yet  understood. 
They  show  the  same  reactions  as  the  pentoses. 


/-trihydroxyglutaric  acid,  m.p.  127°,  are  formed.  1  and,  like  these,  are  not  fermented  by  yeasts. 
On  reduction,  amongst  other  products,  ^arabitol,  Characteristic  is  the  formation  of  methylfurfnr- 
m.p.  102°,  is  formed,  which  is  optically  inactive,  I  aldehyde  on  distillation  with  acids, 
but  becomes  Isvo-rotatory  in  presence  of  borax.  |  Rluunnose  (IsodtdcUol)  CfH||0.,H,0,  on 
Arabinose  forms  an  additive  compound  with  |  account  of  its  empirical  formula,  and  the  ease 
hydrogen    cyanide,    which    is    hydrolysed    to    with  which  it  crystallised,  was  formerly  classed 
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with  dulcitol  and  mannitol,  henoe  the  original 
name  of  ModulcitoL  Ite  chemical  behayiour 
shows  it  to  be  a  methyl  pentose.  It  appears  to 
be  widely  distributed  in  nature  in  the  torm  of 
glucosides,  the  best  known  of  which  are  zantho- 
rhamnin,  the  colouring  matter  of  Persian  berries 
and  queroitrin.  Other  glucosides  containing 
rhamnose  are  baptisin,  fisetin,  frangulin,  fustin, 
datiscin,  glyoyphyllin,  hesperidin,  naringin,  rutin, 
sophorin  (v.  Gluoosisbs). 

It  is  prepared  by  extracting  Persian  berries 
with  hot  alcohol*  distilling  off  the  alcohol,  and 
heatinff  the  zanthorhamnm  on  the  water-bath 
for  2  nours,  with  6  p.c.  sulphuric  acid.  The 
precipitated  rhamnetm  is  filtered,  the  filtrate 
neutralised  with  barium  carbonate,  and,  after 
removal  of  the  barium  sulphate,  evaporated  to 
a  syrup.  This  is  diluted  hot  witn  absolute 
alcohol,  and  the  solution  allowed  to  stand,  when 
it  deposits  hard  lustrous  crystals  of  rhamnose. 
About  15-20vram8  are  obtained  per  kilo,  of  berries. 

It  is  advantageously  prepared  from  the 
residues  of  the  maniuacture  of  quercitron 
extract,  when  these  are  available. 

Rhamnose  has  the  constitutional  formula : 

HOH    H 
CH,-CH(OH)— C— C— C-CHO 
HHOHO 

the  positions  of  the  groups  attached  to  one 
carbon  atom  being  still  uncertain. 

The  hydrate  softens  at  S9^ ;  m.p.  92''-93''. 
When  anhydrous,  it  crystaUises  from  acetone  in 
needles ;  m.p.  122^-126''  (Fischer),  lOS"*  (Tanret). 
Like  dextrose,  it  exists  in  a-  and  ^-  modifications, 
which  are  in  equilibrium  in  solution.  The  a- 
form  has  [a]  —17'';    the  ^-  form  [a]  +31*5''; 

and  the  equilibrated  mixture  has  [a]  +9°. 

Bromine  oxidises  it  to  rhamnonic  acid; 
with  nitric  acid  it  yields  a  mixture  of  formic, 
oxalic,  and  trihydroxyglutaric  acids  CgH^O,. 
On  reduction,  the  corresponding  alcohol  rhamnitol 
is  formed. 

The  phenylhydrazone  has  m.p.  169'' ;  methyl- 
phenylhydrazone,  m.p.  124";  ethylphenyl- 
nydrazone,  m.p.  124^;  allylphenylhy<&azone^ 
m.p.  135" ;  amylphenylhycmtzone,  m.p.  99" ; 
diphenylhydrazone,  m.p.  134" ;  benzylphenyl- 
hydrazone,  m.p.  121" ;  ^•naphthylhydrazone, 
m.p.  170".  Rhamnose  phenylosazone  crystal- 
liaeis  in  slender  yellow  needles,  slightly  soluble 
in  boiling  water ;  m.p.  190"-192". 

Methvh-hamnoside  haa  m.p.  108"-109", 
[a]  --62";  acetone  rhamnoside,  m.p.  90"-91". 

Other  derivatives  are  rhamnose  ethylmercap. 
tal,  m.p.  135"-137" ;  rhamnose  oxime,  m.p.  127- 
128" ;  rhamnose  anilide,  m.p.  118". 
Fueose  C.H.,0. 

H   H  OH 
CH,CH(OH)— C— 0  •  C  •  CHO 
OHOHH 

is  obtained  by  hydrolysing  the  polymer  fucosan, 
which  is  a  coniponent  of  the  cell-wall  of  many 
marine  algae.  It  is  also  present  in  laminaria  and 
Carragheen  moss.  The  seaweed  is  washed  with 
water  and  dilute  hydrochloric  acid,  and  boiled  for 
12  hours  with  3  p.c.  sulphuric  acid.  The  acid  is 
neutralised  with  baryta,  the  filtrate  concentrated 
to  a  syrup,  taken  up  with  alcohol,  concentrated 
again,  ana  the  sufiar  isolated  as  hjrdracone. 
Fnoose  crystaDises  slowly  in  minute  needles. 


m.p.  130"-14a".    It  exhibits  muta-rotation  [al 

being  initially  —112",  fsllins  to  —74-4®  to 
-77". 

The  phenylhydrazone  has  m.p.  170"-172** ;  the 
phenylmethylhydrazone,  m.p.  177°;  phenyl- 
benzylhydrazone,  m.p.  172"-173" ;  diphenyl- 
hydrazone,  m.p.  198" ;  p-bromophenylhydrazone, 
m.p.  181"- 184^.  Fuconic  acid  lactone  hft* 
m.p.  106"-107",  [a]jj-f  73"  to  -f  78-3". 

Rhodeose  is  the  optical  antipode  of  focose 
(Mttther  and  ToUens,  Ber.  1904,  37,  306).  It 
has  [o]^H-73"  to  +75-2",  and  forms  derivatives 

having  the  same  melting-point  as  those  from 
fueose  just  described.  Rhodeonic  acid  lactone 
hasm.p.  105-5°,  [o]jj-76-3"  to  -69-4".  Rhodeose 

is  obtained  from  the  glucoside  convolvulin. 

Chinovoea  C.Hi.Og  is  only  known  as  a 
constituent  of  the  glucoside  chinovin,  which,  on 
hydrolysis  with  alcoholic  hydrochloric  acid, 
yields  ethylchinovoside  C,Hi,04-0C,H„  origin- 
ally termed  chinovite,  [a]  4-78". 

Chinovite,  when  hydrolysed  with  dilute 
sulphuric  acid,  yields  chinovose,  which  is  a 
syrup,  showing  all  the  reactions  of  the  carbo- 
hydrates. Phenylchinovosazone  forms  yellow 
needles;  m.p.  193"-194". 

Aplose  Cf  H^jOg  is  an  altogether  remarkable 
sugar,  obtamed  together  with  dextrose  on 
hydrolysing  the  glucoside  apiin  present  in  the 
seeds  and  leaves  of  parsley.  It  contains  a 
branched  chain  of  carbon  atoms,  having  the 
constitutional  formula 

CHi0H)>^H(^H)-<^H(0H)<3H0 

(Vongerichten,  Annalen,  1901,  318,  121 ;  1902, 
321,  71  ;  Ber.  1906,  39,  235). 

It  is  a  pale-yellow  syrup,  optically  inactive, 
non-fermentable,  does  not  yield  funurol^  and 
fields  isovaleric  acid  when  reduced  by  hydrogen 
iodide  and  phosphorus.  Bromine  oxidises  it  to 
apionic  acid. 

The  phenylhydrazone  has  m.p.  135" ;  phenyl- 
osazone, m.p.  156" ;  and  the  bromophenylosazone, 
m.p.  209"-212". 

Digit0X0se0aHi|O4  is  obtained  on  hydrolysing 
digitoxin,  one  of  the  glucosides  of  digitalis.  It 
crystallises  in  prisms  or  plates,  m.p.  102^,  and  is 
dextro-rotatory.  It  has  the  composition  (Kiliani) 
CH^CH(OH)[CH(OHy,CH,-CHO. 

DIgitalose  C7H14O,  IS  similarly  obtained  from 
digitalin. 

Thb  Carbohydbatb  Acids 

are  those  containing  the  same  number  of  carbon 
atoms  as  the  aldose  carbohydrates  from  which 
they  are  derived.  They  are  either  mono-  or  di- 
basic. Ketoses  yield  acids  with  fewer  carbon 
atoms  than  theoriginal  carboh  vdrate  on  oxidation . 

The  monobasic  acids  are  formed  on  oxidising 
the  aldehyde  group  to  acid,  ^nerally  by  means 
of  bromine  or  dilute  nitric  acid.  More  energetic 
oxidation  converts  also  the  primary  alcohol 
(-CH,OH)  group  into  acid  (CO,H). 

Glucuronic  acid,  which  is  of  importance 
physioloffically,  is  a  type  of  monobasic  acid,  in 
which  the  aldehyde  group  is  intact,  and  the 
primary  alcohol  group  oxidised  to  acid.  The 
monobasic  acids  are  transformed  in  aqueous 
solution,  particularly  on  evaporation  on  the 
water -bath,  into  lactones  which  crystallise  welL 
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The   dibasic   acids   similarly   sometimes   form 
double  lactones. 

The  most  important  property  of  gluconic  and 
isomeric  acids  is  their  behaviour  on  heating 
with  pyridine  or  quinoline,  when  they  are 
transformed  into  isomerides,  rearrangements  of 
the  groups  attached  to  the  a-carbon  atom  takinx 
place.  Thus,  when  gluconic  acid  is  heated  with 
quinoline  or  pyridine  at  130°-150^  it  is  partially 
converted  into  mannonic  acid.  This  behaviour 
has  been  of  the  utmost  importcmce  in  effecting 
the  synthesis  of  the  carbohydrates. 

Glaeonie  add  C^K^fi^  always  contains  a 
proportion  of  lactone.  It  is  sightly  Issvo-ro- 
tatory  at  the  instant  of  solution,  but  becomes 
dextro-rotatory  as  tiie  transformation  to  lactone 
takes  place,  tne  final  figure  for  a  mixture  in 
equilibrium  of  acid  and  lactone  being  about 
+19^>  The  lactone  crystallises  in  slender 
needles,  OLp.  ISO^'-ldS".  It  has  [a]  +68""  when 
first  dissolved,  fallinff  to  +19°  for  the  solution 
in  equilibrium  with  die  acid.  The  calcium  salt 
is  sparingly  soluble  and  characteristic,  likewise 
the  phenylhydrazide  GcH||0,'NtH|Ph,  which 
forms  colourless  prisms,  m.p.  2K)0°. 

Mannonie  aold.  The  lactotie  crystallises  in 
needles,  m.p.  149**-163^  [o]  H-53-8*.  The  phenyl- 

hydrazide  has  m.p.  214''-216°. 

Galaetonie   add   is   obtained   by  oxidising 

falactose  or  hydrolysed  lactose  with  bromine, 
n  the  latter  case,  100  grams  lactose  are  boiled 
4  hours  with  400  grams  5  p.c.  sulphuric  acid, 
the  acid  precipitated  as  barium  sulphate,  and 
the  filtrate  evaporated  to  300  c.c,  cooled  to  35°, 
and  200  grams  of  bromine  added  with  constant 
shaking.  After  standing  for  a  short  time,  the 
excess  of  bromine  is  removed  by  a  current  of  air, 
hydrogen  bromide  by  lead  carbonate  and  silver 
oxide,  and  the  solution  is  saturated  with  cadmium 
carbonate,  and  concentrated  till  the  cadmium 
galactonate  crystallises.  The  mother  liquors 
yield  a  second  crop,  about  50  grams  in  all  being 
obtained.  This  salt  is  purified  and  decomposed 
with  sulphuric  acid. 

Galaetonie  acid  crystallises  in  needles,  which, 
on  heating  to  100°,  lose  water,  forming  the 
lactone.  The  lactone  crystallises  with  difficulty ; 
it  has  m.p.  90°-92°,  and  forms  a  crystalline 
hydrate,  m.p.  65°.    The  acid  has  [a]  —10-5°, 

which  becomes  —57°  on  heating.  The  lactone 
has    [aj  —70°,    and    the    crystalline    hydrate 

[a]  —58°.    The  cadmium  salt  is  characteristic; 

the  phenylhydrazide  has  m.p.  200°-205°.  On 
heatmg  with  pyridine  at  150°,  galaetonie  acid  is 
partiaUy  converted  into  (f-talonic  acid. 

Laetoblonle  and  maltoblonie  adds,  obtained 
by  the  action  of  bromine  on  the  corresponding 
disaccharides,  are  colourless  syrups  or  amorphus 
compounds. 

Olaeuronle  add  (glycuronic  acid)  C.H10O7  is 
frequently  found  in  urine,  combined  with  a 
variety  of  substances,  forming  comnounds  of  a 

flucosidio     nature.    It    was    syntnesised     by 
'ischer  (Ber.  24,  521),  by  reduction  of  saccharic 
acid  lactone,  and  has  the  formula 
C0,HfCH0H]4CH0. 

It  is  conveniently  prepared  from  euxanthic 
acid,  which  is  readily  hydrolysed  by  dilute  acids 
to  glucuronic  acid  and  euxanthon 

Ci,H„Oio+H,0=C,H,oO,+Ci,H,04. 


Euxanthic  acid,  known  in  commerce  as 
Indian  yellow  or  piuri,  is  a  pigment  made 
almost  exclusively  m  Bengal,  and  is  obtained 
from  the  urine  of  cows  which  have  been  fed 
upon  man^o  leaves  (v,  Ikdxav  ybllow). 

According  to  Tnierfelder  (Zextsch.  physioL 
Chcm.  11^  388),  1  part  of  euxanthic  acid  is  heated 
with  200  parts  of  water  in  an  autoclave  at  120°, 
the  euxanthone  separated  by  filtration,  and  the 
solution  concentrated.  Owing  to  the  introduc- 
tion of  aniline  dyes,  piuri  has  become  very  rare 
and  expensive. 

Neuberg  and  Laohmann  (Bioohem.  Zeitsch. 
1910,  24,  416)  propose  to  obtain  glucuronic  acid 
by  feeding  menthol  to  rabbits.  Menthol  has 
the  advantege  that  it  is  not  poisonous,  the 
paired  glucuronic  acid  is  fairly  easily  isolated 
and  rea^y  hydrolysed.  2  grams  menthol  are 
dissolved  m  1  0.0.  alcohol,  and  shaken  with 
20  CO.  lukewarm  water ;  this  emulsion  is  adminis- 
tered to  rabbits,  and  the  urine  collected, 
rendered  acid,  and  extracted  with  ether.  Excess 
of  ammonia  is  added  to  the  ethereal  solution, 
and  the  ether  distilled  off.  The  residue  of 
iasoluble  ammonium  menthylglucuronate  is 
dissolved  in  water,  preeipitatea  by  lead  acetate, 
the  precipitate  decomposed  with  hydnM^cn 
sulphide,  and  the  filtrate  evaporated  when 
pure  menthylglucuronic  acid  is  ootained.  This 
IS  decomposed  by  boiling  with  dilute  sulphuric 
acid  to  give  glucuronic  acid. 

Qlucuromc  acid  is  a  syrup,  and  is  transformed 
into  the  crystalline  lactone  on  evaporation. 
This  is  very  soluble  in  water ;  it  has  m.p.  175°, 
[a]  +19°.    It  reduces  Fehling's  solution,  yields 

furfurol  on  distillation  with  mineral  acids, 
showins  positive  reactions  with  orcinol  and 
phloro^ucinol,  and  is  not  fermentable. 

A  number  of  substances  when  introduced 
into  the  animal  body  are  excreted  in  the  urine 
as  IflQvo-rotatory-paired  glucuronic  acid  deriva^ 
tives.  These  are  isolated  by  precipitation  with 
basic  load  acetate,  of  which  an  excess  should  be 
avoided. 

Saoeharie  add  C,HioO. 

OHH  OH  OH 
CO,H— C— C-^C — C— 00,H 
H  OHH    H 

is  obtained  on  oxidising  dextrose  and  all  carbo- 
hydrates which  contain  dextrose,  also  from 
sorbitol,  gluconic  acid  and  glucuronic  acid.  It  is 
prepared  from  starch  or  dextrose  (50  grams)  by 
heating  with  nitric  acid  (350  grams)  (sp.gr.  1-15) 
on  the  water-bathy  and  evaporating  to  a  syrup 
whilst  stirring  continually.  A  little  water  is 
added,  and  the  solution  again  evaporated. 
The  residue  is  dissolved  in  150  grams  of  water, 
neutralised  with  a  concentrated  solution  of 
potassium  carbonate,  25  c.c.  acetic  acid  (50  p.c.) 
added,  and  the  solution  evaporated  to  80  o.c. 
On  stending,  the  monopotassxum  salt  separates, 
and  is  recrystallised  from  a  little  hot  water.  In 
the  mother  liquors,  Neuberg  (Biochem.  Zeitsch. 
1910,  28,  365)  has  recently  found  10  p.c.  of  an 
acid  identical  or  isomeric  with  glucuronic  acid. 
Saccharic  acid  is  a  syrup,  [a]  +8^  increasing 

to  +22*5°.  The  lactone  CaH^O,  has  m.p. 
130°-131°,  [o]j^H-37-9°,  decreasing  to  22-5°  for 

the  equiUbriimi  mixture  with  the  acid.  Charac- 
teristic is  the  monopotassium  salt    C(H,0,K, 
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formed  on  the  addition  of  acetic  acid  in  exc^s 
to  a  solution  of  the  normal  saccharate.  This 
crystallises  in  Rmall  orthorhombio  needles, 
spAringlv  soluble  in  water  (M2  parts  per  100**). 
The  diphenylhydraude  has  m.p.  210°. 

The  continued  action  of  nitric  acid  forms 
tartaric  and  racemic  acids,  and,  finaUy,  oxalic 
acid.  On  dry  distillation  it  decomposes  with 
the  evolution  of  carbon  dioxide,  yielding  pyro* 
mucio  and  Mopyromucic  acids. 

Made  aeM  C.HioOg 

OHH    H    OH 
CO,H— C — C — O— C~€0,H 
H     OH  OHH 
is    obtained    on    oxdising   galactose,    lactose, 
raffinose,  dulcitol,  and  all  carbohydrates  which 
yield  galactose  when  hydrolvsed. 

100  grams  of  lactose  are  heated  on  the  water- 
bath  with  1200  C.C.  of  nitric  acid  sp.gr.  MO  till 
the  volume  is  reduced  to  200  c.c. ;  this  residue 
is  taken  up  with  an  equal  volume  of  water  and 
left  to  crystallise ;  the  yield  is  about  38  grams. 

Mucio  acid  is  a  microorystalline  powder,  m.p. 
213'*-214** ;  it  dissolves  in  300  parts  of  water  at 
14°,  or  60  parts  at  100^  It  is  optically  inactive, 
and  cannot  be  resolved  into  optically  active 
isomerides. 

It  forms  normal  and  acid  salts  with  metals, 
and  normal  salts  with  alkaloids.  The  mono* 
phenylhvdrazide  has  m.p.  100**-196** ;  the 
diphenvlhvdrazide,  prepared  by  heating  with 
phenylhydrazlne  acetate  on  the  water-bath,  has 
m.p.  240^ 

Tbb  Gabbohtdbatx  Alhohols 

are  widely  distributed  in  the  vegetable  kingdom, 
where  they  occur,  as  a  rule,  uncombined  with  other 
substances.  As  a  class  they  are  readily  soluble  in 
water,  crystallise  well,  and  have  a  small  rotatory 
power.  On  cautious  oxidation  they  give  in 
turn  a  reducing  sugar,  monobasic  acid,  and 
dibasic  acid.  The^  are  obtained  by  reduction 
of  the  correspondmg  aldose  or  ketose  carbo- 
hydrates with  sodium  amalgam,  but,  as  a  rule, 
owing  to  transformations  in  the  alkaline  solu- 
tion, a  mixture  of  alcohols  is  produced.  They 
are  not  fermentable,  and  do  not  reduce  Fehling's 
solution.  Onlv  those  which  occur  naturally  will 
be  described  here,  though  the  alcohols  corre- 
sponding to  the  synthetical  sugars  are  known. 
Erythritol  C^lti-O* 

OH  OH 
CH,(0H)-O-a-CH,(0H) 

H    H 

occurs  in  a  number  of  lichens,  particularly  the 
varieties  of  BocceUa  tinetoria,  where  it  is  present 
in  the  form  of  the  ether  erythrin  CjoH.jOi©, 
which  is  a  diorscUinate  of  erythritol.  Tms  is 
saponified  by  boiling  with  baryta  or  lime 

CgoH„Oio+2H,0  =  C4Hjio044-2C7H.O,+2CO,, 
Erythrin  is  heated  for  about  2  hours  at  160° 
in  a  closed  iron  vessel,  with  a  quantity  of  milk  of 
lime  somewhat  less  than  sufficient  to  decompose 
it ;  the  exclusion  of  air  prevents  the  formation  of 
a  large  quantity  of  resinous  matter.  The  liquid 
filtered  from  calcium  carbonate,  on  evaporation 
at  a  gentle  heat,  deposits  orcinol  in  fine  cr3rBtalB, 
and  the  mother  liquors,  on  further  evaporation 
yield  a  crystalline  mass  of  orcinol  and  erythritol, 
from  which  the  former  is  extracted  by  ether 
(v.  De  Luynes,  Compt.  rend.  66,  803).    Sten- 


house  (Chem.  Soc.  Trans.  [2J  5,  222)  dissolves  the 
er3rthrin  in  a  slight  excess  of  milk  of  lime,  boils 
for  half  an  hour  in  a  vessel  with  a  long  condensing 
tube  to  exclude  air,  precipitates  the  lime  in  the 
resulting  solution  with  carbon  dioxide,  or  (on 
a  large  scale)  by  exact  neutralisation  with  dilute 
sulphuric  acid,  and .  evaporates  the  filtered 
solution  to  drjrness.  On  oigesting  the  residue 
for  20-30  minutes  with  a  mixture  of  benzene, 
toluene,  &c.  (b.p.  110°-160°),  in  a  metallic 
vessel  provided  with  a  condenser,  an  undissolved 
portion  ia  left  free  from  orcinol,  which,  on 
evaporation  and  filtering  from  resin,  &c., 
deposits  crystals  of  erythritol.  These  may  be 
purified  by  washing  with  cold  alcohol,  pressing, 
and  recrvstallising  once  or  twice  from  hot  water. 

Erythritol  crystallises  in  large,  colourless, 
transparent  quadratic  prisms,  having  an  adaman- 
tine lustre.  Sp.gr.  1  •642-1 449.  It  melts  at  126'' 
(Liebermann,  ^r.  17,  873),  and  may  be  cooled 
far  below  its  melting-point  without  solidifying. 

It  is  optically  mactive  even  in  presence  of 
borax,  and  has  no  action  on  litmus,  but  the 
addition  of  borax  renders  it  acid.  Its  taste  is 
sweet,  but  less  so  than  that  of  orcinoL  It  is 
very  readily  soluble  in  water,  its  heat  of  solution 
being  at  18^  6-2  cals.,  and  at  9°,  6*12  cab. 
(Colson,  Compt.  rend.  104,  113),  sparingly  in 
cold  alcohol  and  insoluble  in  ether.  It  does 
not  lose  water  below  100^,  and  does  not  precipi- 
tate neutral  or  basic  lead  acetate,  copper  salts, 
or  ammonium  lead  nitrate  (Stenhoose). 

Er3rthritol  is  not  altered  by  ammonia,  bv 
bromine,  or  by  chloride  of  lime.  Heated  to  260^ 
with  solid  potassium  hydroxide,  it  yields  oxalic 
and  acetic  acids  with  evolution  <n  hydrogen. 
With  fuming  hydriodic  acid,  it  gives  secon- 
dary butyl  iodide  04H,<HI.  It  is  attacked  by 
atmospheric  oxygen  in  presenoe  of  platinum 
black,  forming  trihydroxybutvrio  and  oxalic 
acids  (De  Luynes,  Compt.  rena.  66,  803 ;  SeU, 
ibid.  61,  741). 

With  dilute  nitric  acid,  oxalic  acid,  tartaric 
acid,  and  a  large  quantity  of  hydrocjranic  acid 
are  produced ;  and  with  chromic  acid  and  potas- 
sium permanganate,  or  with  chromic  mixture, 
formic  acid,  carbon  dioxide,  and  oxalic  acid  ore 
obtoined  (Przybytek,  Bull.  Soc.  chim.  [2]  36, 108). 

£.  Fischer  and  J.  Tafel  (Ber.  20, 1088),  by  the 
oxidation  of  erythritol  with  dilute  nitric  acid, 
prociued  a  reducing  sugar,  erythrose,  which 
formed  a  crystalline  phen^osazone  CisH,  ^fi^ 
m.p.  166^-167^  spanngly  soluble  in  water,  more 
readily  in  ether  and  benzene.  The  tetranitrate 
C4H|(NO,)4  forms  large  shining  lamine,  m.p.  61®. 

When  erythritol  is  dissolved  in  concentrated 
sulphuric  acid,  and  the  mixture  heated  to 
60*'-70°,  the  compound  C8H,iOj(S04H),  is 
produced,  which  forms  salts  with  metals  (Hesse, 
Annalen,  117,  329). 

Erythritol  dissolves  easily  in  chlorosulphonic 
acid,  forming  erythritol  tetrasulphuric  acid 
C4H4(S04H)4,  which  crystallises  in  snow-white 
masses  consisting  of  small  prisms.  It  ia  decom- 
posed by  hot  water  with  regeneration  of  enr- 
thritol.  "  The  metallic  salts  are  sparingly  soluble. 

By  heating  erythritol  for  about  100  hours 
with  12-16  parts  concentrated  hydrochloric 
acid,  De  Luynes  (Ann.  Chim.  Phys.  [4j  2385 ; 
J.  1864,  497)  obtained  erythritol  dichloro- 
h  y  d  r  1  n  C4Ha(0H),Clt.  By  raising  the  tem^ra- 
ture  to  120*^-130®,  the  result  is  more  quickly 
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attained,  or  the  compound  may  be  produced 
by  heatinff  erythritol  to  120^-130^  in  a  current 
of  hydrochlorio  acid  (Przybytok,  Ber.  14,  2072). 
It  melts  at  I24*'-126°  (m.p.  146°,  De  Luynes). 

Erythritol  tetrachloride  C4HCCI4,  produced  by 
the  action  of  phosphorus  pentacnloride,  melts  at 
73**,  and  crystallises  in  prisms  (Henninger,  Bull. 
Soo.  chim.  34, 194 ;  Bell,  Ber.  12, 1271).  Dinitro- 
dicblorhydrin  C«H,(a,)(NOa),0„  has  m.p.  60°. 

Eryihritol  dibromhydrin  C4Hc(Br,)(0H), 
is  formed  by  heatinff  with  a  saturated  solution 
of  hydrobromic  acia  for  3  hours  at  100^  in  a 
scaled  tube.  It  is  insoluble  in  water,  and  melts 
at  130°  (Champion,  Compt.  rend.  73,  114). 
Dinitrodibromhydrin  C4H^(Brt)(N0,)0,  is 
a  flaky  precipitate,  m.D.  76°.  It  does  not  detonate 
under  tne  hammer  (Cnampion). 

The  tetraformate  forms  long  slender  needles, 
m.p.  160° ;  the  tetracetate  has  m.p.  86° ;  and 
the  tetrabenzoate,  m.p.  186°-187°. 

Characteristic  is  the  dibenzylideneaoetal 
C4H,04(CjH,)|.  obtained  on  shaking  with  2  parts 
of  benzaldehyde  and  3  parts  of  60  p.c.  sulphuric 
acid  (Fischer,  Bor.  27,  1624),  which  forms 
slender  needles  sparingly  soluble  in  hot  water. 

It  is  not  fermentable  by  yeasts.  Baetenum 
xylinum  transforms  it  into  a  reducing  keto- 
tetrose  (Bertrand,  Compt.  rend.  126,  762),  and 
it  is  attacked  by  bacteria  in  cow-dimg  and  hay 
water,  succinic  acid  in  the  one  case  and  volatile 
acids  in  the  other  being  the  main  products  of 
change  (Fitz,  Ber.  11,  1890 ;   12,  474). 

Tne  anhydride  a<-oxy-^ybutanediol  is  ob- 
tained by  heating  orythritol  for  some  hours 
with  acids ;  it  is  a  liquid,  b.p.  164°-166°  at  18  mm. 

The  second  anhydride  C4H,0t  was  prepared 
by  Pi^zbytek  (Ber.  17,  1091)  by  the  action  of 
potash  on  erythritol  dicblorhydrin.  It  is  a 
colourless  mobile  volatile  liquid,  b.p.  138°,  sp.gr. 
1*1322.  It  combines  with  water,  acids,  and 
ammonia,  and  forms  compounds  with  hydro- 
cyanic acid  and  aniline.  Its  constitutional 
,         ,    .  CH,      •      CHCH      •     CH,. 

formula  is  "^O^^         ^"^^^JO.^ 

When  heated  with  anhydrous  barium  oxide  for 
3  days  at  200°-220°,  the  anhydride  yields  fur- 
furane ;    when  heated  with  pnosphorus  penta- 
sulphide  it  gives  thiophene. 
Adonltol  CsH|,0. 

OH  OH  OH 
CH,(OH)— C— C^-C-CH,(OH) 
H   H    H 

is  the  only  naturally  occurring  pentose  alcohol ; 
it  corresponds  to  ribose,  and  is  obtained  on 
reducing  this.  It  is  found  in  Adonis  vemalU 
(Podwyssotzki,  Arch.  Pharm.  1889,  141).  It 
separates  from  water  in  transparent  prismatic 
crystals  m.p.  102°.  It  has  a  sweet  taste,  and  is 
optically  inactive.  When  shaken  with  benzal- 
dehyde and  60  p.c.  sulphuric  acid,  the  dibenz^li- 
deneacetal  informed  quantitatively;  it  crystallises 
in  slender  needles,  m.p.  164°-166°.  The  corre- 
sponding dif ormvlideneacetal  has  m.p.  146°.  It  is 
oxidised  to  a  mixture  of  pentoses  (Fischer,  Ber. 
1893,  26,  633 ;  27,  2491  ;  Merck,  Arch.  Pharm. 
1893,  231,  129). 

Hannltol  or  inuuinite  C«H,(0H)4 

H   H    OHOH 
CH.OH—C— C— C— C— CHjOH 

OHOHH  H 

18  the  alcohol  corresponding  to  mannose.    It 


was  first  found  in  the  dried  exudation  from  the 
manna  ash,  Fraxinua  omus,  by  Proust,  in  1806, 
and  is  widely  distributed  in  plants.  It  is  con- 
tained in  the  sap  of  the  larch,  in  monkshood,  in 
the  leaves  of  Syringa  vulgaris,  in  celery,  sugar 
cane,  in  fungi,  where  it  exceeds  dextrose  in 
quantity  or  even  replaces  it.  Thus  Laetarius 
paUiduSt  when  dried,  contains  from  10  to  16  p.c 
(Bourquelot,  Compt.  rend.  108, 668),  and  Agancus 
integer  is  also  a  good  source.  It  is  pre- 
pared from  manna  by  extraction  with  boiling 
alcohoL  Mannitol  is  obtained  on  reducing 
mannose,  Issvulose,  or  dextrose  with  sodium 
amalgam. 

It  crystallises  in  colourless  rhombic  prisms, 
m.p.  166°.  100  parts  of  water  dissolve  16  parts 
at  16°,  100  iiarts  of  alcohol  dissolve  0O7  part 
at  14°.  It  is  optically  inactive,  but  on  the 
addition  of  borax  it  becomes  strongly  dextro-ro- 
tatory, a  mixture  cont-aimng  10  p.o.  mannitol  and 
8  p.c.  borax  having  [d]  +22-6°.    This  mixture 

is  strongly  acid.  With  caustic  soda  and  other 
alkalis  it  becomes  lievo-rotatory. 

Mannitol  has  a  sUghtlv  sweet  taste,  is  not 
fermentable  by  yeast,  sorbose  bacteria  oxidise 
it  to  leevulose,  and  it  is  attacked  by  many  other 
races.  It  does  not  reduce  Fehling's  solution,  or 
interact  with  phenylhydrazinc. 

Mannitol  is  easily  oxidised.  Air  in  presence 
of  platinum  black  forms  mannosacchario  acid, 
and  a  mixture  of  mannose  and  Issvulose,  which 
is  also  formed  with  hydrogen  neroxide  and  an 
iron  salt.  Bromine  gives  mainly  uevulose.  Nitric 
acid  transforms  it  into  mannosaocharic  acid  and 
finally  into  glycollic  acid  and  oxalic  acids. 

Derivatives, — On  heating  at  280°,  mannitol  is 
converted  by  loss  of  water  into  mannitan 
CfHjtOs,  which  is  formed  at  100°  in  presence  of 
strong  acids.  The  hexanitrate,  also  known  as 
nitromannitol  CeHg(NO.)a,  is  prepared  by  the 
action  of  a  mixture  01  sulphuric  and  nitric 
acids;  it  forms  colourless  acicular  crystals, 
m.p.  112°-113°,[o]  H-40*,  which  explode  violently 

on  being  struck  or  when  suddenly  heated. 

The  dichlorohydrin  has  m.p.  174%  [a^^-Z-lSf ; 

and  its  tetranitrate  forms  slender  needles, 
m.p.  146°.  The  hexacetate  (Franchimont,  Ber. 
12,  2069)  separates  from  alcohol  in  orthorhombic 
crystals,  m.p.  119°-120°,  [o]j^+l'8°.    The  hexa- 

benzoate  has  m.p.  149^. 

The  tribenzylidene  aoetal  crystallises  in 
slender  needles,  insoluble  in  water ;  m.p.  218**- 
222°  (Fischer,  Ber.  28,  1976).  Triacetone 
mannitol  (Fischer,  ibid.  28, 1167)  forms  colouriess 
prisms,    m.p.    68°-70°,    [0]^^+ 12-6**.    It  tastes 

bitter. 

The  anhydride  mannitan  exists  in  amorphous 
and  crystalnne  modifications,  the  latter  having 
m.p.   137°,  [o]  —24°.    A  second  anhydride  is 

mannide  CjH.qO*,  which  exists  in  several  forms. 
One  obtained  by  reducing  the  dichlorohydrin 
crystallises  in  slender  needles  or  large  prisms, 
m.p.  119°.  [o]  +94°;  i«)-mannide  produced  by 

the  dry  distillation  of  mannitol  in  vaeud,  forma 
prisms,  m.p.87°,[oJj^H-91-4°. 

<2-Sorbltol  or  sorbit  C,H^H)« 
OHH   OHOH 
CH.OH— C~0— O— C— CH.OH 
i  H  OH  H  H 
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is  the  alcohol  corresponding  to  dextrose,  from 
which  it  is  obtained  on  reduction  with  sodium 
amalgam  in  faintly  alkaline  solution.  Sorbitol 
was  discovered  in  mountain-ash  berries  by 
Boussingault  (Compt.  rend.  1872,  74,  939),  and 
occurs  in  the  fruits  of  a  large  number  of  plants 
belonging  to  the  RoaacecB, 

It  is  prepared  from  the  expressed  juice  of 
mountain-ash  berries,  which  is  fermented  to 
remove  carbohydrate,  defecated  with  basic  lead 
acetate,  and  concentrated  to  a  syrup  in  vacud. 
This  syrup  is  taken  up  with  alcohol,  and  usually 
gives  crystals  of  sorbitol  In  other  cases  an 
equal  weight  of  50  p.c.  sulphuric  acid,  and  a 
little  less  benzaldehvde  is  added,  and  the 
mixture  agitated.  After  24  hours  it  sets  to  a 
crystalline  mass  of  dibenzylidene  sorbitol  This 
is  separated,  washed,  and  decomposed  by  boiling 
with  dilute  sulphuric  acid. 

The  benzaidehyde  is  removed  by  steam 
distillation,  sulphuric  acid  by  baivta,  and  the 
benzoic  acid  extracted  by  ether.  The  liquid  is 
concentrated  to  a  synip,  and  inoculated  with 
a  crystal  of  sorbitol  (Vincent  and  Delachanal, 
Compt.  rend.  108,  147).  This  method  permits 
of  the  separation  of  sorbitol  in  small  quantities 
from  plants- 

Sorbitol  crystallises  with  1  mol.  H,0  in  slender 
needles,  m.p.  55^.  The  anhydride  has  m.p. 
110°.  It  is  very  soluble  in  water,  sparingly  so 
in  alcohol     It  has  [al  — 17•3^  which  becomes 

4- 1-4°  in  presence  of  borax.  It  is  faintly  sweet, 
Don-fermentable,  but  is  oxidised  by  B-J^ylinum 
to  sorboM  iq.v,). 

The  hexacetate  has  m.p.  99^  The  dibenzyl- 
idene  acetal  as  obtained  above  is  a  mixture  of 
two  isomerides,  one  of  which  has  m.p.  163*^-164°. 
Triacetone  sorbitol  has  m.p.  45**. 

Duloitol.  Dulein,  DvIcom,  Melampyrite, 
Melampffrin 

OHH    H   OH 

CH,OH-C— C— C— C— CH,OH 

I       I      I      I 
H     OH  OHH 

is  the  alcohol  corresponding  to  galactose. 

Occurrence. — Found  in  a  manna  or  crude 
preparation  from  a  bulbous  root  of  unknown 
origin  from  Madagascar  (Laurent,  Annalen, 
76,  358 ;  Jacquelain,  Aid,  80,  345,  in 
Scrophtdaria  nodosa  and  Bhinanthtis  Crista 
ffoUi  (Eichler,  Ueb.  d.  Melampyrin,  Moscow, 
1885) ;  in  Mdampyrum  nemorosum  (Htlnefeld, 
J.  pr.  Chem.  •  4,  233 ;  Gilmer,  Annalen,  123, 
372) ;  in  Etionymus  europoea  (Kubel,  P.  Pharm. 
Chim.  85,  372),  and  in  dulcite  manna  (Hecht, 
Annalen,  165,  148). 

Preparation. — Dulcitol  is  prepared  from  the 
Madagascar  material  by  extracting  with  boiling 
water  and  allowing  the  filtrate  to  crystallise. 
To  prepare  it  from  the  plants  above-mentioned, 
they  are  gathered  at  a  suitable  time  and  dried. 
A  decoction  is  made  of  them,  rendered  alkaline 
with  milk  of  lime,  boiled,  filtered,  concentrated, 
and  acidified  with  hydrochloric  acid.  Dulcitol 
crystallises  out  on  cooline.  Dulcite  manna  is 
extracted  with  boiling  alconol ;  dulcitol  crystal- 
lises from  the  solution  filtered  hot.  The  manna 
yields  72  p.c.  dulcitol  (Hecht). 

Dulcitol  may  also  be  prepared  by  the  reduc- 
tion  of  galactose  with  sodium  amalgam,   the 


Roda  produced  being  from  time  to  time  neutral- 
ised with  sulphuric  acid.  It  is  obtained  mixed 
with  mannitol  on  reducing  lactose. 

Properties. — ^Dulcitol,  both  of  natural  and 
synthetical  origin,  ciWallises  in  colonrleFs, 
highly  lustrous  monoclinic  prisms  with  octa- 
hedral summits.  The  crystals  are  gritty  between 
the  teeth,  and  taste  verv  faintly  sweet ;  m.p.  118^. 
One  part  dulcitol  dissolves  in  34*41  parts  water 
at  16*5*^;  it  is  but  slightly  soluble  in  alcohol, 
even  at  a  boiling  temperature.  It  is  optically 
inactive,  even  in  presence  of  borax ;  the  deri* 
vatives  also  are  inactivie.  Its  solutions  are  not 
coloured  brown  by  potash,  nor  do  they  reduce 
alkaline  copper  solutions.  Nitric  acid  oxidises 
it  to  mucic  acid;  oxalic  and  racemio  acids  are 
also  produced  (Carlet,  Compt.  rend.  51,  137 ; 
53,  343).  Yeasts  do  not  ferment  it,  but  other 
organisms,  such  as  exist  in  cheese,  convert  it, 
in  j^resence  of  calcium  carbonate,  into  alcohol, 
lactic,  and  butryic  acids.  A  saturated  sohition 
containing  dulcitol  and  borax  in  the  propor- 
tion of  2  mols.  dulcitol  to  1  mol  borax  is 
neutral,  but  if  the  proportion  of  borax  Is  less, 
the  solution  is  strongly  acid,  when  the  pro- 
portion of  borax  is  greater  the  aolation  m  alka- 
line (dulcitol  being  neutral  and  borax  slightly 
alkaline).  A  solution  of  a  mixture  of  dulcitol  and 
sodium  paratungstate  has  an  acid  reaction  after 
boiling  (Klein,  Compt.  rend.  99,  144). 

Dulcitol  sublimes  partially  on  careful  heat- 
ing ;  at  200°  it  gives  off  water,  and  is  converted 
into  dukitan ;  at  275^  it  decomposes. 

Sodium,  potassium,  calcium,  barium,  and 
copper  compounds  exist. 

Neither  lead  acetate  nor  subacetate  precipi- 
tates dulcitol,  but  a  white  precipitate  is  thrown 
down  with  an  ammoniacal  solution  of  acetate. 
This  is  an  unstable  lead  compound. 

Dulcitol  heated  with  hydriodic  acid  in  an 
atmosphere  of  carbon  dioxide  yields  hexyliodide, 
water,  and  iodine. 

The  hexanitrate  is  obtained  by  the  action  of 
fuming  nitric  and  sulphuric  acids  on  dulcitol 
It  ciTstallises  from  alcohol  in  beautiful  colourless 
flexible  needles,  which  melt  between  68**  and  72^, 
and  give  off  nitric  acid  vapours  continually, 
being  thereby  converted  into  the  tetranitrate. 
This  latter  is  soluble  in  alcohol,  from  which  it 
crystallises  in  translucent  prisms,  m.p.  130°--140^, 
and  decomposes  at  145°. 

Dulcitol  forms  with  hydrochloric  .acid  an 
unstable  hydrochloride  C«H,  40eHCl,3H,0.  Simi- 
lar hydrobromides  and  hydroiodides  exist ;  they 
are  rather  more  stable  (Bouchardat,  Ann.  Chim. 
Phys.  [4J  27,  145). 

Dulcitol  yields  chloro-  and  bromo-  hydrins. 
C«Hi204Cl|  crystallises  in  tables  insoliible  in 
water;  CcH|,0«Brt  and  C,H,t04BrCl  are  of 
much  the  same  nature.  The  corresponding 
dulcitan  bodies  C.Hi^OaCI,  &c.,  exist.  When 
these  bodies  are  dissolved  in  fuming  nitric  or 
sulphuric  acids,  the  corresponding  tetranitrates 

are  formed,  as  CaHgCljC^^s)**  ^^• 

With  the  acids  of  the  fatty  and  aromatic 
groups,  dulcitol  forms  a  number  of  neutral 
compound  ethers.  Some  of  these  are  ethers  of 
dulcitol  and  some  of  dulcitan. 

The  hexacetate  forms  hard  crystalline  plates, 
m.p.  171^;  the  hexabenzoate  has  m.p.  147^; 
both  are  insoluble  in  water  and  ether,  sparingly 
soluble  in  cold  alcohol 
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The  dibenzylidene  acetal  forms  needles, 
m.p.  215°-220^  Diacetone  dulcitol  crystallises 
in  prisms  of  bitter  taste,  m.p.  98®. 

PMSeltol  tJ^HjcO,  was  discovered  in  the 
fruits  of  Lauras  ■pereea,  and  occurs  in  Persea 
grcfU&sima.  It  is  identical  with  (2-mannoheptitol, 
synthesised  by  Fischer  (Ber.  23,  930,  2226)  by 
reducing  the  lactone  of  (2-mannoheptonic  acid. 
It  crystollises  in  colourless  slender  needles,  m.p. 
188** ;  dissolves  slightly  in  cold  water  (6  parts  per 
100) ;  readily  in  hot  water,  and  is  insoluble  in 
absolute  alcohol    It  has  [a]  —  1  *3®,  but  becomes 

slightly  dextro-rotatory  in  presence  of  borax. 

Dilute  nitric  acid  in  the  cold  converts  it  into 
mannohe'ptose ;  the  sorbose  bacterium  oxidises 
it  to  a  ketoheptose. 

The  heptanitrate  forms  needles,  m.p.  138^  ; 
the  heptaacetate  has  m.p.  119®. 

The  optical  isomeride  of  perseitol  has  not 
been  found  naturally,  but  is  prepared  artificially 
from  ^mannoheptose. 

Volemltol  OfH^gOy  was  obtained  by  Bourque- 
lot  by  extracting  dried  Lactariua  vciemus  with 
alcohol.  It  crystallises  in  slightly  sweet  slender 
needles,  m.p.   161®-163®,  [o]p+l-92°,  which  is 

not  altered  on  the  addition  of  borax.  The  con- 
stitution is  not  yet  determined. 

An  oetltol  OgHigOg  was  obtained  by  Vincent 
and  Meunier  (Compt.  rend.  127,  760)  from  the 
mother  liquors  of  the  sorbitol  preparation  from 
the  fruit  of  some  of  the  RMocecs.  The  syrup  had 
\d]  —3-42® ;   the  compound  with  benzaldehyde 

crystallised  in  slender  needles,  m.p.  230®;  an 
isomeride  formed  at  the  same  time  having 
m.p.  140®. 

Tbdb  Disacxihabidbs. 

The  disaccharides  consist  of  two  mono- 
saccharides, united  through  an  oxygen  atom. 
One  residue  is  fixed  through  the  oxygen  of  the 
aldehyde  ^oup  in  just  the  same  manner  as  is 
dextrose  m  the  glucosides.  In  the  second 
residue,  the  aldehyde  or  ketonic  grou^  may  be 
still  present,  in  which  case  the  junction  takes 
place  through  one  of  the  alcohol  groups,  or  it 
may  have  (Ssappeared,  being  concerned  in  the 
junction.  The  disaccharides  are  accordingly  of 
two  types.  In  the  first  type,  in  which  the  idde- 
hyde  group  is  present,  they  reduce  cupric  salts, 
and  behave  just  as  dextrose  does.  In  the 
second  type,  all  these  properties  are  absent. 
Most  of  the  best-known  disaccharides  are  de- 
rived from  hexoses. 

In  establishing  the  structure  of  a  disacchar- 
ide,  three  points  demand  attention:  (1)  the 
nature  of  the  constituent  hexoses  ;  (2)  whether 
it  represents  an  a-  or  /3-glucoside ;  (3)  which 
hydroxyl-  group  is  concerned  in  the  attachment 
of  the  two  hexose  residues.  As  a  rule,  they 
form  no  really  characteristic  derivatives,  so  that 
their  isolation  and  identification  is  far  from  easy. 
Those  of  Type  L  contain,  like  dextrose,  an  idde- 
hyde  group  or  its  equivalent,  and  since  they 
exhibit  muta-rotation  and  exist  in  two  modifica- 
tions, there  is  no  doubt  that,  like  dextrose,  they 
possess  a  closed  ring  structure  rather  than  a  free 
aldehyde  group.  In  solution,  therefore,  they 
exist  as  an  equilibrated  mixture  of  intercon- 
vertible isomerides.  This  is  in  agreement  with 
their  crystallising  properties  and  in  marked 
contrast  to  the  carbohydrates  of  Type  II.  e,g. 


sucrose  and  trehalose,  of  which  only  one  form 
exists,  and  which  are  characterised  by  crystal- 
lising readily. 

Accordinglv,  both  halves  of  the  molecule 
possess  a  v-oxidic  structure,  but  only  one  section 
retains  tne  aldehydic  grouping  potentially 
functional. 

The  disaccharides  are  selectively  hydrolysed 
by  enzymes,  and  are  attacked  with  very  different 
degrees  of  readiness  by  mineral  acids. 

Important  conclusions  as  to  their  structure 
are  based  on  this  behaviour,  for  the  full  dis- 
cussion of  which  reference  should  be  made  to 
The  Simple  Carbohydrates,  by  E.  F.  Arm- 
strong, ch.  V.  and  vi.  (Longmans,  1910). 

The  following  table  gives  a  list  of  the  di-,  tri- 
and  tetra-saccluirides  and  their  products  of 
hydrolysis : — 

DiSAOGHABIDXS. 
Carbohydrate  Ckimponenti 

Type  I.  Aldehyde  group,  potenHaUy  functional. 

Maltose  Dcxtrose-a-glucoside 

/«omaltose  Dcxtro8e-/3-glucoside 

Qentiobiose  Dextrose-/3-gluooside 

Cellose  Dextrose-/3-glucoside 

Lactose  Dextro8e-^-ealactoside 

/tfolactose  Dextrose-galactoside 

Melibioae  Dextrose-galactoside 

Turanose  Dextrose  and  Iflevulo^e 

Vicianose  Dextrose  and  arabinose 

Type  II.  No  redudwf  properties. 
Sucrose  Dextrose  and  Isevulose 

Trehalose         Dextrose  (2  mols.) 

TBISAOOHABIDXa. 

Type  L 

Dextrose  and  galactose  (2  mols.) 
Dextrose  and  rnanmose  (2  mols.) 

TypeU, 

Galactose  and  dextrose  and  lie vu  • 

lose 
Dextrose  (2  mols.)  and  Issvulose 
Dextrose  (2  mols.)  and  Isevulose 


Mannotriose 
Rhamninose 

Rafiinose 

Gentianose 
Melezitose 


Tbtbasacohabidss. 

Type  IL 

Staohyose        Lssvulose  and  dextrose  and  galac- 
tose (2  mols.) 

Laetoea  or  milk  sugar  CiJ^tfi^  was  first 
separated  from  whey  by  Faoriccio  Bartoletti 
in  1619,  and  termed  niirum  seri  lactis.  It  ia 
found  in  the  milk  of  all  mammals.  Human  milk 
contains  from  5  to  8  p.o.  of  milk  sugar,  cow*s 
and  ewe*s  milk,  from  4^  to  6  p.c. ;  mare's  and 
ass's  milk,  about  6  to  7  p.c.  It  has  not  been 
found  in  plants. 

Lactose  is  hydrolysed  bjr  mineral  acids  to 
dextrose  and  galactose;  it  is  a  ^-galact08ide, 
that  is,  the  active  aldehyde  group  is  in  the 
dextrose  residue.  It  is  uncertain  whether  the 
primary  alcohol  group  ov  the  a-secondary  alcohol 
group  of  the  dextrose  molecule  takes  part  in  the 
union  with  the  galactose  residue.  Accordingly, 
lactose  has  one  of  the  following  formulas : — 
C,HiiO.— 0«CH,-CH(OH)-CH[CHOH]aCH(OH) 

(1)    ^^^-o-  - 

C,H,iO,-0 -CHCCHa-OH ] -CHECH  OHl.CHCO H) 

(2) 
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The  following  details  of  the  manufaotare  of 
lactose  from  whey  are  given  by  Anfsberg  (Chem. 
Zeit.    1910,   34,    886).    Cheese  makers  usually 
send  their  supply  of  whey  to  a  central  faotory, 
where  the  lactose  is  separated.    Before  the  whev 
is  concentrated,  it  is  heated  and  treated  with 
from  1  to  3  p.c.  of  acid  (whey  vinegar),  in  order 
to  coasulate  any  albuminous  substances  present. 
The  whey  is  then  concentrated  at  a  temperature 
of  from  60^  to  70^    under   reduced   pressure, 
until  it  contains  about  80  p.c.  of  total  solids ; 
the  concentrated  liquid  is  run  into  rectangular 
vessels,    each   holdinff    about    700    litres   and 
surrounded  by  a  cold-water  jacket,  and  after 
the  lapse  of  10  hours  the  thick  liquid  is  stirred, 
this  operation  being  repeated  at  intervals.    At 
the  end  of  24  hours,  the  pasty  mass  is  submitted 
to  centrifugal  action,  the  crude,  moist  lactose, 
amounting  to  about  3'86  p.c.  of  the  weight  of 
the  original  whey ;  a  further  quantity  of  crude 
lactose,  amounting  to  about  0*6  p.c.,  is  obtained 
by  evaporating  the  mother  liquor  and  allowing 
it  to  cr3rsta]lise.    The  crude  lactose  is  now  re- 
fined by  dissolving  it  in  water  so  as  to  form  a 
solution  having  a  density  of  13^  to  16®B.,  adding 
to  the  solution  a  quantity  of  bone  charcoal  and 
about  0*2  p.c.  of  acetic  acid,  heating  the  mixture 
to   90^,   then    adding    a'  small    Quantity    of 
maffuesium  sulphate,  and  heating  tne  whole  to 
boinng.    The  fiocculent  precipitate  is  removed 
by  filtration,  and  the  filtrate  is  evaporated  by 
heating  under  reduced  pressure  untd  it  has  a 
density  of  36*^6.     Crystallisation  is  then  allowed 
to  take  place,  and  the  crystals  are  separated. 
The  lactose  thus  obtained  is  again  subjected  to 
a  similar  refining  treatment,  tne  final  yield  of 
crystalline  lactose  being  dried  in  a  centrifugal 
machine  supplied  with  a  current  of  hot  air. 
The  dry  product,  amounting  to  about  2*6  p.c. 
of  the  weight  of  the  original  whey,  is  then  ground 
and  sifted. 

Milk  sugar  is  deposited  from  its  aqueous 
solutions  in  hemihedral  rhombic  or  monoclinic 
crystals.  The  crystals  are  white,  semi-trans- 
parent, hard,  and  grate  between  the  teeth ; 
their  sp.gr.  is  1*63-1*54.  They  contain  1  mole- 
cule of  water  (C,|H,20ti,HtO),  which  they  retain 
at  100^  over  H10O4,  but  give  up  completely  at 
130°,  leaving  a  colourless  melted  mass  of  anhy- 
drous milk  sugar,  which  solidifies  in  the  crystid- 
line  state  on  coolhie,  and  is  strongly  hygroscopic. 
If  a  solution  of  milk  sugar  is  evaporatea  to 
dryness  on  the  water-bath,  an  anhydrous  milk 
sugar  remains  behind,  which  is  not  hygro- 
scopic. 

Hydrated  milk  sugar  is  sliffhtly  hygroscopic, 
soluble  in  6  or  6  parts  of  cold  or  2(  of  boiling 
water ;  from  the  latter  solution  the  crystals  only 
separate  out  slowly  on  cooling.  An  aqueous 
solution  saturated  at  10°  has  a  density  of  1-065, 
and  contains  14'56  p.c.  of  hydrated  milk  sugar ; 
when  left  to  evaporate  it  begins  to  deposit 
crvstals  as  soon  as  the  density  =  l'0fi3,  and  the 
solution  contains  21*64  p.c.  of  sugar.  It  is 
insoluble  in  alcohol  or  ether. 

According  to  Hudson  (J.  Amer.  Chem.  Soc. 
1908,  30,  1767),  lactose  hydrate  crystallises  from 
aqueous  solution  at  the  ordinary  temperature, 
whilst  above  96°  the  /S-anhydrous  form  separates. 
Schmoeger,  and  later  Hudson,  have  described 
three  forms  of  lactose.     Thea-hydrate  [a]  -f86° 

and  the  3 -anhydride  [a] +36*4°  both  change  in 


solution  into  the  eqtdlibrium  mixture  or  y- 
isomeride  of  constant  rotatory  power  [a]  +55*3^. 

Lactose  was  the  first  carbohydrate  of  which 
more  than  ono  modification  was  observed,  and 
the  relationship  of  these  isomerides  has  been  the 
subject  of  much  discussion  {see  v.  Lippmann, 
Chemie  der  Zuokerarten).  It  is  to  be  explained 
in  the  same  way  as  the  muta-rotation  of  dextrose. 

Lactose  loses  the  water  of  crystallisation  at 
130°  when  heated,  turns  brown  at  160°,  begins 
to  decompose  at  175°,  forming  lactocaramel 
OiaH,oOio>  and  melts  at  203°. 

On  oxidation  with  bromine  water,  lacto- 
bionic  acid,  CxgHtiO,,  is  formed,  and  this  is 
converted  into  galactose  and  gluconic  acid, 
when  hydrolysed  by  boiling  with  mineral  acids, 
proving  that  lactose  is  a  galactoside.  Nitric 
acid  first  causes  hydrolysis,  and  then  forms 
mueic  acid  from  the  galactose,  and  saccharic  acid 
from  the  dextrose,  like  dextrose,  lactose  gives 
rise  to  two  series  of  derivatives,  corresponding  to 
the  a-  and  /3-  forms  of  the  sugar  already  mentioned. 
It  contains  8  hydroxvl-  groups,  and  therefore 
forms  octacetates  on  heating  with  acetic  anhy- 
dride and  a  dehvdrating  agent.  These  are 
colourless,  crystalline  substances,  and  well 
characterised.  Other  lower  acetates  are  less 
definitely  characterised. 

Lactose  octacetate  may  be  converted  into 
acetochlorolactose,  and  this  into  methyl  lactoeide, 
which  crystallises  in  needles,  m.p.  171°.  The 
octacetate,  obtained  by  heating  with  acetic 
anhydride,  crystallises  in  rectangular  plates  or 
needles,  m.p.  86°  (Herzfeld),  98°  (Kremann, 
Schmoeger),  106°  (Fischer  and  Armstrong), 
according  to  the  method  of  purification.  It  is 
obviously  a  mixture.  Acetochlorolactose  forms 
prisms,  m.p.  67°-69°  (Fischer  and  Armstrong, 

Ber.   35,   841),    [ai^  +  76*2°.      The  isomeride 

forms    prisms,    m.p.    118°-120°,    [o]*" -f  73-6° 

(aee  aho  Bodart,  Monatsh.  23,  1 ;  Dittmar, 
ibid.  23,  866). 

On  heating  with  phenylhydrazine,  acetic  acid 
and  sodium  chloride  in  a  boiling  water-bath  for 
1(  hours,  phenyllactoeazone  Ct«H,,0^4  is 
formed.  This  does  not  separate  until  the  solu- 
tion is  cold,  and  is  thus  readily  distinguished 
from  phenylglucosazone.  The  yellow  needles 
melt  at  ^°,  and  dissolve  in  80  parts  of 
boiling  water.  With  very  dilute  sulphuric  acid 
they  form  an  anhydride  CtiH^oOgN^,  which 
melts  at  223°-224°,  and  is  sJmost  insoluble  in 
water  (Fischer,  Ber.  20,  830).  The  phenyl- 
hydrazine  residues  are  eliminated  by  boiling 
with  benzaldehyde,  lactosone  being  formed : 

C,H4iO,-OCH,*[CH*OH],*CO-CHO. 

This  is  obtained  as  a  colourless  syrup  on  concen- 
tration of  the  aqueous  solution  in  a  vacuum,  and 
is  similar  in  properties  to  glucosone. 

Lactose  forms  characteristic  hydrazones  with 
some  of  the  substituted  phenylhydrazines.  The 
amylphenyll^drazone    has    m.p.    123°  ;    allyl- 

Ehenylhydrazone,    m.p.    132°;    benzoylphenyl- 
ydrazone,   m.p.    128°;    /5-naphthylhydrazone, 
m.p.  203°. 

Alkalis  decompose  lactose,  giving  a  variety 
of  products.  Strong  alkalis  produce  ultimately 
lactic  acid ;  on  fusion  with  potassium  hydroxide, 
oxalic  acid  is  formed.  The  prolonged  action  of 
lime  results  in  the  formation  of  saccharins  (g.r.). 
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Hydrolyais. — Lactose  ib  hydrolysed  with 
difficulty  by  cold  mineral  acids,  and  resists  even 
boiling  with  weak  organic  acidis.  Towards  sul- 
phuric acid  it  is  1240  times  as  stable  as  sucrose, 
and  slightly  more  stable  than  maltose.  Stronger 
acids  hydrolyse  it  to  dextrose  and  galactose,  the 
optical  rotatory  power  of  the  solution  changing 
from  4-52<»  to  +68^ 

Lactose  is  also  hydrolysed  by  an  enzyme 
lactase  {q.v,)  which  is  present  in  Kephir  grains, 
in  iJmonds,  and  in  some  yeasts.  It  is  not  fer- 
mented by  yeasts,  with  the  exception  of  a  few 
torula  {8,  fragilis,  &o. ;  see  Armstrong,  Proc. 
Roy.  Soc.  1906,  76  B,  600)  which  contain 
lactase.  It  is  more  susceptible  to  bacterial 
attack,  and  reculily  undergoes  lactic  and  butyric 
acid  fermentations. 

The  synthesiB  of  lactose  has  not  been  effected, 
but  an  isomeride  named  provisionally  iso^laotose, 
was  obtained  by  lischer  and  Armstrong  by  the 
synthetical  action  of  Kephir  lactase  on  a  con- 
centrated mixture  of  equal  parts  of  galactose 
and  dextrose.  It  was  isolated  as  phenylMo- 
lactosazone.  A  galactosidogluoose  was  pre- 
pared by  the  same  workers  from  acetochloro- 
galactose,  and  shown  to  be  probably  identical 
with  melibiose. 

Maltose  OisH^iOii  was  perhaps  obtained 
from  starch  by  De  Saussure  in  1819:  it  was 
preparod  by  Varry,  who  failed  to  recognise  it  as 
a  distinct  substance.  Dubrunfant,  in  1847, 
further  examined  it  and  gave  the  name  maltose, 
but  reffarded  it  as  a  trisacoharide.  O'Sullivan 
showed,  in  1872,  that  it  is  a  disaocharide,  and 
gave  a  fuller  description  of  its  characters. 

Maltose  is  primarily  a  decomposition  product 
of  starch,  and  its  occurrence  in  nature  is  mainly 
under  conditions  where  it  has  been  derived  from 
starch.  Thus  it  is  f  oimd  in  the  leaves  of  ^nts, 
in  germinating  seeds,  and  in  malt,  &c.  Under 
abnormal  conditions,  it  is  found  in  the  urine. 
It  is  a  constituent  of  commercial  glucose.  Its 
occurrence  in  the  form  of  a  elucoside  is  doubtful ; 
amygdalin  does  not  contam  maltose,  and  it  is 
improbable  that  lotusin  does. 

Starch  is  converted  by  the  enzyme  diastase 
first  into  dextrins  and  then  into  maltose. 
Diastase  also  acts  on  glycogen,  forming  maltose 
amongst  other  products.  It  is  also  obtained 
when  starch  is  hydrolysed  by  acids,  but  it  is 
itself  hydrolysed  in  the  process  to  dextrose. 

PreparalioTL — ^Maltose  is  always  prepared  by 
the  action  of  diastase,  usually  malt  extract,  on 
starch  paste :  its  purification  from  the  dextrins 
present,  which  are  soluble  in  alcohol,  is  often  a 
matter  of  diffioulty.  Baker  and  Day  (Brit.  Ass. 
Report,  Dublin,  1908,  671)  recommend  the  use 
of  ungerminated  barley  diastase,  which  converts 
starch  into  maltose,  about  60  p.c.,  and  a-amylo- 
dextrin :  this  can  easily  bo  sepanted  by  one 
precipitation  with  alcohoL  Precipitated  barley 
diastase  is  added  to  a  3  p.c.  starch  paste,  and 
hydrolysis  conducted  at  60^  for  6  or  6  hours,  and 
subsequently  in  the  cold.  The  solution  is 
evaporated  to  a  thin  syrup  and  poured  into 
95  p.c.  cold  alcohol,  so  that  the  resulting  strength 
is  fltbout  80  p.c.  The  a-amylodextrin  is  precipi- 
tated and  removed  by  filtration.  The  alcohol  is 
distilled  off  the  maltose  syrup,  seeded  with  a 
f^w  crystals,  and  a  little  alcohol  added.  In  a 
few  hours  it  sets  to  a  solid  magma  of  pure 
maltose.    To   purify   it  further    the  sugar  is 


triturated  with  strong  alcohol,  filtered,  dissolved 
in  a  little  water,  and  poured  into  boiline  95  p.c. 
alcohol,  again  filtered  and  crystallised  n*om  the 
filtrate. 

When  malt  diastase  is  used,  the  procedure 
i9  similar,  but  the  entire  removal  of  admixed 
dextrins  requires  repeated  purification.  Mal- 
tose of  this  degree  of  purity  separates  readily 
from  strong  aqueous  solution. 

Properttee, — ^Maltose  crystallises  from  water 
in  plates  which  contain  Ci,H,,0„,H,0 ;  from 
alcohol  (sp-gr.  0*810)  it  crystallises  in  crusts,  and 
at  times  in  cauliflower-like  or  warty  aggrega- 
tions which  contain  Ci,H„0...  The  hydrate 
easily  parts  with  its  water  at  100*'  in  a  current  of 
dry  air.  The  anhydride  is  but  slightly  soluble 
in  strong  ethyl  alcohol ;  it  is  more  soluble  in 
methyl  alcohoL  The  hydrate  dissolves  more 
freely  in  both  solvents.  Both  bodies  are  very 
soluble  in  water,  but  less  so  than  dextrose. 
The  solution  is  optically  active,  the  activity 
being  less  when  the  solution  is  freshly  prepared 
than  after  standing. 

The  specific  rotatory  power  for  dry  maltose 
is  [a]^=164°-155°,  [a]j^=139°-140^  at  15-5^  in 

solutions  containing  10  grains  per  100  c.o.  and 
under  (0*Sullivan,  Chem.  Soc.  Trans.  35,  771, 
and  45,  5).  Meissel  (J.  pr.  Chem.  [2J  25,  114) 
gives  the  formula 

[«]  =140-375**-0-01837P-0-095T 

to  represent  the  specific  rotatory  power  of  diy 
maltose  at  0°,  in  which  P  =»  percentage  of  mal- 
tose in  solution,  and  T  the  temperature  of  ob- 
servation. Brown,  Morris,  and  Millar  give 
+137-93°.  The  value  depends  on  the  concen- 
tration as  well  as  on  the  temperature.  The 
initial   rotation    i^   [a]  =+119°.    Brown   and 

Morris  have  shown  that  maltose  is  first  formed 
in  this  low  rotatory  modification. 

Maltose  reduces  Fehling's  solution,  100  parts 
being  equivalent  to  62>5  parts  of  dextrose 
(O'Sullivan),  or  61*9  parts  (Brown  and  Heron» 
Chem.  Soc.  Trans.  1879,  35,  618).  It  is  inactive 
towards  cupric  acetate  (Barfoed's  reagent).  The 
density  of  a  solution  containing  10  grams 
maltose  in  100  c.c.  at  15*5°  is  1*0393. 

Maltose  is  hydrolysed  on  heating  with 
mineral  acids  to  two  molecules  of  dextrose. 
Sulphuric  acid  at  80°  attacks  it  1*27  times  as 
readily  as  lactose.  The  weaker  organic  acids 
are  almost  without  effect  except  after  prolonged 
action. 

Bromine  oxidises  maltose  to  maltobionic  acid 
(Fischer  and  Meyer,  Ber.  22,  194).  This  has  the 
formula  C|tHttOi»  and  is  hydrolysed  by  mineral 
acids  to  dextrose  and  gluconic  acid.  The 
behaviour  towards  maltase  classes  maltose  as 
dextrose-a-glucoside,  and  the  following  con- 
stitutional formula  is  provisionally  applied : — 


O 


CH,(0H)-CH(0H)*6H*[CH*0H],*fcH 


> 


CH(OH)*[CH*OH],*CH*CH(OH)*CH, 
I O L 

Tke  compounda  of  MaUoae. — ^The  ootonitrate 
(Will  and  Lenze,  Ber.  31,  68)  ciystalliBes  in 

lustrous  needles,    m.p.   163°-164°,  [o]^+128°. 

The  octacetate  exists  in  two  isomeric  forms. 
Prepared  by  heating  maltose  with  acetic  anhy- 
dride  and  sodium  acetate,  it  has  m.p.    157^ 
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(Hcrzfeld,  Annalen,  220,  200)  or  152°  (Kremann, 
Monatsb.  23,  483). 

a-  and  jS-heptaoetylchloro-  and  -bromo- 
maltose  have  been  described  (Fischer  and  Arm- 
strong, Ber.  34, 2895 ;  35, 840 ;  Foerg,  Monatsh. 
23,  44). 

a-Methyl  maltoside  (Foerg,  ibid,  23,  44) 
crystallises  in  slender  plates,  m.p.  125^-127^. 
3 -Methyl  maltoside  (Fischer  and  Armstrong, 
Ber.  13,  34,  2895 ;  Konig  and  Knorr,  ibid.  34, 
4343)   forms    concentrically   grouped   needles, 

m.p.    93''-96**,  [o]^+70**.   $-  Phenyl  maltoside, 

m.p.  96^,  and  menthyl  maltoside  (Fischer,  Ber. 
1910,  43,  2521),  have  also  been  described. 

The  hydrazones  are  not  characteristic. 

The  phenylosazone  Gt4H,,0,N4  is  prepared 
by  heating  maltose  with  excess  of  phenylhydrazine 
and  acetic  acid  for  1|  hours  on  the  water-bath. 
It  separates  after  the  solution  has  cooled 
(difference  from  deztrosephenylosazone).  Ac- 
cording to  Fischer  (Ber.  17,  570;  20,  82 J)  it 
crystaUises  in  slender  bright  yellow  needles  and 
not  in  aggregates,  having  m.p.  206°  ;  Ost  (Ohem. 
Zeit.  19,  1503)  gives  202^-208°. 

J.  L.  Baker  states  that  the  osazone  prM>ared 
from  his  pure  maltose  had  m.p.  195°,  and  con- 
sisted entirely  of  characteristic  broad  prisms, 
resembling  ribbons  in  the  microscopic  field. 
The  steUate  aggregates  of  crystals  present  in 
the  osazone,  from  maltose  containing  traces  of 
dextrin,  were  absent.  Maltosazone  does  not 
form  an  anhydride. 

Maltose-^-bromophenvlosazone  has  m.p. 
198°.  The  p-nitropnenyiosazone  crystallises  m 
red  needles,  m.p.  261°  (Hyde,  Ber.  32,  1815). 

Maltose-j9-diaminobenzoio  acid 

C.H,(CO.H)<^g>C„H„0, 


'10 


is  formed  in  small  quantities  on  prolonged 
boiling  of  concentrated  solutions  of  the  com- 
ponents. It  ciyBtatlises  anhydrous  in  plates, 
m.p.  235°,  or  hy^ted  with  1  mol.  H^O  in  needles. 
The  metallic  compounds  of  maltose  are  amor- 
phous and  ill-characterised.  It  does  not  form 
double  salts  with  the  alkali  chlorides. 

Fenneniation, — ^Maltose  is  fermented  only 
after  hydrolysis  to  dextrose.  This  hydrolysis 
is  effected  by  maltase,  which  is  present  in  most 
yeasts  but  absent  in  8,  Ludtpigit,  8.  Marxian/us, 
8,  exiguua^  8,  membrafuefaciene,  some  forms  of 
8.  anomaliLa,  W,  aatttmtu,  and  many  others. 
Accordingly,  these  yeasts  do  not  ferment 
maltose.  Maltose  is  also  fermented  by  most 
moulds,  and  readily  undergoes  lactic  and  butyric 
acid  fermentation. 

8yTUhe8i8, — ^Maltose  is  perhap>s  formed  to- 
gether with  ttfomaltose  by  tne  action  of  concen- 
trated hydrochloric  acid  on  dextrose.  It  is  also 
formed  by  the  action  of  emulsin  on  concen- 
trated solutions  of  dextrose  (E.  F.  Armstrong, 
Proc.  Roy.  Soc.  1905,  76  B,  592).  In  each  case, 
however,  only  amorphous  or  syrupy  products 
could  be  obtained. 

Isomaltose  (Revertose,  Gallisin)  was  obtained 
by  Fischer  (Ber.  23,  3024,  3687)  by  the  action  of 
400  grams  of  cold  concentrated  hydrochloric 
acid  on  dextrose  (100  grams)  at  10°-15°.  It  is 
a  viscid  syrup,  [a]  +70°,  and  characterised  by 

being  non-fermentable  and  forming  a  crystalline 
phenylosazone,  m.p.  from  140°  to  156°  (Fischer), 
according  to  the  purity. 


Scheibler  and  Mittehneier  (Ber.  23,  3075) 
claimed  that  the  gallism  of  Schmitt  and  Cobenzl 
(Ber.  17,  1000,  2456)  consists  mainly  of 
t«omaltose. 

GaUisIn  is  found  in  commercial  glucose.  It 
may  be  obtained  as  a  white  amorphous  deli- 
quescent powder,  by  treating  the  unfermentable 
syrup,  after  evaporation,  with  absolute  slcohol, 
and  nnaUy  with  ether  alcohol.  It  has  a  slightly 
sweet  taste;  is  insoluble  in  ether,  slightly 
soluble  in  absolute  ethyl  alcohol,  more  easily 
soluble  in  methyl  alcohol  and  acetic  acid.  It 
reduces  silver  nitrate,  and  Fehling*s  solution ; 
the  cuprio  reducing  power  of  10*98  grams = that 
of  5  grams  of  glucose.  It  gives  no  precipitates 
with  solution  of  lead  acetate,  mercuric  chloride, 
ferric  chloride,  or  barium  chloride.  On  boiling 
with  dilute  acids  it  is  converted  into  dextrose. 

Subsequently,  a  large  numbcar  of  products 
obtained  in  the  hydrolysis  of  starch  or  of 
glycogen  have  been  stated  to  be  identical  with 
»5om{dtose,  but,  failing  any  characteristic  deriva- 
tive, definite  proof  of  its  presence  in  such  cases 
is  lacking  (v.  Llppmann's  Chemie  der  Zucker- 
arten).  It  is  jKMsible  that  gallisin  and  most  of 
these  products  represent  dextoins  of  low  molecular 
wei^ts  or  admixtures  of  these  with  maltose. 

jB^  the  action  of  maltase  on  a  concentrated 
solution  of  dextrose.  Croft  Hill  (Chem.  Soc. 
Trans.  1903, 83, 578)  hajs  obtained  a  disaccharide 
which  he  terms  Revertose.  Possibly  this  is 
identical  with  Momaltose. 

By  a  similar  process,  E.  F.  Armstrong  (Proc. 
Roy.  Soc.  1905,  76,  B,  592)  has  obtained  an 
Momaltose  which,  like  that  obtained  by  the 
action  of  acids,  is  hydrolysed  by  emulsin. 
MoMaltose  is  not  attacked  by  maltase,  and  the 
behaviour  towards  enzymes  suggests  that  it  is 
dextrose-jS-glucoside. 

Oellose  (Cdkbioat)  is  prepared  by  hydrolysis 
of  the  octacetate  formed  by  the  action  of  acetic 
anhydride  on  filter  paper. 

To  prepare  the  octacetate  CisHi«0,i(00,Hs)gy 
7-5  grams  of  finely  divided  filter  paper  are 
shaken  with  20  c.c.  acetic  anhydride,  the  mixture 
cooled  to  70°,  and  at  this  temperature  a  mixture 
of  7  c.c.  acetic  anhydride  and  4  c.c.  concentrated 
sulphuric  acid  is  added.  The  temperature  rises 
to  110°,  the  product  is  poured  into  500  c.c.  water, 
and  the  amorphous  acetate  collected,  washed, 
and  repeatedly  crystallised  from  95  p.c.  alcohol 
or  from  ethylacetate.  It  is  ultimately  obtained 
in  colourless  needles,  m.p.  228°. 

Five  grams  are  moistened  with  alcohol  and 
hydroljrs^  with  15  p.c.  alcoholic  potassium 
hydroxide.  A  granular  powder  separates  :  this 
is  dissolved  in  a  little  water,  excess  of  alkali 
neutralised  with  acetic  acid,  and  the  solution 
evaporated  to  a  syrup,  which,  after  treatment 
with  absolute  alcohol  and  inoculation  with  a 
crystal,  ultimately  yields  cellose  as  a  colour- 
less microcrystalline  powder.  It  tastes  faintly 
sweet,  dissolves  in  8  parts  of  cold  and  1-5  parts 
of  hot  water,  and  reduces  Fehling*s  solution.    It 

has  [a]      about  -f-25°  when  freshly  dissolved, 

increasing  to  +33*7°.  It  is  not  fermentable ; 
acids  hydrolyse  it  to  2  molecules  of  dextrose,  as 
also  does  the  emulsin  of  almonds. 

The  phenylosazone  forms  long  yellow 
needles,  m.p.  189°,  soluble  in  135  parts  of 
boUing  water. 
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Genttoblose  is  obtained  by  the  action  of 
invertase  or  qf  Teiy  dilute  acids  on  the  tri- 
sacoharide  gentianose.  It  may  be  prepared 
from  old  gentian  roots  in  which  this  hydrolysis 
has  already  taken  place  by  extraction  with 
water  and  removal  of  the  Isvnlose  by  fer- 
mentation with  top-fermentation  yeast.  It 
separates  from  alcohol  in  anhydrous  crystals, 
m.p.  190°-196^    It  exhibits  muta-rotation,  the 

on 

initial  value  for  [a]      being  +d'6°.    It  is  not 

fermented  by  yeast.  Emulsin  derived,  either 
from  almonds  or  AsfergiUua  niger,  hydrolyses  it 
to  dextrose.    The  pnenylosazone  has  m.p.  142^. 

Moliblose  was  nrst  obtained,  together  with 
Iffivulose,  by  the  partial  hydrolysis  of  raffinose 
(Scheibler  and  Mittelmeier,  Ber.  22,  1678,  23, 
1438) :  this  mav  be  effected  by  dilute  acids  or 
certain  bottom-fermentation  yeasts.  Bau  gives 
the  following  methods  of  preparation. 

20  grams  of  raffinose  m  260  c.c.  water  are 
sterilised  and  fermented  for  1  day  at  30^  with  a 
pure  culture  of  a  top-fermentation  yeast.  The 
filtrate  is  sterilised  and  fermented  during  several 
days  with  a  further  portion  of  the  yeast.  It  is 
then  concentrated,  poured  into  hot  alcohol,  and, 
after  cooling,  precipitated  with  ether.  This 
syrup,  after  further  treatment  with  alcohol  and 
inoculation,  crystallises  with  difficulty  after 
long  standing  in  the  cold. 

Alternatively,  20  p.c.  solutions  of  raffinose 
are  hydrolysed  by  boifing  with  2  p.c.  acetic  acid, 
and  concentrated  to  a  syrup  m  a  porcelain 
vessel  This  is  rubbed  with  2  vols,  of  95  p.c. 
alcohol,  the  alcohol  decanted,  and  ether  added 
till  a  cloud  appears.  After  2  days,  this  solution 
is  decanted  from  any  precipitate,  inoculated 
with  a  few  crystals,  and  set  aside  in  closed 
vessels. 

Melibiose  hydrate  G|sH2iO]],2H,0  forms 
doubly  refractive  monoclinic  plates : 

[a:6:c=l;l-9227 :  20124,  /5=77-16°] 
m.p.  84«-85^    The  hydrate  has  [a]^+129-5'» 

as  stable  value,  and  shows  muta-rotation,  the 
initial  value,  5  minutes  after  solution,  being 

+108".    The  anhydride  has  [a]^-f  143^    It  is 

very  soluble  in  water,  sparingly  so  in  ethyl 
alcohoL  Strong  acids  hydrolyse  it  to  dextrose 
and  galactose  :  it  is  slightly  more  resistant  than 
lactcMe.  It  is  very  sensible  to  traces  of  alkalL 
It  is  reduced  by  sodium  amalgam  to  meUbiositol, 
a  syrup  which  is  hydrolysed  to  galactose  and 
mannitol.  It  is  attacked  by  bottom-  and  not  by 
top-fermentation  yeasts,  and  thus  affords  a 
means  of  distinguishing  between  these  two 
varieties  of  yeast.  The  former  variety  contains 
the  enzyme  melibiase.  It  ia  slowly  hydrolysed 
by  emulsin. 

The  following  derivatives  are  known : 
phenylhydrazone,  light-yellow  needles,  m.p. 
145° ;  allylphenylhydrazone,  m.p.  197" ;  /3- 
naphthylhydrazone,  m.p.  135";  pnenylosazone, 
yellow  needles  from  toluene,  m.p.  178"-179". 
This  dissolves  in  110  parts  of  boilmg  water,  and 
interacts  with  benzaldehyde  to  form  meli- 
biosone.  The  p-bromophenylosazone  haa  m.p. 
181"-182". 

Melibiose  was  the  first  natural  disaccharide 
to  be  obtained  synthetically  (Fischer  and  Arm- 
strong, Ber.  36,  3144).     It  was  prepared  by  the 


interaction  of  acetochlorogalactose  with  dex- 
trose. 

Trehalose  {mifoose,  trehcUabiose)  was  origin- 
aUy  discovered  in  ergot,  and  has  since  been 
proved  to  be  very  widely  distributed  in  fungi 
(Bourquelot).  It  apparently  replaces  sucrose 
in  those  plants  which  contain  no  chlorophyll  and 
do  not  manufacture  starch.  Trehalose  was 
found  in  142  out  of  212  species  investigated,  but 
only  in  certain  parts  of  the  fungus  and  at  certain 
stages  of  the  vegetative  period*  The  quantity 
is  a  maximum  just  before  the  formation  of 
spores.  When  fungi  are  picked,  trehalose  is 
rapidly  converted  into  mannitol,  and  after  a  fei^ 
hours  it  has  entirely  disappeared.  The  trehala 
manna  from  Syria  and  Persia  is  stated  to  con- 
tain 20  p.c.  of  trehalose.  To  prepare  trehalose, 
suitable  lungi  (particularly  Agarious  and  Boletus 
species)  are  boiled  with  much  strong  alcohol 
immediately  after  picking. 

Trehaloie  Ot,H„0.„2H,0  crystaUises  in 
lustrous  glass-like  rhombic  prisms 

[a:6:c=0-6814: 1:0-4171;  /5=111"  31'] 

m.p.  97".    It  becomes  anhydrous  at  130".    It 

has  [a]^+178"  for  the  hydrate  and  +197"  for 

the  anhydride,  without  any  muta-rotation. 
Acids  hydrolyse  it  to  2  molecules  of  dextrose, 
but  according  to  Winterstein,  only  with  con- 
siderable difficulty,  and  it  contrasts  markedly  in 
this  respect  with  sucrose. 

It  does  not  reduce  Fehling*s  solution  or  form 
a  phenylosazone,  and  has  the  formula 

0 


O 


CH,(0H)CH(0H)-(1jHCH(0H)CH(0H)6h\ 
CH,(OH)-CH(OH)-CH'CH(OH)CH(OH)-CH/ 

It  is  not  hydrolysed  by  invertcuie  and  most 
enzymes,  but  is  affected  by  a  special  enzyme, 
named  trehalase,  present  in  most  fungi,  moulds, 
and  some  yeasts,  and  o6nveniently  prepared 
from  AspergiUua  niger.  Accordingly,  trehalose 
is  fermented  by  those  yeasts  wnich  contain 
trehalase.    It    forms    few    derivatives :      the 

octanitrate  has  m.p.   124",  [af^+ 173*8";   the 

ootacetate  has  m.p.  97" ;  the  tetrabenzoate, 
m.p.  81"-83". 

Turanoea  Oi,H,,0|i  is  obtained  from  the 
trisaccharide  melezitose,  together  with  dextrose 
on  hydrolysis  with  20  p.c.  acetic  acid  solution. 
The  dextrose  is  destroyed  by  yeast,  and  the 
turanose  isolated  from  an  alcoholic  extract  of 
the  residue  in  transparent  non-crystalline 
rounded  grains  of  the  composition 

Ci,H„0„lC,H,0. 

They  melt  at  60"-65",  lose  their  alcohol  at  100" 
and  yield  the  pure  sugar  [a]  +7*18"  without 

muta-rotation  (Tanret,  Ck>mpt.  rend.  1906,  142, 
1424). 

Turanose  has  a  reducing  power  of  60 
(dextrose  ==100),  and  is  hydrolysed  by  mineral 
acids  to  an  equal  molecular  mixture  of  dextrose 
and  Isevulose,  and  not  to  dextrose  only,  as 
originally  stated  by  Alekhin  (Ann.  Chim.  Phys. 
[6]  18,  632).  Invertase,  maltase,  emulsin,  and 
diastase  are  without  action.  The  phenylosazone 
has  m.p.  215"-220"  (Fischer,  Ber.  27,  2486).  It 
thus  differs  from  sucrose  in  containing  a  free 
aldehydic  group. 
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OtHEB  LbSS -known  DlSACXSHABIDlS. 

GlaMMt|ri06a  C.iHa^Oio  is  contained  in  the 
glnoonde  apiin.  It  has  not  yet  been  isolated,  as 
hydrolysis  of  apiin  by  dilute  acids  yields  only 
apiose  and  gluco-apigenin,  and  enzymes  are 
without  action. 

Galaoto-ftnUnoea  was  obtained  by  Ruff  and 
Ollendorf  (Ber.  32,  352 ;  33,  1806)  hj  oxidation 
of  lactobionic  acid  from  lactose.  It  is  a  dextro- 
rotatory syrup :  the  phenylosazone  hss  m.T>.  238^ 

StrophintoUosa  CitH^Oi^  is  obtained  in  the 
form  of  the  methyl-  derivative  from  the  glucoside 
strophantin  (Feist,  Ber.  31,  635;  33,  2063, 
2069,  2001).  It  forms  colourless  ciystals,  m.p. 
207® ;  does  not  reduce  Fehling,  and  is  not  fer- 
mentable. Acids  hydrolyse  it  to  mannose, 
rhamnose,  and  methyl  alcohoL 

VIeianoea  CiiHuO,,  is  prepared  by  Ber- 
trand  and  Weisweiller  (Compt.  rend.  1910,  150, 
180)  by  hydrolvsing  the  glucoside  in  the  seeds  of 
Vicia^  anffustifdia  by  the  enzyme  occurring  in 
them.    It  crystallises   in  aggregates  of  small 

needles,  m.p.  about  210'' ;  has  [a]^-f  39-7*',  the 

initial  value  being  much  higher.  It  reduces 
Fehling,  and  is  converted  into  dextrose  and 
arabinose  on  hvdrolysis. 

Dlglaeose  from  amygdalin.  When  amyg- 
dalin  is  hydrolysed  by  the  digestive  juice  of 
Hdiz  pomatiaf  the  fiiBt  product  is  a  biose  ob- 
tained as  an  amorphous  powder.  This  is  non- 
fermentable,  and  does  not  reduce  Fehling's 
solution :  it  probably  has  a  constitution  re- 
sembling that  of  trehalose  (Giaja,  Compt.  rend. 
1910,  160,  793-796). 

Tbisacchabidbs. 

MannotriOM  0^,H,,0|(  is  obtained  hj  the 
action  of  either  mvertase  or  acetic  acid  on 
mannotetroee  (stachvose).  It  is  a  colourless, 
faintly  sweet  crysteJline  substance,  m.p.  160° 
[a]  +167®.      It     reduces     Fehling*s    solution. 

Bromine  oxidises  it  to  mannotrionic  acid,  which 
is  hydrolysed  on  warming  with  acids  to  2  mols. 
c{-galactoBe  and  1  mol.  gluconic  acid.  It  is 
slowly  hydrolysed  by  emulsin  and  by  some 
yeasts,  and  is  then  fermented,  but  whether 
completely  so  is  not  known. 

The  phenylosazone  has  m^  192®-194®, 
according  to  Neuberg,  and  not  1^  as  given  by 
Tanret. 

Rhamninose  CigHs«Oi«  is  only  obtained  from 
the  glucodde  xanthorhamnin  present  in  the 
Persian  berry  {Rhamntu  infectoria).  In  addi- 
tion to  the  glucoside,  the  fruits  contain  an 
enzyme,  termed  rhamninase,  which  hydrolyses 
it  to  the  trisaccharide  and  rhanmetin.  Rhamni- 
nose  forms  colourless  crystals  of  faintly  sweet 
taste,    m.p.    136^-140®,  [a]  —41® ;     it    reduces 

Fehling^s  solution.  Acids  hydrolyse  it  to 
galactose  and  2  molecules  of  rhamnose.  Sodium 
amalgam  reduces  it  to  the  alcohol  rhamninitol 
[o]  —67®,    which   is   hydrolysed    by   acids   to 

dulcitol  and  2  molecules  of  rhamnose.  Bromine 
oxides  it  to  rhamninonic  acid  C|gHsaO|,,  which 
is  obtained,  mixed  with  its  lactone,  as  an  amor- 
phous substance ;  m.p.  126®,  [a]  —94*3®.     It  is 

hydrolysed  to  ef-galactonio  acid  and  rhamnose. 

This  behaviour  points  to  the  two  rhamnose 
residues  being  united  in  the  trisaccharide,  but 


this  disacoharide  haa  not  been  isolated.  Rhamni- 
noso  is  not  fermentable,  and  enzymes  are  withoat 
action.    The  octaoetate  has  m.p.  96®,  [a]  ~3I**. 

Gentlanose  Ci,H,,0|,  is  found  in  the  roots 
of  a  number  of  gentians,  from  which  it  is  pre- 
pared by  extracting  the  fresh  roots  with  95  p.c 
aloohoL  It  crystallises  in  colourless  plates, 
m.p.  209®-210®,  tastes  faintly  sweet,  and  haa 
[a]|j+31-2»  to  +33-4". 

It  does  not  reduce  Fehling's  solution,  but  is 
hydrolysed  by  acids  to  Invulose  and  2  mole- 
cules of  dextrose,  the  final  product  having 
[a]  —  20'2®.    The  enzyme  invertase  hydrolyses 

it  to  Invulose  and  the  diaaccharide  gentio)>io8e, 
that  of  AapergiUus  niger  converts  it  into  dextiose 
and  sucrose. 

Rafflnoea  (also  termed  mdUoae,  gossfnose^ 
mdUno9€)  O^J^tfi^^^  was  first  discovered  by 
Johnston  in  1848,  in  the  manna  from  Eucalyphis 
mannifem,  found  in  Tasmania.  It  is  often 
found  in  considerable  amount  in  the  sugar  beet, 
where  it  was  discovered  by  Loiseau ;  Ritthausen 
found  it  in  cotton-seed  cake ;  it  is  also  present 
in  wheat  and  in  oats.  To  prepare  raffinose  from 
molasses,  strontium  oxide  is  added  until  a  mole- 
cule is  present  for  every  molecule  of  sucrose. 
After  some  hours,  the  strontium  saocharate 
formed  is  separated  by  filtration  and  the  liquid 
heated  with  excess  of  strontia,  whereby  the 
raffinose  distrontionate  is  precipitated.  The 
strontia  compound  is  decomposed  by  carbon 
dioxide,  the  solution  concentrated,  and  the 
process  repeated  to  remove  most  of  the  sucrose. 
The  aymp  finally  obtained  is  dissolved  in  hot 
alcohol ;  the  product  which  separates'  on  cooling 
is  kept  under  alcohol  in  a  closed  vessel,  when 
raffinose  slowly  crystallises.  Raffinose  forms 
small  needles,  soluble  in  6  parts  of  water  at  16®  ; 
it  is  less  soluble  in  ethyl  alcohol  than  sucrose. 
It  is  difficult  to  recognise  when  it  crystaUises 
with  sucrose.  The  hydnCte  melts  at  80®,  the 
anhydrous  forms  at  118®-119®.  The  optical 
rotatory  power  [a]   is  -f  104®  without  muta-rota- 

tion.  It  has  no  reducing  action,  and  behaves 
exactly  as  sucrose.  Dilute  mineral  acids 
hydrolyse  it  to  lievulose  and  melibose  :  strong 
acids  yield  a  molecule  each  of  bevuloee,  dextrose, 
and  galactose.  Invertase  converts  it  into 
Issvulose  and  melibiose,  emulsin  hydrolyses  it 
to  sucrose  and  galactose.  Accordingly,  the 
formula  is  established  as : 

C.Hi  1 0,— O— C,H,  «04— 0-€,HnO,. 
lievulose.  Beztrose.  OaUctoM. 


Sucrose. 


Melibiose. 


The   undeca-acetyl   derivative   has   nup.   100^, 

[«]^4-92®. 

Malaiitosa  {mdicitoae)  a,H,,0i.,2H,0  is 
found  in  Brian9on  manna,  which  is  obtained  as 
an  exudation  from  the  young  twigs  of  the  larch 
{Abies  (arix ;  Fr.  M^ze),  It  was  investigated 
by  Berthelbt  (Ann.  Ghim.  Phys.  [3]  56,  282)  and 
by  Alekhine  {ibid.  [6]  18,  632).  It  is  found  also 
in  turanibin  or  ierenjabine,  an  exudation  from 
Alhagi  fnaurarum,  growing  in  Afghanistan, 
Persia,  and  in  the  deserts  of  the  East,  and  used 
in  Northern  India  as  a  laxative  (Villiers,  ibid. 
[51  12,  43).  This  substance  is  a  brown,  semi- 
solid mass,  of  a  slightly  sweet  taste,  due  mainly 
to  the  presence  of  dextrose.    To  obtain  melezitose 
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from  this  product  it  is  treated  with  four 
times  its  weight  of  lukewarm  water,  and  the 
liquid  passed  through  a  sieve  to  separate  husks, 
leaves,  &c.,  and  after  standing  to  allow  of  the 
deposition  of  earthy  matter,  it  is  evaporated  to 
haH  its  bulk.  On  standing  for  a  few  days,  the 
greater  part  of  the  melezitose  crystallises  out. 
The  crystals  are  redissolved  in  twice  their  weight 
of  hot  water,  the  solution  heated  on  the  wator- 
bath,  diluted  with  its  own  volume  of  alcohol, 
heated  to  boiling  to  separate  earthy  and  ooa- 
gulable  matter,  and  filtered  whilst  hot.  On 
cooling,  melezitose  separates  out  and  may  be 
obtained  pure  bv  two  or  three  recrystallisations. 
It  forms  large  rhombohedral  prisms 

Ci«HtiOitf2HtOf 

which  efBoresce  in  air  and  become  opaque  ;  they 
lose  the  whole  of  their  water  at  110°.  Dehy- 
drated melezitose  has  m.p.  148^-150°  ;  100  pts. 
of  water  dissolve  of  anhydrous  melezitose  26*8 
pts.  at  IT'S** ;  34-4  pts.  at  26°  ;  76-6  pts,  at  100°  ; 
roaringly  soluble  in  alcohol,  insoluble  in  ether. 
The  rotatory  power  is  [o]  -f  88'6°.     Melezitose 

yields  no  crystalline  compounds  with  alkaUne 
chlorides.  On  boiling  with  dilute  sulphuric  acid 
it  yields  iuranost  and  dextrose,  the  rotation 
fallmg  to  4-63°.  It  has  no  action  on  an 
alkalmc  solution  of  copper,  and  is  unchanged 
by  diastase  or  yeast.  Nitric  acid  transforms  it 
into  oxalic  acid  without  the  intermediate 
formation  of  mucic  acid.  It  does  not  interact 
with  phenyl  hvdrazine.  The  undeca-acetate 
^it^nOu(^^i^t)ii  crystallises  in  shining  mono- 
clinic  prisms,  m.p.  170*,  [oj^H- 110*4°. 

Staehyoea  (Mannotdrose,  Lupeoae)  C,4H«|0,i 
was  discovered  by  Schulze  and  Planta  in  the 
tubers  of  Stachys  tvbifera,  and  thought  to  be  a 
trisaccharide.  Tanret  obtained  it  from  ash 
manna,  and  termed  it  mannotetrose.  It  has  also 
been  found  in  the  twigs  of  white  jasmine  and  in 
the  subterranean  part«  of  Lamium  aSmm.  It 
constitutes  from  60-76  p.c.  of  the  dry  matter  of 
the  stachys  tubers.  The  tetrahydrate  crystal- 
liees  in  lustrous  hard  doubly  refractive  colourless 
plates  (a :&:c=l-0612: 1 :0-4213, 7=90°  46').  It 
tastes  quite  sweet  and  dissolves  at  13°  in  0-76 
parts  ot  water.  The  anhydride  has  m.p.  167°- 
170°,   [o]j^H-148°,  without  muta-rotation ;    the 

hydrate  has  [a]  +133°. 

Stachyose  is  not  acted  on  by  Fehling's  solu- 
tion or  by  alkalis.  Acetic  acid  hydiolvses  it 
to  Invulose  and  mannotriose.  Sulphuric  aeid 
converts  it  into  4  monosaccharides,  viz. :  1  mole- 
cule IsBvulose,  1  molecule  dextrose,  2  molecules 
galactose.  By  the  action  of  nitric  acid,  about 
38  p.c.  of  mucic  acid  is  formed.  Invertase 
hydrolyses  it  to  IsBvulose  and  mannotriose, 
which  latter  is  slowly  attacked  by  the  emulsin 
of  almonds  or  of  Aspergillus  niger. 

According  to  recent  work  of  Schulze,  stachy- 
ose is  probably  identical  with  the  carbohydrate 
lupeose,  present  in  Lupinus  luUus  and  angusti- 
fctius^  as  lupeose  has  [a]  +148°,  and  gives  the 

same  products  on  hydrolysis. 

Neuberff  (Biochem.  Zeitsch.  1910,  24,  173) 
prepares  it  by  pressing  the  juice  from  the  tubers, 
precipitating  impurities  with  mercuric  acetate, 
removal  of  the  metal  by  hydrogen  sulphide, 
neutralisation  with  ammonia,  and  concentration 


to  a  syrup,  which  ia  precipitated  with  alcohol. 
The  precipitate  is  dissolved  in  water,  impurities 
precipitated  with  phosphotungstio  acid,  and 
the  nitrate  concentrated.  Biuium  hydroxide 
and  alcohol  are  added  alternatively.  After  24 
hours,  the  barium  salt  ia  collected,  washed  with 
alcohol,  and  decomposed  by  carbon  dioxide. 
Reducing  susars  are  removed  by  this  treatment 
and  the  stacnyose  readUy  crystallises. 

POLYSACGHABIDES. 

Glyeogen  (G,HjpO|)n,  the  reserve  carbo- 
hydrate of  the  animal  orsanism  in  which  it 
appears  to  take  the  place  of  starch,  is  a  regular 
constituent  of  all  developing  cells.  It  is  present 
in  the  liver  up  to  10  p.o.  and  in  muscle. 

Preparation, — sliver  is  finely  minced  and 
thrown  into  boiling  water  acidified  with  acetic 
acid.  The  coagulated  proteins  are  filtered  off, 
and  the  remaining  proteins  precipitated  from  the 
filtrate  with  tricluoracetio  acid  or  potassium 
mercuric  iodide  (Brficke's  reagent).  Glvcogen 
is  precipitated  from  the  filtrate  with  alcohol. 

Fresh  finely  minced  liver  is  extracted  for 
2  hours  with  boiling  60  p.c.  potassium  hydroxide. 
An  equal  volume  of  96  p.c.  alcohol  is  added  to 
the  clear  filtrate,  containing  16  p.c.  KOH,  and 
the  precipitated  glycogen  WMhed  with  a  mixture 
of  16  p.c.  KOH  and  2  vols,  of  96  p.c.  alcohol. 

It  is  purified  in  either  case  by  solution  and 
reprecipitation  with  alcohol,  and  obtained  as 
an  amorphous  snow-white  powder  [a]  +191°, 

soluble  in  cold  water,  giving  an  opalescent 
solution.  It  ia  not  fermentable,  does  not  reduce 
Fehling's  solution,  and  is  not  acted  on  by  alkali, 
even  by  concentrated  solutions  at  the  boiling- 
point.  With  iodine  it  gives  a  brown-r^ 
colouration.  Acids  hydrol3r8e  it  ultimately  to 
dextrose,  but  dextrins  and  maltose  are  formed 
as  intermediate  products.  Diastase  derived 
from  either  plants  or  animals  also  converts  it 
into  dextrins  and  maltose  («««  Tebb,  Joum.  of 
PhysioL  1898,  22,  423). 

To  estimate  slycogen,  the  tissue  is  minced 
and  boiled  2-3  hours  with  30  p.c.  potassium 
hydroxide.  The  solution  is  diluted,  filtered,  and 
precipitated  with  alcohoL  The  glycogen  is 
a^ain  dissolved  in  dilute  alkali  and  precipitated 
with  alcohoL  Finally  it  is  dissolved  in  water 
and  estimated  by  hydrolysis  with  acids  into 
dextrose  (1  part  «=  0*927  parts  glycogen)  or 
with  the  polarimeter. 

Innlin.  Inulin  is  widely  distributed  as  a 
reserve  material  in  plants  havine  tubers  or 
tuberous  or  fleshy  roots,  particukrly  in  the 
autumn  in  dahlia  tubers,  Jerusalem  artichoke, 
chicory,  garlic,  onions,  and  other  plants  and 
bulbs. 

To  prepare  it,  a  mash  is  made  of  the  ripe 
tubers,  a  little  calcium  carbonate  is  added,  and 
the  mixture  extracted  with  boiline  water.  The 
filtrate  is  frozen  and  the  sediment  which  separates 
dissolved  in  hot  water  and  again  frozen.  Tanret 
advises  precipitation  with  b^ium  hydroxide,  de- 
composition of  this  precipitate  with  carbon 
dioxide  and  ^bsequent  precipitation  with  96  p.c. 
alcohol. 

Inulin,  precipitated  by  alcohol,  is  a  compact 

colourless    powder,     resembling    starch.    The 

molecular    composition    is    uncertain,   as    the 

ordinary   methods   do   not   vield   trustworthy 

I  results.        Kiliani      gives     *(C,H,oO,)„  H,0 ; 
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Brown  and  Morria,  (C,H„0,),„2H,0 ;  Diill, 
(C,H,oO,),„H,0 ;  Tanret,  (CJIioO,),«.5H,0. 
It  melts  at  178^  haying  [a]  —38^  to  —40^,  sp.gr. 

about  1-5.  In  cold  water  it  is  sparingly  soluble, 
but  yery  soluble  in  hot  water,  and  readily  forms 
supersaturated  solutions.  It  is  precipit-ated  by 
alcohol,  when  the  percentage  of  alconol  in  the 
liquid  reaches  65. 

The  barium  salt  C,fHf|0,,-3BaO  (Tanret, 
Compt.  rend.  116,  514)  isinsoluole. 

Inulin  is  hydrolysed  by  boiling  the  aqueous 
solution  under  pressure,  by  dilute  acids,  and 
also  by  the  enzyme  inulase,  discoyered  by 
Reynolds  Green,  which  is  usually  present  in  the 
same  plant  when  in  the  germinatmg  condition, 
but  inert  in  the  resting  stage.  In  eyery  case, 
leyulose  is  the  sole  product  of  hydrolysis. 
Yeasts  are  without  action. 

A   number   of   products   are   described   as 
IflByulins   and    IflBvtuans,   which    probably   re 
pPBsent  polymerides  of  laeyulose  of  lower  mole- 
cular weight  than  inulin. 

Manna  is  the  dried  saccharine  exudation 
from  the  stem  of  the  flowering  ash,  Fraxinus 
omua  and  F,  roiundifolia,  small  trees  cultiyated 
for  the  purpose  in  Sicily.  A  yertical  series  of 
oblique  mcisions  is  made  in  the  bark  when  the 
trees  are  about  10  years  old,  the  juice  slowly 
exudes  and  either  dries  on  the  stem  (flake  manna) 
or  in  wet  seasons  drops  from  the  trunk,  where  it 
is  caught  upon  tiles  or  cactus  leayes,  yielding  an 
inferior  yariety.  Flake  manna  is  obtained  in 
commerce  in  brittle  stalaotitic  pieces,  about 
4-~6  inches  long  and  1  inch  wide.  It  is  yellowish- 
white  in  colour,  has  a  slight  agreeable  odour  and 
a  sweet  taste.  It  is  used  as  a  gentle  laxatiye  for 
infants  and  children. 

It  consists  principally  of  mannitol  (70-80 
p.c.) :  other  constituents  are  mannotetrose  (12- 
16  p.c.),  mannotriose  (6-16  p.c.)  which  is  formed 
from  mannotetrose,  and  small  quantities  of 
hexoses. 

The  term  is  not  restricted  to  the  ash,  and  a 
number  of  saccharine  exudations  of  yar3ring 
origin  and  composition  are  classed  as  *  mannas. 
Amongst  these  are  the  Persian  and  Turkestan 
manna,  deriyed  from  Alhagi  tnaurorum  or  came- 
lorum ;  the  tamarisk  manna,  also  of  Persian 
origin,  from  the  Tamarix  gaUica ;  oak  manna, 
procured  from  Quercus  vaJUmia  and  Qttercus 
pirsicuB  in  Kurdistan ;  Australian  manna. 
Eucalyptus  viminalis ;  Brian^on  manna,  from 
the  larch,  Larix  europaea  in  Southern  France ; 
Astragalus  manna,  f]X)m  yarious  8i>ecies  of 
astragalus  in  Persia. 

Atiihantiea, — ^E.  yon  Lippmann,  Die  Chemie 
der  Zuckerarten,  3rd  ed.  1904  ;  L.  Ma- 
quenne,  Les  Sucres  et  leurs  principaux  d^riy^, 
Paris,  1900;  £.  Frankland  Armstrong,  The 
Simple  Carbohydrates,  London,  1910;  £. 
Fiscner,  Untersuchungen  Hber  Kohlenhydrate, 
1884-1908,  Berlin.  1909.  E.  F.  A. 

CARBOUC  ACID,  Phenol  C.HeOH. 

Occtarrence  and  Formation. — Carbolic  acid 
occurs  in  small  quantities  in  castoreum  (Wohler, 
Annalen,  67,  360),  in  urine  (Stadeler,  ibid.  77, 
18),  and  is  a  constant  product  of  the  putrefaction 
of  albumen  (Baumann,  Ber.  10,  685).  It  is 
formed  when  organic  substances  are  strongly 
heated,  and  is  contained  in  the  tars  obtained  by 
the  diy  distillation  of  bones,  wood  (Duclos, 
Annalen.  109,  163),  shale  (brown  coal),  and  coal 


(Runge,  Pogg.  Ann.  31,  60 ;  32,  308 ;  Laurent, 
Ann.  Chim.  Phys.  [3]  3,  195). 

The  tar  produced  in  ^as  manufacture  is  the 
chief  and  almost  oxclusiye  source  of  carbolic 
acid.  Owing  to  the  demand  for  carbolic  acid 
as  a  disinfectant  and  for  the  manufacture  of 
d^es  and  explosiyes,  it  has  become  usual,  in  tar 
distillation,  to  collect  a  special  fraction,  the 
'  carbolic  oil '  containing  as  much  carbolic  acid 
as  possible,  before  collecting  the  *  creosote  oil,* 
which  contains  t<he  other  phenolic  constituents 
of  coal  tar.  The  *  carbolic  oil '  begins  to  come 
oyer  when  the  specific  grayity  of  the  distillate 
attains  that  of  water.  According  to  Watson 
Smith  (Chem.  Soc.  Trans.  1886,  21),  ordinary 
Lancashire  coal  tar  yields  about  5  p.c.  by 
yolume  of  crude  phenols,  containing  65  p.c.  by 
yolume  of  carbolic  acid  crystallisable  at  ordinary 
temperatures. 

Coke  oyens  are  now  constructed  so  that  the 
tar  produced  during  the  coking  of  cos!  can  be 
collected ;  the  following  data,  naying  reference 
to  the  percentage  of  carbolic  acid  in  such  tars, 
are  giyen  by  Lunge  (Coal  Tar  and  Ammonia,  ed. 
1909),  whicn  has  been  largely  drawn  upon  in  the 
compilation  and  revision  of  this  article :  he  says, 
'The  tar  from  Hiissener's  modification  of  the 
Cary^s  oyen  gave  1*37  p.c.  of  pure  carbolic  acid ; 
the  tar  from  the  Simon^Cary^  oyen  gaye  0*05 
p.c.  of  crude  carbolic  acid;  and  simimr  oyens 
working  with  another  kind  of  coal  and  at  higher 
temperature  gaye    0*305   p.c.   of  crude   acid. 
The  tar  collected  from  blast  furnaces,  working 
with  coal  (raw)  and  also  that  obtained  from 
Mond   and   Duff   producers,    contains   a   high 
percentage  of  phenolic   constituents,   but  the 
quantity  of  carTOlic  acid  present  is  yery  small' 

Carbolic  acid  can  be  obtained  by  fusing 
potassium  benzenesulphonate  with  caustic  po- 
tash ;  the  yield  is  proportional  to  the  tempera- 
ture and  quantity  of  alkali  employed,  and  is  at 
best  (96-23  p.c.  of  that  theoretically  possible), 
when  1  mol.  prop,  of  the  former  is  fi^sed  witii 
6  moL  props,  of  the  latter  at  252^  Caustic 
soda  cannot  be  employed  instead  of  potash, 
since  only  a  poor  yield  is  obtained  by  its  use 
(Degener,  7.  pr.  Chem.  [2]  17,  394). 

Carbolic  acid  can  also  be  obtained  by  heating 
the  diazo-  compounds  of  benzene  with  water. 

Preparation, — Ceurbolic  acid  is  almost  ex- 
clusively obtained  from  coal  tar,  and  is  worked 
up  either  from  the  special  fraction  known  as 
*  carbolic  oil '  or  from  the  oils  intermediate  in 
specific  gravity  (sp.gr. = 1  -000-1  "020)  between  the 
light  and  heavy  oUs,  that  is,  distilling  between 
170°  and  230*".  The  acid  is  present  also  in  the 
creosote  oils,  distilling  between  240°  and  270°. 

The  preparation  of  carbolic  acid  £rom  coal  tar 
is  effected  by  washing  the  oils  obtained  on  dis- 
tilling the  tar  with  a  solution  of  caustic  soda, 
sp.gr.  1  •075-1*100,  when  the  tar  acids  are  dis- 
solved as  sodium  compounds  and  form  a  heavy 
solution  upon  which  tno  now  neutral  oils  float. 
It  is  not  advisable  to  use  a  stronger  solution  of 
caustic   soda,  as  in  that  case  a  considerable 

Juantity  of  naphthalene  would  also  be  dissolved, 
f  it  is  desired  to  extract  carbolic  acid  only, 
without  any  of  the  higher  homologues,  the  oOs 
are  often  washed  fractionally.  For  example,  a 
quantity  of  caustic  soda  solution  more  than 
enough  to  extract  all  the  carbolic  acid  but  in- 
sufficient to  take  up  all  the  cresylic  acid,  is 
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employed.  And  the  phenate  of  aoda  solution 
drawn  off  is  used  to  wash  another  portion  of  oil 
when  the  cresylate  of  soda  is  decomposed  and 
the  oresylio  acid  is  replaced  by  carbolic  acid,  and 
a  solution  consisting  almost  entirely  of  carbolate 
of  soda  is  obtained. 

Another  method,  suggested  by  Davis,  is  to 
employ,  for  the  first  wash,  only  one-third  of  the 
quantity  of  caustic  soda  required  to  extract  all 
tne  tar  acids  when  carbolic  acid  only  is  extracted. 
In  many  works,  however,  the  whole  of  the  tar 
acids  contained  in  the  light  oil,  carbolic  oil,  and 
creosote  oil  fractions  are  extracted,  and  after 
separating  the  tar  acids  in  one  of  the  ways  about 
to  be  described,  the  mixture  of  carbolic  and 
cresylio  acids  obtained  is  separated  by  fractional 
^stillation.  The  phenate  or  carbolate  of  soda, 
drawn  off  from  the  oil  is,  in  many  cases,  first 
purified  by  blowing  steam  through  it.  This 
carries  away  naphthalene,  neutral  oils,  and 
pyridine  bases,  and  the  blowing  with  steam  is 
continued  until  the  water  condensing  from  the 
escaping  steam  ceases  to  have  a  milky  appear- 
ance. The  purified  phenate  of  soda  is  then 
treated  with  an  acid  to  decompose  it  and  set 
free  the  tar  acids  which  float  on  the  surface  and 
are  either  skimmed  off  or  are  separated  in  an 
apparatus  sinular  to  a  Florentine  receiver. 

Formerly  the  decomposition  was  almost 
always  effected  by  sulphuric  or  hydrochloric 
acid,  in  which  case  the  soda  was  lost  as  sulphate 
or  chloride,  which  it  did  not  nay  to  recover. 
The  more  common  practice  to-dav,  however,  is 
to  use  carbon  dioxide  to  effect  the  decomposi- 
tion. If  this  is  used  under  pressure,  complete 
decomposition  is  said  to  be  effected,  but  more 
generally  the  process  is  completed  by  the  addition 
of  a  small  quantity  of  sulphuric  acid  ;  this  is  the 
more  necessary,  as  both  carbolic  acid  and 
carbolate  of  soda  are  mutually  soluble  in  each 
other. 

The  separated  solution  of  sodium  carbonate, 
which  contains  about  1  p.c.  of  carbolic  acid,  is 
recausticised  with  lime  and  is  used  over  again 
to  wash  another  quantity  of  oiL  A  twcnold 
saving  is  thus  effected,  in  that  the  loss  of  the 
soda  is  avoided  and  also  the  carbolic  acid  which 
remained  dissolved  in  the  sodium  sulphate  or 
chloride  solution,  and  was  run  to  waste,  is  now 
recovered,  inasmuch  as  it  goes  forward  with  the 
regenerated  caustic  soda  and  is  regained  in  the 
next  washing  operation.  The  crude  carbolic 
thus  obtained  contains,  besides  phenol  (carbolic 
acid),  about  14  to  16  p.c.  of  water  and  variable 
quantities  of  cresylic  acid.  It  occurs  in  com- 
merce in  three  qualities,  known  as  75's,  60*s,  and 
60*s  crude  carbolic  acid,  and  its  value  is  deter- 
mined by  *  Lowers '  test.  This  is  performed  as 
follows  :  100  C.C.  of  the  crude  tar  acid  is  slowly 
distilled  in  an  8-oz.  glass  retort,  and  the  receiver 
is  changed  when  10  c.c.  of  oil  have  come  over ; 
these  10  c.c.  are  accompanied  by  a  varying 
amount  of  water,  and  by  reading  the  quantity 
of  water  obtained,  the  percentage  of  water  is 
ascertained.  The  distillation  is  continued  until 
62(  C.C.  have  collected  in  the  graduated  tube 
which  is  used  as  a  receiver;  the  distillation  is 
then  stopped.  The  62(  c.c.  are  then  cooled,  and 
a  minute  crystel  of  pure  phenol  is  dropped  into 
the  tube,  and  the  cooling  continued  until  the 
contente  beein  to  ciystellise.  The  temperature 
}8  noted  when  the  crystallisation  appears  to 
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spread  through  the  tube,  and  this  is  the  measure 
of  the  quality  of  the  carbolic  acid. 

The  preparation  of  pure  carbolic  acid  from 
the  cmae  article  is  always  commenced  by  a 
distillation  in  wrought-iron  stills,  formerly 
without  a  column,  out  at  the.  present  day 
fractionating  columns  are  almost  universally 
employed.  The  water  comes  over  first  and  then 
the  carbolic  acid,  which  is  collected  apart,  so 
long  as  it  crystallises  on  cooling.  Some  un- 
crystallisable  acid  comes  over  next,  and  the  dis- 
tillation is  then  stopped  and  the  residue  is 
mostly  piteh. 

In  some  cases,  a  little  strong  sulphuric  acid 
and  potassium  dichromato  is  a(Hed  to  the  con- 
tente of  the  still.  The  condensing  worm  must 
be  made  of  zinc,  silver,  or  stoneware.  The 
distillate  is  allowed  to  cool  and  crystallise,  and 
the  crystals  are  drained  from  the  liquid  portion, 
either  on  a  drainer  or  in  a  centrifugal  machine. 
The  liquid  portion  is  either  sold  as  liquid  carbolic 
acid  or  is  worked  up  again  with  the  next  bateh. 
The  drained  crystals  are  treated  with  a  small 
quantity  of  concentrated  sulphuric  acid  and 
potassium  dichromate  and  redistilled,  when 
pure '  crystallised  carbolic  acid  of  commerce  is 
oDteined.  In  some  cases  the  separation  ot  the 
last  traces  of  cresylic  acid  is  effected  by  adding 
a  small  auantitv  of  water,  and  the  mixture  is 
cooled,  wnen  a  hydrate  of  carbolic  acid  crvstel- 
lises  out ;  this  is  separated  from  the  liquid 
portion,  which  contains  the  cresylic  acid  and 
the  crystals  are  redistilled.  Water  comes  over 
first,  and  then  the  boiling-point  rises  and  pure 
carbolic  acid  distils  over.  For  medicinal 
pujyoses,  a  final  distillation  in  glass  retorte  is 
performed. 

Properties. — Pure  carbolic  acid  crystallises 
in  long,  colourless  needles ;  has  a  characteristic 
odour;  melto  at  42*6*'  or  43''and  boils  at  178*6'' 
(Choay,  Compt  rend.  118,  1211);  Lunge  (Coal 
Tar  and  Ammonia,  1909  ed.  210),  gives 
m.p.  42*2®  and  b.t>.  184**  under  760  mm.  jnessure. 
Ordinary  *  pure  carbolic  acid  of  commerce, 
which  conteins  traces  of  cresok,  melte  at  a  some- 
what lower  temperature  and  boils  at  182°  to 
184^  The  specific  gravity  of  carboUo  acid  at 
18°  is  1-066  (Laurent) ;  ito  expansion  for  tem- 
perature <^  at  760  mm.  pressure  is  steted  by 
H.  Kopp  as  follows  : — 

V<- 1 +0-0006744<+0*00000172ir 

-0-00000000050408<*. 
The  presence  of  small  quantities  of  im- 
purities such  as  water,  naphtludene,  or  pyridine, 
materially  lowers  the  meltins-point.  The  red 
colour  of  ordinary  commercial  acid  seems  to  be 
induced  by  the  presence  of  minute  traces  of 
metels,  particularly  lead  (Meyke,  Ber.  16,  2613  ; 
cf.  however,  Ebell,  ibid.  17,  Referate  69; 
Haser,  ibid.  18,  Referate  114;  Yvon,  Pharm. 
J.  Trans.  1881, 1061 ;  Richardson,  J.  Soc.  Chem. 
Ind.  12,  416;  Bach,  Mon.  Sci.  (A),  8, 
608;  Kraemer  and  Spilker,  Ber.  1890,  648). 
Carbolic  acid  a  a  deliquescent  substence,  and  in 
damp  air  forms  a  hydrate  C«|H,-OH,HtO,  which 
melte  nt  17*2°  (Allen,  Analyst,  3,  319).  At  the 
same  time,  however,  it  is  not  very  readily 
soluble  in  water,  100  parte  of  water  dusolving 
4*83  parte  at  11°  ;  6*36  parte  at  36°  ;  619  parts 
at  46°  ;  7*33  parte  at  68° ;  11*83  parte  at  77°  ; 
and  at  84°  both  Uquids  mix  in  all  proportions ; 
whilst  conversely,  100  parte  of  phenol  dissolve 
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23-3  parts  of  water  at  O"" ;  26*75  parts  at  32'' ; 
31*99  parts  at  53";  and  40*72  parts  at  71'' 
(Alexejeff,  Ber.  10,  410).  Accordmg  to  Ham- 
berg  {(bid.  4,  751),  however,  it  dissolves  in  15 
parts  of  water  at  16°-17''.  It  is  soluble  in  all 
proportions  in  alcohol,  ether,  benzene,  glacial 
acetic  acid,  glycerol,  olive  oil,  chloroform,  carbon 
disulphide,  &c.  The  aqueous  solution  becomes  - 
coloured  violet  by  ferric  chloride  and  is  without 
action  on  litmus.  According  to  Kramers,  a 
mixture  of  benzene,  toluene,  xylene,  naphtha- 
lene, anthracene,  and  phenanthrene,  is  obtained 
when  the  vapour  of  carbolic  acid  is  passed 
through  a  red-hot  tube  (Annalen,  189,  129). 
Two  isomeric  mononitrophenols  are  obtained  by 
the  action  of  dilute  nitric  acid  (Bp.gr.  1'34)  ' 
(Fritzsche,  ibid.  110,  150);  and  at  a  lower  tem-  | 
perature,  the  para-  and  at  higher  temperatures  i 
the  oriho'  derivative  appear  to  be  chiefly  formed 
(Goldstein,  Ber.  11,  1943).  By  the  further 
action  of  nitric  acid,  dinitrophenol  (Kolbe,  4, 
147, 67),  and  trinitrophenol  (picric  acid)  (Schmitt 
and  Glutz,  ibid.  2,  52),  result. 

Chlorine  (Laurent,  Annalen,  23,  60,  43,  209 ; 
Faust  and  Muller,  ibid,  173,  303;  Benedikt, 
Monatsh.  4,  233 ;  Benedikt  and  Schmidt,  ibid. 
4,  606)  and  bromine  (Komer,  Annalen,  137, 
200,  205,  208,  209,  210 ;  HUbner  and  Brenken, 
Ber.  6,  171)  convert  carbolic  acid  at  the 
ordinary  temperatures  into  mono-,  di-,  and  tri- 
substitution  derivatives,  and  at  higher  tempera- 
tures or  in  the  presence  of  halogen  carriers,  such 
as  antimony  pentachloride,  &c.,  into  tetra-  and 
penta-  derivatives.  The  nitro-,  chloro-,  and 
oromo-  derivatives  of  carbolic  acid  are  fairly 
strong  acids,  and  the  acid  character  increases 
with  the  number  of  nitro-  groups  or  chlorine  or 
bromine  atoms  introduced  into  the  molecule. 
Iodine  yields  mono-  and  di-  derivatives  in  the 
presence  of  mercury  (Hlasiwetz  and  Weselsky, 
Ber.  2,  524)  or  iodic  acid  (Komer,  Annalen,  137, 
213).  Sulphuric  acid  converts  carbolic  acid 
into  two  isomeric  monosulphonic  acids  (Kekul€, 
Zeitsch.  f.  Chem.  [2]  3,  197),  of  which  the  oriho- 
acid  is  the  cMef  product  at  the  ordinary  and  the 
para-  acid  at  higher  temperatures.  When  heated 
with  ammonium  zinc  chloride  at  280^-300'', 
carbolic  acid  yields  aniline,  together  with  di- 
phenylamine  and  phenyl  ether  (Merz  and  Weith, 
Ber.  *13, 1299).  When  fused  with  caustic  potash, 
salicylic  acid,  metahydroxy-benzoic  acid  and 
two  isomeric  diphenols  are  formed  (Barth  and 
Schreder,  ibid.  11,  1332),  whilst  fusion  with 
caustic  soda  results  in  the  formation  of  pyro- 
catechol  (catechin),  resorcinol  (resorcin),  and 
phloroglucol  (phloroglucin)  {ibid.  12,  417).  The 
behaviour  of  sodium  and  potassium  phenates 
(carbolates),  when  heated  in  a  current  of  carbon 
dioxide,  has  been  studied  by  Kolbe  (J.  pr.  Chem. 
[2]  10,  89  ;  cf.  alao  Schmitt,  J.  pr.  Chem.  [2]  31, 
410;  D.  R.  P.  29939,  June  24,  1884);  with 
sodium  phenate,  the  reaction  commences  below 
100°,  is  most  rapid  and  complete  about  ISO**, 
and  continues  up  to  the  temperature  of  the  de- 
composition of  sodium  salicylate  with  the  forma- 
tion of  that  compound  as  sole  product,  but  with 
potassium  phenate,  salicylate  Is  formed  only  at 
temperatures  below  150°,  whilst  at  higher 
temperatures  the  isomeric  potassium  para- 
hydroxy-benzoate  constitutes  almost  the  entire 
product ;  in  these  reactions,  one  half  of  the 
phenol  is  recovered.    When  carbolic  acid  is 


heated  with  phthalic  anhydride  and  a  de- 
hvdrating  agent,  such  as  zinc  chloride  or  sul- 
phuric acid,  it  yields  phenolphthalein  (Baeyer, 
Ber.  9,  1230 ;  Annalen,  202,  08). 

If  the  acid  is  heated  with  oxalic  acid  and 
sulphuric  acid,  it  is  converted  into  coralline 
(Zulkowsky,  Annalen,  194,  119;  202,  184), 
from  which  pure  aurine  can  be  extracted  by 
suitable  methods  (Dale  and  Schorlemmer,  ibid. 
196,  77),  whilst  benzaurine  results  from  heating 
carbolic  acid  with  benzotrichloride  (Doebner 
Ber.  12,  1462). 

Reactions. — (1)  In  aqueous  solution,  carbolic 
acid  gives  a  violet  colour  with  ferric  chloride ; 
this,  however,  is  neither  developed  in  very 
dilute  solutions  (Sarauw,  Ber.  15,  46)  nor  in  the 

f>resence  of  alcohol  (Hesse,  Annalen,  182,  161) ; 
imit  of   sensitiveness,  1  in  2000  (Polacci,  Ber. 
7,  360).     (2)  The  aqueous  solution,  on  treatment 
with  \  voL  of  ammonia  and  then  with  a  few 
drops  of  an  aqueous  solution  of  bleaching  powder 
(1  part  in  20  parts  of  water),  gives  either  at  once 
or  on  standing  a  blue  colouration ;    limit   of 
sensitiveness,   1   in    4000  (Salkowski,  Zeitach. 
anal.    Chem.     11,    316).    (3)  Bromine    water, 
added  to  an  aqueous  solution  of  carbolic  aeid, 
gives  either  at  once  or  on  standing  a  yellowish- 
white  flocculent  precipitate  of  tribromophenol 
bromide  (Landolt,  Ber.  4,  770) ;  limit  of  sensi 
tiveness,  1  in  43,700  (t&v/.),  1  in  80,000  (Lunge). 
(4)  A  solution  of  carbolic  acid  assumes  a  deep- 
red  colour  when  boiled  with  one-third  to  one-half 
its  bulk  of  Millon*s  reagent  (a  10-15  p.c.  solution 
of  mercurous  nitrate  containing  nitrous  acid) ; 
limit  of  sensitiveness,  reaction  distinct  with  1  in 
60,000,  and  still  appreciable  with  1  in  200,000. 
Salicylic  acid  gives  a  similar  reaction  fPlugge, 
Zeitsch.  anal.  Chem.  11,  173 ;   Almen,  J.  1878, 
1079). 

Quanlitaiive  Estimation. — Carbolic  acid  occurs 
in  commerce  in  different  qualities ;  as  crude  a<nd, 
as  liquid  acid,  and  as  crystalhsed  acid  of  vary- 
ing degrees  of  purity.  The  percentage  of  phenols 
in  crude  carbolic  acid  can  be  approximately 
determined  by  shaking  it  with  twice  its  volume 
of  10  p.o.  soda  ley  added  gradually ;  the  separa- 
tion of  the  oily  and  aqueous  layers  becomes  more 
accurate  if  a  known  quantity  of  petroleum  spirit 
equal  in  volume  to  that  of  the  layer  of  indifier* 
ent  and  resinous  substances,  is  added,  and  the 
amount    added     afterwards     deducted.     The 

{>henols  are  estimated  in  a  portion  of  the  aqueous 
ayer  by  treatment  with  hydrochloric  acid  and 
subsequent  addition  of  salt  to  ensure  a  complete 
separation.  Such  a  correction  is,  however, 
hardly  called  for,  since  the  phenols  will  dissolve 
about  as  much  water  as  the  water  wiU  dissolve 
phenols  (Beckurts,  Arch.  Pharm.  [3]  24,  572). 
Beckurts  {ibid.  [3]  24,  580)  also  states  that 
Koppeschaar*s  method  (t*.  infra)  gives  satis- 
factory results  for  testing  liquid  carbolic  acid 
when  the  specimen  is  free  from  cresols.  Gas- 
thelaz  (Bull.  Soc.  Chim.  42,  574)  tests  measured 
samples  of  crude  or  liquid  carbolic  acid  in  tubes 
with  water,  with  sulphuric  acid  (1  to  1),  and  with 
soda  solution  (1  part  soda  ley  (sp.gr.  1*38)  to 
9  parts  of  water),  and  finally  mujtionates  a 
f  omth  sample. 

The  exact  quantitative  estimation  of  carbolic 
acid  in  the  pure  product  is  always  made  by  pre- 
cipitating it  with  bromine.  The  composition  of 
the  precipitate  was  believed  to  be  tribromophenol 
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(Landolt)  until  it  was  ascertained  by  Benedikt 
that  under  certain  conditions  it  was  partially 
composed  of  tribromphenol  bromide  (e/. 
Weinreb  and  Bondi,  Monatsh.  6,  506).  Kop- 
peschaar's  method  (Zeitsch.  anal.  Chem.  15, 
233),  the  one  usually  employed,  requires  the 
following  solutions:  (a)  solution  of  sodium 
thiosulphate,  equivalent  to  a  solution  of  iodine 
containing  5  p.c.  of  iodine;  (b)  solution  of 
starch ;  (c)  bromine  water  (titrated  with  pure 
carbolic  acid),  or  preferably  a  solution  of  bromine 
in  caustic  soda  prepared  by  adding  an  excess  of 
bromine  to  the  soda  and  subsequently  removing 
the  excess  either  by  boiling  (Allen,  J.  Soc.  Chem. 
Ind.  1884,  64)  or  by  evaporating  the  solution  to 
dryness  and  again  oissolving  in  water ;  {d)  solu- 
tion of  potassium  iodide  containing  125  grams  in 
the  litre.  The  process  consists  in  treating  25  c.c. 
of  the  aqueous  solution  of  carbolic  acid  (4  grams 
in  the  litre)  with  100  c.c.  either  of  the  solution  of 
bromate  and  bromide  with  6  c.c.  of  concentrated 
hydrochloric  acid  to  liberate  the  bromine,  or  of 
bromine  water  in  a  stoppered  bottle,  which  is 
then  well  shaken,  allowed  to  remain  for  15 
minutes,  treated  with  10  c.c.  of  potassium  iodide 
solution,  agaia  shaken,  and  titrated  with  thio- 
sulphate.  The  reactions  involved  are  the  follow- 
ing:— 

I.  C,H-OH+8Br,=C,H,Br,OH+8HBr; 
II.  C,H.OH+4Br,=C,H.Br,OBr+4HBr ; 
m.  C,H,Br,0Br+2KI=C,H,Br,0K+KBr+I^ 

(Weireb  and  Bondi«  Ix.) ;  so  that,  as  Beokurts 

g>ints  out  (Z.C.  infra),  the  assumption  made  by 
oppeschaar  in  the  preceding  method,  that 
6  atom,  props,  of  bromine  enter  into  combina- 
tion with  1  moL  prop,  of  phenol,  is  in  practice 
correct.  Beokurts  (Arch.  Pharm.  [8]  24,  562) 
gives  the  following  as  the  best  moae  of  esti- 
mating carboUc  acid:  The  solutions  employed 
are  (a)  1/20  normal  potassium  bromide  (5*939 
grams  in  the  litre) ;  (6)  centinormal  potassium 
bromate  (1*666  grams  In  the  litre) ;  (c)  potassium 
iodide  solution  containing  125  grams  in  the 
litre ;  (d)  decinormal  sodium  thiosulphate  (24*8 
grams  of  Na2Ss03,5H,0  in  the  litre).  For  the 
titration,  25  to  30  c.c.  of  the  phenol  solution  (1 
in  1000)  are  treated  with  50  c.c.  each  of  the 
potassium  bromate  and  bromide  solutions, 
shaken  with  5  c.c.  of  concentrated  sulphuric 
acid,  allowed  to  remain  16  minutes,  treated  with 
10  o.c.  of  the  potassium  iodide  solution,  and 
finally  titrated  with  thiosulphate  to  estimate  the 
amount  of  iodine  liberated.  The  calculation  ia 
simple :  from  the  50  c.c.  each  of  bromate  and 
bromide  solution,  0*2392  gram  of  bromine  is 
liberate  by  the  sulphuric  acid,  and  this  is 
capable  of  converting  0*0469  gram  of  carbolic 
acid  into  tribromophenol ;  1  c.c.  of  the  deci- 
normsl  thiosulphate  is  equivalent  to  0*008  gram 
of  bromiue,  a  quantity  capable  of  converting 
0*00156  gram  carboUo  acid  into  tribromo* 
phenol ;  multiplying  now  0*00156  by  the 
number  of  c.c.  of  tmosulphate  used,  and  sub- 
tracting the  product  from  0*0469,  gives  the 
weight  in  grams  of  phenol  in  the  quantity  of 
solution  originally  t^en.  This  process  is 
accurate  whenever  solutions  of  pure  carbolic 
acid,  or  mixtures  from  which  the  pure  acid  can 
be  separated,  are  to  be  tested,  but  it  fails  in  all 
cases  {e,g.  crude  carbolic  acid)  when  other 
phenols,  particularly  cresols,  are  also  present. 
Methods  for  the  estimation  of  carbolic  acid  have 


also  been  proposed  by  Waller  (Chem.  News,  43, 
152),  Degener  (J.  pr.  Chem.  [2]  17,  390),  and 
Chandelon  (J.  Soc.  Chem.  Ind.  1882,  203);  but 
these  are  inaccurate  (Beckurts).  Other  methods 
have  been  proposed  by  Moerk  (Chem.  Zentr. 
1904,  ii  1764) ;  Messinger  and  Vortmann  (Ber. 
1890,  2763) ;  and  Schryver  (J.  Soc.  Chem.  Ind. 
1899,  553).  A  biological  method  for  the  deter- 
mination of  phenol  luis  been  proi>osed  by  Blyth 
and  Goodban  (J.  Soc.  Chem.  Ind.  1907,  632),  and 
an  iodometrio  method  by  Skirrow  {ibid,  1908, 
58) ;  and  Wake  and  Inglis  have  investigated  the 
iodine  values  of  the  pnenols  {Q>id,  1^8,  315). 
A  method  has  been  devised  by  AUen  for  deter- 
mining phenols  In  carbolic  soap  (Analyst,  1886, 
103). 

Uses, — Carbolic  acid  has  powerful  antiseptic 
properties  and  is  used  on  the  large  scale  as  a  dis- 
infectant. Large  quantities  of  carbolic  acid  are 
also  employed  in  the  manufacture  of  salicylic 
acid ;  whilst  in  the  colour  industry,  a  considerable 
demand  for  the  acid  exists,  inasmuch  as  it  is  the 
source  of  picric  acid  and  coralline,  and  it  is  used 
in  the  preparation  of  some  azo-  colours.  Phenol 
has,  of  late  years,  been  very  larael^  used  for  the 
preparation  of  modem  high  explosives.  *  Lydd- 
ite and  'melinite,*  consisting  ver^  largely  of 
picric  acid  and  picrates,  although  trinitrotoluene 
appears  now  to  be  replacing  picric  acid.  Phenol 
forms  condensation  products  with  formaldehyde 
which  are  bodies  of  resinous  appearance  and 
properties,  and  which  are  proposed  as  substitutes 
for  natursi  gums  and  shellac. 

Compounds  wUKMetals, — ^Potassium  phenato 
C^Hg'OKy  formed  by  dissolving  potassium  in 
carbolic  acid  (Hartmann,  J.  pr.  Chem.  [2]  16, 
36),  or  by  heating  oarbolio  acid  with  caustic 
potash  (Baumann,  Ber.  10,  686),  crvstallises  in 
slender  white  needles,  readily  soluble  in  water, 
alcohol,  and  ether.  Sodium  phenate  can  be 
prepared  by  similar  methods  and  may  be  used 
in  tne  manufacture  of  salic^Uc  acid  and  as  a  dis- 
infectant. Compounds  with  barium  (Laurent) 
and  lead  (Calvert,  Zeitsch.  Chem.  1865,  531) 
have  also  been  described.  W.  H.  C. 

CARBON.  Sym.  C.  At.  wt.  12.  Carbon 
boils  at  3600''  (VioUe,  Compt.  rend.  1892,  115, 
1273;  1895,  120,  868).  Carbon  occurs  in 
nature  in  the  free  state,  and  very  abundantly 
in  combination,  notably  in  the  form  of  carbon- 
ates and  as  an  essential  constituent  of  organic 
bodies.  In  the  free  state  it  is  a  soUd,  wiuiout 
taste  or  smeU,  exhibiting  Rreat  diversity  in  the 
physical  characteristics  of  its  three  ailotropic 
forms— diamond,  graphite,  and  charooaL 

The  diamond,  up  to  the  time  of  Bergman, 
was  supposed  to  be  a  kind  of  rock-crystal,  al- 
though Newton  regarded  it  as  probably  an 
unctuous  substance  coagulated.  It  was  shown 
to  be  combustible  by  the  members  of  the 
Academy  del  Cimento  in  1694,  and  Lavoisier 
proved  that  the  sole  product  of  its  combustion 
was  carbon  dioxide.  He  had  previously  ascer- 
tained that  this  gas  was  a  compound  of  oxygen 
and  an  element  to  which  he  gave  the  name  of 
carbonet  contained  in  coal  and  wood.  Qraphlte, 
as  its  synonyms,  blacklead  and  plumbago  (from 
the  Italian  grafio  piombino — ^the  writing  lead). 
Imply,  was  long  considered  to  be  a  kind  of  lead, 
or  as  related  to  antimony ;  Scheele  regarded  it 
as  a  compound  of  iron  and  carbon ;  Kastner 
proved    that    it    was    essentially    carbon.    It 
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combinea  directly  with  hydrogenat  I1D0°'1200°, 
forming  hydrooarbom  (Bone  and  Jerdan,  Cbem. 
Soc.  Proc.  1901,  162  ;    Bone  and  Coward,  ibid. 
Trans.     1908,    197S ;    1910,   1219;    Proc.    1908, 
222;    Pring  and   Hatton,  Trans.    1906,   1691  i 
Pring,  ibid.  1910,  408).     At  high  tetnperaturea, 
BQch  aa  the  electric  farnace,  it  is  dissolved  by  the 
alkaline  earth  carbides  and  bj  rhodium,  iridium, 
palladiuiD,  and  platinum  (Kahn,  Compt.  rend. 
1006,143,   40;   1907,   144.   197; 
Moiasan,   ibid.    122,   1479).      At 
the  temperature  of   the  electrio 
are,     carbon     ted  noes     ahimina 
(Uoiasan,  ibid.  1S94,  119,  936). 

Manufacivrt  of  Wood  Char- 
coal. — The  earlieat  plan  of   axd- 
'   ing   tcood,   as   the   maniifacture 
of    chaicoBl    was    termed    «ad 
is  ititl    called,  Is  carrind   on  aa  ev      ■ 

follows !    A  pfeoe   of   ground   is  "<'■   '■ 

levelled  at  somo  convenient  apot  in  the  forest,  , 
which  is  termed  the  '  hearth  '  or  '  earth.'  In  the 
oentre  of  this  ft  thick  pule  or  bundle  of  bruah- 
wood  is  placed,  around  which  the  wood  is 
arranged,  some  of  the  pieoee  being  laid  hotiion- 
taJlj  and  others  set  np  at  an  inclination,  or 
the  wood  may  be  placed  altogether  at  any  steep 
angle,  sloping  outwards  from  the  centre  to  form 
a  flattened  cone,  which,  when  complete,  is 
nsually  called  a  heap  ;  the  object,  woioheTer 
way  the  wood  Ik  placed,  is  to  obtain  a  free  circu- 
lation ol  air  onaer  the  heap  to  oommnnioate 
with  the  ohimney  in  the  centre,  which  ft  formed 
by  then  withdrawing  the  central  pole  or  bundle 
of  brushwood.  The  large  wood  should,  if  con- 
venipnt,  be  at  the  bottom  of  the  heap,  and  the 
oatside  packed  as  oIom  aa  possible ;  the  heap 
is  then  covered  with  amall  bnishwood,  aod 
afterwardii  with  turf,  or  the  material  most  im- 
pervious to  air  whkh  can  be  conveniently  ob- 
tained. A  lire  is  lighted  in  the  centre  ohimney, 
and  by  leaving  openings  in  the  oatside  covering 
at  the  bottom  of  the  heap,  the  fire  soon  extends, 
and  can  be  guided  to  any  part  by  making  tem- 
porary openings  to  EMlmit  the  air.  When  the 
heap  is  sufficiently  fired,  all  the  openings  are 
cloMd.  and  lastly  the  chimney  iteoif.  The  fire 
will  always  extend  most  rapidly  on  the  side 
facing  or  towards  the  wind,  and  great  care  mast 
be  t&en  to  watch  and  check  this,  by  keeping 
the  coverinR  on  that  side  in  good  onler.  The 
charcoal  hniner  must  always  be  careful  to  spread 
the  fire  aa  evenly  as  poasdble  through  the  heap, 
and  after  It  is  coaled  to  stop  it  down  carefully ;  he 
oan  always  aeoeleratc  the  process  in  any  part  of 


the  heap,  if  well  built,  by  opening  ttw  outside 

admit  air  freelv,  but  if  be  finds  thia  does  not 

act,  from  any  fault  in  setting  the  wood,  he  had 


better  open  a  hole  with  a  bar  at  the  place 
quired,  and  light  a  fire  in  the  bole :  this  will 
soon  communicate  with  the  main  fire  in  the 
heap.  As  soon  as  the  smoke  and  white  flame 
cease  to  escape  at  the  vents,  the  whole  heap 
mtist  be  closed  from  the  ur  as  carefully  as 
possible  until  the  charcoal  is  quite  cooled,  and 
IB  ready  to  draw.  The  fire  must  never  bum  ton 
faBt ;  the  slower  the  process,  if  the  fire  ia  steady 


coal  than  soft  open-grained  woods,  and  should 
be  placed  in  the  beap  accordingly.  These  tech- 
nical instructions,  handed  down  in  the  forests 


for  ages  aa  secrete  from  lathee  to  son  amongst 
the  *  ooalliers  '  in  every  cunntry  in  Ehiropo,  are 
the  ieault«  of  long  practical  experience,  and 
strictly  accord  with  the  trae  principles  on  which 
the  process  is  based. 

To  carbonise  wood  under  a  movable  cover- 
ing, the  plan  of  mei'Ier,  or  heaps,  is  employed 
in  Germany.  The  wood  is  arranged  eitb^  in 
horizontal  layers    or  in    nearly  vertical    oan 
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with  a  slight  slope,  so  aa  to  form  conical  rounded 
heaps  of  different  sizes.  The  former  are  called 
'lying  TiteileT'  (Fig.  I);  the  latter,  'standing 
meHer  '  (Figs.  2  and  3).  Both  are  distributed  in 
much  the  same  way. 

In  districts  where  the  wood  cbji  be  trana- 
ported  by  means  of  rivers  or  mountain  slides. 
a  dry  fiat  spocn  moat  be  pitched  upon  (screened 
from  storms  and  floods),  which  may  be  walled 
round,  having  a  slight  declivity  made  in  the 
ground  towards  the  centre  (o.  Fie.  4).  Into  thia 
space  thii  tarry  acid  will  partially  fall,  and  may 
be  conducted  outwards  through  a  covered  gutter 
beneath  bito  a  covered  tank.  The  mouth  of  the 
tank  must  be  shut  during  the  coking  with  an 
iron  ot  stone  slab,  luted  with  clay.  A  sqnaie 
iron  plate  is  placed  over  the  inner  oriflce  of  the 
gutter  to  prevent  it  being  choked  with  coal  ashes. 

Fig.  4  repreeents  a  walled  meiler  station  : 
a,  the  station;  b,  the  gutter;  r, the  tank,  which 
is  oovered  with  the  slab  d;  e,  a  slab  which 
serves  to  keep  the  gutter  clear  ot  coals.  The 
oover  of  the  heaps  is  formed  of  eartli,  sand, 
ashes,  or  such  other  matter  aa  may  be  most 
readily  found  in  the  woods.  They  should  be 
kindled  in  the  centre.  From  6  days  to  4  weeks 
may  be  required  for  charrii^  a  heap,  according 
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to  its  siie,  hard  wood  requiring  more  time,  and 
the  slower  the  process  the  better  and  greater  is 
tibe  product,  generslly  speaking. 

Charriug  of  wood  in  mounds  (hauft  or 
lUfjendt  wertt)  (Figs.  6  and  6)  diftera  from 
that  in  the  mttler,  because  the  wood  in  the 
hav/t  is  sacc«asiTe1y  charred,  and  the  charooal 
is  raked  out  little  by  little.  The  product  U 
said  to  be  jgreater  in  this  way,  and  also  better. 
Uncleft  billets,  6  or  8  feet  long,  being  laid  over 
each  other,  are  covered  with  asheo,  and  then 
carbonised.  The  station  is  sometimes  horizontal 
and  sometimes  made  to  alope.  The  length  may 
be  24  foet,  the  breadth  S  feet,  and  the  wood  is 
laid  crosswise.  Piles  ore  set  perpendicularly  to 
support  a  roof  made  of  boughs  and  leaves 
covered  with  aahea.     Pipes  are  occasionally  laid 
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Fig.  7  il  a  Tertioal  Bcction,  and  Fig.  8  a  half 
bird's-eje  view  and  half  cioM-tection  at  the 
height  nf  the  pit  bottom,  of  Chabeaussiire's 
kiln  for  making  wood  charcoaL  a  is  the  oven ; 
h,  Terttcal  air-pipea ;  c^,  e,  horizontal  flues  for  ad- 


mitting air  to  the  kilns ;  tf ,  d,  small  pits  which 
commnnicate  by  short  horizontAl  pipes, «,  c,  with 
the  vertical  onee ;  /,  the  iole  of  the  kiln,  a  circle 
of  brickwork  upon  which  the  cover  or  hood  h 
repowB ;  i,  a  pipe  which  leads  to  the  cistern  k ; 
I,  the  pipe  dostmed  for  canying  oS  the  gaseous 
matter;  m,  m,  holes  in  the  iron  cover  or  Ud. 

The  diHttibution  of  the  wood  is  like  that  in 
the  horizontal  meiier  or  heaps ;  it  is  kindled  in 
the  central  vertical  canal  with  burning  fuel,  and 
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the  lid  is  covered  with  a  few  inches  of  earth. 
At  the  beginning  of  the  operatton  all  the  draught 
fltles  are  left  open,  but  they  are  progressively 
closed  as  occasion  requires.  In  8  kilns  of 
this  kind  COO  decaatera  of  oak  wood  are  car- 
bonised, from  which  10,000  hectolitres  of  char- 
coal are  obtained,  equal  to  64,000  lbs.  French, 
being  about  26  p,c.,  besides  tar  and  3000  velts 
of  wood  vin^ar  of  from  2°  to  3°Baum^. 

At  Crouy-npon-the-Onrcq,  near  Meaux,  there 
is  a  well-constructed  kiln  for  making  turf-chor- 
coaL  It  resembles  most  nearly  a  tar  kiln.  In 
Fig.  9,  a  is  the  cylindrical  coking  place  whose 
surrounding  walls  are  heated  by  the  flame  which 
passes  through  the  intermediate  space  b.  The 
place  itself  is  divided  by  partitions  of  fire  tiles 
into  three  stages,  through  tne  apertures  io  which 
the  Qames  of  the  fire,  e,  c,  rise,  and  heat  the 
exterior  of  the  coking  apartment.  In  order  to 
confine  the  beat,  there  is  in  the  enclosiog  walls 
of  the  outer  kiln  a  cylindrical  hollow  space,  d. 


where  the  air  is  kept  stagnant.  Through  tho 
apertures  left  in  the  upper  end  at  r,  the  turf  u 
introduced ;  they  are  then  shut  with  an  iron 
plate,  /,  which  is  covered  with  ashes  ot  sand. 
The  fireplace  opens  above  this  apertore,  and  its 
outlet  is  provided  with  a  movable  iron  cover,  g, 
in  which  there  is  a  small  hole  for  the  issue  of 
the  gases.  The  sole  of  the  kiln  oonsista  of  a 
cast-iron  slab,  A,  which  may  be  raised  by  means 
of  a  hook,  >,  upon  it  This  is  drawn  back  after 
the  carbonisation  is  completed,  whereby  the 
charcoal  falls  from  the  coking  space  into  a 
subjacent  vault.  The  volatile  products  are 
carried  off  by  the  pipe  i,  and  led  into  the  con- 
densing cistern,  the  gaaes  escaping  to  the  fire- 
place, where  they  are  burned.  The  iron  slab  is 
protected  from  the  corrosion  of  the  acid  vapours 
by  a  layer  of  coal  ashea. 

Charcoal  obtained  by  the  action  of  a  rapid 
fire  in  close  vessels  ia  not  so  solid  and  no  good  a 
fuel  OS  that  which  is  made  in  the  ancient  way 
by  the  slow  calcination  of  pyramidal  pilM 
covered  with  earth.  According  to  Juon  (Stahl 
and  ELson,  1904,  24,  1230),  this  is  due  merely  to 
the  differencp  in  temperature  of  the  two  pro- 
cesses, the  higher  temperature  uwd  in  the  heap- 
made  carbon  increaamn  the  carbon  conteat. 
One  of  the  most  economical  ovens  for  making 
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wood  abaKoal  ia  that  invented  by  H.  Fouoanld, 
which  he  calls  a  shroud  ix  abri.  To  construct 
one  of  these,  30  feel  in  diameter  at  the  base, 
10  feet  at  its  aummit,  and  from  8  to  D  feet  high, 
he  forms,  with  wood  2  inches  square,  a  frame 
12  feet  long,  3  feet  broad  at  one  end,  and  1  foot 
at  the  otbM  eod 

The  Figs.  10  and  U  will  explain  the  con- 
atraction.  The  nprights,  a.  b,  and  o,  d,  at  this 
frame  are  furnished  with  three  pairs  of  wooden 
1 11 -  -  -   L«  »»„»»  ,j  «.u:»i.  «i..**  «.  u. 


tignouB  handles  a  wooden  fork,  the  frame  being 
prBTiously  provided  with  props,  as  shown  in 
Fig.  11,  and  covered  with  loam  mixed  with 
grass.  A  flat  cover  of  10  feet  diameter,  made 
of  planks  well  joined,  and  secured  by  tour  cross- 
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bars,  is  mounted  with  two  trap  doors,  m,  n 
(Fig.  12),  for  giving  egress  to  the  smoke  at  the 
commenoement  of  the  operation ;  a  triaogular 
bole.p,  cut  out  in  the  cover,  receives  the  end  of 
the  conduit,  Q,  B,  ■  (Figs.   13  and  12),  of  wood 


formed  of  thiee  deaU  destined  to  convey  the 

gases  and  condensed  liquids  into  the  casks  f,  a,H. 

stiy,  a  door,  t.  which  may  be  opened  and  shut 


lastly, 


Wi- 
the abri  is  erected,  and  to  transport  it  to  a  store 
of  new-felled  timber,  the  frame  Is  taken  down, 
aftcf  beating  off  the  clay  which  covers  it ;  the 
joints  are  then  cut  by  a  saw,  as  well  as  the  ends 
of  the  fork  which  fixed  the  frames  to  one 
another.  This  process  it  economical  in  use  and 
simple  and  cheap  in  construction,  since  aU  the 
pieces  of  the  apparatus  are  easily  moved  about, 
and  may  be  reoiUly  mounted  in  the  foregts.  For 
obtaining  a  compact  charcoal  tor  the  use  of 
artisans,  this  mixed  process  of  Fouoauld  is  said 
to  be  preferable  to  either  the  close  iron  cylinder 
or  the  pile. 

Ttie  fierce  process  for  the  production  of 
oharcoal,  in  which  the  wood  is  heated  in  brick 
kilns  shaped  tike  a  bee-hive,  of  32  feet  diameter 
and  16  feet  high  in  the  centre,  by  means  of  the 
eombuBttOD  of  the  permanent  gaees  produced 
during  a  previous  process,  ia  said  to  produce  a 
far  higher  percentage  of  charcoal,  and  to  involve 
a  smnllBr  loss  of  by-products  (IXidley,  J,  Anal. 
and  AppL  Chem.  Hay,  1S91  ;  Armour,  Bowers, 
J.  Soc.  Chem.  Ind.  1BII2,  132). 

The   ciiarcoal   mode   at   Ontario   from   the 


cylinder  retorts,  set  horizontally  and  aboat 

et  long  and  4  feet  high.     The  retorts  are 

Red  once  a  day,  and  are  heated  underneath 

he  tar  prodnced  mixed  with  the  w&ste  from 

charcoal.     The  distillate  is  condensed   by 

straight  condensers,  one  of  which  is  attached  to 

each  retort  (Goodwin.  J.  Soc.  Cliem.  Ind.  1002. 

743). 

In  other  processes  wood  is  carbonised  b^ 
superheated  steam  (Elfetriim,  Proc.  Inst.  Civil 
Eng.  1906,  164, 60 ;  Zwilliger,  J.  Soc  Chem.  Ind. 
ISOl,  120). 

According  to  Rnbands  (J.  Soc  Chem.  Ind. 
1902,  1466),  a  hygienic  and  antiseptio  wood 
charcoal  is  obtained  by  heating  a  mixtare  of 
aromatic  plants,  such  as  juniper,  thyme,  broom, 
Ac.,  in  an  oven  until  the  cresoU  begin  to  come 
off.  The  mass  is  then  thrown  into  sheet-iron 
boxes,  sealed  to  prevent  combustion,  and  allowed 
to  cool,  the  empyreomatio  matters  thus  being 
reabsorbed. 

A  largo  number  of  improvements  in  the 
apparatus  employed  for  obtaining  wood  chaf- 
coal  have  been  proposed  (Jones,  Eng.  Fat. 
1485,  1894  ;  J.  Soc.  Chem.  Ind.  1893,  24 ;  Wise 
Waworth,  Eng.  Pat.  10G22,  1S97  ;  Aid.  1899, 
I2B  ;  Schenk,  Eng.  Pat.  23085 ;  ibid.  1900,  321  ; 
Burcy,  Aid.  I9C^,  009;  Mourlot,  Aid.  1002, 
1448 ;   BUcher,  Chem.  Ind.  23,  0O8). 

Charcoal  is  also  prepared  from  sawdnst, 
wood,  chips,  and  peat.  The  raw  material  is 
fed  and  pressed  into  and  through  heated  retorts 
in  a  continuous  stream,  and  cornea  out  at  the 
other  end  of  the  furnace  as  hard  cfaanoaL  The 
retorts  aie  provided  with  pipes  for  drawing  off 
the  by-products  (Hetdenstam,  J.  800.  Chem.  Ind. 
1896,  44C).  Blany  other  methods  of  converting 
peat  into  oharooal  have  been  described  (Bo«e, 
ibid.  1806,  643;  Eng.  Pat.  ITG6S.  1896; 
Calmont.  Aid.  1802,  267;  Eng.  Pat.  3978; 
Zohrab,  ibid.  1803,  437;  1807,  1006;  En;;.  FaC 
3619,  1892  ;  Jfli^ensen  and  Bauschiicker,  Chem. 
Zeit.  1901,  26,  636 ;  Stauber,  J.  Soc.  Chem. 
Ind.  1006,  686  ;  Jurgensen,  ibid.  1907,  ( 


According  to  Maubr£  {ibid.  1890,  SSI), 
charcoal  ii  also  produced  from  the  by-producta 
in  the  manufacture  oE  spirits  from  grains  and 
cereals.  Charcoal  suitable  for  use  as  filters, 
nd  as  wick  for  candles,  can  be 
ploj^g  vegetable  fibres,  such  as 
cotton,  cotton  fabric  or  waste  threads  into 
drums,  which  are  placed  one  by  one  into  an 
inclined  farnace,  down  which  they  roll  to' the 
lower  end.  which  is  provided  with  an  exit  door. 
When  no  more  gases  are  given  off,  the  drums  ore 
withdrawn  and  the  charcoal  washed  with  water 
(Cooper,  J.  Soc.  Chem.  Ind.  1902,  421). 

For  making  gunpowder  charcoal  the  li£ht«r 
woods,  such  as  the  wiUaw,  dogwood,  and  aider, 
answer  best ;  and  in  their  carbonisation  care 
should  be  taken  to  let  the  vapours  freely  escape, 
en>ecially  towards  the  end  ot  the  operation,  tor 
when  they  are  reabsorbed,  thr^  oreatJy  impair 
the  combustibility  of  the  charcod  (Taylor  and 
Challon,  Aid.  1890.  106). 

The  charooal  of  some  woods  contains  ulica. 
and  is  therefore  used  for  polishing  metals- 
Being   a   bad   conductor  of   neat,   charcoal   is 
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employed  sometimes  in  powder  to  encase  small 
fnmaoes  and  steam-pipes.  It  is  not  affected  by 
water,  and  hence  the  extremities  of  stakes 
driven  into  pioist  ground  are  not  liable  to  de- 
composition. In  like  manner  casks  when  charred 
inside  preserve  water  mnch  better  than  common 
cades,  Decause  they  furnish  no  soluble  matter  for 
fermentation  or  for  food  to  animalcules. 

For  making  crayons  of  charcoal  the  willow 
is  the  best  wood  tKat  can  be  employed,  as  the 
softness  is  uniform  in  all  its  parts.  The  dura- 
bility of  charcoal  may  be  seen  in  several  of  our 
old  churchyards,  where  the  letters  made  with 
lampblack  are  still  perfect,  though  the  white  lead 
with  which  the  body  of  the  stones  was  painted 
u  entirely  destroyed.  This  property  of  carbon 
is  shown,  however,  in  a  more  strilnng  manner 
by  the  writings  that  were  found  in  the  ruins  of 
Hcrculancum,  which  have  retained  their  original 
blackness  for  two  thousand  years.  The  ancients 
wrote  with  ink  made  from  ground  charcoal. 

If  it  be  required  to  puruy  any  carbonaceous 
matter  to  render  it  fitter  for  delicate  pigments, 
this  may  be  done  by  first  calcining  it  m  a  close 
vessel,  and  then  lixiviating  it  in  water  slightly 
acidulated  by  nitric  acid. 

The  incorruptibility  of  charcoal  was  well 
known  to  the  ancients,  and  they  availed  them- 
selves of  this  property  upon  all  important  occa- 
sions. 

Some  years  ago  a  quantity  of  oak  stakes 
were  found  in  the  bed  of  the  Thames,  in  the 
very  spot  where  Tacitus  says  that  the  Britons 
fixed  a  vast  number  of  such  stakes  to  prevent 
the  passase  of  JuUns  Gnsar  and  his  army. 
These  stakes  were  charred  to  a  considerable 
depth,  had  retained  thek  form  completely,  and 
were  firm  at  the  heart. 

Desmond  found  that  wood  charcoal,  when 
submitted  to  a  high  tempmture  out  of  contact 
with  air,  evolved  a  considerable  quantity  of 
gas  consisting  of  9-14  p.c.  00^,  18*08  p.c.  CO, 
49-11  p.c.  H„  16-04  p.c.  CHf,  0-26  p.c.  0«,  and 
7*37  p.c.  N„  it«  antiseptic  properties  being 
superior  to  carbon  monoxide  (Gompt.  rend. 
1894,  119,  733). 

Most  of  the  houses  in  Venice  stand  upon 
piles  of  wood,  which  have  all  been  previously 
charred  for  their  preservation.  In  this  country 
estates  were  formerly  marked  out  by  charred 
stakes  driven  to  a  considerable  depth  into  the 
ground.  Those  are  occasionally  found,  and 
usually  the  charred  portions  are  quite  perfect, 
although  every  other  part  is  decayed  (v.  Wood, 
Dbstkuciivi  DisnujiTioH  or). 

Wood  charcoal  possesses  in  a  remarkable 
degree  the  power  of  absorbing  gases  in  its  pores, 
and  in  many  cases  of  determinins  their  combi-' 
nation.  This  power  increases  with  its  porosity. 
As  ordinary  charcoal  contains  atmospheric  air 
in  its  pores,  it  must  for  this  purpose  be  prepared 
by  heating  it  to  redness  in  a  close  vessel,  and 
cooling  over  mercury.  The  following  table 
shows  the  absorptive  power  of  freshly  ignited 
boxwood  charcoal  for  different  gases  : — 

Ammonia  gas    .  .90  vols. 

Hydrochloric  acid  gas  .     85 

Sulphur  dioxide          .  65 

Hydrosulphuric  acid  .  55 

Nitrous  oxide    .  .40 

Carbon  dioxide  .  .35 

Ethylene            .  .35 


it 


Carbon  monoxide   .  9-42  vols. 

Oxygen  .  9-25 

Nitrogen  .         .6-5 

Hydrogen       .  .1*25 

Charcoal   obtained  from  the   shell   of   the 

cocoa-nut  has  still  greater  absorptive  properties, 

absorbing,  according  to  Hunter, 

Ammonia  .  .171-7  vols. 

Carbon  dioxide  .  .     67-7 

Carbon  monoxide  .  .21*2 

Oxygen  .     17*9 


»f 


»• 


,, 


ft 


tt 


,» 


In  consequence  of  this  absorption  of  gases  in 
the  pores  of  charcoal,  their  chemical  activity 
is  greatly  increased.  When  a  piece  of  charcoal 
which  has  absorbed  a  considerable  quantity  of 
sulphuretted  hydrogen  is  introduced  into  oxygen, 
a  violent  reaction  immediately  takes  place,  water 
and  sulphur  dioxide  being  set  free.  If  air  be  em- 
ployed instead  of  oxygen,  sulphur  is  deposited. 

This  property  is  utilised  in  the  removal  of 
foetid  and  beul-smelling  gases  from  rooms,  and  in 
the  sweetening  of  bad-smelling  liquids  and  of 
clothes.  For  this  purpose  charcoal  of  average 
porosity  is  found  to  be  the  most  efficient,  and 
it  should  be  in  moderate-sized  pieces,  its  absor- 
bent power  being  ereater  in  this  state  than  when 
in  fine  powder  or  m  very  large  pieces. 

Potassium  and  sodium  alloy  absorbs  char- 
coal, and  the  suspension  so  obtained  has  a 
variety  of  uses,  and  constitutes  an  intermediate 
product  in  a  variety  of  processes  such  as  the 
production  of  potassium  cyanide  and  so  forth 
(Weintraub,  J.  Soc.  Chem.  Ind.  1909,  794). 

When  charcoal  is  boiled  in  a  solution  of 
platinum  tetrachloride,  it  becomes  imprc-gnated 
with  platinum,  and  is  known  as  platinised 
charcoal.  This  substance  possesses  in  a 
greatly  increased  degree  the  power  of  inducing 
chemical  combination. 

Charcoal  containing  2  p.c.  of  platinum  causes 
oxygen  and  hydrogen  to  unite  completely  in 
about  a  quarter  of  an  hour,  the  rapidity  increas- 
ing with  the  percentage  of  platinum,  charcoal 
containing  a  larger  quantity  of  platinum  acting 
like  platinum  sponge.  Platinised  charcoal  may 
be  applied  to  tne  preparation  of  air-filters  and 
respirators,  and  also  as  a  mild  caustic  (Sten- 
house,  Chem.  Soc.  Trans.  8,  105). 

A  further  property  of  charcoal  is  its  power 
of  depriving  most  coloured  liquids  of  their 
colourmg  matters,  by  absorbing  tnem  within  its 
pores.  The  colouring  of  red  wine,  cochineal, 
madder,  or  indigo,  can  thus  be  removed  from 
solutions. 

This  property  was  discovered  in  1790  by 
Lowitz,  and  is  made  use  of  on  the  large  scale  in 
several  industrial  operations,  particularly  in  the 
proc-ess  of  refining  sugar.  It  is  most  strikingly 
possessed  by  bone-black  or  animal  charcoal 
(q.v,).  Charcoal  of  great  decolourising  power 
can  be  obtained  by  the  dry  distillation  of  birch- 
wood  or  other  substances  containing  carbon 
mixed  with  calcium  or  mangesium  chloride, 
without  access  of  air.  The  charcoal  so  obtained 
is  washed  with  water,  then  with  hydrochloric 
acid,  and  then  again  with  water  (Ostrejho,  J. 
Soc.  Chem.  Ind.  1900,  1099 ;  1902,  58). 

Charcoal  of  higher  decolourising  power  is 
obtained  from  blo<xi,  horns,  hoofs,  clippings  of 
hides,  glue,  &o.,  in  contact  with  pean-ash.  A 
good  decolourising  charcoal  is  also  obtained  by 
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carbonising  vegetable  matters  mixed  with  chalk, 
calcined  flmts,  or  other  earthy  substances. 

According  to  Halse  (J.  Soc.  Chem.  Ind.  1903, 
604),  charcoal,  especially  applicable  for  use  in 
decolourising  and  purifymg  saccharine  and  other 
liquids,  and  which  can  be  used  in  acid  solutions, 
is  obtained  by  heating  wood  or  a  similar  material 
with  sulphuric  acid  to  a  temperature  not  exceed- 
ing 200^.  The  charred  mass  is  then  washed  and 
dried,  and,  when  spent,  it  can  be  revivified  by 
treatment  with  a  smaller  amount  of  sulphuric 
acid. 

Charcoal  also  precipitates  or  absorbs  certain 
substances  from  solution,  notably  iodine,  lime, 
and  its  salts  (being  used  for  the  purification  of 
highlv  calcareous  waters),  lead  salts  and  most 
metallio  snbsalts,  besides  many  organic  sub- 
stances, as  the  bitter  principles  of  hop,  gentian, 
and  aloe,  tannin,  alkaloids  and  resins,  from,  their 
alcoholic  solution  (de  Coninck,  Compt.  rend.  130, 
1627 ;  Laval,  Pharm.  J.  1900,  66,  213 ;  Mal- 
m^ac,  J.  Pharm.  Chim.  1900,  12,  6;  Davis, 
Chem.  Soc.  Trans.  1907,  1666). 

Crude  alcohol  is  occasionally  allowed  to  re- 
main for  some  time  in  contact  with  charcoaL 

Carbon  is  used  for  the  reduction  of  metals 
from  their  ores,  and  in  the  manufacture  of  glass 
for  the  reduction  of  alkaline  sulphates. 

Porous  carbon  can  also  be  used  with  advant- 
9ge  in  electrolytic  cells  (Lob,  Zeit.  f.  Elect. 
Cnem.  1896,  3, 186).  When  used  as  an  anode  in 
strong  hot  sulphuric  and  other  acids,  which  give 
off  oxygen  at  the  anode,  carbon  is  dissolved, 
and  this  property  can  be  used  for  depositing 
carbon  on  suitable  cathodes  (Coehn,  J.  Soc.  Chem. 
Ind.  1897,  446). 

(For  the  treatment  of  carbon  articles  before 
use,  compare  Thomson  Houston,  ibid.  1906, 
1230;  Eng.  Pat  28062,  1904;  Acheson, 
U.S.  Pat.  749418,  1904.) 

Gas-earbon  {Okmce  coal)  is  a  very  dense  form 
of  carbon,  deposited  in  the  upper  part  of  the 
retorts  in  the  manufacture  of  coal  gas  and  in 
blast  furnaces.  It  often  exhibits  the  lustre 
and  sonority  of  a  metal,  is  very  hard,  and  a 
good  conductor  of  heat  and  electricity.  It  is 
used  to  form  the  negative  element  in  a  bunsen 
battery. 

Materials  used  for  manufacture  of  carbon 
electrodes  are  coke,  hard  and  soft  pitch,  coal 
tar,  and  petroleum  oil ;  in  some  cases,  to  obtain 
electrodes  of  better  mechanical  wearing  power, 
a  small  portion  of  the  coke  is  replaced  oy  soot. 
The  proi>ortions  of  the  various  substances 
depend  on  the  kind  of  electrode  required. 
Boush  (J.  Ind.  Eng.  Chem.  1909,  1,  286 ;  Lake, 
J.  Soc.  Chem.  Ind.  1900,  1001 ;  (hooper,  Shrews- 
bury and  Marshall,  ibid,  1896,  26  ;  Starts,  ibid. 
1906,  644 ;  U.S.  Pat.  819606,  1906). 

According  to  Niewerth  (J.  Soc.  Chem.  Ind. 
1894, 1206),  carbons  of  less  resistance  and  greater 
illuminating  power  when  used  in  arc  lamps,  can 
bo  obtained  by  mixing  the  carbon  with  aluminous 
earths,  magnesia,  or  other  metalliferous  minerals 
before  moiSding,  after  which  process  it  is  heated 
by  means  of  an  electric  current.  The  carbon, 
when  being  heated,  is  supported  in  a  holding 
sleeve  of  non-conducting  material  to  prevent 
warping.  Castner  (J.  Soc.  Chem.  Ind.  1894, 
1067 ;  Acheson,  ibid.  1894,  407)  adds  10  p.c. 
carbide  of  silicon  to  the  carbon  used  for  arc  lamps. 
Rivers   (ibid.  1906,  483 ;    Kuffrath,  ibid.  1907, 


309)  adds  yttrium  salts.  Langville  (ibid.  1892, 
936)  describes  a  process  for  obtaining  carbon 
for  electrical  purposes  from  paper  pulp  (Eng.  Pat. 
13847,  1892). 

Carbon  filaments  are  also  prepared  for  use  in 
incandescent  lamps  and  electric  lamps  (Thomson 
Houston,  J.  Soc.  Chem.  Ind.  1906, 62 ;  Pring  and 
Fieldinff,  Chem.  Soc.  Trans.  1909,  1497  ;  (£atc- 
lier  and  Wolasdine,  Compt.  rend.  1909,  148, 
1716;  Howell,  Electrician,  1906,  66,  688; 
Levis,  J.  Soc.  CSiem.  Ind.  1906,  721,  882 ;  Eng. 
Pat.  6969,  1904). 

LampUaek  is  prepared  on  the  large  scale  by 
burning  fat,  oil,  resin,  tar,  &c.,  with  an  imperfect 
supply  of  air,  either  in  a  brick  furnace  or  in 
C83t-iron  chambers. 

The  resulting  dense  black  smoke  is  conducted 
into  larffe  chambers,  where,  on  account  of  the 
extremely  sluggish  draught,  it  is  allowed  to 
roll  about  until  the  particles  gradually  coalesce 
into  masses  which  alter  some  time  fall  on  the 
fioor  as  soot.  The  condensation  of  the  particles 
may  be  ^;reatly  facilitated  by  sending  a  current 
of  electricity  through  the  atmosphere  of  smoke, 
or  else  it  can  be  agitated  by  mechanical  means 
(Irvine,  J.  Soc.  Chem.  Ind.  1890,  1110). 

When  commercial  lampblack  is  strongly 
heated,  a  large  amount  of  emp3n«umatic  matter 
is  given  off,  which  condenses  into  a  brown  greasy 
mass  consisting  of  chrysene,  pyrene,  capnomar, 
&c.  This  causes  ordinary  lampblack  to  cohere 
when  pressed.  After  calcination  it  loses  this 
property. 

Creosote  or  other  suitable  carbonaceous  fuel 
is  burnt  in  a  furnace  with  an  adjustable  air 
supply,  and  the  products  of  combustion  are  sent 
through  a  cooler,  where  by-products  are  con- 
densed in  centrifugal  separators,  the  carbon 
deposited  being  collected  in  underlying  receivers 
(Adam,  J.  Soc.  Chem.  Ind.  1907,  701 ;  Eng.  Pftt. 
13301,  1906). 

An  arrangement  of  lamps  for  the  preparation 
of  an  especially  fine  quality  of  lampblack  horn 
waste  fat  and  mineral  oils  is  described  in  Payen- 
Paul,  64,  66. 

Numerous  improvements  in  the  apparatus  for 
the  production  of  lampblack  have  been  described 
(Wegelin,  J.  Soc.  Chem.  Ind.  1898,  747 ;  1899 
926;   1900,66;   1902   1022;   1903,1190;  1908 
81,  679  ;  Fr.  Pat.  380983,  1907  ;  Irvine,  J.  Soc 
Chem.  Ind.  1890,.  1110 ;  Sanders,  ibid.  1900,  763 
Lembdner,  ibid.  1903,  1238 ;   U.S.  Pat.  741726 
1903;    Smith,  J.  Soc.  Chem.  Ind.  1909,  430 
Meiser,  ibid.   1908,   1212;    D.  B.  P.  203711 
Lennard,  J.  Soc.  Chem.  Ind.  1899, 1009 ;  Ogilvy, 
ibid.  1902, 1084). 

Carbon  has  also  been  obtained  direct  from 
smoke  (Ward,  ibid.  1897,  902).  Irvine  {ibid. 
1894,  632)  obtains  lampblack  by  spraying  tars 
or  oils  rich  in  carbon  over  incandescent  coke, 
mixing  the  gases  so  produced  with  air  and  steam, 
and  burning  them  with  a  limited  supply  of  air. 

Lampblack,  carbon  black,  also  sometimes 
spoken  of  as  gasblack,  hydrocarbon  black,  jet- 
black,  and  so  forth,  is  used  in  the  production  of 
printer's  ink,  paints,  mineral-black,  stove  polish, 
shoe  leather,  rubber  goods,  fertilisers,  colouring 
cement,  mortar  pulp,  and  artificial  stone, 
harness  oil,  stenciling,  &c.  It  varies  in  composi- 
tion and  properties  with  the  material  and 
method  used  in  its  production.  When  produced 
from  the  natural  gas  in  American  oil  vrells,  the 
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carbon-black  difiPers  from  ordinary  lampblack, 
by  mizinff  with  water  on  being  shaken  with  it ; 
ordinary  leimpblack  will  not  do  this.  It  is  also 
quite  different  in  appearance  from  lampblack 
obtained  from   oils,   having  a  fine  yelyet-like 

glOBS. 

{See  description  of  figure  and  apparatus  for 
manufacture,  Cabot,  J.  Soc.  Chem.  Ind.  1894, 
130.  Cf.  also  Purtle  and  Rowlands,  Und,  1908, 
234 ;  U.S.  Pat.  877596,  1908 ;  Proech,  J.  Soc. 
Chem.  Ind.  1903,  640.) 

A  good  lampblack,  said  to  be  superior  to 
the  best  American  blacks,  is  also  obtained  by 
sparking  a  mixture  of  hydrocarbon  under  pressure 
and  with  or  without  admixture  of  carbon  di-  or 
mon-oxide  (Koppers,  J.  Soc.  Chem.  Ind.  1906, 13 ; 
Machtolf ,  ibid,  894,  1909 ;  482,  1050 ;  D.  R.  P. 
207520,  1907 ;  Gollwert,  J.  Soc.  Chem.  Ind.  1909, 
1050).  According  to  Frank  {ibid,  1900,  545; 
1905,  29,  1044),  the  carbon,  at  the  moment  of 
liberation,  is  readily  taken  up  by  metals;  it 
can  thus  be  made  to  pass  into  silver,  impartins 
to  the  latter  the  appearance  of  so-called  oxidisea 
silver. 

According  to  Peters,  lampblack  suitable  for 
use  in  the  preparation  of  paints,  can  also  be 
obtained  by  heating  the  waste  carbons  from  arc 
lamps  to  1200**-I400'',  and  then  allowing  the 
mass  to  oool  slowly  {see  also  Acetylene 
black). 

Carbon  monoilde;  carbonotis  or  carbonic 
oxide;  formic  anhydride  CO;  sp.gr.  0*96716 
(Rayleigh),  0*96702  (Leduc)  (air  =»  1).  V.B.  14. 
(—186°)  (Wroblewski,  Compt.  rend.  98,  982). 
S.H.p.  0-2346.  S.H.V.  0-16844  (Wiedemann; 
Pogg.  Ann.  157,  1).  C.E.  0-003667  (Regnault). 
8.  (^)  0-0287 ;  (9°)  0-0269 ;  (18-5*') ;  0-02315  (Bun- 
sen).  S.  alcohol  (2°)  0-20356;  (IS'')  0-20416; 
(16"")  0-20566;  (24°)  0-20452  (Bunsen) ;  fic 
=  1-000301 ;  fi,  =  1-00035 ;  /i«  =  1-000391 
(Croullebois,  Ann.  Chim.  Phvs.  [4]  20,  136). 
Does  not  exactly  obey  Boyle s  law;  PV/P,Vi 
=  1-00293  (Regnault).  Its  critical  temperature 
is  —139*5°,  and  the  corresponding  pressure  35*5 
atmospheres.    It  boils  at  —190°. 

Discovered  by  Lassonne,  and  independently 
by  Priestley.  Composition  first  established  by 
Clement  and  Desormes. 

Carbon  monoxide  is  present  in  coal  and  water 
gas,  from  both  of  which  it  is  sometimes  obtained 
industrially  (Williams,  J.  Soc.  Chem.  Ind.  1891, 
270 ;  CUus,  ^nd,  1890,  170). 

Produced  by  the  oxidation  of  charcoal  at  high 
temperatures.  By  the  reduction  of  carbon 
dioxide  by  means  of  hydrogen,  carbon,  metals, 
&c.,  at  a  red  heat,  or  over  carbon  made  incan- 
descent electrically  and  coated  with  a  bad 
conducting  material  (Engels,  J.  Soc.  Chem.  Ind. 
1901,  350).  In  the  reduction  of  metallic  oxides 
by  cha^oal  or  coke.  By  the  dry  distillatidn  of 
many  organic  compounds,  and  together  with 
hydrogen  and  carbon  dioxide  when  steam  is 
passed  over  red-hot  charcoal.  By  passing  electric 
sparks  through  carbon  dioxide  (Buff  and  Hof- 
mann,  Annalen,  113,  140)  or  by  heating  carbon 
dioxide  to  1300°  (Deville,  Compt.  rend.  59,  873). 
By  heating  dehydrated  oxalic  acid,  or  by  heating 
dry  alkaline  formates  and  acetates  with  formic 
acid  (Lorin,  ibid.  82,  760).  By  heating  an 
oxalate  or  formate  or  these  acids  with  concen- 
trated sulphuric  acid. 

Carbon  monoxide  is  also  produced  in  con- 


siderable quantities  from  various  explosives, 
such  as  mellinite,  gun  cotton,  &c.  It  is  evolved 
by  an  alkaline  pyrogallol  solution  during  the 
absorption  of  oxygen,  unless  a  large  excess  of 
potash  ia  employed  (Clowes,  Chem.  Soc.  Ftoc. 
1895,  200). 

ftepared  by  the  decomposition  of  oxalic  or 
formic  acid,  potassium  f errocyanide,  or  potassium 
cyanide,  by  concentrated  sulphuric  acid  (Bou- 
douard,  Compt.  rend.  1899,  128,  98,  307,  822 ; 
Wade  and  Panting,  Chem.  Soc.  Trans.  1898, 257). 

(1)  C,H,04  =  CO+CO,+H,0. 

(2)  Ck.0,  =  C0+H,0. 

(3)  K4Fe(CN)-+6H^04+6H,0 

=6CO-f2K^04+3(NH4)^04+FeS04, 
In  the  first  case  the  gas  is  mixed  with  carbon 
dioxide,  which  must  be  removed  by  passing 
through  potash  or  lime-water.  In  the  last  re- 
action it  is  quite  free  from  carbon  dioxide,  but 
if  the  temperature  is  too  hi^h,  a  quantity  of 
sulphur  dioxide  ia  produced  m  addition  to  the 
carbon  monoxide.  It  is  liable  also  io  contain  a 
small  quantity  of  hydrocyanic  acid  vapour. 

Dry  calcium  oxalate  or  barium  oxalate  is 
mixed  with  about  ^  dry  lime,  and  strongly  heated, 
the  gas  passed  through  lime  and  dried  :  CaCs04 
=  CSkCOt+CO,  any  carbon  dioxide  formed  being 
absorbed  by  the  lime.  Carbon  monoxide  is 
evolved  in  the  manufacture  of  carbides,  and  is 
collected  and  stored.  It  ia  also  produced  in 
the  decomposition  of  sugars. 

Carbon  monoxide  is  manufactured  practically 

Sure  by  bringing  a  mixture  of  oxygen  and  carbon 
ioxide  in  contact  with  incandescent  graphite, 
coke,  anthracite,  &,o.  As  thus  obtained,  it  may 
be  iised  for  the  manufacture  of  special  steels, 
the  reduction  of  refractory  oxides,  toe  treatment 
of  iron  ores  in  the  blast  furnace,  and  for  other 
purposes  (Loiseau,  J.  Soc.  Chem.  Ind.  1908, 1112 ; 
Pr.  Pat.  390673,  1908). 

iVoperfiM.— -Colourless,  tasteless  gas,  com- 
bustible, non-supi>oiter  of  combustion.  Absorbed 
by  carbon,  by  several  metals,  and  by  a  solution 
of  cuprous  chloride  in  hydrochloric  acid  or  am- 
monia. It  acts  as  an  enersetic  reducer.  It  is  a 
highly  poisonous  ^as,  producing  giddiness,  and 
ultimately  asphyxia  when  inhal^.  0-43  p.c.  in 
air  is  fatal  to  man  (Mosso,  J.  Gas  Lighting,  1902, 
80, 1334) ;  0-2  p.c.  is  also  poisonous  if  breathed 
for  any  time. 

When  carbon  monoxide  is  passed  over  dry 
silver  oxide,  the  latter  is  reduced  thus:  CO+Ag.O 
—  Ag,-f  CO..  Ammoniacal  silver  oxide  is  also 
reduced,  and  the  reaction  may  be  employed  for 
the  detection  of  small  quantities  of  carbon 
monoxide  in  air  (Dejust,  Compt.  rend.  1905,  140, 
1250;  Berthelot,  ibid,  1891,  112.  597;  Haber- 
mann,  Zeitsch.  angew.  Chem.  1892,  324). 

0-02  p.c.  carbon  monoxide  may  be  detected 
by  the  decolouration  of  a  mixture  of  silver 
nitrate,  and  weak  permanganate  solution  acidified 
with  nitric  acid  (Merwet^  Compt.  rend.  1897, 
124,  621). 

According  to  Gr^hant  {ibid,  1891,  113,  289; 
114,  309),  1  part  of  carbon  monoxide  may  be 
detected  in  10,000  parts  of  air.  by  aspirating  the 
air  through  dog*s  blood,  and  testing  the  respira- 
tory capacity  of  the  blood  before  and  after  the 
experiment.  When  the  air  is  passed  under  a 
pressure  of  5  atmospheres,  the  test  becomes  still 
more  delicate.  It  can  also  be  detected  by  passing 
the  gas  through   palladium  chloride,  when  a 


666 


CARBON. 


metallic  precipitate  is  formed  and  the  colour 
indicates  the  quantity  present,  u^  to  ^gj^  carbon 
monoxide  can  be  detected  in  theatmosphere  bv 
passing  several  litres  of  the  suspected  air  through 
iodic  acid,  when  the  following  reaction  occurs : — 

6CO+2H10,  =  6C0,+H,0+I,. 
The  iodine  is  absorbed  in  chloroform  or  carbon 
disulphide,  when  the  relative  tint  indicates  the 
quantity  of  carbon  monozide,  or  else  the  carbon 
dioxide  is  absorbed  by  standard  potash  solution 
and  the  carbon  monoxide  calculated  (Gautier, 
Compt.  rend.  1898»  126,  793,  871,  931,  1299; 
St.  Martin,  Compt.  rendi  14,  1036 ;  Kinnicutt 
and  Sandford,  J.  Amer.  Chem.  Soc.  1900,  22, 14; 
Fillanger,  Chem.  Zeit.  1903,  27,  Rep.  126 ;  Levy 
and  P^coul,  Compt.  rend.  1905,  140,  98;  Fr. 
Pat.  349714,  1904;  142162,  1906;  Morgan 
and  McWhorter,  J.  Amer.  Chem.  Soc.  1906,  29, 
1589;  Goutal,  Ann.  Chim.  anal.  1910,  15). 
Clowes  recommends  the  flame  cap  test  as  an 
accurate  and  rapid  method  for  detecting  carbon 
monoxide  (Brit.  Assoc.  Report,  Chem.  Zeit. 
1896) ;  whilst  to  detect  the  presence  of  carbon 
monoxide  in  mines,  Haldane  and  also  Herman 
(J.  Soc.  Chem.  Ind.  1896,  854)  recommend  the 
use  of  mice,  which  are  very  rapidly  affected  by 
small  quantities  of  carbon  monoxide. 

According  to  Leblano  (Ann.  Chim.  Phys.  [3] 
5,  223),  it  is  chiefly  the  presence  of  this  gas  that 
causes  the  poisonous  action  of  air  in  which 
charcoal  has  been  burnt.  A  small  proportion  of 
carbon  monoxide  in  a  dusty  atmosphere  con- 
stitutes a  dangerously  explosive  mixture.  It 
combines  with  the  red  colouring  matter  of  the 
blood-forming  carboxyhemoglobin,  and  may  be 
recognised  by  its  absorption  spectrum,  which  is 
almost  identical  with  that  of  oxygenated  blood, 
and  is  characterised  by  two  bands  between  D 
and  E.  On  the  addition  of  ammonium  sulphide, 
these  disappear  in  the  case  of  oxygenated  blood, 
and  the  spectrum  shows  one  band  midway  be- 
tween T>  and  £,  but  remains  unchanged  if  carbon 
monoxide  is  present  (Vogel,  Ber.  11, 235 ;  Hoppe- 
Seyler,  Zeit^ch.  anaL  Chem.  3,  439 ;  idso  Preyer, 
J.  1867,  802 ;  Nawrocki,  J.  16,  640 ;  Gr^aut, 
Compt.  rend.  87,  193;  St.  Martin,  ibid,  1892, 
114,  1006).  According  to  Nicloux  {ibid,  1898, 
126,  1526,  1595),  carbon  monoxide  is  a  normal 
constituent  of  dog's  blood,  but  this  has  been 
denied  by  Buckmaster  and  Gardner  (Proc.  Roy. 
Soc.  B,  1909,  81,  515).  Carbon  monoxide  bums 
ordinarily  with  a  blue  flame,  which,  by  previous 
heating,  becomes  red,  generating  carbon  dioxide. 
The  temperature  of  its  flame  in  air  is  about 
1400""  (Valerius,  J.  1874,  58).  When  dry  it  is 
not  changed  by  the  electric  current  nor  by 
ignited  platinum  wire,  but  when  standing  over 
water  it  is  decomposed  by  a  glowing  platinum 
spiral  (Buff  and  'Hofmann,  Chem.  Soc.  Trans. 
1860,  12,  273).  When  not  absolutely  dry,  it  may 
be  exploded  with  oxygen  by  the  electric  spark  or 
by  platinum  wire  heated  to  300°  or  by  spongy 
platinum  at  ordinary  temperatures.  2  vols.  CO 
unite  with  1  voL  O,  forming  2  vols.  C0|. 

Dixon  (Phil.  Trans.  1884, 617)  has  shown  that 
no  action  takes  place  when  a  spark  is  passed  into 
a  mixture  of  perfectly  dry  carbon  monoxide  and 
oxygen,  but  that  a  mere  trace  of  moisture  renders 
the  mixture  explosive.  The  combination  takes 
place  very  slowly  in  presence  of  small  quantities 
of  steam,  and  increases  in  rapidity  with  the 
quantity  of  steam  present.     Probable  reactions  : 


2(X)-h2H,0  =  2CO,+2H. 
2H,+0,  =  2H,0. 

Hence  the  steam  acts  as  a  carrier  of  oxygen 
to  carbon  monoxide  {v.  Dixon,  Chem.  Soc.  Trans. 
49,  94). 

Small  quantities  of  other  gases  than  steam 
were  tried  :   if  the  gas  contained  hydrogen,  ex- 
plosion occurred,  if  the  gas  contained  no  hydro- 
gen, no  explosion  occurred.    When  a  mixture  of 
carbon  monoxide  and  steam  is  heated  to  about 
600^,   a  portion  of  the  carbon  monoxide    is 
oxidised.    If  the  carbon  dioxide  is  removed  as 
it  is  formed*  the  whole  may  be  oxidised.      !<. 
Meyer's  experiments  (Ber.   19,   1099)  seem    to 
prove  that  a  dry  mixture  of  csrbon  monoxide  and 
oxyffen  can  be  exploded  if  a  very  strong  spark  is 
usea,  and  a  sufficiently  high  temperature  then 
obtained,  and  if  the  gases  are  under  considerable 
pressure.    When  sparks  from  an  induction  coil 
are  passed  through  a  mixture  of  carbon  mon- 
oxide and  steam,  carbon  dioxide,  a  little  formic 
acid,  and  sometimes  carbon,  are  formed  (Dixon, 
Chem.  Soc.  Trans.  49,  94).    When  to  a  mixture 
of  dry  carbon  monoxide  and  hydrogen,  oxygen 
insufficient  for  complete  combustion  is  added, 
and  the  mixture  exploded  by  the  spark,  carbon 
dioxideand  steam  are  formed  in  a  ratio  dependent 
ui>on  the  shape  of  the  vessel  and  the  pressure  up 
to  a  certain  limit,  called  the  'critical  pressure.* 
Above  this  pressure  the  ratio  of  the  formation 
of  carbon  dioxide  and  water  is  independent  of 
the  shape  of  the  vessel.    The  critical  pressure 
becomes  lower  the  larger  the  quantity  of  oxygen 
used.    The  ratio  CO+H,0  :  CO.-f-H,  remains 
constant  so  long  as  the  voL  of  the  hydrogen  is 
more  than  twice  that  of  the  oxygen,  provided 
no  steam  condenses,  and  the  pressure  is  above 
the  critical  pressure.    When  the  voL  of  hydrogen 
is  less  than  twice  the  voL  of  oxygen,  the  above 
ratio    diminishes.    The   presence   of  an  inert 
gas  increases  the  formation  of   carbon  dioxide 
and  diminishes  that  of  water,  hence  it  lowers 
the  value  of  the  ratio  CO-hH,0  :  CO,-hH^ 
This  ratio  is  called  the  *  coefficient  of  affinity  * 
of  the  reaction  (Dixon,  Phil.  Trans.  1884,  617 ; 
Chem.    Soc.    Trans.    49,    94).    According    to 
Brodie,  when  carbon  monoxide  and  hydrogen 
are  submitted  to  the  action  of  the  silent  discha^, 
mar^  gas  is  formed  by  synthesis ;  when  pure  and 
dry  carbon  monoxide  is  circulated  through  the 
induction  tube,  it  is  decomposed,  carbon  dioxide 
being  formed  together  with  other  '  oxy-carbons ' 
of  the  formulsB  C4OS  and  C^O^  (Brodie,  Proc. 
Roy.  Soc.  21,  246). 

Carbon  monoxide  is  converted  into  carbon 
dioxide  under  the  influence  of  nascent  oxygen 
from  chromic  acid  (Ludwig,  Annalen,  142,  47), 
but  not  by  ozone,  either  in  diffused  daylight  or 
in  direct  sunshine  (Eemsen  and  Southvrark, 
Amer.  J.  ScL  [3]  11, 136).  It  is  likewise  oxidised 
by  palladium  charged  with  hydrogen  in  presence 
of  oxygen  and  water  (Traube,  £er.  15,  2325, 
2864 ;  16, 123 ;  Remsenand  Keiser,  ibid,  17, 83) ; 
by  mixing  with  oxygen  and  passing  over  plati- 
num black ;  by  nitric  oxide  (Hasenbach,  J.  pr. 
Chem.  [2]  4,  1) ;  by  heating  with  metallic  oxiaes 
and  with  many  oxysalts. 

When  passed  over  finely  divided  metals,  such 
as  nickel,  cobidt,  or  iron,  the  quantity  of  carbon 
dioxide  formed  depends  on  the  temperature  and 
the  metal  (Zimmermann,  Ber.  1903,  36,  1231 ; 
Sabatier  and  Senderens,  BulL  Soc  chim.  I9P3, 
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29,  294;  Berthelot,  Oompt.  read.  1891,  112, 
594 ;  Van  Breakedensen  and  Horst,  Rec.  trav. 
ohim.  19,27;  Smits  and  Wolff,  ZeitsclLphysikal. 
Chem.  1903,  45,  199 ;  Charpy,  Compt.  rend. 
1903,  137,  120;  Boudonard,  ibid.  1899,  128, 
1522).  In  some  cases  a  volatile  carbonyl  oom- 
pound  is  formed  of  the  type  M(C0)4  (Lange  and 
Quincke,  Chem.  Soo.  Proc.  1890,  112;  189], 
117;  Wartha,  Chem.  Zeit.  1891,  15,  915; 
Gamier,  Compt.  rend.  1891,  113,  189;  Gautz, 
Bull.  Soc.  chim.  1892,  13,  278 ;  Bertholet,  1892, 
431,434;  SabatierandSenderens(Z.c.).  Accord- 
ing to  Gautz  (Compt.  rend.  1892,  114,  115),  at 
4O0®  carbon  monoxide  reacts  with  manganese 
and  iron,  thus:  C0+ Mn  =  MnO+C  &rbon 
monoxide  passes  through  oast  and  wrought  iron 
when  heated  to  redness,  and,  according  to  Sivorts 
and  Kramftaar  (Ber.  1910,  43,  893),  it  dissolves 
in  nickel  and  cobalt,  but  not  in  copper. 

Minute  quantities  of  carbon  monoxide  reduce 
gold  chloride,  and  also  gold,  silver,  and  mercury 
oxides  (Fay  and  Seeker,  J.  Amer.  Chem.  Soo. 
1903,  25,  641). 

When  an  electric  spark  is  pent  through  a 
mixture  of  ammonia  and  carbon  monoxide, 
ammonium  cyanate  is  chiefly  formed  (Northall 
Laurie,  Chem.  Soc.  Trans.  1905,  433). 

Pure  carbon  monoxide  forms  a  colourless 
transparent  liquid  under  200-300  atmospheres 
at  — 139^,  and  solidifies  to  a  snowy  mass  in  vacv6 
at  —21 V  (Olszewski,  Compt.  rend.  99,  706  ;  100, 
350;  Wroblewski  and  Olszewski,  Ann.  Chim. 
Phys.  [6]  1,  112). 

Carbon  monoxide  combines  with  potassium 
at  about  80^  to  form  an  explosive  compound, 
KCO  (Brodie,  Chem.  Soc.  Trans.  1860,  12,  269). 
It  is  rapidly  absorbed  by  a  solution  of  cuprous 
chloride  in  ammonia  or  hydrochloric  acid,  by 
which  means  it  may  be  directly  estimated  in  a 
gaseous  mixture  (c/.  Thomas,  Chem.  News,  37, 6). 
Accordino;  to  Miauchot  and  Brandt  (Annalen, 
1909,  370,  286),  it  forms  the  compound 
CuCl*C0,2H|0,  with  copper  chloride,  and  the 
2H|0  can  be  replaced  by  2NH,.  It  is  also  ab- 
sorbed by  moist  silver  oxide.  It  unites  directly 
with  chlorine,  forming  phosgene  gas  (Schutzen- 
ber^er,  Zdtsch.  f.  Chem.  [2]  4, 321).  It  is  absorbed 
by  nested  potassium  hydroxide  at  about  200^, 
forming  potassium  formate(Berthelot,  Ann.  Chim. 
Phys.  [31 61, 463).  Fr5hlich  and  Geuther  (Annalen, 
202,  317)  recommend  passing  carbon  monoxide 
over  soda-lime  for  thu  purpose.  It  combines 
with  sulphur  to  form  carbon  oxysulphide ; 
with  platinum  tetrachloride  to  form  Cfi^FtCi^ 
and  CsOtPtCli  (Schiitzenberger,  Ann.  Chim. 
Phys.  [4]  21,  430).  It  is  rapidly  absorbed  by 
anhydrous  hydrocyanic  acid  cooled  by  a  freezing 
mixture,  two  layers  being  formed,  but  the  gas 
is  evolved  on  removing  the  tube  from  the 
mixture  (B5ttinger,  Ber.  10,  1 122).  It  acts  on 
metallic  slcoholates  with  formation  of  acids  by 
synthesis  (Geuther,  Annalen,  202,  288  ;  Schroe- 
der,  ibid.  221,  34). 

Carbon  monoxide  has  been  used  in  electro* 
lytic  cells  by  Haber  and  Moser  (Zeitsch.  Elektro- 
chem.  1905,  ii.  693). 

Carbon  dioxide.  Carbonic  anhydride.  Car- 
bonic acifJ.  Oaseotu. — Sp.gr.  1  '52909  (Rayldgh) ; 
1-52894  (Leduc).  V.D. ;  2242  at  800^;  21 -2  at 
1180**  (Meyer  and  Goldschmidt,  Ber.  1882,  15, 
1165). 

Specific  heat  (const,  vol.),  0*33  (equal  vol. 


air  =  1) ;  0-2169  (equal  wt.  air=l)  (Regnault, 
Compt.  rend.  36,  676,  etc. ;  Wiedemann,  Pogg. 
Ann.  157,  24).  Ratio  of  specific  heat  at  const, 
press,  to  specific  heat  at  constant  volume 
=1*29—1*305  (Amagat  and  Rontgen,  Compt. 
rend.  71,  336;  77,  1325).  Coefficient  of  ex- 
pansion =0*0037  (Regnault,  Magnus,  and  Joly). 
P\7PiVi=l  00722  (Regnault,  Sid.  20,  975);  at 
200^  carbon  dioxide  obeys  Boyle's  Law  (Amagat, 
ibid.  68,  1170 ;  73,  183). 

/;io=l-000395;  /i,=l-000356 ;  fi^=l'(m4M 
(Croullebois,  Ann.  Chim.  Phys.  [4]  20,  136; 
Chapman  and  Riviere,  Compt.  rend.  103,  37). 
Heat  of  formation  (const,  press.)  (C+0,) 
=96*96;  (CO-fO)=67*96:  heat  of  formation 
(const,  vol.)  (CH-O,)  =96*96;  (CO+0)=67-67; 
(C-fO,+Aq)= 102*84;  (CO+O+Aq)  =  73*84; 
(CO,  +  Aq)  =  5*88;  (CO^Aq  +  nNaOHAq) 
=  11*016  (n=l);  20*184  (n=2);  20*592  (n=4) 
(Thomson). 

Solubility  of  CO,  in  water  (Bunsen,  Annalen, 
93,  1)  ;— 

at  0°=l*7967    at  7°=l-3339    at  14°=1*0321 
l*'=l-7207         8*'=l-2809  15*'=l-0020 

2°=1-6481         9*'=l-231l  16°=0*9753 

3°=15787        10°=11847  17*»=0-9510 

4°=1-5126        1P=1-1416  18''=0-9318 

5°=l-4497        12*'=1-1018  19*'=0-9160 

6^=1-3901        13^=1-0653         20'*=0*9014 

whence  absorption  coefficient 

= 1  7967 -0-07761<H-0*0016424<». 

Solubility  of  CO,  in  alcohol : — 

at  3*2**=40442  at  14-3*'=3-3257 

6*8*'=3*7374  18^=3*0391 

10*4*»=3-4876  22-6^=2*8277 

whence  absorption  coefficient 

=4-32955-0*0939«+0-00124<« 

Lt^id.— Sp.gr.  1057  at  -34**;  0*966  at 
-11** ;  0*84  at  +11** ;  0*726  at  -f  22*2**  (Caille- 
tet  and  Mathias,  Compt.  rend.  102,  1202).  Co- 
efficient of  expansion  very  larse,  120  vols,  at 
—20**  become  160  vols,  at  H-30*^(Thilorier,  Ann. 
Chim.  Phys.  60,  ii.  427). 

Critical  temperature  30*9®  (Andrews,  Phil. 
Trans.  1869,  575),  31*35**  with  a  corresponding 
pressure  of  72*9  atmos.  (Amagat),  31-9  and  a 
pressure  of  77  atmos.  (Dewar).  Vap.  press,  in 
atmos.  (RMmault)  17*1  at  -26** ;  30*9  at  -5** ; 
35*4  at  0**;'40*5  at  -f5**;  52*2  at  15**;  66  at 
25**.  B.p.  —78-2**  at  atmos.  press.  (Reg- 
nault). 

Soiid. — Sp.gr.  slightly  under  1-2  (Landolt, 
Ber.  1884,  17,  309).  Vap.  press,  in  atmos. 
(Faraday)  6*33  at -57**;  2*2  at -70*5** ;  114  at 
—99*4**.  When  soUd  CO,  is  exposed  to  the  air, 
the  temperature  remains  constant  at  —78**  to 
-79**  (Villard  and  Jarry ;  Pouillet;  Reg- 
nault). 

Carbon  dioxide  was  known  to  Paracelsus  and 
Van  Helmont,  and  was  carefully  studied  by 
Black.  Its  true  composition  was  first  demon- 
strated by  Lavoisier  in  1775.  It  was  liquefied 
by  Davy  and  solidified  by  Thilorier.  It  is 
form«<d  by  the  combustion  of  carbon  in  oxygen 
or  air  (Dixon,  Chem.  Soc.  Proc.  1899,  118 ; 
Nauwaan,  Zeitsch.  angew.  Chem.  1896,  200). 
According  to  Potter  (Proc.  Roy.  Soc.  1908,  80, 
B,  239),  amorphous  carbon^  such  as  charcoal, 
lampblack,  coal,  &c.,  when  exposed   to  air,  is 


slowly  oiiitiKd  by  the  agency  of  buteru, 
to  carbon  dioxide,  the  Muonntot  which  iacrmaet 
with  riae  in  temperatare.  The  temperature 
at  which  carbon  will  form  carbon  dioiidB 
and   monoxide,   when   heated   in   oiygcn,   de- 

Knds  lankly  on  whether  the  temperature  has 
Dn  reached  by  heating  or  cooling  (HaDTtlle, 
Compt.  rend.  190(1,  142,  1100).  The  Dreeeace  of 
moiature  is  neMuaiy  for  the  combustion  of 
carbon  in  oxyeen  (Brereton  Baker,  Chem.  Sue. 
Trans.  ISaO,  349}.  b  a  constant  product  of 
ordinary  proceien  of  combnation.  It  ia  also 
formed  by  the  reapiiation  of  animala,  in  various 
processes  of  fermentatum,  and  by  the  decay  of 
animal  and  regetable  sobetancea.  It  ia  evolved 
from  tissuree  in  the  ground  in  volcanic  diitricta, 
and  from  the  craters  of  active  volcanoen,  and 
txiita  in  aolution  in  natural  waters,  some  of  which 
'»efferve»ce.    It 


stone  and  oarries  the  oarbon  dioxide  through 
outlets  at  the  top  of  each  retort,  leading  to  a 
collecting  gas  main  running  round  the  top  of  iJie 
casting.  The  retorts  have  eloeely  fitting  moath- 
piecea,  at  which  they  are  chaned  and  discharged 
reepectively.  By  a  system  of  air  and  waate-gas 
flues,  perfect  combustion  and  the  fullest  nae  of 
heat  from  the  waate  gaaes  ii  ensured  (Eng.  Pftts. 
20102,  24332,  1908). 

Carbon  dioxide  is  obtained  commeiciaJly 
from  natural  waters  from  the  Saratoga  springs  in 
New  York,  and  also  in  Sonth  Gennany.  In 
North  Germany  the  gas  is  obtained  by  the 
combustion  of  coke,  which  is  generally  considered 
to  be  the  cheapest  and  best  commercial  method 
of  producing  carbon  dioxide.     Coke  is  bomt  ir 


formed  when  organic  bodies  are  subjected  . . 
temperatures.  In  the  redaction  of  many  metallic 
oxides  by  carbon  ;  by  burning  carbon  monoxide  ; 
by  heating  together  carlK)n  monoxide  and  steam ; 
and  by  the  action  of  ateam  on  calcium  carbonate 
at  red  heat ;  by  heating  a  mixture  of  potassium 
dichromate  and  sodium  carbonate. 

Be«t  prepared  by  acting  on  chalk,  marble,  or 
magncaite  with  dilute  hydrochloric  acid  solution. 
The  gas  may  be  collected  over  water  or  by  dis- 
placement (rf  air.  On  the  large  scale  it  is  obtained 
by  heating  chalk  or  limestone  to  redness  in  iron 
or  earthen  vessels  (In  lime  burning)  or  by  burn- 
ing charcoal.  It  is  manufactured  also  as  a  by- 
product in  the  combustion  of  fuel.  ALfo  pure 
on  large  scale  by  heating  carbonates  with  ateam 
(J.  Soo.  Chem.  Ind.  3,  MS). 

According  to  Thom  and  Pryor  (Oid.  1900, 
1087),  pure  carbon  dioxidecan  be  manufactured 
from  lunestone  by  the  following  process  :  The 
limestone  ia  heated  in  closed  retorts  around  a 
central  combustion  chamber,  beneath  which  is 
a  furnace,  the  whole  apparatus  being  enclosed 
in  a  casting  which  eicludes  air  from  the  retorts. 
Superheated  steam  is  admitted  to  the  retorts  at 
tbeir  lower  ends,  and  this  decomposes  the  lime- 


stone over  which  water  trickles,  and  ia  freed  here 
from  dust  and  sulphur  dioxide.  K  ia  a  blower  or 
fan,  which  sucks  the  gaa  through  the  furnace  and 
drives  it  tiuough  the  abeorbing  apparatos.  r  a 
a  tectangular  vessel  filled  with  potash  ley,  and 
provided  with  a  □umber  of  semicircular  baffle 
plates,  BO  arranged  that  the  gas  accumulates 
under  each  successively,  thus  remaining  exposed 
for  a  considerable  time  under  the  pressure  <rf 
the  coluom  of  fiuid  to  a  large  surface  of  liquid. 
The  absorption  is  further  he^)ed  by  an  agitator, 
which  throws  the  liquid  iaUi  the  upper  portion 
of  the  vesseL  From  t  the  gas  passee  into  the 
tower  a,  where  the  absorption  ia  practically 
completed,  and  then  leaves  the  i^paratns.  Tho 
circulation  of  the  potash  ley  starts  from  the 
tank  K,  whence  it  is  pumped  by  b  throosb  the 
Kiirting's  jets  into  the  upper  part  of  a,  which  is 
thus  liUed  witb  fine  spray.  The  siphon  at  the 
bottom  of  the  tower  delivers  the  partially 
saturated  ley  into  F,  which  it  leaves,  almost 
saturated,  by  the  overflow  siphon  and  accuinu- 
lat«a  in  the  tank  i.  The  pump  j  then  drives  it 
through  the  tubular  vessels  k  and  o  (where  it  is 
heated  to  00°  and  90°  respectively)  into  the 
heater  a,  where  its  temperature  is  raised  to 
■  100".     The  '  poor  ley '  circulates  in  the  oppoaite 
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direction  back  to  the  tank  K.  The  carbon 
dioxide  evolved  from  o  passes  into  a  cooler,  then 
to  a  gasholder  (SchwatoUa,  Zeitsch.  angew. 
Chem.  1900,  1284). 

Other  methods  of  obtaining  carbon  dioxide 
from  coke  are  described  by  Candia  and  Merlini 
(J.  Soc.  Chem.  Ind.  1908,  847),  Leslie  {ibid, 
1906,  240),  Gravillon  {(bid,  1900, 164 ;  Eng.  Pat. 
8377,  1904),  and  many  others. 

Numerous  patents  also  exist  for  obtaining 
otfbon  dioxide  xrom  furnace  gases  and  from  lime 
kilns,  most  of  which  depend  upon  its  absorption 
by  potassium  or  sodium  carbonate  solution,  from 
which  it  is  then  boiled  off  (Rylands,  J.  Soc.  Chem. 
Ind.  1892, 1005). 

Leslie  (ibid,  1907,  688)  describes  a  somewhat 
different  method.  The  furnace  gases  pass  from  a 
purifier  to  a  pump,  where  thev  are  compressed, 
after  which  they  are  cooled  in  a  heat  interchanger, 
from  which  they  are  led  to  a  drying  vessel,  contain- 
ing calcium  chloride,  into  a  refrigerator,  in  which 
the  carbon  dioxide  is  condensed  to  snow;  the 
other  gases,  still  above  their  critical  temperature, 
are  pMsed  back  through  the  interchanger,  whilst 
the  carbon  dioxide  is  liquefied  and  drawn  off  into 
tubes  and  cylinders  (£n^.  Pat.  11902,  1906). 

A  method  of  obtaming  sterilised  carbon 
dioxide,  with  disinfecting  properties,  is  described 
by  Bouchaud  -  Praceiq  (J.  Soc.  Chem.  Ind. 
1908,  994). 

Many  attempts  have  been  made  to  collect 
the  carbon  dioxide  given  off  during  fermenta- 
tion processes,  but  none  of  these  has  been 
succesrfnl  so  far  from  a  commercial  or  industrial 
point  of  view. 

Mixtures  of  a  carbonate  or  bicarbonate  with 
a  salt  or  double  salt,  whicli  is  readily  hydrolysed 
in  aqueous  solutions,  have  been  prepared  for 
the  generation  of  carbon  dioxide  (Menter  and 
Sedlitzky,  J.  Soc.  Chem.  Ind.  1908,  1161 ;  Eng. 
Pat.  14863,  1908). 

Afferon  and  Remy  (J.  Soc.  Chem.  Ind.  1906, 
847)  nave  prepared  a  compound  by  heating  a 
mixture  of  magnesium  sulphate  and  sodium 
sulphate  or  bisulphate  with  sulphuric  acid, 
which  they  use  as  a  substitute  for  acids  'in 
liberating  carbon  dioxide  from  carbonates. 

C^bon  dioxide  is  a  colourless,  inodorous  gas, 
neither  combustible  nor  a  supporter  of  combus- 
tion. Strongly  heated  potassium  or  sodium  and 
brightly  burning  magnesium  bum  in  carbon 
dioxide. 

When  quite  dry  it  has  no  action  upon  litmus, 
but  it  moisture  be  present  the  litmus  is  coloured 
wine-red.  The  ooiour  disappears  on  exposure 
to  air,  owing  to  escape  of  the  gas.  Passed  into 
lime-water,  carbon  dioxide  renders  it  turbid, 
owing  to  the  formation  of  calcium  carbonate, 
but  if  the  gas  be  in  excess,  the  neutral  carbonate 
is  converted  into  an  acid  carbonate,  and  the 
liquid  becomes  clear. 

OEkrbon  dioxide  is  rapidly  absorbed  by  a  solu- 
tion of  caustic  potash. 

Between  —86''  and  +64""  absolutely  dry 
carbon  dioxide  does  not  react  with  absolutely 
dry  alkali  hydroxides.  At  or  above  54^  the 
dry  substances  do  react,  and  at  86^  a  trace  of 
moisture  at  once  starto  the  reaction,  which  is 
completed  very  rapidly  (Moissan,  Compt.  rend. 
1903, 136,  723).  It  is  also  absorbed  by  sulphuric 
acid  [100a=926],  where  a=Bunsen's  absorption 
coefficient  (Bohr,  Chem.  Zentr.  1910,  it  1414). 


Ite  solution  in  water  has  a  sp.gr.  1O018. 
It  has  a  slightly  acid  taste,  colours  litmus  wine* 
red,  and  partiaUy  neutralises  alkalis  and  dissolves 
carbonates  of  barium,  strontium,  calcium,  and 
magnesium,  &,o. 

The  solution  corrodes  iron.  Krohake  (J.  Soc. 
Chem.  Ind.  1900,  620)  found  that  water  contain- 
ing about  40  mgrms.  of  CO^  per  litre  reduced  iron 
Sipes  in  a  short  time  from  26  mm.  to  7  mm. 
iameter,  owing  to  the  formation  of  a  brown 
crust,  the  pipe  itself  being  corroded  to  a  depth 
of  1-3*5  mm. 

Ite  solution  in  water  probably  contains 
carbonic  acid  HtCOg.  At  ordinary  tempera- 
tures, and  under  1  atmosphere,  the  mass  of 
carbon  dioxide  dissolved  increases  as  the  pressure. 
But  at  pressures  of  2, 3,  or  more  atmospheres,  the 
mass  of  carbon  dioxide  dissolved  is  less  than  that 
calculated  by  Balton  and  Henry's  law  (v. 
Khanikoff  and  Louguinine,  Ann.  Chim.  Phys. 
[4]  11,  412).  By  the  action  of  carbon  dioxide 
under  pressure  on  water  at  low  temperatures, 
the  crystalline  hydrates  C0s,6H,0  (Villard, 
Compt.  rend.  1894,  119,  368),  CO„8HsO,  and 
COt,9H90  (Hempel  and  Seidel,  Ber.  1898,  31, 
2997)  have  been  obteined. 

Water  which  has  been  saturated  with  carbon 
dioxide  under  pressure  gives  it  up  as  soon  as  the 
pressure  is  removed.  This  property  is  made  use 
of  in  the  manufacture  of  effervescing  drinks  and 
aerated  waters  (v.  ASbatbd  watbbs). 

Under  the  same  pressure  the  volume  of  gas 
absorbed  by  water  diminishes  as  the  temperature 
rises,  the  whole  of  the  gas  beinff  expelled  at 
boiling  heat.  Hence  carm>nic  acid  water,  hold- 
ing an  earthy  carbonate  in  solution,  deposito  it 
when  the  water  is  boiled.  This  is  the  cause  of 
the  furring  of  kettles,  boilers,  Ac,  in  which 
spring  or  river  waters  have  been  boiled. 

Potassium  bums  in  carbon  dioxide  at  a  red 
heat  with  a  red  incandescence,  depositing  char- 
coal mixed  with  potassium  carbonate.  Sodium 
decomposes  it  in  a  similar  maimer,  as  do  phos- 
phorus and  boron  in  presence  of  an  alkali 

It  is  decomposed  by  the  electric  spark  into 
carbon  monoxide  and  oxygen,  if  hydirogen,  or 
mercury,  or  some  other  metal  is  present  to  com- 
bine with  the  oxygen,  otherwise  the  carbon 
monoxide  and  o^nrgen  recombine  to  form  carbon 
dioxide  (Collie,  Chem.  Soc  Trans.  1901,  1063). 

Partly  decomposed  by  electric  sparks,  a 
condition  of  equiliorium  is  attained  wh^  change 
of  COa  into  CfO+O  eouals  that  of  CO+0  into 
CO,  (Dixon  and  Lowe,  Chem.  Soc.  Trans.  47, 571). 

Oarbon  dioxide  is  decomposed  by  the  silent 
electric  discharge,  the  amount  of  decomposition 
varying  with  the  degree  of  dryness,  of  the  gas, 
the  intensity  of  the  discharge,  and  the  form  of 
ozoniBor  employed,  but  in  aU  cases  a  diminished 
pressure  of  the  gas  resulte  in  a  greater  decompo- 
sition (Holt,  Chem.  Soc.  Proc.  1908,  24,  271). 

Ultra-violet  light  decomposes  dry  carbon 
dioxide  at  the  ordmary  temperature  into  carbon 
monoxide  and  oxygen ;  similar  resulte  are  ob- 
tained by  the  action  of  radium  emanations 
(Herschfinkel,  Compt.  rend.  1909,  149,  395; 
Ramsbottom,  Chadwick,  and  Chapman,  Chem, 
Soc.  Proc.  1906,  23). 

It  is  partly  changed  to  carbon  monoxide  and 
oxygen  by  heating  to  1300®  in  a  porcelain  tube 
(Deville,  Compt.  rend.  56,  729 ;  also  Berthelot, 
ibid.  68,  1035). 
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When  heated  at  350**  with  hydrogen  over 
reduced  nickel  or  cobalt,  it  is  completely  reduced 
to  methane  (Sabatier  and  Senderens,  tbid,  1902, 
134,  689). 

With  carbon  at  500''-660°,  it  formB  carbon 
monoxide,  equilibrium  being  reached  when  the 
mixture  of  gases  contains  61  p.c.  unreduced  CO 3 
(Boudouard,  ibid.  1899,  128,  824,  1624;  1905, 
141,  262). 

Mixed  with  hydrogen  and  heated  to  bright 
redness,  or  submitted  to  induction  spa^s, 
carbon  monoxide  and  water  are  formed;  if 
the  water  is  removed,  the  whole  is  conyerted 
to  carbon  monoxide  (Dixon,  Chem;  Soc.  Trans. 
49,  94;  Gautier.  Bull.  Soc.  chim.  1906,  35,  929). 
A  mixture  of  carbon  dioxide  and  hydrogen 
passed  over  red-hot  pumice  yields  carbon  and 
water  (Dubrunfaut,  Compt.  rend.  74,  126). 

Mixed  with  sulphur-vapour  and  passed 
through  a  red-hot  tube  it  gives  carbon  monoxide, 
sulphur  dioxide,  and  a  little  carbon  oxysulphide 
(Berthelot,  Bull.  Soc.  chim.  [2]  40,  362).  Passed 
through  a  red-hot  tube  with  sulphui^tted 
hydrogen,  it  forms  carbon  monoxide,  water,  and 
sulphur  (Kohler,  ibid.  11,  205).  Reduced  to 
carbon  monoxide  by  hydrogen,  iron,  and  cine 
or  copper  which  has  occluded  hydrogen  (Tissan- 
dier,  Compt.  rend.  74, 631 ;  Schrotter,  Wied.  Ann. 
34,  27) ;  by  potassium  cyanide  (Eiloart,  Chem. 
News,  64,  88);  by  protoxides  of  iron  and  tin 
(Wagner,  Zeit«ch.  anal.  Chem.  1879,  659) ;  and 
partially  by  ferrous  sulphate,  and  a  little  water 
in  a  closed  tube  (Horsford,  Ber.  6,  1390). 

Carbon  dioxide  is  reduced  to  carbon  by 
heating  with  potassium,  sodium,  magnesium,  or 
silicon  (Schmole,  J.  Soc.  Chem.  Ind.  1896,  1060). 
Alkaline  carbonates  heated  strongly  with  phos- 
phorus or  boron  give  carbon  dioxlide,  which  is 
reduced  to  carbon  (Tennant,  CreUes  Annalen, 
[1793]  1,  168;  Dragendorfi,  J.  1861,  111; 
Leeds,  Bull  Soc.  Chim.  12,  1834  and  2131); 
decomposes  moist  potassium  iodide  at  high 
temperatures,  yielding  hydriodic  acid  (Papa- 
sogli,  Oazz.  chim.  itaL  1881,  227);  it  also 
decomposes  alkaline  aluminates  (Ditte,  Compt. 
rend.  1893,  116,  386) ;  and,  according  to  Moore, 
liberates  nitrous  acid  from  nitrites  (J.  Amer. 
Chem.  Soc.  1904,  26,  969).  Solution  of  carbon 
dioxide  in  water  yields  sodium  formate  with 
metallic  sodium  (Kolbe  and  Schmidt,  Annalen, 
119,  251).  Carbon  dioxide  is  assimilated  by  the 
chlorophyll  corpuscles  of  plants  under  the  in- 
fluence of  sunlight,  carbon  being  abstracted  and 
oxygen  set  free.  Carbon  dioxide  diffuses  through 
caoutchouc  (Kobbe,  Chem.  Zeit.  1890,  14, 
1142). 

The  specific  heat  of  carbon  dioxide  is  greater 
at  high  than  at  ordinary  temperatures  (Berthelot 
and  Vieille,  Compt.  rend.  98.  770  and  852). 
According  to  Hoppe-Seyler  (Zeitsch.  physikal. 
Chem.  10,  201,  and  10,  401),  the  carbonic  acid 
and  marsh  gas  found  in  water-logged  soils  is  due 
to  a  widespread  process  of  fomentation  of 
cellulose. 

In  any  working-  or  Uving-room  the  carbon 
dioxide  should  not  oe  more  iSan  10  volumes  per 
10,000  of  air. 

To  estimate  the  carbon  dioxide  in  air,  a 
measured  sample  of  the  air  is  passed  through  a 
known  quantity  of  barium  hydroxide,  coloured 
with  phenolphthalein,  and  by  noting  the  quantity 
of  air  needed  to  decolourise  the  hydroxide  the 


carbon  dioxide  can  be  calculated.  The  method 
is  sometimes  modified  by  using  a  limited  volume 
of  air,  and  titrating  the  hydroxide  remaining 
unneutralised  (Ballo,  Ber.  1884,  1097 ;  Wiener, 
Monatsh.  1894,  15,  429 ;  Henriet,  Compt.  rend. 
1896,  123,  125 ;  Woodman,  J.  Amer.  Chem.  Soc 
1903,  25,  160;  Jean,  Compt.  rend.  1902,  136, 
746 ;  J.  Pharm.  Chim.  1903,  27,  418 ;  Pecoul 
and  Levy,  J.  Soc.  Chem.  Ind?  1906,  656  ;  Davies 
and  McLeUan,  ibid.  1909,  232). 

Carbon  dioxide  is  used  extensively  in  the  arts 
for  the  manufacture  of  aSrated  watetB.  in  sugar 
manufacture  for  separating  lime  from  the  juice  of 
the  sugar-cane,  in  oread  making,  and  for  raising 
and  clarifying  beer. 

It  is  also  employed  for  protecting  wines  from 
moulds  and  acetifying  organisms.  It  preserves 
their  aroma  and  bouquet,  and  makes  the  wine 
fresher,  sweeter,  and  stronger.  Wines  can  also 
be  revivified  by  the'  gas  (Piaz,  J.  Soc.  Chem. 
Ind.  1894,  266;  1903,  644;  Pini,  BulL  de 
r  Assoc,  dee  Chim.  1898, 16, 741 ).  It  also  possesses 
antiseptic  properties  and  retards  the  putrefac- 
tion of  meat  (Kolbe,  J.  pr.  Chem.  [2]  28,  61). 
It  has  also  been  proposed  to  use  it  as  a  motiye 
power  where  fuel  is  expensive  (Herbert,  Chem. 
Zentr.  1886,  643,  658,  572). 

Mixed  with  acetylene  (about  5-^  p.c.),  it 
decreases  the  smokiness  of  the  flame  and  prevents 
the  clogging  of  the  burners  (J.  Gas  Lighting,  1898, 
72,  916). 

Liquid  carbon  dioxide  (Bfichner,  Zeitsch. 
phvsikaL  Chem.  1906,  54,  665)  can  be  obtained 
in  large  quantities  by  an  apparatus  described  by 
Thilorier  (Annalen,  30,  1x2).  Natterer  com- 
pressed carbon  dioxide  by  a  specially  constructed 
air-pump  (J.  pr.  Chem.  35, 169;  v.  also  Gore,  PhiL 
Trans.  1861, 63).  It  is  prefraxed  firom  bisulphates 
by  the  action  of  carbonates,  the  apparatus  consist- 
ing essentially  of  a  leaden  vessel  containing  a 
solution  of  the  bisulphate  and  having  a  stirring 
apparatus  and  gear  fixed  air-tight  to  it.  By 
means  of  a  tube  and  pump  an  equivalent  quantity 
of  calcium  carbonate  (obtained  as  a  waste 
product  in  the  manufacture  of  caustic  soda) 
suspended  in  water  in  a  second  vessel  is  forced 
in  and  the  stirrer  set  in  motion.  The  liberated 
carbon  dioxide  is  dried  and  passed  into  a  gaso- 
meter from  which  it  is  afterwards  condensed. 
An  apparatus  is  also  described  which  allows  the 
evaporation  and  expansion  of  liquid  carbon 
dioxide  to  take  place  round  a  tube  containing  a 
solution  of  calcram  chloride.  The  latter  is  so 
cooled  that  it  may  be  used  for  the  manufacture 
of  ice.  The  carbon  dioxide  thus  used  is  passed 
over  moist  sodium  carbonate,  oonverting  it  into 
bicarbonate,  which  may  be  again  used  in  the 
carbonic  acid  manufactory  (Thomas,  Zeitsch. 
angew.  Chem.  1900,  386).  (For  description  and 
figure  of  apparatus  for  liquiifying  CO,  and  for 
bottles  in  which  it  is  stored  and  sold,  Me  Sisson, 
J.  Soc.  Chem.  Ind.  1904,  242.) 

Liquid  carbon  dioxide  may  be  bought  in  iron 
or  steel  bottles  containing  8  kilos,  (about  4000 
litres  of  the  gas  at  ordinary  temperature  and 
pressure),  costing  about  1  sh.  per  kilo.  It 
furnishes  the  cheapest  means  for  aerating 
waters,  and  is  used  for  raising  sunken  stups,  for 
driving  torpedoes,  for  extinguishing  fires,  for 
cooling  purposes,  and,  as  'flctet*s  fluid,'  for 
freezing  machines,  and  by  the  firm  of  Krupp, 
in  Essen,  for  the  condensation  of  steel  and  other 
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metals,  and  is  furtlier  suggested  as  a  motive 
power  for  tramcars  and  bairns  (J.  Soc.  Chem. 
Ind.  4,  610). 

It  is  also  used  for  making  carbonates  and 
other  chemical  products  for  filtering  and  sterilising 
organic  liquids  (d'Arsonval,  Compt.  rend.  1891, 
112,  667),  and  in  Germany  for  the  generation  of 
pressure  on  storase  casks  of  beer  to  the  faucets 
above  where  the  beer  is  drawn  for  consumption. 
In  Engineering,  Dec.  3,  1903,  a  description  is 
given  of  its  use  in  railway  signalling  in  outlving 
stations,  to  supply  the  motive  power  for  working 
the  signals,  so  as  to  avoid  the  expense  of  com- 
pression machinery  or  of  long  lengths  of  connect- 
mg  pipes. 

Liquid  carbon  dioxide  is  colourless,  very 
soluble  in  alcohol,  ether,  and  volatile  oils,  but 
does  not  mix  with  water.  When  the  pressure  is 
suddenly  relieved,  part  of  the  carbon  dioxide 
immediately  vaporises,  producing  sufficient  cold 
to  solidify  the  remainder.  Landolt  allows  the 
liquid  to  evaporate  freely  into  woollen  bagis,  and 
compresses  tne  solid  carbon  dioxide  in  conical 
wooden  moulds  by  wooden  pistons  (Ber.  17, 309) ; 
c/.  Purcell  (J.  Soc.  Chem.  Ind.  1892,  936 ;  Eng. 
Pat.  13684,  1891).  A  vessel  for  storing  solid 
carbon  dioxide  is  described  by  Heyl  and  Wultze 
(J.  Soc.  Chem.  Ind.  1904,  1216;  Eng.  Pat. 
344967,  1904). 

An  apparatus  for  obtaining  small  and  large 
quantities  of  solid  carbon  dioxide  is  described 
by  Fechlu  (J.  pr.  Chem.  1903,  67,  423 ;  J.  Soc. 
Chem.  Ind.  1903,  626) ;  also  hy  Elsworthy  (J. 
Soc.  Chem.  Ind.  1906, 1231).  (For  an  apparatus 
for  collecting  solid  carbon  dioxide,  v.  Ducretet, 
Compt.  rend.  99,  236.) 

Solid  carbon  dioxide  is  a  white,  flocculent, 
snow-like  mass,  melting  at  —  66*7^  at  6  atmo- 
spheres pressure,  and  may  be  left  exposed  to  the 
aur  for  some  time  without  sensible  evaporation. 
An  air  or  spirit  thermometer  immersed  in  it 
sinks  to  —79^ ;  it  can,  however,  be  placed  on  the 
hand  without  any  acute  sensation  of  cold.  By 
mixing  with  ether  its  refrigerating  power  is 
greathr  increased.  This  is  denied  by  Villard 
and  Jerry  (Lc),  but  the  temperature  sinks  to 
—86^  when  it  is  mixed  with  chloroform.  The 
temperature  can  readily  be  reduced  to  —90^  by 
passing  a  current  of  air  through  the  mixture.  At 
6  mm.  pressure  the  temperature  of  solid  carbon 
dioxide  soon  faUs  to  —126®. 

Magnesium  powder  burnt  in  a  dish  of  solid 
COs  deposits  carbon  (BrQnner,  Ber.  1906,  38, 
1432). 

COUPOUKDS  OF  CaBBOK. 

Carbon  tetrabromlde  or  Tetrabrommethane 
CBr^.  White  lustrous  crystals  of  a  character- 
istic pungent  smell ;  m.p.  91® ;  b.p.  189*6® 
with  Slight  decomposition ;  b.p.  101®  at  60  mm. 
without  decomposition.  Occurs  in  two  enantio- 
tropks  forms  (Rothmund,  Zeitsch.  physikal. 
Chem.  1899,  664).  Insoluble  in  water ;  soluble 
in  alcohol,  ether,  and  chloroform.  Best  ob- 
tained by  action  of  bromine  on  carbon  disulphide 
in  presence  of  iodine  (Bolas  and  Groves,  Chem. 
Soc.  Trans.  1870,  161 ;   1871,  773). 

Carbon  tilbromlde  or  Hexabromlde,  Tetra- 
hrommeihiflene  dibromide  CgBr^.  SmaJl  rect- 
angular prisms  obtained  by  action  of  bromine 
on  ethylene  dibromide ;  or  by  heating  CsHBr^ 
with  bromine  and  water  at  170®.  Soluble  in 
carbon  disulphide ;  insoluble  in  alcohol  and  ether. 


Decomposed  at  200®  into  C,Br4  and  Br.  (Reboul, 
Annalen,  124,  271). 

Carbon  dibromide,  Tetrabrommeihylene  C^Br^. 
White  crystals ;  m.p.  63® ;  formed  by  action  of 
nascent  hydrogen  on  C,Br,  (Lowig,  Annalen,  3, 
292 ;  Lennox,  Chem.  Soc.  Trans.  1862,  14,  209). 

Carbon  bromide,  Dibromacetylidem  C:CBr,; 
b.p.  76®.  Prepared  from  tetrabromoethane  by 
removal  of  two  molecules  of  hydrobromic  acid. 
Spontaneously  inflammable  in  air  and  very 
explosive  (Lemoult,  BulL  Soc.  chim.  1906,  43, 
193).  It  contains  a  double  bond  (Lawrie,  Ajner. 
Chem.  J.  1906.  36,  487). 

Chlortribrommethane     CClBrg.       Colourless 

Elates;  m.p.  66®;  b.p.  160®.  Prepared  by 
eating  chloroform  with  bromine  at  260®,  and 
retaining  fraction  distilling  at  160®  (Besson, 
Compt.  rend.  1892,  114,  223). 

DiehlordlbrommethaneCCl,Brs.  Fine  needles; 
m.p.  22® ;  b.p.  136®.  Obtained  from  chloroform 
by  action  of  bromine  as  above,  retaining  the 
fraction  of  the  product  boiling  at  about  136® 
(Besson,  I.e.). 

Tilelilorbrommethane  Ca,Br;  m.p.  —21®; 
b.p.  104®.  From  chloroform  and  bromine  (Besson, 
Lc).  From  bromine  and  trichloracetic  acid 
(J.  H.  van't  Hoff,  Bor.  1877,  678). 

Chlorotribromethylene  CaBr:CBr,;  m.p. 
34® ;  b.p.  203®-206®  at  734  mm.  (Denzel,  ibid. 
1879,  2208). 

aa-dlehloro-iSiS-dlbromoethylene  CCl,  :  CBr, ; 
b.p.  194®  (Bourgoin,  Bull.  Soc.  chim.  1876,  110 ; 
and  Denzel,  Annalen,  1879,  208). 

a3-dlehloro-a^-dibromoethylene  OClBnCaBr; 
b.p.  172®  at  766  mm.  (Swarts,  Chem.  Zentr.  1899, 
i.  688). 

Trichlorobromoetbylene  Ca,:CaBr;  m.p. 
-12®  to  -13®  ;  b.p.  146®-148®  (Besson,  Compt. 
rend.  1894, 119,  88). 

Chloropentabromoethane  C,ClBr.;  m.p.  170® 
(Denzel,  Ber.  1879,  2207). 

aa-diehloro-a/9i3i8-tetrabromo6tliane 
CCl,Br-CBr,. 

Colourless  crystals;  m.p.  180®  (Denzel,  Ber. 
1879,  2207). 

a3-dlehloro-aa3i3-tetrabromoetliane 

CClBr,<XaBrg ; 
m.p.  191®  (Swarts,  Chem.  Zentr.  1899,  [1]  688). 
o^/s-trlchloro-aa^-tribromoethane 
CClBr,Ca,Br ; 
m.p.  178®-180®  (Besson,  Compt.  rend.  1894,  88). 
o/s^iS-tetraehloro-aa-dibromoethane 
CClBr.-CCl,. 
Prisms  from  alcohol ;  smells  like  camphor.    May 
be  sublimed  (Patemb,  Qazz.  chim.  ital.  1,  693 ; 
Bourgoin,  BulL  Soc.  chim.  [2]  23,  4;  Oossner, 
Chem.  Zentr.  1903,  ii.  1063). 

oo^iS-tetraehloro-a^-dibromoetliane 
Ca,Br-Ca,Br. 
Tables  from  alcohol  (Malaguti,  Ann.  Chim.  Phys. 
1846,  24  ;  Gossner,  Chem.  Zentr.  1903,  ii.  1063). 
Carbon  tetrachloride  or  Tetrachlormethane 
CCI4  was  first  obtained  by  Regnault  (Annalen, 
1840,  [33]  332),  who  prepa^  it  by  the  action  of 
chlorine  on  chloroform  in  sunshine : 

CHa,+a,  ==  Ha+cc!^. 

Dumas  afterwards  obtained  it  by  the  action 
of  chlorine  upon  marsh  gas  (Annalen,  1840,  [33] 
187).  It  can  also  be  prepared  by  passing  carbon 
disulphide  saturated  with  chlorine  through  a 
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red-hot  tube.  The  mixture  of  carbon  tetra- 
chloride and  sulphur  chloride  thus  obtained  is 
treated  with  potash  or  milk  of  line  and  the 
tetrachloride  distilled  off  (Kolbe,  Annalen,  1843, 
45,  41 ;  1846.  54,  146).  The  tetrachloride  may 
contain  carbon  disnlphide  if  that  substance  was 
in  excess,  or  if  the  heat  was  insufficimit.  This 
may  be  removed  by  leaving  the  liquid  for  some 
time  in  contact  with  potash.  Geuther  removes 
the  carbon  disulphiae  by  converting  it  into 
potassium  xanthate  by  dissolving  tJie  nuxture 
in  alcohol,  adding  alcoholic  potash  so  Ions  as  the 
liquid  becomes  darker  in  colour,  and  neatinff 
gently ;  the  unaltered  tetraohloride  is  separated 
by  water  and  purified  by  washing  (Geuther, 
Annalen,  1858,  107,  212;  and  Sehnits-Dumont, 
Chem.  Zentr.  1897,  ii  265). 

The  complete  chlorination  of  carbon  disul- 
phide  and  of  many  other  carbon  compounds  can 
be  more  readily  accomplished  in  the  presence  of 
a  chlorine  carrier.  Thus,  in  the  case  d  carbon 
disulphide,  bromine  has  been  used  (Crump, 
Chem.  News,  1866,  14,  154)  and  iodine,  both 
alone  (Morel,  Compt.  rend.  1877,  84,  1460) 
and  in  the  presence  of  metallic  iron  (Serra, 
Cihem.  Zentr.  1899,  ii.  1098) ;  antimonv  penta- 
chloride  reacts  with  carbon  disulphide  alone 
without  the  addition  of  chlorine.  The  mixture 
becomes  hot,  and  on  cooling  deposits  crystals 
of  antimony  trichloride  mixed  with  sulphur, 
whilst  carbon  tetrachloride  remains  in  solution 
(Hofmann,  Annalen,  I860.  115,  264). 

A  large  number  of  otner  substances  can  be 
used  as  catalytic  agents,  e.^.  molybdenum  pen- 
tachloride  (Aronhcrion,  Ber.  1876,  1788),  the 
chlorides  of  phosphorus  and  arsenic,  and  also  a 
series  of  chlorides  of  metals,  especially  those  of 
the  iron  group.  In  the  presence  of  these  sub- 
stances, sulphur  chloride  reacts  readfly  with 
carbon  and  excess  of  chlorine,  giving  carbon 
tetrachloride.  A  stream  of  chlorine  is  led  over 
a  red-hot  mixture  of  charcoal  and  sulphur. 
Carbon  disulphide  is  first  formed,  then  carbon 
tetrachloride  and  sulphur  monochlorido ;  the 
latter  then  breaks  up  into  chlorine  and  sulphur, 
and  the  process  begins  over  a^;ain.  The  carbon 
tetraohloride  prepared  in  this  way  is  usually 
contaminated  witn  sulphur  chlorides  and  chlor- 
ethane  compounds  (Combes,  Chem.  Zentr.  1909, 
1,  326;  J.  Soc  Chem.  Ind.  1902,  272  and  1469). 
In  the  presence  of  manganese  chloride  the 
reaction  can  be  carried  out  with  precipitation  of 
sulphur,  which  can  be  used  to  manufacture  more 
caroon  disulphide  (C6te  and  Pierron,  ihid, 
1903,  962;  Febvre,  ibid.  1905,  1189).  Other 
carbon  compounds  beside  carbon  disulphide 
can  be  completely  chlorinated.  Thus  chloro- 
form heated  with  iodine  chloride  at  165^  gives 
carbon  tetraohloride  (Friedd  and  Silva,  BulL 
Soc.  chim.  1872, 537),  the  same  reaction  taking 
place,  to  a  slight  extent,  in  the  presence  of 
aluminium  trichloride  instead  of  iodme  chloride 
(Monneyrat,  ibid.  1898,  262). 

Perohlormethyl  formate,  when  treated  with 
aluminium  chloride  in  the  proportion  of  50 
parts  to  1  of  chloride,  also  yields  carbon  tetra- 
chloride CaO,<Xa,  =  CJa44-C!0,  (Heutschel, 
J.  pr.  Chem.  1877,  306). 

The  technical  preparation  of  carbon  tetra- 
chloride is  generally  carried  out  by  the  direct 
chlorination  of  carbon  disulphide  in  the  presence 
of  powdered  aluminium  chloride,  the  quantity 


of  catalyst  necessary  being  only  about  1  p.c.  of 
the  carbon  disulphiae  used. 

cSjH-3C!i,  =  ca4+s,a,. 

The  sulphur  chloride  reacts  separately  with 
more  carbon  disulphide  in  tbe  presence  of  iron 
filings,  and  the  crystalline  sulphur  which  is 
formed  is  employed  again  in  the  manufacture 
of  carbon  disulphide  (Urbain,  Chem.  Zeit.  1902, 
1086;  Breteau,  J.  Pharm.  Chim.  1908,  110; 
Urbain,  J.  Soc.  Chem.  Ind.  1902, 926 ;  Eng.  Pat. 
13733). 

Later  modifications  of  the  process  consist  in 
the  further  chlorination  of  the  sulphur  mono- 
chloride,  in  the  presence  of  antimony  chloride, 
before  treatment  with  carbon  disnlphide  ( Haworth 
and  Baker,  J.  Soc.  Chem.  Ind.  1906,  559),  and 
the  use  of  a  solution  of  sulphur  in  sulphur  mono- 
chloride,  in  a  finelv  divided  condition,  as  a 
chlorine  carrier  (Acker  and  Strue,  ibid.  1908, 
833).  Instead  of  aluminium  chloride,  aluminium 
amalgam  has  been  employed  (Castner  Co.  t&ii. 
1905,  903).  Under  this  patent,  the  resulting 
carbon  tetrachloride  is  purified  by  treatment 
with  a  solution  of  alkaline  sulphide  containing 
free  alkali,  the  carbon  disulphide  being  removed 
as  thiocarbonate. 

A  number  of  electric-heating  processes  have 
been  suggested.  A  mixture  of  sodium  chloride 
and  silica  is  heated  in  the  lowest  portion  of  a 
furnace  lined  with  magnesia,  and  provided  with 
three  sets  of  electrodes,  one  above  tne  other.  The 
middle  electrodes  heat  a  mass  of  coke,  and  the 
chlorinefrom  the  alkali  chloride  reacts  with  the  in- 
candescent carbon,  forming  carbon  tetrachloride, 
which,  after  passing  through  the  arcs  between 
the  third  set  of  electrodes,  is  distilled  off.  The 
temperature  does  not  exceed  2000°  (Machalske 
and  Lyon,  J.  Soc.  Chem.  Ind.  1903,  1298; 
Machalske,  Chem.  Zentr.  1904,  1,  1069).  The 
chlorine  can  also  be  supplied  from  an  external 
source,  the  carbon  only  being  heated  by  elec- 
tricity (Maywald,  J.  Soc.  C!hem.  Ind.  1907, 1253). 

Another  process  consists  in  heating  together 
lime,  calcium  chloride,  and  carbon  in  the  absence 
of  air  in  an  electric  furnace,  in  the  proportions 
indicated  by  the  equation 

2CaO-f  2Caa,-f- 10C=4CaC,+2OOat. 

The  carbonvl  chloride  is  led  over  heated 
coke,  animal  charcoal,  or  pumice,  where  it  is 
decomposed  into  carbon  tetrachloride  and  carbon 
dioxide  by  surface  contact  (liachalske  and 
Darlington,  J.  Soc.  Chem.  Ind.  1906,  559). 

A  mixture  of  calcium  chloride  and  coke, 
heated  in  the  electric  furnace  in  a  stream  of 
chlorine,  also  3ields  carbon  tetrachloride  (Mat- 
thews and  Darlington,  ibid.  1906,  1232). 

The  halogenation  of  metallic  or  other  car- 
bides, such  as  acetylene,  also  yields  carbon 
halides,  so  long  as  the  temperature  is  kept 
below  the  dismciation  point  of  the  hslide 
required  (Blackmore,  ibid.  1908,  712). 

Carbon  tetrachloride  is  a  transparent  colour- 
less  liquid,  with  a  pungent  aromatic  odour; 
b.p.  76-74° ;  and  8p.gr.  1-63195,  074*  (Thorpe, 
Chem.  Soc.  Trans.  1880,  201). 

The  vapour  pressure  of  carbon  tetraohloride 
has  been  measured  by  Shreinemakers  (Zeitsch. 
physikal.  Caiem.  1904,  48,445).  The  compressi- 
bihty  has  been  measured  by  Richards  and  StuU 
(Amer.  Cbem.  J.  1904,  26,  408).  In  the  solid 
state  carbon  tetrachloride  is  trimoiphoas*  the 
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three  modifications  melting  at  — 28•6^  — 23'77<', 
and  —21*2®  respeotively,  the  second  being  the 
form  usually  obtained  (Tammann,  W.  Ann. 
1898,  489).  The  refractive  index  for  the  line 
F  is  14726,  and  for  th&lineD  is  1-4658  (Glad- 
stone,  Chem.  Soc.  Trans.  1886,  623). 

Its  dielectric  constant  has  been  measured 
by  Turner  (Zeitsoh.  physikal.  Chem.  1900,  385), 
Drude  (Zeitsch.  physikal.  Chem.  23,  267), 
and  Veley  (PhiL  Mag.  [6]  11,  73).  Its 
solubility  in  water,  which  is  extremely  small, 
has  been  measured  by  Rex  (Zeitsch.  physikal. 
Chem.  55,  355). 

It  is  soluble  in  alcohol  and  ether,  and 
dissolves  a  large  number  of  organic  subst^ces, 
especially  those  of  a  fatty  nature,  whence  its 
wide  application  in  the  arts.  It  is  preferable  to 
carbon  disulphide  on  account  of  its  non-inflam- 
mability. With  sulphonated  oils  and  resins  it 
yielda  a  gelatinous  soap,  which  is  miscible  with 
water  (Stockhausen,  Chem.  Zentr.  1906,  ii.  731). 
It  yields  chlorine  and  lower  chlorides  of  carbon 
on  passing  through  a  red-hot  tube  (Regnault, 
/.c).  When  mix^  with  hydrogen  and  passed 
through  a  red-hot  tube  with  pumice,  it  yields 
marsh  gas  and  ethylene  (Berthelot,  Aim.  Chim. 
Phys.  1858,  53,  69). 

The  same  mixture  passed  over  reduced  nickel 
yields  hexachlorethane  (carbon  trichloride)  at 
270°.  With  excess  of  hydrogen  at  the  same 
temperature,  tetrachlorethylene  (carbon  dichlo- 
ride)  is  obtained  fSabatier  and  Mailhe,  Compt. 
rend.  1904,  138,  407). 

Mixed  with  sulphuretted  hydrogen  and 
passed  through  a  red-hot  tube,  the  vapour  of 
carbon  tetrachloride  yields  hydrochloric  acid 
and  carbon  sulphochloride  CSdt  (Kolbe, 
Annalen,  1843,  45, 41,  and  1845,  54, 146). 

Heated  under  pressure  with  oxygen  and 
water  at  250**,  it  forms  carbonyl  chloride  and 
carbon  dioxide  (Goldschmidt,  Ber.  1881,  [14] 
928).  In  alcoholic  solution,  and  treated  with 
potassium  amalgam,  it  yields  chloroform,  marsh 

fas,  and  methylene  cmoride  (Regnault,  Lc). 
Phosphorus  pentoxide  at  200®  acts  in  two 
ways  :  in  the  first,  carbonyl  chloride  and  carbon 
dioxide  are  produced ;  in  the  second,  in  the 
presence  of  more  phosphorus  pentoxide,  carbon 
dioxide  alone  is  obtained. 

2ca4+p,o.=coa,+co,+2Poa, 

30a«+2P,05=3CO,+4POCl3 

(Gustavson,  Zeitsch.  f.  Chem.  1871,  615). 

A  similar  reaction  takes  place  at  100®  with 
sulphur  trioxide,  carbonyl  chloride  being  formed : 

ca4+2s08=Sja,05+coa, 

(Erdmann,  Ber.  1893,  26, 1993). 

With  the  oxides  of  many  metals,  a  similar 
production  of  carbonyl  chloride,  together  with 
carbon  dioxide  and  the  chloride  of  the  metal, 
takes  place  (Demarcay,  Compt.  rend.  1887,  104, 
111 ;  Quantin,  ibid,  1887,  104,  223  ;  1888,  106, 
1074 ;  Delafontaine  and  Linebarger,  Amer. 
Chem.  J.  1896,  532). 

With  zinc  and  dilute  acid,  carbon  tetrachloride 
is  converted  into  hydrochloric  acid  and  chloro- 
form (Geuther,  {.c).  Alcoholic  potash  slowly 
converts  it  into  potassium  chloride  and  carbonate 
(Regnault,  l.c.).  By  long-continued  action  at 
100^  in  sealed  tubes,  alcoholic  potash  converts 
it  partially  into  ethylene  (Berthelot,  Ann.  Chim. 
Phys.  1859,  109,  118).  With  alcohoUo  potash 
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and  aniline  it  yields  phenyh>ocyanide  (cf, 
Chhrofofm).  With  phenylamine  it  yields  carbo- 
triphenyltriamine  (Hofmann,  Proo.  Roy.  Soc. 
9,  284,  and  10,  184).  By  the  action  of  sulphur 
at  220®,  a  number  of  sulphochlorides  of  carbon 
are  formed,  the  final  product  being  carbon 
disulphide  (Klason,  Ber.  1«|7,  20,  2376).  It  is 
decomposed  at  200®  bv  nfmecular  silver,  being 
converted  into  hexachlorethane  C^Ci^  (Gold- 
schmidt, Ber.  1881,  14,  927).  By  heating  with 
aluminium  bromide  it  is  readily  convert^  into 
carbon  tetrabromide  (Gustavson,  Bull.  Soc. 
chim.  1881,  556). 

Heated  in  a  sealed  tube  for  10  hours  at 
130®  with  hydriodic  acid,  carbon  tetrachloride 

S'elds  iodoform  and  hydrochloric  acid  (Walfisz, 
id.  1893,  7,  256).  Acetylene  reacts  with 
carbon  tetrachloride,  yielding  free  carbon  in  a 
very  finely  divided  form,  hydrochloric  acid  being 
formed  at  the  same  time  (Sandman,  Chem.  Soc. 
Abstr.  1902,  82,  i  581).  Carbon  tetrachloride 
reacts  with  benzene  in  tne  presence  of  aluminium 
trichloride,  giving,  as  chief  product,  diphenyl- 
dichloromet&ne,  CCI,(C«H(),  (Boeseken,  Chem. 
Soc.  Abstr.  94,  i  189). 

In  its  physiological  action,  carbon  tetra- 
chloride strongly  resembles  chloroform. 

Its  popularity  as  a  solvent  in  the  arts  has 
been  somewhat  diminished  by  the  increasing 
manufacture  of  tetrachloretliane  C,Gl4H|,  as 
the  latter  is  more  indifferent  toward  metals,  and 
is  readily  produced  by  the  action  of  chlorine  on 
a  double  compound  of  antimony  pentachloride 
and  acetylene  (D.  R.  P.  154657,  1906). 

Carbon  trichloride.  Carbon  heacacUonde, 
Tetrachlorethylene  diehhride,  Hexaehioreihane, 
Perehlorethane  CgClf,  discovered  by  Faraday 
(Phil.  Trans.  1821,  47);  also  investigated  by 
Regnault  (Ann.  Chim.  Phys.  1838,  [2]  69,  166, 
and  1839,  [2]  71,  371).  Is  obtained  by  the  action 
of  chlorine  in  sunshine  upon  various  derivatives 
of  ethyl  and  ethylene ;  on  carbon  dichloride;  on 
ethylene  chloride  (Faraday,  Lc ) ;  and  also  (Liebig, 
Annalen,  1,  219)  on  ethyl  chloride,  first  in  t^ 
shade,  afterwards  in  sunshine  (Laurent,  Ann. 
Chim.  Phys.  1837,  [2j  64,  328) ;  on  mono-,  di-, 
or  tri-chlorinated  ethyl  chloride  (Regnault,  Z.c.) ; 
on  ethyl  sulphite  (Eoelmen  and  Bouquet,  t&t22. 
1846,  [3]  17,  66) ;  on  ethyl  oxide  (Regnault) ;  on 
hydrochloride  of  ethylamine  (Geuther  and 
Hof acker,  Annalen,  1858, 108, 51)  (in  this  process 
some  chloride  of  nitrogen  is  produced) ;  by 
passing  the  tetrachloride  through  a  red-hot  tul>e 
(Kolbe,  Annalen,  1845,  54,  147) ;  bv  distilling 
perchlorethylic  oxide,  and  repeatedly  treating 
the  distillate  with  water  (Mali^ti,  Aim,  Chim. 
PhysL  1846,  [3]  16,  14);  by  heating  carbon 
tetrachloride  with  copper  powder  at  120® 
(Radziszewski,  Ber.  1887,  17,  834)  or  with 
molecular  silver  at  200®  (Goldschmidt,  ibid. 
1881,  14,  928);  by  heating  acetyl  chloride 
with  excess  of  phorohorus  pentachloride  at 
180®  (HQbner  and  MuUer,  Zeitsch.  f.  Chem. 
1870,  328) ;  by  heating  propyl  chloride  or  iso- 
butyl  chloride  with  iodine  trichloride  at  200® 
(Krafft  and  Merz,  Ber.  1876,  8, 1298);  bv  treating 
pentachlorethylchlorof  ormic  esterwith  aluminium 
chloride  (Muller,  Annalen,  1890,  258,  63). 

Carbon  trichloride  crystallises  from  a  mixture 
of  alcohol  and  ether  in  right  rhombic  prisms 
(Gossner,  Chem.  Zentr.  1903,  ii.  1052).  Colour- 
less, transparent,  and  nearly  tasteless,  but  having 
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an  aromatio-  odour  resembling  that  of  cam- 
phor; 8p.CT.  2-0;  m.p.  184^-186*  (Bolton, 
Zeitsoh.  lUektrochen^.  1902,  8,  106;  1903, 
9,  209),  volatilising  even  at  ordinary  tempera- 
tures; b.p.  186''  (Hahn,  Ber.  1878.  11,  1736). 
Insoluble  in  water ;  soluble  in  alcohol  and  ether, 
and  in  all  oils.  Converted,  by  repeated  distilla- 
tion, into  the  dichloride  and  free  chlorine. 
Bums  with  a  red  light  in  the  flame  of  a  spirit 
lamp.  Mixed  with  hydrogen  and  passed  through 
a  red-hot  tube,  it  yields  dichloride  and  hydro- 
chloric acid  (Cienther,  Ic).  Metals  heated  in 
its  vapour  form  metallic  chlorides,  charcoal 
being  deposited.  Heated  in  sealed  tubes  with 
potassium  hydroxide,  it  yields  potassium  oxalate 
and  chloride 

C,a,-f8KHO«K,C,04-f6Ka-f4H,0 

(Geuther,  J.  1869,  277).  The  same  products  to- 
gether with  hydrogen  and  ethylene  are  formed 
when  it  is  heated  with  alcoholic  potash  in  sealed 
tubes  (Berthelot,  Annalen,  1869,  109,  118). 

Reducing  agents,  such  as  zinc  and  dilute 
sulphuric  acid,  or  alcoholic  potassium  hydrogen 
sulphide  (Rt^ault,  I.c.),  reduce  it  to  tetrachlor- 
ethylene  (carbon  dichloride).  The  same  reaction 
takes  place  when  it  is  heated  with  silver  at  280^. 
Sulphur  trioxide  acts  upon  it  at  160°  according 
to  tne  equation 

oa,<ja,-f2so,=ca,-coa-fS,o,a, 

(Prudhomme,  Annalen,  1870,  166,  342). 

Ctahon  dichloride,  TetrachlorOhffiene  C,Cl4 
(Faraday,  PhO.  Trans.  1821,  47;  Regnault, 
Ann.  Chim.  Phys.  1839,  [21  70 ;  [21  71,  372),  is 
formed  as  a  lia  nid  coloured  witii  chlorine  when 
the  vapour  of  carbon  trichloride  is  passed 
through  a  red-hot  tube  fiDed  with  fragments  of 
glass.  It  is  purified  by  passing  it  repeatedlv 
through  a  red-hot  tube,  tnen  Rhaldng  up  with 
mercury  and  rectifying  at  a  low  temperature 
(Fanday).  More  easily  obtained  by  adding 
carbon  trichloride  in  small  portions  to  an  alcoholic 
solution  of  hydiogen  potassium  sulphide,  as  long 
as  sulphuretted  hydrogen  is  given  on.  The  liquid 
is  distilled  and  carbon  dichloride  separates  from 
the  distillate  on  dilution  with  water  (Resnault, 
/.c) ;  or  by  reduction  of  carbon  trichloride  with 
zinc  and  sulphuric  acid.  Mobile  liquid  of  Bp.gr. 
1-619  at  20°  (Regnault),  1-012  at  10°  (Geuther) ; 
b.p.  122°  (Renault),  116°  (Geuther);  remains 
liquid  at  — 18%  and  does  not  conduct  electricil^. 
Insoluble  in  water,  acids,  and  alkalis,  but  dis- 
solves in  alcohol  and  ether,  and  oils.  Decomposed 
at  a  red  heat  into  the  hexehlonhenzene  C^Cl^  and 
free  chlorine.  When  its  vapour  is  pasasd  over 
bar^  at  a  red  heat,  it  is  decomposed  with  vivid 
ignition  into  barium  chloride,  carbon  dioxide, 
and  charcoal  It  absorbs  bromine  in  the  sun- 
shine, forming  caaihon  chlonbromulf,  CsCl«Br,. 
It  is  converted  by  continued  heating  to  200° 
with  potassium  h  vdroxide  into  potassium  oxalate 
and  chloride,  hydrogen  being  given  off  (Geuther, 
Annalen,  247).  It  absorbs  dry  chlorine  in  sun- 
shine, forming  the  trichloride,  but  is  converted 
into  trichloraceUe  acid  when  exposed  to  an 
atmosphere  of  chlorine  under  water 

c,a4+2H,o-f  a,  —  3Ha+c,Ha,o, 

(Kolbe,  Annalen,  1846,  64,  181). 

Hexehtorobenzene  C„C1«;  m.p.  225°;  dis- 
covered in  1821  by  Julin  and  investigated  by 
Phillips  and  Faradav  (Phil.  Trans.  1821),  and 
by  Regnault  (Ann.  Chim.  Phys.  [2]  70,  144), 


who   prepared   it   by 


passing 
morethvl 


the   vapour    of 


chioroiorm  or  tetracmorethylene  tluxnigh  a 
porcelain  tube  filled  with  fragments  of  porcelain 
and  heated  to  redness.  Obtained  from  methylene 
chloride  by  Id  or  IQ,  (Holand,  Annalen,  240. 
234);  the  crystalline  product  is  dissolved  in 
ether,  filtered,  evaporated  to  dryness,  and 
sublimed.  Obtained  by  Hugo  MiUler  as  a 
final  product  of  the  action  of  antimony  penta- 
chlonde  or  chlorine  in  presence  of  iodine  on 
benzene.  It  is  also  obtained  by  sending  a 
current  of  6*6  amperes  and  42  volts  for  $  hour 
between  carbon  electrodes  in  an  atmosphere  of 
chlorine.  If  a  higher  current  and  voltag^e  are 
used,  and  it  is  continued  for  much  longer,  the 
trichloride  C^Clf  is  formed.  Bromine  yields 
similar  compounds  (Bolton,  Lc),  Forms  ^Rrhite 
delicate  newUes  with  a  silky  lustre,  tasteless. 
but  with  an  odour  resembling  spermaceti ; 
sublimes  without  fusion  at  120°. 

Insoluble  in  water,  acids,  and  alkalis,  but 
soluble  in  alcohol,  ether,  and  hot  oil  of  turpen- 
tine. Decomposed  into  chlorine  and  charcoal 
on  passing  through  a  red-hot  porcelain  tube 
filled  with  glass  or  rock  crystaL  Bums  with  a 
bluish  colour  in  the  flame.  Potassium  boms  on 
being  strongly  heated  in  its  vapour.  Formerly 
reguded  as  carbon  monochloride :  molecular 
formula  established  by  Bassett  (Chem.  Sck;. 
Trans.  [2]  6,  443). 

Carbon  tetmiodlde,  Tetmiodomdhant  CI4. 
Dark-red  octahedra;  8p.gr.  4*32;  obtained  by 
action  of  aluminium  iodule  on  a  mixture  of 
carbon  tetrachloride  and  disulphide  (Gustavson, 
Ber.  14, 1706). 

Carbon  nitride  (v.  Cffonogen,  art.  Cyanidbs). 
Carbon  rabnitride  C4N,  has  been  obtained 
by  Moureu  and  Bougrand  (Compt.  rend.  1910, 
160,  226)  by  removing  two  molecules  of  water 
from  the  diamide  of  acetylene  dicarboxylic  acid. 
CONHa-0 :  C  CONH,  =  N  :  0-C :  CO :  N-f  2H,0. 
It  forms  fine  white  needles;  m.p.  20*6°-21°; 
b.p.  76°  at  763  mm.,  and  its  vapour  has  an 
odour  and  an  irritating  action  resembling  that  of 
cyanogen.  It  is  readuy  combustible,  and  takes 
fire  spontaneously  at  130°,  burning  with  a 
purple  flame,  also  resembling  that  of  cyanogen. 
It  has  an  abnormally  high  molecular  refraction 
and  dispersion,  and  a  density  of  0*0703  at  26°/4°. 
Carbon  oxyehloride  COCl,,  Carboni^  di- 
ehlonde,  Chhrccarhoruc  acid,  Pkaaffene  go*. 
First  obtained  by  J.  Davy  by  action  of  sunlight 
on  mixture  of  carbon  monoxide  and  chlorine. 
(For  details  of  this  mode  of  preparing  it.  v.  £m- 
meling  and  Lengyel,  Annalen  SuppL  7, 101,  and 
Wilm  and  Wisohin,  ibid.  147,  460.)  Also  ob- 
tained  by  passing  carbon  monoxide  into  boiling 
antimony  pentachloride  (Hofmann,  Und.  70, 
139;  Butlerow,  Zeitsch.  f.  Chem.  1863,  484; 
Kraut,  Grm.-K.  I.  2,  380) ;  by  heating  carbon 
tetrachloride  with  zinc  oxide  in  dosed  tubes  at 
200°,  or  by  mutual  action  of  carbon  tetrachloride 
and  carbon  monoxide  at  400° ;  or  by  heating  a 
mixture  of  chloroform,  potasssium  dichrQmate, 
and  sulphuric  acid. 

Carbon  oxyehloride  is  a  oolourless  liquid, 
boiling  at  8*2°,  and  of  sp.gr.  1432  0/4°.  Soluble 
in  acetic  acid  and  benzene;  decomposed  by 
water:C0a,-|-H,0  =  C0,+2HCL  Withaloohol 
forms  chkrwarbofMC  ester  Cl*COOC|Hg.  Com- 
bines with  ammonia  to  form  urea  and  ammo- 
nium chloride. 
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Svip/nxarbonic  acid  CS,.  This  compound 
discovered  by  Lampadius,  in  l^SB,  by  heating 
pTrites  with  cbaraoal.  Clement  and  Desormes. 
m  1602,  in  examining  the  action  of  sulphnr  on 
red-hot  charcoa],  obtained  the  same  product. 
Ita  Dntore  was  ostablUhad  by  Vauquolin. 

Manufaclure. — Schrotter  in  Germany,  and 
PeiDQcel  in  France,  first  prepared  carbon  diaul- 
phide  on  a  manufacturing  scale.  Schriitter  em- 
ployed a  cylinder  of  Heeaian  olay  in  which  the 
charcoal  was  heated  :  the  sulphnr  waa  fntrodnced 
through  a  hole  near  the  bottom,  to  the  upper  end 
was  bxtd  an  exit  tube  for  the  vapour  of  the 
carbon  disolpbide  formed.  The  apparatus  pro- 
duced about  20  kilos,  of  the  disu^hide  in  12 

DeisB  and  Fisher  employed  cast-iron  cylinders 
in  which  the  vapour  of  salpbur  passed  over 
charcoal  heated  to  redness.  Fireclay  retorts 
glazed  internally  to  prevent  the  escape  of 
vapour  through  the  pores  were  also  used,  each 
cynnder  was  about  6  feet  high  and  nearly  20 
inches  diameter.  Four  retorts  were  arranged 
in  a  single  fnmaoe  in  such  a  way  that  the 
flame  of  the  file  oould  play  entirely  round 
them.  Each  retort  was  divided  internally  into 
two  parts  by  means  of  a  perforated  shelf ;  the 
upper  compartment,  which  was  the  lai^er  of 
the  two,  served  to  contain  the  charcoal,  which 
could  be  thrown  in  through  a  special  open- 
ing in  the  lid  without  interruptins  the  working. 
A  second  opening  in  the  top  of  Uie  retort  was 
provided  with  a  tube  aboat  2  inches  in  dia- 
meter, which  led  directly  into  the  lower  com- 
partment, and  was  used  to  throw  in  sulphnr  as 
reqoited.  The  vapour  of  carbon  disulphide  which 
was  formed  during  the  process  was  conducted 
through  a  delivery  pipe  connected  with  a  third 
opening  in  the  retort  into  the  condensers.  The 
four  retorts,  having  been  filled  with  charcoal  and 
the  lids  closed,  were  heated  to  redness  by  a  coal 
fire.  Pieces  nl  sulphur  wrapped  in  cyUndrical 
paper  packets  were  then  dropped  in  the  pipes 
leading  to  the  lower  partitions  of  the  retorts. 
Two  such  packets,  each  containing  about  61 
oi.  ot  sulphur,  were  thrown  in  at  intervals  lA 
about  3  minutes,  the  opening  at  the  end  of 
each  tube  being  closed  at  each  successive  addi- 
tion. The  charcoal  was  renewed  every  7 
hours,  and  was  heated  about  an  honr  and 
three-quarters  each  time  before  the  neceasary 
temperatnio  was  attained  for  its  combination 
nith  sulphur.  The  vapour  of  carbon  disnlphide 
mixed  with  that  of  sulphur  escaped  throngh  the 
delivery  tabes,  passing  into  the  first  row  St  con- 
densers, where  it  was  partially  condensed,  to- 
gether with  some  sulphur;  the  undissolved 
sulphur  was  recovered  and  osed  over  again. 
Thence  the  unoondensed  vapours  passed  on  into 
the  second  row  of  condensers,  and  so  on  till  the 
:indensers,  amounting 
nnected  together  by  i 
connected  with  the  ch 
the  works,  or  better,  with  vessels  or  tubes 
taining  layers  of  pulverised  Hme  to  absorb  the 
sulphuretted  hydrogen  which  would  otherwise 
create  a  nuisanoe  in  the  neighbourhood  of  the 
factory. 

The  condensers  were  made  of  sheet  sine. 


water  a  little  deeper  than  the  openings,  so  ab  „ 
form  a  water  lute,  permitting  the  passage  of  the 
condensed  liquid  while  closing  the  exit  against 
vapours.  The  lids  of  these  condensers  were  fur- 
nished with  rims  forming  a  kind  of  saucer,  con- 
taining water  to  assist  in  the  condensation  of 
the  vapour.  EUch  lid  had  two  openings  in  the 
form  of  tubulures,  into  which  tne  pipes  were 
fixed  for  the  transmission  of  the  vapours  from 
condenser  to  condenser- 
Gerard  employed  a  vessel  of  cast  iron  ^  feet  in 
height,  about4feet8inches  in  diameter,  and  sides 


Fio.  IB. 

11  inch  thick  (Fig.  16).  The  retort  was  elliptical 
in  section,  stood  upon  a  brickwork  arch,  and  was 
heated  from  below  by  a  fire.  Near  the  bottom 
was  a  pipe  fitted  with  a  valve,  through  which 
sulphur  could  be  introduced  into  the  cylinder. 
At  the  upper  extremity  was  a  wide  pipe  which 
conld  be  closed  with  a  lid,  and  ssr^  for  the 
introduction   of    chareool  into   the  apparatus. 

Another  pipe,  cast  in  one  piece  with  tie  ' 

1,  sloped  forward  and  passed  ii ' 


which  the  sulphur  which  passed  over  during  the 
operation  was  condensed,  and  conM  be  easi^ 
moved  by  opening  a  valve  in  a  tuhnhis 
■     ■     id 


in  the  pipe ;  the  more  volatile  c«rbon 
disnlphide  passed  forward  into  the  condensers. 
The  condenser  consisted  of  three  vessels,  cylin- 
drical in  form,  arranged  one  above  the  other, 
and  commnnicattne  by  vertical  pipes.  The 
topmost  condenser  had  an  exit  pipe  for  salphur- 
etted  hydrogen,  tc,  and  the  condensed  carbon 
disalphide  could  be  drawn  off  into  a  receiving 
vessel  beneath  by  opening  a  cock  in  a  pipe 
proceeding  from  the  lower  condenser. 

The  three  condensers  were  contained  in  a 
tank  S  feet  high  and  5  feet  wide,  filled  with  water, 
which  could  be  renewed  at  pleasure. 

The  sulphur  was  added  in  portions  of  abont 
3  lbs.  at  intervals  of  3  minnt«s.  The  oven  was 
heated  duriiu;  the  night  to  volatilise  the  sulphnr, 
and  the  residnal  chucoal  was  added  to  the  new 
charge.  This  apparatns  yielded  in  24  hours 
about  C70  lbs.  of  carbon  disnlphide,  consisting 
theoretically  of  480  lbs.  of  sulphur  and  00  lbs. 
of  carbon :  in  practice  630  lbs.  of  sul^Aur  and 
242  lbs.  of  wood  charcoal  were  used.  Q^rd 
found  it  advantageous  to  surround  the  generating 
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vessels  with  brickwork,  which  rendered  them 
more  durable. 

Only  retorts  of  a  certain  size  could  be  em- 
ployed, as,  when  they  were  too  larse,  the  heating 
was  irregular,  causing  waste  of  sulphur.  When 
using  unrefined  sulphur,  the  retorts  needed 
cleaning  every  fortnight,  but  with  purified 
sulphur  they  could  be  kept  working  for  two 
months. 

The  present  mode  of  manufacture  is  thus 
described  by  Ignatius  Singer  (J.  Soc.  Chem.  Ind. 
8,  1889,  93)  (sec  Fig.  16) : 

A  is  a  vertical  oast-iron  retort,  or,  better  still, 
made  of  earthenware,  glazed  inside,  of  elliptical 
shape,  about  66  inches  high,  and  20  by  12  inches 
internal  diameter.  It  rests  on  a  support,  B, 
made  of  firebricks,  and  is  protected  by  a  mantle 
of  best  firebricks,  o,  about  4  inches  thick,  leav- 
ing a  space  of  from  }  to  }  inch  between  it  and 
the  retort  The  metal  of  the  retort  should  not 
be  less  than  2  inches  in  thickness,  d  is  tiie 
outer  brickwork  of  the  furnace  lined  on  the  in- 
side with  firebricks,  d'  ;  B,  E,  fire-grates ;  x', 
ash  pits ;  r,  furnace  doors,  made  of  frames,  a, 
into  which  a  fire-proof  slab,  6,  is  inserted.  The 
furnace  doors  are  suspended  hj  cables  running 
over  pulleys,  and  are  counterpoised,  so  that  they 
can  be  raised  or  lowered.  At  ^  is  shown  a  small 
peep-hole,  through  which  the  temperature  in  the 
furnace  may  be  watched.  In  the  lid  of  the 
retort  are  cast  two  tubes,  o  and  o',  of  about  6 
inches  internal  diameter  and  not  less  than  1 
inch  in  thjclmefi'',  but  it  is  advisable  to  have 
them  made  somewhat  stronger,  as  the  lid  will 
then  ouUast  several  retorts.  Over  the  openings, 
o,  a  vent-pipe  or  flue,  h,  is  suspended  by  a  lever, 
so  that  it  can  be  raised  or  lowered  at  will,  one 
end  of  which  passes  through  the  roof.  When 
fresh  charges  of  charcoal  are  to  be  introduced 
into  the  generator  a,  which  is  done  through  the 
tubulure  o',  the  lid  closing  the  tube  o  ia  first 
removed,  and  the  vent-pipe  h  quickly  lowered, 
which  serves  the  purpose  of  carrying  off  the 
noxious  gases  that  would  otherwise  be  injurious 
to  the  workmen,  o'  may  now  be  opened,  and 
the  carbon  fed  in  without  the  slightest  incon- 
venience. 

From  the  tubulure  a'  issues  a  pipe,  i,  inclined 
upwards,  through  which  the  disulphide  of  carbon 
vapours  escape.  Most  of  the  free  sulphur  pass- 
ing over  will  condense  here  and  run  back  into 
the  retort.  But  the  partially  cooled  sulphur 
falling  on  to  the  surface  of  the  incandescent 
carbon  would  be  immediately  vapourised  again, 
at  the  same  time  cooling  down  tne  top  layer  of 
the  charooaL  To  obviate  this,  Singer  suggests 
than  an  opening  should  be  made  in  the  lower 
part  of  the  pipe  i,  to  which  a  hopper  can  be 
fitted,  as  shown  at  j,  terminating  in  an  earthen- 
ware pipe  K,  reaching  nearly  to  the  bottom  of 
the  retort.  By  this  means  the  sulphur  distilling 
over  uncombined  would  be  conducted  back  to 
the  bottom  of  the  generator,  the  pipes  would  be 
less  liable  to  be  choked  up,  while  the  resulting 
product  would  be  purer. 

From  the  lower  end  of  the  retort,  close  to 
the  bottom,  a  pipe  m  branches  off,  a  little 
upwards  inclined,  passing  through  the  brick- 
work and  terminatmg  in  a  ohamber  N,  with 
door  n.  During  work  this  pipe  ia  carefully  closed 
by  a  lid.  It  serves  the  purpose  of  raking  the 
aahes  out  of  the  retort^  wnich  is  done  onoe 


a  week.    At  m  a  flue  is  shown,  carrying  the 
noxious  gases  into  the  chimney.     The   aahes 
are  allowed  to  cool  here  before  their  removal. 
Adjoining  this  chamber  is  a  hearth  into  which 
an  iron  vessel,  o,  is  fitted,  for  mating  the  sul- 
phur.    It  is  heated  by  a  flue  from  the  furnace 
passing  underneath  it,  provided  with  a  damper 
to  reffulate  the  heat.     (In  Fig.  16  this  sulphur 
vessel  is  raised  so  as  to  make  it  visible  in  the 
drawing.)    A  pipe,  o,  closed  by  a  conical  valve 
to  which  an  iron  rod,  o',  is  attached,  connects  the 
sulphur  pot  with  the  arm  m  of  the  retort,  by 
which  means  the  sulphur  can  conveniently  be 
introduced  into  the  latter. 

The  sulphur  flowing  down  the  incline  of  the 
arm  m  arrives  at  the  bottom  of  the  retort,  where 
it  is  volatilised ;  the  vapours,  passing  upwards, 
combine  with  the  carbon.  The  generated  di- 
sulphide vapours  escape  through  pipe  i,  and 
then  pass  down  the  vertical  tube  t  mto  a  vessel 
p,  where  any  excess  of  sulphur  is  deposited. 
The  lid  of  this  vessel  rests  in  hydraulic  seals, 
and  is  connected  with  the  inlet  and  outlet  pipes 
by  a  kind  of  telescopic  tube  made  air-tight  by 
water.  When  the  vessel  p  is  to  be  removed*  the 
lid  is  raised,  the  vessel  taken  away,  another 
similar  one  put  in  its  place,  and  the  lid  lowered 
again.  This  should  be  done  once  a  week  only, 
and  never  while  distillation  is  going  on. 

The  carbon  disulphide  vapours,  now  freed 
from  the  greater  part  of  uncombined  sulphur, 
pass  through  a  Liebig's  condenser,  l,  about 
30  feet  long,  into  a  receiver,  s,  partially  filled 
with  water.  The  crosspieoe  t,  connecting  the 
liebi^'s  condenser  with  the  receiver,  is  made  so 
that  it  can  be  detached — being  secured  at  v 
by  flanges  bolted  together,  and  at  t7>  by  water 
seal — ^for  purposes  of  cleaning,  &c.  From  here 
the  disulphide  is  allowed  to  run  through  a  siphon, 
p,  direct  to  the  storage  tanks.  A  better  plan, 
however,  is  to  keep  uie  storage  tanks  for  the 
crude  product  on  a  high  levd,  which  greatly 
facilitates  the  after-process  of  purification.  In 
this  case  the  disulplude  of  carbon  is  allowed  to 
flow  into  a  tnontejiu,  u,  as  shown  in  drawing, 
A  pipe  9,  reaching  nearly  to  the  bottom,  is 
passed  tlurough  the  cover  of  the  montejua  to  the 
high-level  tank.  A  second  pipe,  r,  connects  the 
v^sel  tr  with  a  force-pump.  On  air  bein^ 
pumped  into  n  through  r,  the  stop-cocks  p'  and 
P'  having  been  shut  off,  the  disulphide  is  pressed 
up  through  pipe  q  into  the  tank.  This  is  a  far 
better  method  than  using  pumps,  as  in  the  latter 
it  is  difficult  to  prevent  leakage,  the  crude  di- 
sulphide having«a  very  corrosive  action  on  most 
metals.  For  the  same  reason,  the  receivers, 
tanks,  &c,,  for  the  crude  substance  should  all  be 
lined  with  sheet-lead,  as  wrought-iron  vessels 
soon  perish,  while  copper  is  even  more  ener- 
getically acted  upon.  Cast  iron  withstands  cor- 
rosion much  better,  but  is  objectionable  on 
account  of  its  porosity.  This  might  be  remedied, 
however,  by  giving  the  vessels  repeated  coatings 
of  dilute  sUicate  of  soda,  both  inside  and  out- 
side, the  vessels  being  first  slightly  heated  with 
steam  and  the  silicate  applied  while  warm. 

Near  to  the  top  of  the  receiver  s  is  a  pipe,  9. 
for  carrying  off  the  uncondensable  vapours — 
chiefly  sulphuretted  hydrogen.  The  gases  are, 
conducted  into  a  rectangmar  vessel,  w,  where 
they  are  made  to  circulate  in  zigzag  over  a  series 
of  shallow  trays  filled  with  a  ve^table  oil*  to 
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BbBoiban^disnlphidevapoun  which  haveMcaped  As  the  generator  a  raijniTes  fresh  chug«a  of  oar- 

coDdetuuttion.     The  nil  ann  be  made  to  trickle  bon  every  S  hours,  it  u  very  eoonomical  to  keep 

from  a  reserroir,  z,  as  ehown,  through  a  goose-  this  Bmall   retort  always  filled   with  charcoal, 

necked  pipe,  which,  passing  from  tray  to  tray  which  by  the  time  it  a  required  will  be  red  hot, 

in  an  oppoeiU  coime  to  that  of  the  goees,  finally  and  no  more  time  need  be  lovt  than  is  required 

tricklea  throDgh  z  into  a  receiTsr,  v.     When  a  for  transferrins  it  from  the  one  into  the  other 

euffioiont  quantity  has  aocumnlatad  here,  the  retort.     By   this   arrangement,    part   of   what 

dianlphide  is  distilled  oS  and  the  oil  returned  to  would  otherwise  be  waste  beat  is  utilised,  and  a 

X.     Before  the  gs>Bes  enter  this  absorber  they  aro  great  saving  in  time  and  fuel  effected.     A  stUI 

'  washed '  by  making  the  end  of  the  pipe  a  dip  better  plan  is  to  make  the  charcoal  on  the  spot, 

iatotheoilasshownati/,  whereby  the  apparatus  S  honra  being  more  than  sufficient  to  char  the 

is  diaCDnnect«d  from  contact  with  air.   Thegoaes  wood  and  to  heat  it  up  to  bright  redness.     Spent 
are  now  passed  through  a  seoond  veMel.  z,  aimi-  i  dyewoods,    tanner's    refuse,    or     sawdnst,   are 

lar  in  construction  to  the  one  just  described,  only  excellent  for  the  purpose,  and  as  these  would  not 

aubstitutins  lime  or  oxide  of  iron  for  the  oQ,  to  require  crushing- — as  when  charooal   is  bought 

absorb  the  U^.  and  are  then  allowed  to  escape  in  Inmpe— a  saving  in  labour,  possibly  also  in 

into  the  open  air  through  the  pipe  z.  money,  might  be  made,   be^ea    being    moi« 

Above  the  retort  *,  and  between  it  and  the  cleanly.     By  a  small  outlay,  the  vapours  mighl 

chimney,  set  at  right  angles  to  each  other,  is  be  condensed,  and  pyroligneous  acid  obtained  as 

a  smaller  retort,  similar  in  construction  to  a,  but  a  by-product. 


only  about  one-third  tbe  capacity  of  the  latter.  The  apparatus  is  worked  ae  follows ;    After' 

and  is  heated  by  aausing  the  products  of  com-    havingallnwed  the  brickwork tosetandpartiallv 
bustion  coming  from  the  furnace  to  cticnlat«    dry  for  a  few  days,  the  fires  are  started,  at  fii 


round  it  before  finally  passing  into  the  chimney,  gently,  to  prevent  the  brickwork  from  cracking, 
(Only  the  discharge  hole  A',  corresponding  to  the  :  then  gradually  increasing  the  heat  until  tbe 
arm  m  of  the  retort  a,  is  viaiblB  in  the  drawing.)  .  retort  beoomfs  a  dull-red  colour.    The  latter  is 


[L 
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this  bubbling  ceases,  and  carbon  disniphide 
begins  to  distil  over.  Distillation  is  now  pro- 
oeoding,  sulphur  being  charged  in  every  5 
_i — .._  jijQut  ij  to  ij  ]]^  g^j,  tinwi  [or  T 
if  sulphur  is  slopped, 
)  elapse  before  fresh 


now  filled  with  small  charcoal,  and  the  smaller 
retort  with  chips.  Sawdust,  &C,,  and  the  firea  are 
now  urged  until  the  retort  and  the  charcoalin  it 
have  become  a  ■  cherry  red'  This  heat  should 
never  be  exceeded,  noi  should  it  be  allowed  to 
fall  below  this,  as  in  either  case  it  would  result 

in  a  lesser  yield  of  carbon  disulphide.  charcoal  is  filled  in.     The  lid  u  then  removed 

When  the  proper  temperature  is  attained,  the  from  o,  and  the  flue-pipe  h  lowered,  c'  may  now 
two  openings  in  the  lid  of  the  retort  are  closed,  ix  opened,  and  last  of  all  the  lid  h'  is  removed 
the  lids  being  screwed  down  tightly,  with  some  from  h  of  the  carboniser,  and  the  red-hot  char- 
clay  made  into  a  thick  paste  as  a  lute.  A  better  ;  coal  raked  from  the  carboniser,  by  meant  of  a 
way  would  be  to  cast  m  the  top  of  these  tubu-  i  funnel  or  hopper,  into  the  returt  A.  The  retort 
lures  grooves,  and  the  lids  witn  a  rim  loosely  '  is  now  closed,  taking  care  that  the  opening 
fitting  into  these  grooves,  forming  what  is  called  communioating  with  the  flue  b  is  the  last  to  be 
on  hydraulic  seal,  ouly  using  lead  in  the  place  of  shut  06,  and  work  started  again.  At  the  end  of 
water.  Tbe  h^t  there  is  sufficient  to  melt  lead.  .  each  week,  neither  coal  nor  sulphur  is  charged 
but  not  so  great  as  to  prevent  its  use.  This  in  for  8  hours,  after  which  the  whole  apparatus 
would  form  a  much  bettor  lute,  and  could  be  is  cleaned  out  in  the  following  manner:  The 
opened  and  closed  in  much  less  time,  which,  in  flue  s  having  been  lowered  on  to  o  as  described 
the  ease  of  disulphide  of  carbon  manufacture,  is  above,  the  cover  at  the  end  of  the  delivery  pipe  I 
a  great  desideratum.  Having  previously  secured  is  removed,  and  wet  bags  or  pieces  of  oanvaa  sjo 
all  the  joints  throughout  the  apparatus,  sulphur  tightly  rammed  down  the  pipe  I.  and  past  its 
is  now  run  in  by  raising  the  rod  o'  in  the  sulphur  '  junction  with  the  vertical  pipe  r,  so  as  to  isolate 
pot.     A  bubbling  will  immediately  be  heard  in    the   condensers.   &c,,   from   the   furnace.     The 

the  gas  washer  at  y,  caused  by  the  escape  of    ashes  are  oov  — >— ■  — '  '■— ~-i- -" :i— j 

sulphuretted  hydrogen,   Ac.     In  a  few  minutes,    above,  the  r 


and  while  this  li  getting  heated  up,  the  othei  | 
portions  of  the  apparatus  tue  examined,  and 
where  lulphur  is  present  it  is  removed. 

With  one  each  retort,  from  4  to  6  cwts.  of 
carbon  diaolphide  can  be  made  in  a  day,  but  it 
it  mnch  more  economical,  both  in  labour  and 
fuel,  to  ha»e  several  retort* — say  (our — in  the 
same  fomace. 

MANurACTtrRB  OF  Cakbor  Dibui-fhidb  by  the 
Blectbio  Fcbkaoe. 
Carbon  disnlphide  is  now  made  on  the  laive 
scale,  near  Penn  Yan,  N.Y.,  America,  by  the 
Taylor  Cbemical  Company,  by  means  of  an 
elrotrio  fnrnace,  devised  and  pat«nt«d  by  Mr. 
Edward  B.  Taylor  (U.S.  Pat.  3a83M.  Dec.  10, 
1901 ;  871B71,  Nov.  26,  1907),  who  has  kiadly 
supplied  the  information  upon  which  the  follow- 
ing deaciiption  of  the  process  is  based.  The 
codBtraction  of  the  fnmaoe  ia  shown  in  Figs.  17, 
18,19,20,21.   Fig.  nshowsasectioninelevatioD 


Fig.  17. 
through  the  electrodes,  and  Fig.  18  shows  a  cross 
section  in  elevation  at  right  anglea,  the  figares 
being  taken  from  the  patent  spccili cations.  In 
Fig.  IT  is  shown  the  position  of  the  electrodesd.  d. 
near  the  bottom  of  the  funiace  shaft,  which  is 
represented  as  filled  with  chareoal ;  in  Fig.  18, 
they  are  seen  at  (/.  At  it(Fig.  17)  arepipes  through 
which  are  paeaed  broken  carbons,  i.r.  refuse 
from  the  factories  of  carbons  for  arc  lights,  for 
the  purpose  of  reinforcing  the  main  carbons  ; 
these  pass  down,  upon,  and  over  the  ends  of  the 
main  carbons,  and  convey  the  current  from  the 
electrodes  to  the  charcoal.  The  intermediat* 
conductive  material  protects  the  electrodes 
proper  from  the  intense  heat  and  eroding  action 
and  thereby  prolongs  their  life.  It  also  tends  to 
steady  the  current,  fluctuations  being  mainly 
'n  power  and  not  to  changes  ot 


the  fDmace  itself.  The  obkrooaJ 
for  the  reaction  is  fed  into  the  furnace  thcmwh 
theopeningi(Fig.  17),  ftwferably tour  electrode* 
are  used  in  this  construction,  supplied  with  two- 
phase  alternating  current.  Prevision  is  made 
for  keeping  the  metallic  portions  of  them  com- 
paratively cool  by  feeding  cold  snlphui  on  to 
them  through  the  mlets  ahown  as  o  (Fig.  17),ajKl 
which  can  be  replenished  through  the  Eoppen  n, 
the  sulphur  pj—'ng  into  the  annular  chambera 
shown  below  the  hoppers,  seen  in  detail  io 
Figa.  10,20,«Dd  21.  Theinteriocof  thefuioace 
thus  filled  with  sulphur,  which  is  gradually 
melted  and  finds  its  way  to  the  reaction  cone. 
By  this  construction,  the  heat  that  would 
oUierwiae  be  radiated  frem  the  external  walls  ol 
the  furnace  is  absorbed,  and  no  outside  lagging 
is  needed.  The  furnace  is  16  feet  in  diameter 
and  41  feet  high.  It  needs  much  leas  care  and 
is  easier  to  manage  than  one  of  the  small  iron  or 
clay  retorts  generally  used. 

Id  working,  charcoal  is  put  into  the  oharger 
above  the  bdl  and  the  opening  sealed.  The 
charcoal  falls  into  the  shait  of  the  furnace  as 


Flo.  18. 
often  as  there  is  room  for  it,  the  chaixer  being 
replenished  frem  time  to  time.  The  shaft 
should  be  kept  filled  with  chafcoal  and  the 
internal  spaces  filled  with  sulphur :  tbtis  thet» 
is  no  loss  of  heat  by  radiation  and  the  heat 
absorbed  in  melting  the  sulphur  is  returned  to 
the  furnace. 

Electricity  is  supidied  in  such  quantity  that 
the  electrodes  ate  not  submerged  m  the  melted 
Bul[^ni  to  such  an  extent  as  to  restrict  the 
passage  of  the  current.  The  electricity  is 
ordinarily  passed  from  the  one  electrode  to  the 
other  immediately  opposite,  but  the  direction 
can  be  changed  at  any  time  so  as  to  pass  to  the 
adjacent  electrode,  thus  burning  out  uiy  piera 
or  '  scaffolds  '  that  may  form  in  the  comers  and 
which  would  prevent  tnc  regular  descent  of  the 
charge.      The    sulphur    within     the     working 


z  soon  becomes  iu«lt«d,  and  it«  level 
rises  more  or  less  neulv  to  the  top  of  the  elec- 
trode*. At  it  approBcliBa  the  heat  rone,  the 
aulphni  is  vapoorifed  and  riaea  tbrouKli  the 
charcoal  which,  when  safReieDtly  heated,  com- 
binee  with  it,  forming  the  diaulphide,  the 
Tapoui  of  which  nscenda  through  the  ohaicoal 
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tion.  'Fig.  23  ahows  a  sectional  elevation  with 
the  plane  of  the  seotion  at  right  angles  to  that 
of  Fig.  22.  and  with  portiona  hroken  away  at 
top  to  expose  parts  behind  the  plana  of  the 
section.  Fig.  24  is  a  top  view  on  which  the  planes 
of  F^j.  22  and  23  respectively  are  indicated  by 
broken  linea,  a-b  and  o-n ;  and  Fig.  26  lepre- 
sente    a    horizontal    uction    on    the  line  s-r 


Fio.  22. 

i  inch  thick,  connect  the  insulated  electrodes 
with  two  Stanley  inductive  type  dynamos,  each  of 
330  kilowatts  capacity,  run,  as  a  mle,  by  water 
power.  The  average  voltage  is  about  60.  The 
yield  is  ususUv  about  14,000  Ibt.  of  the  di- 
Bulphide  in  24  hours,  bat  it  is  capable  of  being 
increased  to  26,000  lbs. 

An  improved  type  of  electric  fnmace.  more 
particnlarly  adapted  for  a  smaller  installation, 
is  seen  in  Figs-  22  and  13,  ceprodufed  from  the 

Fig.  22  show*  the  furnace 


(Fig.  23).  Like  reference  charactsni  refertoliko 
parta  in  all  the  figures.  There  is  an  outer  shell 
of  iron  or  steel  within  which,  at  the  bottom,  is  a 
llathearthof  Boor4  (FigB.22,23,and26}o(  fire- 
brick, which  supports  a  circular  wall  of  like 
material,  within  which  is  the  working  chamber  a 
of  the  furnace,  and  an  outer  wall,  6,  concentric 
with  the  wall  S,  extending  upward  a  short 
distance  and  terminating  substantially  on  a 
level  with  the  bolster,  forming  lower  ends  of  a 


n  sectional  eleva- 


Th«  wall  6  ot  the  wurkin)i  chamber  a  ii  con- 
tinaed  cpwud  to  the  top  of  the  outer  ihell 
1,  2,  3 ;  ft  feed  chamber  b  for  mlphar  being 
formed  between  the  walla  5  and  B  at  bottom 
and  between  the  wall  6  of  the  working  chamber 
and  the  outer  shell  above  the  top  of  the  oater 


walls. 


provided  with  the  lupporting  link  IS  of  a 
weighted  levet,  17,  oomieoted  with  the  said  beil 
15,  DJ  a  rod,  IS,  and  rendering  the  hopper  a' 
Dormally  olosBd  at  bottom.  A  discharge  pipe,  e 
(Figs.  23  and  24),  eKteods  from  the  working 
ohunber  a  thtougb  the  top  portion  9  of  the 
ahell,  in  an  oblique  direction,  aa  shown  in  Fig.  23. 
Opening  19aad  30  (Figs.  22,  23.  and  2S)  for 
the  sulphur,  are  formed  in  the  working  chamber 
wall  5,  iinmediat«lj  above  the  fioor  4,  oad  at 
one  or  more  higher  points,  connecting  the  feed 
Epace  b  with  the  working  chamber  a,  and  pipe 
openings  21  and  22  extend  through  the  outer 
m]l  6  and  the  lower  ahelL  section  I  at  different 
heights  to  allow  the  sulphur  to  enter  the  furnace 
proper.  Metallic  oondnctors,  d  and  e  (Figs-  22 
and  24),  connected  with  the  source  of  electricity, 
are  attached  respectiTely  to  the  protruding 
upper  ends  of  metallic  electrode  stems  /  and  ff, 
wluch  ezUmd  to  the  top  of  the  outer  wall  6,  and 
rest  upon  the  top  of  this  wall,  as  in  Fig.  22. 
Each  of  the  eleotrode  stems  d  and  r  is  made  in 
tlCTee  sections,  numbered  respectively,  1',  2',  and 
3'  in  Fis.  22  ;  the  upper  section  1'  of  each  of  tbs 
stems  ming  hollow  and  cylindrical,  and  ex- 
tending through  a  stuffing  box,  23,  mounted  on 
the  top  of  the  shell,  and  preferably  constructed 
with  a  water  chamber,  24,  for  keeping  the  glajsd 
"  ■      Iv  coc-      ""      ■  ■     '  ■• 

adapting  it  to 
>per  end  of  a 


;ek 


which  is  provided  at  suitable  intervals  with 
hoppers  6'  «id  with  openings  10  (Fig.  23)  at  theit 
bottoms,  communicating  with  said  leod  space  6, 
each  of  the  hoppers  being  provided  with  a 
suitable  plug,  11,  having  a  handle,  1  i ',  eitcnding 
above  the  top  of  the  hopper,  so  that  the  hoppers 
may  be  filled  above  the  plugs,  and  the  plugs  then 
lifted  to  drop  the  contents  of  the  hoppers  into 
the  feed  space  6,  and  quickly  replaced  to  prevent 
the  eacap«  of  fumea  and  the  admisaion  of  air. 


Fro.  25. 

Within  the  central  opening  of  the  top  portion  !l.  of 
theshelliacharcoal  aopper,a'(Figs.  22,  23,  24), 
is  supported  ;  this  is  constructed  with  a  conical 
top,  12,  provided  with  a  capped  charging  nc^k, 
13,  through  which  the  charcoal  is  introduced  into 
the  hopper,  and  a  conical  bottom.  14,  depending 
witbiD  the  upper  end  of  the  working  chamber 
and  provided  with  a  central  opening  closed  bv  a 
bell,  16 ;   the  top  of  the  hopper  being  further 


pled  to  the  partly  dosad 
flat  middle  section  2',  which  ia 
tuBnIar,  excepting  its  lower  end,  and  this  end  ia 
trough-shaped  in  common  with  the  lowermost 
section  3',  which  is  detachably  bolted  to  the 
I  trough-shaped  lower  end  of  the  middle  section  2'. 
A  pail  of  manholes,  26  and  27  (Fig.  221,  in  the 
'  middle  section  2'  of  the  outer  shell,  afford  acoess 
to  the  bolta  connecting  the  middle  and  lowermost 
sections  2'  and  3'  of  the  electrode  stems,  and 
facilitate  disoonnecting  the  lowermost  sectkias  3' 
when  the  latter  need  to  be  renewed. 

The  electrodes  proper,  h  and  i,  are  of  carbon, 
made  in  sections  of  diflerent  lengths,  but  all  of 
'  one  and  the  aame  size,  and  all  rectangular  in 
'  cross  section  (compare  Figs.  22  and  26).  Such 
'  carbon  sections  project  at  right  angles  from  the 
<  tower  ends  of  the  stems  /  and  g,  and  may  be 
clamped  within  the  trongh-ahaped  stem  sections 
I  3'.  A  sufficient  number  of  the  longer  carbon 
sections  are  united  at  bottom  to  form  the  main 
body  of  each  electrode,  and  above  these  the 
I  shorter  sections  are  arranged  in  steps,  as  shown 
;  in  Fig.  22.  The  electrodes  A  and  i  project  in- 
'  wordly,  as  shown  in  Figs.  22  and  25,  and  are 
,  supported  beneath  by  the  botster-forniing  lower 
I  ends  of  the  embrasures  7  and  S,  through  whkih 
'.  the  respective  electrodes  extend  toward  each 
I  other,  into  the  working  chamber  a,  as  shown  in 
I  Fig.  22. 

The  tubnlar  or  hollow>stem  sections  I'  and 
'  2'  provide  for  feeding  the  mat«rial  downwards 
I  npon  the  electrodes.  The  upper  end  of  each 
stem  is  provided  with  a  conical  plug,  29,  and 
with  a  gallows  or  yoke,  30,  between  which  and 
I  the  top  of  the  plug  29  a  wooden  wedge,  31,  is 
driven  to  render  the  closure  air-tight. 
;  In  charging  the  tumace,  the  lower  part  of 
;  the  noiking  chamber  a  is  filled  with  broken 
I  sulpliur  to  the  plane  of  the  electrodes  k,  and  a 
sufficient  quantity  of  chanoal  is  superimposed. 
I  The  lower  part  of  the  furnace  is  then  tightly 
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closed  and  sealed,  and  the  working  chamber  a  is 
thereafter  filled  with  charcoal  to  any  dedred 
extent  by  way  of  the  chaiooal  hopper  a'  by  de- 
pressing the  bell  15  by  means  of  the  lever  17. 
The  hopper  a'  is  then  antomatically  closed  at 
bottom  by  the  re-elevation  of  the  bell  15. 
Crushed  sulphur  is  fed  into  the  imnnUr  feed 
space  h  surrounding  the  working  chamber  wall 
from  time  to  time  as  required  oy  way  of  the 
hoppers  b\  which  are  filled  with  the  sulphur, 
and  may  serve  to  measure  the  quantity  intro- 
duced, and  are  emptied  into  the  teed  space  b  by 
partly  withdrawing  their  plugs  11  and  replacing 
them  immediately  to  prevent  the  entrance  of  air 
and  the  escape  of  fumes.  The  disulphide 
vapour,  as  it  is  formed,  passes  off  through  the 
pipe  c  into  a  suitable  condenser. 

An  upper  manhole,  32,  extending  outward 
from  the  working  chamber  a  through  the  shell 
sections  1  and  2,  as  shown  in  Figs.  22,  23,  and  25, 
facilitates  access  to  the  interior  of  the  furnace 
when  it  is  cold  for  adjusting  or  renewing  the 
electrodes  h  and  t ,  and  for  arranging  the  charge 
at  the  beginning  of  an  operation ;  and  a  sub- 
jacent manhole,  33  (Fi^.  23),  facilitates  removing 
the  ash  from  time  to  tmie  as  may  be  necessary. 
The  electrode  stems/and  g,  and  their  stuffing  boxes 
23,  are  insulated  with  mica  and  asbestos  paper. 

This  furnace  is  designed  to  be  8  or  10  feet  in 
diameter  and  18  or  20  feet,  high,  and  will  produce 
5000  lbs.  of  carbon  disulphide  in  24  hours.  Two 
electrodes  only  are  employed. 

PturificoHoii  of  Carbon  Disulphide, — ^The 
crude  product,  which  contains  considerable  quan- 
tities of  sulphur,  may  be  purified  by  distillation. 
The  distilling  vessel  is  made  of  sheet  zinc,  and 
is  fitted  in  a  water-bath.  The  vapours  of  carbon 
disulphide  are  passed  through  a  wide  tube  into 
a  worm  surrounded  by  cold  water,  and  ending 
in  a  lap  at  the  bottom ;  the  liquid  as  it  con- 
denses is  allowed  to  trickle  into  a  vessel  placed 
to  receive  it. 

Deiss  employed  large  boilers  with  flat  bot- 
toms, which  were  10  feet  in  length,  6^  feet  in 
diameter,  and  3^  feet  high.  They  had  domed 
covers,  externally  coated  by  badly  conducting 
material,  so  as  to  reduce  to  a  tninimnm  the 
amount  of  carbon  disuldbide  returned  to  the 
boiler  by  condensation.  The  boiler  was  capable 
of  receiving  6  tons  of  crude  disulphide  at  a 
single  charge,  and  had  six  delivery  tubes  which 
terminated  in  six  vertically  placed  condensers. 
At  the  bottom  of  the  boiler,  there  were  two  serpen- 
tine pipes,  through  one  of  which  steam  was 
passed  until  the  crude  carbon  disulphide  boils. 
For  the  purpose  of  distilling  off  the  last  portions 
steam  was  passed  through  the  second  serpentine 
pipe  direct  into  the  boiler,  by  which  means 
carbon  disulphide  vapour  and  steam  pass  over 
together  into  the  condensers,  when  the  former 
accumulated  in  a  layer  below  the  surface  of  the 
water.  The  distillation  of  5  tons  lasted  3  or 
4  days,  and  the  products  of  the  distillation  at 
different  stajTOs  were  separately  collected,  and 
served  for  different  purposes.  In  the  first  por- 
tions, foul-smelling  constituents  predominate, 
such  as  sulphuretted  hydrogen ;  the  inter- 
mediate portions  are  the  purest,  while  the  last 
portions  are  contaminated  with  sulphur.  Much 
of  the  sulphuretted  hydrogen  was  removed 
by  placing  a  small  quantity  of  caustic  soda  in 
the  boiler. 


Boni^re  purified  the  crude  material  by  run- 
ning it  into  a  still  containing  a  strong  solution 
of  caustic  soda  and  heated  e:rtemally  by  steam  ; 
the  vapour  was  then  passed  through  several 
other  vessels  of  a  similar  kind  containing  alka- 
line liquids,  solutions  of  salts  of  iron,  lead,  or 
copper,  from  which  it  was  distilled  and  condensed. 
MUlon  patented  a  process  which  consisted  in 
mixing  the  disulphide  with  half  its  weight  of 
milk  of  lime,  and  then  carefully  distilling. 

Sidot  first  distils  the  crude  product,  and 
then  agitates  it  with  mercury  till  the  shining 
surface  of  the  metal  is  no  longer  blackened  by 
it.  Carbon  disulphide,  when  pure,  is  not  affected 
by  contact  with  mercury  for  any  length  of  time. 
Or  it  may  be  shaken  with  0*5  p.c.  of  mercuric 
chloride,  which  removes  a  fcetid  compound  of 
sulphur.  The  clear  liquid  is  then  decanted,  0*02 
of  its  weight  of  an  inodorous  fat  is  added,  and 
the  mixture  distilled  in  a  water-bath  at  a  low 
temperature  (Gloez). 

Another  method  of  purification  is  to  add  to 
100  parts  of  commercial  product  from  2  to  3 
parts  of  dried  copper  sulphate,  and  to  shake  the 
mixture.  The  copper  ssJt  blackens  and  settles 
down,  with  removal  of  the  smell  of  sulphuretted 
hydrogen.  Absolute  purity  is  obtained  by  again 
rectifying  over  dry  copper  sulphate.  The  latter 
can  he  rendered  fit  for  further  use  by  ignition, 
treating  with  sulphuric  acid,  and  again  igniting. 
The  sulphide  may  be  retained  in  a  state  en  purity 
by  allowing  it  to  stand  constantly  over  d^ 
copper  sulphate  (J.  Soc.  Chem.  Ind.  2,  246). 

Sinffer  has  employed  the  following  simple 
method  with  very  satisfactory  results  :— 

A  cylindrical  vessel,  about  30  inches  in 
diameter  and  6  feet  high,  is  provided  with  a 
perforated  coil  of  lead  pipe  at  the  bottom.  Into 
this  vessel  the  impure  carbon  disulphide  is  run 
to  about  one-third  its  height.  Lime-water  is 
then  pumped  into  it  by  means  of  a  force-pump 
through  the  perforated  coiL  The  lime-water, 
being  specifically  lighter  than  the  carbon  disul- 
phide,  rises  to  the  surface,  and,  while  traversing 
the  body  of  the  disulphide  in  a  finely  dividea 
spray,  the  lime  combines  with  the  sulphuretted 
hydrogen,  ^c.  This  washing  is  continued  until 
the  lime-water,  which  leaves  this  vessel  through 
an  overfiow  pipe  near  to  the  top,  is  perfecUy 
clear.  The  carbon  disulphide  is  now  run  into  a 
still,  about  1  p.c.  its  weight  of  a  cheap  colourless 
oil  added,  and  covered  with  a  layer  of  about  1 
inch  of  water,  to  which  some  su^ar  of  lead  ijiay 
be  added.  The  carbon  disulphide  is  now  dis- 
tilled in  a  water-bath  and  condensed  in  the 
usual  way. 

Carbon  disulphide  comes  into  the  market  in 
sheet-iron  drums,  the  plates  forming  the  top  and 
bottom  being  bent  inwards  for  their  better  pro- 
tection from  blows  in  moving  about,  and  in  the 
upper  end  there  is  an  opening  which  can  be 
closed  by  a  screw  stopper.  Great  care  should 
be  taken  in  the  storing  of  carbon  disulphide  on 
account  of  its  extreme  volatility,  the  explosive 
nature  of  a  mixture  of  the  vapour  with  air,  and 
the  fact  that  its  products  of  combustion  are 
three  irrespirable  gases,  viz.  carbon  dioxide, 
sulphurous  oxide,  and  nitrogen.  The  store 
room  ought  to  be  isolated  from  other  buildings, 
and  should  be  well  ventilated.  The  vessels  in 
which  the  substance  is  kept  ought  to  be  tolerably 
large  and  placed  where  they  are  not  likely  to 
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receive  a  blow  or  get  thrown  over.  When  re- 
quired for  use,  the  carbon  disulphide  can  be 
drawn  off  by  means  of  a  siphon. 

PropertieB, — Carbon  disulphide  is  a  colour- 
less and  extremely  volatile  liquid ;  the  com- 
mercial product  has  a  repugnant  and  foetid 
smell,  but  when  purified  it  has  a  sweetish 
ethereal  odour,  and  an  acrid  pungent  taste.  It 
is  highly  refractive,  its  power  in  this  respect 
being  1*645 ;  its  sp.gr.  is  1'20216,  0^/4''  (Thorpe). 
Water  dissolTes  about  j^  of  its  volume  of  the 
disulphide,  and  yields  it  up  again  unchang^  on 
distiOinff:  the  solution  in  water  possesses  the 
odour  of  the  disulphide,  and  has  a  slight  burning 
taste.  The  aqueous  solution  acts  as  an  anti- 
septic Carbon  disulphide  dissolves  sulphur, 
phosphorus,  iodine,  bromine,  chlorine,  camphor, 
caoutchouc,  oils,  and  fats,  and  may  be  mixed 
in  almost  any  proportions  with  alcohol,  ether, 
benzene,  and  uie  fixed  and  volatile  oils.  Sulphur 
and  phosphorus  may  be  obtained  in  crystals  by 
the  spontaneous  evaporation  of  their  solutions 
in  carbon  disulphide.  When  a  rapid  stream  of 
air  is  passed  through  it,  the  vapour,  as  it  rises, 
is  condensed  to  cauliflower-like  masses,  which 
make  their  appearance  on  the  surface  of  the 
liquid  (Wartha.  Ber.  3,  80).  When  the  whole  of 
the  liquid  has  disappeared,  the  resulting  solid 
has  a  constant  temperature  of  —12^,  so  long  as 
it  remains  unvolatilised.  According  to  Wro- 
blewski  and  Olzewski,  it  solidifies  at  ^116',  and 
remains  solid  for  a  considerable  time,  emitting 
a  peculiar  aromatic  odour. 

Carbon  disulphide  boils  at  46-0''  (Thorpe), 
and  the  vapour  ignites  in  air  at  149°.  When 
mixed  with  three  times  its  volume  of  oxvgen,  or 
an  amount  of  air  containing  that  volume  of 
oxygen,  it  is  veir  explosive.  The  flame  of  burn- 
ing carbon  disulphiae  is  blue,  and  gives  rise  to 
sulphurous  and  carbonic  acid  gases :  CS+30a 
=C0t+2S0,.  When  carbon  disulphide  is  burnt 
in  a  lamp  on  the  principle  of  the  Bunsen  burner, 
and  spjeoal  precautions  taken  to  prevent  explo- 
sions, it  produces  a  flame  with  an  actinic  power 
superior  to  that  of  magnesium  (Compt.  rend.  79, 
1078). 

A  mixture  of  the  vapour  of  carbon  disul- 

Shide  with  nitric  oxide  bums  with  a  blue 
ame,  which  is  very  rich  in  rays  of  high  refrangi- 
bilitv,  and  on  this  account  has  been  employed 
in  photography. 

Carbon  disulphide  is  highly  poisonous,  inhala- 
tion of  the  vapour  producing  giddiness,  vomit- 
ing, congestion,  and  finaUy  coma.  Even  in 
small  quantity  only,  it  produces  in  time  very 
serious  effects  on  the  nervous  system.  In  the 
workmen  employed  in  its  manufacture,  it  causes 
weakness,  depression,  and  loss  of  memory. 
Solution  of  ferrous  carbonate  in  carbonic  acid 
water  has  been  found  in  some  cases  effectual 
as  a  remedy.  Carbon  disulphide  vapour,  when 
passed  through  a  tube  heated  to  bright  redness, 
is  partly  resolved  into  its  elements,  carbon  de- 
positing and  sulphur  passing  off  with  the  un- 
decomposed  compouna. 

The  foUowing  table  represents  its  vapour 
tension  at  varying  temperatures  (Seyferth) : — 
45-5''         .  .1  atmosphere 

67-7  .  .  .      H        „ 

66*9  .         .     2  atmospheres 

743  .  .  .  .     2i 

80-6  ....     3 


86-1° 
90-9 
96*5 
990 


ft 


3}  atmospheres 

.     4i 
*  .         •         .5 

(For  table  of  vapour  pressures  between  0°  and 
50°,  t;.  Ramsay  and  Toung,  Chem.  Soc.  Trana 
47,  653  ;  also  Herwig,  Pogg.  Ann.  137,  69  ;  141, 
83 ;  147,  161.) 

The  vapour  of  carbon  disulphide,  when 
passed  over  metallic  oxides  at  a  red  heat,  yields 
sulphur  dioxide  and  carbon,  together  with 
metallic  sulphides,  which  are  generally  found 
crystallised  and  resemble  those  found  in  natore. 
Carbon  disulphide  is  one  of  the  most  powerful 
sulphurising  agents  known,  and  by  meana  of  it 
many  sulphides  may  be  produced  which  are  not 
otherwise  obtainable  (Fr^my).  It  converts 
oxides  into  sulphides  when  heated  with  them  in 
sealed  tubes.  The  vapour  is  strongly  attacked 
b^  nitric  acid,  yielding  sulphuric  acid  and 
nitrous  vapours. 

A  mixture  of  the  vapour  of  carbon  disulphide 
and  sulphuretted  hydrogen,  when  passed  over 
red-hot  copper,  yields  copper  sulphide  and 
marsh  gas:  CS,+2SH,-f4Cu»4CuS-fCH4. 

The  vapour  of  carbon  disulphide  when 
passed  over  wood  undergoing  destructive  distil- 
lation alters  the  character  of  the  carbonaceous 
residue,  producing  a  material  having  high  con- 
ducting powers  for  heat  and  electricity,  and 
extremely  sonorous  when  struck. 

Carbon  disulphide  is  a  powerful  disinfectant. 
Meat  and  other  putreecible  bodies  have  been 
kept  in  an  atmospnere  containing  its  vapour  for 
months  without  change. 

Heated  potassium  bums  in  the  vapour  of 
carbon  disumhide  with  formation  of  potassium 
sulj^hide  and  liberation  of  carbon. 

When  brouffht  in  contact  with  a  solution  of 
an  alkaline  hydroxide,  carbon  disnilphide  is  de- 
composed, a  carbonate  and  a  sulpnocarbonate 
being  formed : 

6KHO-f3GS,=2K,CS,+3H,0-fK,CO,. 

When  the  vapour  of  carbon  disulphide  is 
passed  over  heated  calcium  hydroxide,  it  is 
decomposed,  carbon  dioxide  and  sulphuretted 
hydro^n  being  evolved. 

This  reaction  has  been  utilised  in  the  removal 
of  carbon  disulphide  from  coal  gas. 

Chlorine  has  but  little  action  on  carbon  di- 
sulphide at  the  ordinary  temperatures,  but  in  the 
presence  of  iodine,  the  chlorides  of  antimony 
and  molybdenum,  &c.,  chlorine  replaces  the 
sulphur  with  conversion  of  the  carbon  disulphide 
into  carbon  tetrachloride,  and,  if  the  action  is 
interrupted  before  it  is  complete,  intermediate 
compounds  or  sulphochlorides  are  formed  (J. 
Soc.  Chem.  Ind.  6,  728). 

Carbon  disulphide  combines  with  triethyl- 
phosphine  P(CsH5),  to  form  a  solid  compound, 
crystaUising  in  reid  crystals  of  the  comiK>sition 
P(C.H,),CS,. 

Owing  to  its  volatility  it  may  be  made  to 
produce  great  cold  by  its  own  evaporation,  and 
if  this  tiULCS  place  very  quickly  under  the  air- 
pump,  a  temperature  of  —60^  may  be  obtained. 

An  aqueous  or  alcoholic  solution  of  caustK 
potash,  boiled  with  carbon  disulphide,  yields 
with  lead  salts  a  black  precipitate  of  lead  sul- 
phide.   Thisisadelicate  test  for  the  substance. 

Carbon  disulphide  may  be  detected  in  coal 
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?^a8  by  passing  the  gas  when  oompletely  freed 
rom  sulphuretted  h^lrogen  over  red-hot  copper 
foil,  when  the  copper  acquires  an  iridescent 
lustre,  and  its  nitno  acid  solution  diluted  with 
water  yields  after  some  time  a  precipitate  with 
barium  chloride  (A.  Yogel,  Zeitsch.  anal.  Chem. 
[2J  6,  263). 

Carbon  disnlphide  combines  with  metallic 
sulphides,  forming  sulphocarbonates 

OS,+Na,S=Na,CSs. 

Sulphocarbonic  acid  is  a  yellow  oily  liquid, 
obtained  by  decomposing  its  potassium  salt  with 
hydrochloric  acid 

K,CS,-f2Ha=H,CSa+2Ka 

Potassium  sulphocarbonate  has  been  used  for 
the  destruction  of  phylloxera. 

Uses, — Carbon  disulphide  is  applied  to  a 
large  number  of  useful  purposes,  the  chief  of 
which  is  in  the  preparation  of  vulcanised  caout- 
chouc, and  as  a  solvent  for  the  latter  in  the 
manufacture  of  waterproof  goods,  by  the  de- 
position of  a  thin  layer  of  the  dissolved  caout- 
chouc on  the  fabric ;  for  the  extraction  of  fat 
from  crude  wool ;  fatty  oils  from  oil  seeds  and 
pressed  residues;  and  for  the  purification  of 
paraf&n.  It  is  used  in  the  extraction  of  un- 
combined  sulphur,  and  of  bitumen  from  minerals. 
A  solution  of  f^ttaperoha  in  carbon  disulphide 
is  employed  m  making  seamless  joints  and 
for  the  preparation  of  caootohouo  cement, 
various  colours,  ammonium,  thiocyanate,  &c. 
It  is  also  used  for  filling  prisms  on  account  of 
its  hiffh  dispersive  power. 

Aavantage  is  taken  of  its  poisonous  pro- 
perties to  expel  weevils  and  other  insects  from 
stored  grain  without  injuring  the  cereal.  For 
this  purpose,  a  small  quantity  of  the  carbon 
disulphide  is  sprinkled  over  the  grain ;  both  the 
larvsB  and  eggs  are  killed  without  injury  to  the 
grain  (Dojj^^re).  It  is  also  employed  to  destroy 
clucken  lice  and  fleas,  moths  in  furs,  and  in 
America  to  kill  burrowing  animals,   such  as 

gophers,  ground  squirrels,  woodchucks,  prairie 
ogs,  rats,  mice,  moles,  Ac.,  and  as  a  plant 
inmctieide.  It  is  used  in  Brazil  to  expel  the 
Sanba  ant  from  the  foundations  of  houses.  It 
may  also  be  used  in  the  analyses  of  oil  seeds  as  a 
solvent  for  the  purpose  of  ascertaining  the  pro- 
portion of  oil  which  the  ground  seeds  contain. 

As  carbon  disulphide  dissolves  iodine  in  lar^e 
quantity,  but  does  not  appreciably  dissolve  m 
water,  it  is  employed  for  determining  the  amount 
of  moisture  in  commercial  iodine. 

It  may  be  used  for  dissolving  quinine  and 
other  alkaloids;  for  extracting  the  aromatic 
principles  from  seeds  and  roices;  and  for  the 
extraction  of  the  scent  of  flowers.  For  these 
purposes,  however,  the  purest  quality  of  the 
disulphide  can  alone  be  employed. 

A  solution  of  phosphorus  in  carbon  disul- 
phide has  been  employed  in  the  electrotyping  of 
very  delicate  objects,  such  as  grasses,  flowers, 
feathers,  &c.  These  are  dipped  into  the  solu- 
tion, when,  by  exposure  to  tne  air,  the  carbon 
disulphide  evaporates  and  leaves  a  thin  film  of 
phosphorus  on  the  surfaces;  they  are  then 
(lipped  into  a  solution  of  silver  nitrate,  by  which 
Hilver  is  precipitated  in  a  thin  film,  upon  which, 
by  the  electrotype  process,  any  thickness  of 
silver,  gold,  copper,  &c.,  can  be  deposited.  If 
a  few  (Sops  of  carbon  disulphide  arc  put  into 


a  solution  of  silver  cyanide,  from  whioh  the 
metal  is  being  electro-deposited,  the  silver  is 
deposited  bright,  whereas  without  the  disulphide 
it  would  be  dulL 

Deiss,  who  first  employed  carbon  disulphide 
in  the  extraction  of  fatty  oils  from  seeds,  oil- 
cakes, and  other  pressed  residues,  used  the  fol- 
lowing arrangement : — 

Carbon  disulphide  was  introduced  into  a 
large  cemented  brickwork  reservoir,  with  a  man- 
hole, which  is  generally  kept  closed,  22  feet 
long,  6  feet  in  diameter,  and  nearly  6  feet  deep, 
and  lined  with  lead  up  to  the  point  to  which  it 
was  filled  with  the  oisulphide  and  water,  the 
latter  being  added  as  a  thm  layer  to  prevent  the 
too  rapid  evaporation  of  the  carbon  disulphide. 
Immeaiately  above  this  reservoir  is  a  worm  con- 
denser, whose  tail  pipe  dips  into  the  liquid  in 
the  reservoir  below  ;  on  one  side  of  the  condenser 
there  is  an  extractor  having  a  capacity  of  4400 
gallons,  and  capable  of  receiving  a  charge  of  12 
tons  of  oilcake.  This  extractor  is  supplied  by 
means  of  a  pump  with  carbon  disulphide  from 
the  reservoir  below  through  a  pipe  leading  up 
from  the  reservoir  to  the  extractor.  The  latter 
apparatus  has  two  perforated  shelves,  one  nearly 
at  the  top  and  the  other  nearly  at  the  bottom, 
between  which  the  substance  to  be  operated  upon 
is  placed.  In  the  space  between  the  lower  per- 
forated shelf  and  the  bottom  of  the  extractor  is 
a  coil  of  pipe  through  which  steam  can  be 
passed.  Just  above  the  upper  perforated  shelf 
there  are  nine  pipes  on  the  same  level  for  the 
purpose  of  carrying  the  vapours  produced  in  the 
operation  to  the  condenser.  There  are  also 
pipes  just  above  this  shelf  which  are  in  direct 
communication  with  a  still  on  the  opposite  side 
of  the  condenser,  to  which  disulphide  saturated 
with  oil  is  carried,  the  saturated  disulphide 
risinff  to  the  surface  in  the  operation  owing  to 
thedifference  in  the  sp.gr.  of  the  carbon  duul- 
phide  (1-29)  and  oU  (about  0-900).  The  still  in 
whioh  this  liquid  is  distilled  is  about  11  feet 
long,  6  feet  wide,  and  16  inches  deep,  holdinff 
when  half  filled  about  400  gallons.  The  li<|uid 
is  heated  by  steam  supplied  through  two  pipes 
coiled  several  times  round  the  hSt^rxi.  of  the 
still,  and  the  vapour  of  the  volatilised  carbon 
disulphide  is  ledi  through  nine  pipes  into  the 
condenser,  and  thence  into  the  reservoir  below 
the  condenser,  and  is  ready  to  be  used  again  in 
the  extractor  for  macerating  a  fresh  quantity  of 
material. 

The  time  taken  to  fill  the  extractor  with 
carbon  disulphide  is  8  hours,  the  maceration 
of  the  material  4  hours,  the  emptying  of  the 
contents  of  the  extractor  into  the  reservoir  at 
the  close  of  the  operation  2  hours,  and  the 
steaming  of  the  oil  in  the  still  in  order  to  free  it 
from  carbon  disulphide  from  8  to  12  hours. 
Working  with  an  apparatus  such  as  described, 
about  2|  tons  of  oil  can  be  obtained  in  30  hours 
from  26  tons  of  oilcake. 

Extraction  of  fat  from  wool, — ^Morson  and 
Jerome  emplov  for  this  purpose  a  large  cylindri- 
cal vessel  witn  a  close-fitting  cover  and  double 
walls,  between  which  hot  water  circulates.  The 
wool  is  placed  on  a  perforated  shelf  near  the 
bottom  A  the  cylinder,  whilst  a  perforated  plate, 
a  kind  of  piston,  could  be  pressed  upon  the  wool 
bv  an  arrangement  of  screws.  Carbon  disul- 
phide is  pumped  from   a   reservoir   into   the 
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extractor,  and  as  the  liquid  becomes  saturated 
with  fat  it  is  led  through  a  pipe  into  a  still, 
heated  by  a  coil  of  steam  pipe  at  the  bottom,  the 
vapour  bein^  passed  to  a  worm  condenser  and 
the  liquid  disnlphide  passed  into  the  reservoir 
which  is  immeoiately  beneath.  By  a  second 
arrangement  of  steam  pipes,  steam  can  be  passed 
direoUy  into  the  still  so  as  to  remove  the  last 
portions  of  disnlphide.  A  current  of  air,  heated 
to  7(f,  is  then  forced  through  the  wool  by  means 
of  an  air-pump.  As  all  the  parts  of  the  apparatus 
are  in  direct  communication  with  each  other,  it 
is  necessary  to  supply  the  diminished  pressure 
in  the  reservoir,  vvhen  air  is  pumped  out  of  it 
and  sent  through  a  tube  several  times  bent  and 
the  last  portion  fitted  with  a  hot-water  jacket, 
the  equilibrium  of  pressure  should  be  maintained, 
and  tnis  is  done  by  a  supply  of  air  from  a  gas- 
holder in  connection  with  the -apparatus.  The 
last  portions  of  carbon  disulphide  are  thus  swept 
out  of  the  extractor  and  are  carried  through  a 
pipe  into  a  second  worm  condenser,  and  thence 
to  the  reservoir.  At  convenient  points  between 
the  macerating  vessel  and  the  stiU,  as  well  as  at 
the  ends  of  the  condensing  worms,  there  are 
windows  in  the  pipes,  which  serve  to  form  an 
idea  of  the  state  of  the  operation,  and  close  to 
each  of  these  windows  is  a  cock  £rom  which  a 
little  of  the  liquid  can  be  drawn  and  evaporated, 
in  order  to  see  if  a  residue  of  fat  remains. 

The  macerating  vessel  or  extractor  is  charged 
with  about  10  tons  of  wool,  which  is  then  re- 
duced to  about  half  its  bulk  by  screwing  down 
the  perforated  plate.  The  carbon  disulphide  is 
pumped  into  the  extractor,  and,  after  filtering 
through  the  wool,  ascends  through  the  perfora- 
tions and  passes  into  a  pipe  lea<&ng  to  the  con- 
denser. This  is  continued  until  the  liquid  comes 
over  colourless,  and  leaves  no  residue  on  evapo- 
ration. When  the  extracting  process  is  finished, 
the  cock  admitting  carbon  disulphide  into  the 
extractor  is  doseo,  and  a  partial  vacuum  is 
formed  by  drawing  air  out  oi  the  extractor  by 
the  air-pump,  the  greater  part  of  the  disulphide 
adhering  to  the  wool  being  carried  with  it  at 
the  first  few  strokes.  The  water-jacket  is  then 
heated  by  water  at  70°,  and  the  cocks  are  so 
arranged  as  to  allow  the  heated  air  to  pass 
through  the  wool,  and  thence  into  the  open  air. 
By  this  method  a  considerable  quantity  of  fatty 
substance  is  obtained  from  sheep's  wool  which 
was  formerly  lost. 

The  following  materials  are  treated  with 
carbon  disulphide  in  order  to  obtain  fatty 
matters  from  them  : — 

1.  The  dark-coloured  residues  of  stearin 
manufactories,  which  are  products  of  the  treat- 
ment with  sulphuric  acid.  They  yield  &om  18 
t-o  20  p.c.  of  fatty  acid,  whicn  was  formerly 
almost  entirely  lost.  The  residues  are  mixed 
with  sawdust  to  facilitate  the  filtration  of  the 
dissolved  portion. 

2.  The  dark-brown  cart-greese  from  the  axles 
of  carts,  carriages,  &c.  This  is  first  treated  with 
sulphuric  acid,  washed,  and  dried. 

3.  Tow  and  rags  used  in  cleaning  machinery. 
This  treatment  of  rags,  &c.,  has  a  threefold  ad- 
vantage ;  recovery  of  fat  or  fatty  acids,  purifi- 
cation of  the  rags  so  that  they  can  be  used  again, 
and  the  prevention  of  spontaneous  combustion, 
which  these  materials  are  liable  to  on  exposure 
to  air. 


4.  The  refuse  of  the  prepaFation  of  bees- 
wax, which  on  treatment  with  carbon  disulphide 
yields  a  yellow  wax  useful  for  many  purposes. 

6.  Sawdust  that  has  been  used  for  nltering 
oils  after  purification  with  sulphuric  ackL 

6.  The  sediment  produced  by  the  -treatment 
of  various  oils  with  smphurio  acid  contains  about 
50  p.c.  of  oil,  which  may  be  extracted  by  carbon 
disulphide  after  washins  with  boiUng  water, 
drying,  and  mixing  it  with  sawdust. 

7.  Bones  from  slaughter-houses  and  kitchens 
to  be  used  in  the  preparation  of   bone-black 

S'eld  to  carbon  disulphide  from  10  to  12  p.c.  of 
t. 

8.  The  expressed  residues  of  oO  seeds^  such 
as  rape,  sesame,  flax,  ftc,  when  they  cannot  be 
properly  employed  as  fodder.  In  all  cases  it  » 
necessary  to  break  up  the  oilcake  into  small 
pieces  before  treating  it  with  carbon  disulphide, 
so  as  to  ensure  thorough  penetration  of  this  sub- 
stance. The  residue  left  after  extracting  the 
fat  is  hardly  suitable  for  fodder,  but  is  valuable 
as  a  manure. 

9.  The  *  cracklings  *  or  greaves  obtained  by 
the  melting  of  tallow. 

10.  The  pressed  cacao  beans  from  which  no 
further  cacao  butter  can  be  obtained  by  pressing. 

11.  The  pressed  residues  obtained  in  the 
preparation  of  olive  oil. 

Extraction  of  hitumen^  <C;c.,  frcm  minerals. — 
Carbon  disulphide  can  be  employed  in  the  ex- 
traction of  bitumen  from  mineral  bodies  which 
contain  so  small  a  percentage  as  not  to  pay  when 
obtained  by  the  ordinary  process  of  distillation. 
The  apparatus  used  consists  of  a  close  reservoir 
for  the  carbon  disulphide,  over  which  is  a 
cooling  apparatus  which  serves  as  condenser. 
Below  the  reservoir  are  two  filters  provided  near 
the  bottom  with  perforated  shelves.  Min^als 
are  introduced  into  the  filters  upon  the  shelf 
through  doors  near  the  bottom,  which  are  then 
closed  and  made  air-tight.  Carbon  disulphide 
is  now  admitted  through  a  pipe  at  the  bottom  of 
each  filter,  and  as  the  liquid  rises  it  percolates 
through  the  minerals,  dissolving  out  the  bitu- 
men, and  when  full  flows  out  at  the  top  through 
a  pipe  leading  to  a  still,  where  the  saturated 
liquid  is  distuled,  the  vapour  of  carbon  disul- 
phide ascendii^  into  the  condenser,  and  the 
liquid  carbon  dmulphide  as  it  condenses  trickles 
into  the  reservoir  beneath.  The  bituminous 
matters,  which  remain  in  the  still,  are  drawn  off 
by  a  cock  at  the  bottom,  and  the  disulphide 
which  remains  absorbed  by  the  minerals  in  the 
filters  is  expelled  by  a  current  of  steam.  This 
apparatus  is  practically  continuous,  very  little 
loss  of  the  disulphide  taking  place  at  each  opera- 
tion, and  as  much  as  12  p.c.  of  bitumen  can  be 
obtained,  whereas  only  7  or  8  p.c.  could  be  had 
by  distillation. 

Extraction  of  spices,  dkc — Boni^re  has  de- 
vised an  apparatus  for  extracting  the  aromatic 
principles  of  various  spices  and  other  substances 
used  for  seasoning  food,  by  means  of  carbon 
disulphide.  It  is  on  the  same  principle  as  the 
apparatus  already  described,  and  consists  of  a 
series  of  wire-gauze  sieves  arranged  one  over 
the  other  in  an  air-tight  case.  The  carbon  disul- 
phide is  made  to  pass  through  the  sieves,  which 
contain  the  substance  to  be  operated  upon,  e.g. 
pepper,  thus  dissolving  out  the  active  principles, 
and  as  it  reaches  the  top  it  fiows  through  a  pipe 
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into  a  boiler.  The  boiler  contains  either  salt, 
Rugar,  lactose,  dextrin,  saltpetre,  or  other  materiaL 
The  liquid  is  distilled  in  the  boiler,  by  admitting 
steam  into  a  kind  of  jacket,  when  the  disulphide 
distils  over  and  is  condensed  in  a  worm  con> 
denser,  while  the  salt  or  sugar  remains  behind, 
retaining  all  the  aromatic  or  active  principles  of 
the  spice. 

Bergot  has  constructed  an  apparatus  for 
rapidly  determining  the  quantity  ot  oil  in  seeds, 
&c.,  by  means  of  carbon  disulphide.  It  consists 
of  a  glass  vessel  in  the  neck  of  which  a  cylin- 
drical glass  vessel  is  accurately  fitted,  and  at  the 
side  in  a  tubulure  is  inserted  a  smaU  air-pump. 
50  grams  of  the  finely  ground  seed  to  be  ex- 
amined are  placed  in  the  cylindrical  glass 
vessel,  and  are  covered  with  a  diaphragm 
upon  which  50  more  grams  are  placed  and 
covered  with  a  second  diaphragm.  Carbon 
disulphide  is  now  poured  on  until  the  seed  is 
fully  moistened,  and  after  a  few  minutes  a 
partial  vacuum  is  made  in  the  apparatus  by 
means  of  the  air-pump,  when  the  pressure  of  the 
air  drives  out  the  disulphide  and  oil  in  solution 
into  the  vessel  beneath.  This  is  repeated  until 
the  carbon  disulphide  comes  off  colourless  and 
leaves  no  oily  stain  on  contact  with  filter 
paper.  About  400  or  500  grams  of  carbon  di- 
sulphide are  sufficient  to  exhaust  the  above 
amount  of  seed. 

The  oily  solution  thus  obtained  is  heated 
over  a  water-bath,  and  as  soon  as  the  disulphide 
is  expelled,  the  residue  is  allowed  to  cool  and  is 
weighed. 

H.  L.  GreviUe  has  extracted  with  advantage 
the  carbon  disulphide  absorbed  in  the  purifiers 
of  the'  ffasworks.  The  lime  used  for  this  pur- 
pose, aner  being  discharged  from  the  puriners, 
is  introduced  into  a  boiler  cajpable  of  receiving  a 
charge  of  several  hundredweights,  fitted  with  a 
perforated  false  bottom,  pressure  gauge,  and  an 
arrangement  for  admitting  steam.  The  yield  of 
carbon  disulphide  from  100  tons  of  spent  lime 
is  about  H  tons.  In  addition  to  the  value  of 
the  crude  product  thus  obtained,  the  lime 
remaining  is,  with  a  small  addition  of  fresh 
lime,  fit  for  further  use  in  the  purification  of 
coal  gas.  As  is  well  known,  oxide  of  iron, 
after  continued  use  in  the  absorption  of  sulphur- 
etted hydrogen  £rom  coal  gas,  contains  about 
50  p.c.  of  free  sulphur.  The  crude  carbon  di- 
sulphide, obtained  as  described,  can  be  used  for 
the  extraction  of  this  sulphur,  and  the  oxide 
which  remains  is  revivified,  and  is  again  fit  for 
purifying  purposes.  The  sulphur  is  recovered 
by  distillation,  and  the  carbon  disulphide  can 
be  used  over  again  (J.  Soc.  Chem.  Ind.  2,  488). 

The  principal  seats  of  manufacture  of  carbon 
disulphide  in  England  are  London,  Manchester, 
certain  towns  in  Yorkshire,  and  Ironbridge ;  in 
France,  Paris,  Bordeaux,  and  Marseilles.  Ger- 
many, Austria,  and  Sicily  have  several  manufac- 
tories. 

Carbon  monosulphide  {xCS ).  A  reddish-brown 
powder  obtained  by  exposing  carbon  disulphide  to 
sunlight.  Insoluble  in  water,  alcohol,  turpentine, 
and  benzene  (Sidot,  Compt.  rend.  69,  1303 ; 
74,  180  ;   81,  32). 

It  is  also  formed  when  thiocarbonyl  chloride 
reacts  at  ordinary  temperature  with  nickel  car- 
bonyl:  a<:!SCIj+arNi((^0)4=zNiCl,+4a:CO+(CS),. 
The  reaction  also  takes  place  at  —20°,  although 


,  more  slowly.    The  nickel  chloride  produced  is 
'  extracted  with  water,  and  the  brown  residue  is 
dried  by  heating  at  100%  then  at  150**-200'' 
under  reduced  pressure. 

Carbon  monosulphide  has  sp.gr.  1*6,  but  after 
compression  into  a  solid  block  the  sp.fi;r.  is  1*83. 
It  is  a  non-conductor  of  electricity.  In  concen- 
trated sulphuric  acid  it  forms  a  purplish-brown 
solution,  the  colour  of  which  is  destroyed  on 
boiling,  when  carbon  dioxide  and  sulphur  di- 
oxide are  evolved.  When  poured  into  water 
the  purplish- brown  solution  yields  the  unchanged 
monosulphide.  It  also  forms  brown  solutions 
in  aqueous  or  alcoholic  ammonia,  in  ammonium 
sulphide,  in  potassium -hydroxide  sulphide  and 
hydrosulphide.  With  nitric  acid  it  gives  a  red 
solution.  When  heated  in  a  vacuum  at  360^  or 
below,  no  change  takes  place,  only  a  small 
quantity  of  hydco^en  sulphide  is  evolved,  but 
at  a  dull  red  heat  it  decomposes  thus : 
2(CS).  =  aK^+aCS,. 
When  carbon  disulphide  vapour  at  low 
pressure  is  subjected  to  the  action  of  the  silent 
electric  discharge,  sulphur  is  deposited,  and 
probably  saseous  carbon  monosulphide  is 
evolved.  The  pas  can  be  collected  in  a  tube 
cooled  with  liquid  air,  when  it  condenses  togeti^er 
with  carbon  aisulphide.  If  the  temperature  of 
the  condensing  tube  is  allowed  to  rise,  the  mono- 
sulphide polymerises  with  explosive  violence  to 
the  brown  solid  carbon  mono^phide  (03)^  In 
presence  of  excess  of  carbon  disulpnide,  the 
gaseous  monosulphide  is  fairlv  stctole  under 
certain  conditions  even  at  hign  temperatures, 
but  it  is  completely  decomposed  when  passed 
through  10  cm.  of  a  red-hot  tube  packed  with 
asbestos.  (Dewar  and  Jones,  Proo.  Roy.  Soc. 
1910,  83,  A,  408,  526.  See  also  Dunn,  Chem. 
Soc.  Proo.  1910,  116;  Dewar  and  Jones,  ibid. 
Trans.  1910,  1226.) 

Carbon  oxysidphlde  or  Carboxyl  sulphide  or 
Carbonyl  sidphlde  COS.  Discovered  by  Than, 
in  1867 ;  occurs  in  certain  hepatic  waters  or 
mineral  springa  Prepared  (1)  by  passing  a 
mixture  of  carbonic  oxide  and  vapour  of  sulphur 
through  a  hot  tube  :  CO-|-S=COS.— (2)  By  the 
action  of  sulphuric  acid  upon  potassium  or 
ammonium  thiocyanate  : 

CNKS+2S04H,-|-OH, 

=COS-fS04HK-fS04H(NH4). 

The  gas  is  purified  by  passing  it  successively 
through  strong  caustic  alkali,  concentrated  suf- 
phurk)  acid,  and  finaUy  through  a  mixture  of 
triethylphosphine  (1  part),  pyridene  (9  parts), 
and  mtrobenzene  (10  parts).  It  is  then  cooled 
to  10''-20°,  and  the  last  traces  of  impurities  are 
removed  by  liquefying  it,  when  the  impurities 
remain  nncondensed  (Hempel,  Zeitsch.  angew. 
Chem.  1901,  14,  865).— (3)  By  heating  together 
sulphur  trioxide  and  carbon  cuisulphide : 
CSs-|-3S03=COS-|-4SO,  (Armstrong).--(4)  By 
heating  urea  with  carbon  disulphide  in  a  sealed 
tube  to  110°:  C0H4N,-|-GS,=C0S+CNS-NH,. 
The  oxysulphide  is  given  ofif  together  with 
hydrogen  sulphide  on  opening  the  tube,  and  the 
latter  is  absorbed  by  passing  through  lead 
acetate  (Ladenburg).  It  is  also  formed  in  the 
combustion  of  carbon  disulphide  with  oxygen 
(Dixon  and  Russell,  Chem.  Soc.  Trans.  1899, 
610),  and  by  the  passage  of  the  dark  electric 
discharge  through  a  mixture  of  carbon  disulphide 
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and  carbon  monoxide  (Losanitsoh  and  Jovit- 
flchitach,  Ber.  1807,  30,  136). 

PrtyptrHes. — Is  a  colourless  gas  smelling  like 
hydrogen  sulphide,  but  with  a  slight  aromatic 
odour.  It  acts  strongly  on  the  nervous  system, 
a  rapid  overpowering  action  following  the  in- 
halation of  small  quantities.  It  is  readily  in- 
flammable, and  forms  with  oxygen  an  explosive 
mixture  (Russell,  Chem.  Soc.  Trans.  1900,  356). 
The  gas  is  soluble  in  water,  1  c.c.  dissolving 
0*8  c.c.  of  the  gas  at  13-6°  and  756  mm.  pressure. 
The  solution  acquires  its  characteristic  taste 
and  smell,  but  gradually  decomposes,  forming 
hydrogen  sulpmde  and  carbon  dioxide.  A 
platinum  wire  heated  to  whiteness  in  the  gas 
decomposes  it  into  sulphur  and  carbonic  oxide, 
the  latter  occupying  the  original  volume  of  the 
gas.  It  has  a  speciflo  gravity  of  2-1046,  and 
may  be  easily  poured  from  one  vessel  to  another. 
When  burnt  in  air,  it  produces  carbon  dioxide 
and  sulphur  dioxide.  With  caustic  alkalis,  it 
yields  a  mixture  of  carbonate  and  sulphide 

COS-f4KHO=CO,K,-|-K,S+2H,0. 

Carbon  oxysulphide  reacts  with  solutions  of 
metallic  salts,  forming  the  metallic  sulphide  and 
carbon  dioxide,  ana  is  readily  oxidised  to 
carbon  dioxide  and  sulphuric  acid  by  bromine 
water  or  acid  permanganate. 

It  is  slowly  decomposed  by  acid  cuprous 
chloride ;  thus : 

COS+2CuCl-fH,0=CO,-f2Ha-fCu^ 

(Berthelot,  Ann.  Chim.  Phys.  1898,  [7]  14,  206). 

With  magnesium  orffanio  compounds,  it  can 
be  employed  in  the  synuiesis  of  thio-acids  and  of 
a-trisuDstituted  carbinols  (Weigert,  Ber.  1903, 
36,  1007). 

Its  critical  temperature  is  106®,  and  its 
critical  pressure  is  60  atmospheres.  It  is 
liquefied  at  a  pressure  of  12-6  atmospheres  and 
temperature  0*^  to  a  colourless,  mobile,  and 
highly  refractive  liquid,  boiline  at  —47*6®  at 
760  mm.,  which  dissolves  sulphur  and  mixes 
with  alcohol  and  ether,  but  not  with  water.  If 
the  pressure  is  suddenly  released,  solid  flakes  are 
deposited,  and  persist  for  some  time  (Ilosvay, 
Bull.  Soc.  chim.  [2]  37.  294). 

CARBON  SUBOXIDE  (Carbon  carhonyl; 
Carbonyl  ketene;  Malonic  anhydride)  C3O2. 
Discovered  in  1906  by  Diels  and  Wolf.  Pre- 
pared by  distilling  ethyl  malonate  under  reduced 
pressure  into  a  vessel  containing  a  laige  excess 
of  phosphorus  pentoxide  and  some  glass  wool, 
the  vessel  being  kept  at  a  temperature  of  300®. 
The  resulting  products  are  passed  through  a  dry 
tube,  and  then  into  a  vessel  immersed  in  liquid 
air  to  condense  the  ethylene  and  carbon  suboxide. 
The  ethylene  volatilises  from  the  mixture  at  the 
ordinary  temperature,  leaving  a  small  quantity 
of  colourless  liquid.  This  is  volatilised  and 
collected  in  a  tube  kept  at  between  60®  and  70® 
(Diels  and  Wolf,  Ber.  1906,  689).  Diels  and 
Meyerheim  {ibid,  1907,  365)  showed  that  carbon 
suboxide  may  be  obtained  by  similar  methods 
from  methyl,  benzyl,  and  phenyl  malonates  and 
also  from  ethyl  methanetricarboxylate ;  and 
that  by  heating  malonic  acid  at  140®- 150®  there 
is  formed  acetic  acid,  carbon  dioxide,  and  about 
10-12  p.c.  of  carbon  suboxide.  Staiidinger  and 
Bereza  obtained  carbon  suboxide  by  treating 
malonyl  chloride  with  silver,  lead,  or  zinc 
oxides ;    the  yield  is   only  10  p.c.  (Ber.  1908, 


4461).  By  treating  an  ethereal  solution  of 
dibrommsionyl  chloride  with  zinc  shavings,  a 
method  similar  to  that  for  preparing  the  ketenes, 
Staiidinger  and  Klevor  obtained  a  50-80  p.c. 

I  yield  of  carbon  suboxide  (Ber.  1908,  906). 

The  pure  oxide  is  a  colourless,  very  mobile, 

•  refractive  Uquid  with  a  pungent  smell  resembling 

'  acetaldehyde  and  mustard  oiL  It  is  poisonous. 
It  boils  at  7®  under  761  mm.,  and  its  vapour 
density    corresponds    to    the    formula    Ofit  < 

>  m.p.  —107®;  density  of  Uquid  1*1 1.  On 
passing  the  vapour  through  a  constricted  tube, 
a  metallic  mirror  resembling  arsenic  is  obtained. 
At  low  temperatures,  carbon  suboxide  is  quite 
stable,  but  between  0®  and  15®  a  trace  of  im- 
purity rapidly  polymerises  it  to  a  red  solid. 
This  polymeride  is  very  hygroscopic,  and  on 
addition  of  water,  heat  is  developed,  carbon 

.dioxide  evolved,  and  an  eosin-red  solution 
formed  :  by  heating  the  red  compound  carbon 
dioxide,  carbon  monoxide  and  carbon  suboxide 
are  formed,  and  at  higher  temperatures,  carbon 
monoxide  and  dioxide  are  produced,  the  residue 
being  a  mixture  containing  more  carbon  than 
ii  required  for  carbon  suboxide.  By  keeping 
carbon  suboxide  for  2  days  in  a  sealed  tube  at 
15®,  it  completely  changes  into  the  polymeride, 
forming  a  oark-red  solid  mass,  soluble  in  water 
to  a  dark -red  solution ;  this  change  is  instan- 
taneous at  100®.  Carbon  suboxide  bums  ^ith 
a  bright-blue  but  smoky  flame,  forming  carbon 
dioxide.  Carbon  suboxide  does  not  combine 
with  aldehydes,  Schifl*s  bases  or  hydrogen 
cyanide  (Diels  and  Lalin,  Ber.  1908,  3426),  but 
in  liquid  sulphur  dioxide  at  —40®  to  —60®  forms 
a  white  crystalline  compound  with  formic  acid, 
and  a  colourless  syrup  with  acetic  acid ;  the 
constitution  of  these  compounds  is -doubtful 

Two  formulae  have  been  proposed  for  carbon 
suboxide;  Diels  and  Wolf  represent  it  as  the 
anhydride  of  malonic  acid  O  :  C  :  C  :  C :  0 ; 
Michael  (Ber.  1906,  1915 ;  1908,  425).  as  the 

lactone  of  /3-hydroxypropiolic  acid  Ct-^  q  J^^' 

The  first  formula  seems  to  be  correct,  for  the 
following  reasons  (v.  Diels  and  Blumberg,  Ber. 
1908,  82,  1233)  :— 

(1)  B.p.  7®.  Propiolic  acid  boils  at  144®,  and 
if  /3-hydroxypropiolic  acid  had  a  boiling-point, 
it  would  boil  higher  still,  and  its  lactone  would 
certainly  not  boil  at  so  low  a  temperature  as  7®. 

(2)  The  values  for  the  molecular  refraction 
and  molecular  dispersion  are  high  :   M  =16-6  ; 

^_o=0-736, 0-739, 0-862  (three  determinations). 

(3)  Similarity  of  carbon  suboxide  to  the 
metallic  carbonyls. 

(4)  Similarity  to  the  isocyanates  and  ketenes. 

(5)  Addition  of  four  atoms  of  bromine  to 
form  dibrommalonyl  bromide  and  the  regenera- 
tion of  carbon  suboxide  from  this  compound. 

(6)  The  following  chemical  reactions  : — 

O :  C :  0 :  C :  0+2H,0=HOOC-CH,COOH(inalonicacld). 
0 : 0 :  C :  C :  O +2HCl=ClOC-CH,COCl(malonyl  chloride) 
0:C:C:C:0+2NH, 

=H,NOC-CH,CONH,  (maloQamide) 
O :  C  :  C :  C :  O  -»-2CeH,NH, 

^C.HjHNOCCHjCGNHC.H.Cmalonaiillide). 

(7)  The  improbability  of  the  existence  of  a 
/3-lactone  containing  two  carbon  atoms  triply 
linked  together  (v.  Kbtonbs). 

CARBONADO  v.  Dtahokd. 

CARBONITE,  or  natural  coke.    A  coke-like 
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material  formed  by  the  baking  action  of  intro- 
sive  igneous  rock-masses  on  seams  of  bitnminone 
coal.  Found  in  Ayrshire  and  in  Chesterfield  co., 
Virginia.  L.  J.  S. 

CARBONITE.  An  ezplosiye  consisting  of 
nitroglycerine,  25-27  parts ;  barium  nitfate  and 
potassium  nitrate,  30-36  parts;  wood  meal, 
40-43  parts;  sodium  carbonate,  0*5  parts  (v. 

EXFLOSIVBS). 

OARBONYLS.  Metallic  compounds  of  car- 
bon monoxide.  The  existence  of  this  class  of 
compounds  was  first  made  known  in  1890,  when 
Mond,  Langer,  and  Quincke  discovered  that 
carbon  mono^e,  passed  over  heated,  finely 
divided  nickel,  yielded  a  colourless  volatile 
liquid. 

Iron,  cobalt,  molybdenum,  and  ruthenium 
have  since  been  found  to  yield  carbonyls  by 
similar  treatment. 

The  production  of  the  carbonyl  is  facilitated 
by  conducting  the  ojperation  under  pressure  and, 
in  most  cases,  at  a  fairly  high  temperature. 

For  the  production  of  the  iron  and  nickel 
compounds,  the  carbon  monoxide  is  simply 
passed  over  the  heated  metal,  but  for  the  other 
compounds  a  special  apparatus  is  used.  This 
conmsts  of  a  nickel-steel  tube,  in  the  form  of  a 
test-tube,  capable  of  withstanding  a  pressure  of 
600  atmospheres  and  a  temperature  of  460^.  It 
is  copper  uned  to  prevent  the  action  of  carbon 
monoxide  upon  the  iron.  The  carbon  monoxide 
under  pressure  is  led  in  through  a  pressure  valve 
and  down  a  copper  tube  reacning  almost  to  the 
bottom  of  the  nickel-stoel  tube,  where  it  comes 
in  contact  with  the  metal  to  be  experimented 
upon,  contained  in  a  glass  tube  loosely  fitted 
to  the  top  of  the  apparatus.  The  excess  of  the 
carbon  monoxide,  and  other  vapours,  escape 
throuf^h  a  pressure  valve  and  pass  throueh  a 
tube  immersed  in  a  freezing  mixture,  in  which 
any  compound  that  is  formed  is  collected 
(CheuL  Soc.  Trans.  1910,  97,  798). 

The  carbonyls  have  very  similar  chemical 
properties.  Upon  heating,  in  some  cases  an 
intermediate  compound  is  formed,  but  they  all 
decompose  ultimately,  yielding  the  metal,  which 
is  deposited  as  a  bright  mirror,  and  carbon 
monoxide.  Dilute  aci<u  are  practically  without 
action  upon  them,  but  strong  acids  decompose 
them  readily,  giving  the  corzefl|)ondinff  salt, 
with  the  evolution  of  carbon  monoxide  andnydro- 
gen.  The  halogens  also  decompose  them.  All 
are  decomposed  by  moist  air,  giving  precipitates 
of  the  metallic  hydroxides  and,  in  some  cases, 
what  is  probably  a  hydrated  basic  carbonate. 
They  are  more  or  less  soluble  in  the  common 
organic  solvents,  but  all  are  insoluble  in  water. 

In  physical  properties,  they  vary  con- 
siderabl  y;  thus,  in  volatility,  they  range  from  the 
non-volatile  Fc,(CO),  of  Bp.gr.  2-08  to  the  very 
volatile  Ki(C0)4  of  sp.sr.  1-32.  They  are  highly 
coloured,  except  in  tne  cases  of  molybdenum 
and  nickel  carbonyls,  wluoh  are  white  and  colour- 
lees  respectively.  Some  can  exist  in  the  three 
states  of  solid,  liquid,  and  vapour,  and  others  in 
only  one  or  two  of  these  phases. 

Owinff  to  tiieir  diversity  in  composition,  a 
general  chemical  formula  cannot  be  assigned  to 
them,  but  it  is  probable  that  they  are  similarly 

yCO-CO 
constituted.    A  ring  formula,  e,g.  Ni<^        I 

XJO-CO 


does  not  explain  all  their  propertiefl,  and  the 
compound  Fe|(CO),  cannot  oe  brought  into  line 
with  the  other  compounds  which  only  contain 
one  atom  of  the  metaL  Presumably  thev  have 
a  molecular  rather  than  an  atomic  constitution 
(Mond,  Hurtas  and  Cowap,  Z.e.).  The  various 
known  carbonyls  are  deecnoed  under  the  several 
metals. 

CARBORUNDUM  [CrystaUine  silicon  car- 
bide) SiC.  This  compound  was  discovered 
accidentally  by  Acheson,  in  1891,  and  is  now 
manufactured  under  his  patent  (Eng.  Pat. 
17911,  1892)  by  the  Carborundum  Co.  at 
Niagara  Falls,  U.S. A.,  and  to  a  smaller  extent  in 
Canada. 

Preparation, — ^Amorphous  silicon  carbide  is 
formed  by  heating  carbon  and  silica  together  at 
about  1200°,  as  a  greenish  powder  (Schutzen- 
berger,  Compt.  rend.  114,  1089),  but  carborun- 
dum is  only  formed  at  a  temperature  of  1960° 
(Tucker  and  Lampen,  J.  Amer.  Chem.  Soc.  1906, 
28,  863)  (1820°  according  to  Gillett),  which  is 
attained  by  means  of  the  electric  arc.  Moissan 
thus  prepared  pure  silicon  carbide  from  the 
vapours  of  carbon  and  silicon  (Compt.  rend* 
1893,  114,  1089). 

The  method  of  manufa>cture  used  at  Niagara 
is  as  follows  : — ^The  furnaces  are  built  of  firebrick 
and  are  about  16  feet  lon^  X  6  feet  high  x  6  feet 
wide.  The  ends  are  sobd,  about  2  feet  thick, 
and  carry  the  terminals.  Each  terminal  con- 
sists of  60  carbon  rods,  30  inches  Vm^  and 
3  inches  diameter,  into  the  ends  of  which  fit 
copper  plugs  which  in  turn  fit  into  sockets  in  a 
square  copper  plate  bolted  to  the  outskle  of  the 
wall,  and  connected  with  the  leads.  Only  the 
end  walls  and  the  bed  are  permanent ;  the  sides 
are  built  up  with  the  charge  and  taken  down  to 
remove  the  product. 

In  chargmg,  the  furnace  is  half  filled  with 
the  materiids,  which  must  not  touch  the  elec- 
trodes ;  and  a  cylindrical  core  21  inches  diameter, 
composed  of  pieces  of  coke  }-}  inch  diameter, 
is  built  up  between  the  electrodes.  Over  this 
the  charge  is  bmlt  up  to  a  height  of  8  feet.  The 
current  passes  throush  the  coke  and  forms 
numerous  arcs  which  neat  the  charge  to  a  very 
high  temperature.    The  charge  is  composed  of : 


Coke 
Sand 
Sawdust 
Salt 


34*2  parte 
64*2 

9-9 

1-7 


ti 


ff 


tf 


The  salt  is  added  as  a  flux ;  the  sawdust  to 
increase  the  porosity  of  the  charge  and  allow  the 
escape  of  the  carbon  monoxide  formed  in  the 
reaction : 

SiO,+2C=Si4-2CO 
8i+0»Sia 

During  the  run,  about  6  tons  of  this  gas  are 
ffiven  off ;  it  is  allowed  to  bum  at  the  top  of  the 
tumace. 

The  alternating  current  supplied  by  the 
Niagara  Power  Co.  at  2200  volte  is  transformed 
down  to  166  volte,  and  a  large  water  riieostat  is 
used  to  regulate  or  interrupt  the  current,  the 
usual  means  beinff  too  dangerous  with  the  heavy 
currente  used.  At  the  beginning  of  a  run,  the 
E.M.F.  is  166  volte,  but  within  U  hours  the 
resistance  decreases  and  the  E.M.F.  is  reduced 
to  126  volte;  during  this  period,  the  current 
increases  from  1700  amperes  to  6000  amperes. 
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The  conditions  then  remain  steady  during  the 
whole  run  of  30  hours. 

A  modification  of  the  process  oonsists  in  pre- 
heating the  charge  by  combustion  of  gaseous  or 
solid  fuel  (Tone  and  the  Carborundum  Co. 
U.S.  Pat.  908367,  1908).  By  moving  the  po- 
sition  of  the  arc  relatively  to  the  chieirge,  the 
process  may  bo  made  continuous  {ibid.  U.S.  Pat. 
937119,  1909). 

The  charge  per  furnace  is  about  30,000  lbs., 
of  which  the  core  forms  about  3  p.c.,  the  energy 
used  is  about  26,400  kilowatt-hours,  and  the 
product  contains  about  6700  lbs.  of  carborun- 
dum and  6000  lbs.  of  amorphous  silicon  car- 
bide. 

The  carborundum  is  dug  out  in  large  masses 
and  pounded  with  water  in  a  mechanical 
crusher,  and  then  digested  with  sulphuric  acid 
(1:2)  for  3  days  at  100"*,  and  finally  washed  with 
water.  The  liner  portions,  which  are  washed 
away,  are  collected  separately  and  known  as 
Hours,  The  residue  Is  dried  in  a  kiln  and  graded 
through  a  system  of  screens.  Hand-toasked 
powders  are  of  various  grades  of  fineness,  accord- 
ing to  the  length  of  time  they  remain  suspended 
in  water  (Kohn,  J.  Soc.  Chem.  Ind.  1897, 
863). 

Some  analyses  of  these  products  are  tabulated 
below : — 


I. 


II. 


in. 


Si         70O0  1  69*93 
C         30O0  I  29-90 

A1.0,\,    _     '    _ 
Fe.O  J 

CaO    '     —     !     — 

MgO 


IV. 


62-70     69-10 
32-26     30-20 


0-93  ;    0*46 

—         016 
—         —         0-11       — 


66*42 
27-93 

6-09 

0-38 
0-21 


I.  is  the  calculated  composition  for  SiC; 
II.  is  MoiBsan's  pure  product  (Compt.  rend. 
1893,  114,  1089) ;  III.  is  commercial  carborun- 
dum; lY.  is  the  same  after  purification  by 
MiiUhanser's  method — heating  in  oxygen  for 
1  hour  and  treating  with  hot  sulphuric  and 
hydrofluoric  acids  (DingL  poly.  J.  1893,  289, 
164) ;  V.  is  amorphous  silicon  carbide. 

Weber  has  patented  a  method  of  production 
from  kaolin  ana  coke  in  the  electric  furnace.  The 
product  is  treated  with  water,  which  decomposes 
the  aluminium  carbide,  leaving  the  carborun- 
dum (U.S.  Pat.  728528,  1903). 

The  production  of  a  dense,  compact  variety, 
by  the  action  of  the  vapours  of  carbon  and 
silicon  upon  silicon  carbide  has  been  patented 
by  the  Carborundum  Co.  (U.S.  Pat.  913324) 
and  by  Bonvier  (Fr.  Pat.  360369,  1904).  It 
is  very  hard,  resists  acid,  and  is  a  good  insu- 
lator. 

Its  preparation  from  silicon  monoxide  and 
carbon  has  been  described  by  Potter  and  Westing- 
house  (U.  S.  Pat,  876673, 1907). 

Articles  may  be  formed  in  pure  carbon  and 
afterwards  converted  into  carborundum  by 
heating  to  a  very  hiffh  temperature  in  a  bed  of 
finely  powdered  carborundum  or  of  sand  and 
carbon  (B<aiing,  Eng.  Pat.  6693, 1906 ;  B.  R.  P. 
196633  ;  Fr.  Pat.  363017). 

Properties, — Carborundum  crystallisee  in. 
flatten^  hexagonal  rhombohedra,  having  an 
adamantine  lustre  and  a  hardness  of  9-6  (Miihl- 


hauser,  Zcitsch.  anal.  Chem.  1893,  637).  The 
colour  of  the  commercial  product  is  greenish - 
groy  to  yeUow  or  blue;    obtained  pure  from 

fiure  materials,  the  compound  is  -colourless, 
ts  sp.gr.  is  3*23  at  16°  (Fitzgerald,  J.  Soc.  Chem. 
Ind.  1897,  246). 

It  is  infusible  and  quite  unaffected  up  to  a 
temperature  of  2220°,  when  it  decomposes  into 
silicon  and  graphitic  carbon  (Tucker  and 
Lampen,  J.  Amer.  Chem.  Soc.  1906,  28,  863). 
Adds  have  no  action  upon  it,  but  it  is  attacked 
by  fused  alkalis  with  formation  pf  a  silicate  and 
carbon. 

The  determination  of  silicon  in  carborundum 
is  made  by  converting  it  to  silicate  as  above,  and 
precipitating  as  silica ;  carbon  is  estimated  by 
oxidising  the  finely  powdered  substance  with  lead 
chromato  (Matthews,  J.  Soc.  Chem.  Ind.  1896, 
766;  Miihlhauser,  Zeitsch.  anal.  Chem.  1893. 
637). 

Uses, — Carborundum  is  used  chiefly  instead 
of  emery  as  an  abrasive.  Though  it  is  more 
costly,  it  does  the  same  work  more  effectively  in 
one-third  to  one-fourth  the  time  (Muhlhiiuser, 
Lc),  The  powder  is  used  in  glass  cutting  and 
grinding,  and  for  polishing. 

It  is  .made  up  into  wheels,  hones,  &o.,  by 
mixing  with  moistened  kaolin  and  felspar, 
moulding  under  hydraulic  pressure,  and  firing 
the  articles  in  a  kim  for  7  days.  Other  binding 
materials,  such  as  shellac,  are  used  for  special 
purposes,  and  papers,  similar  to  emery  paper, 
are  made.  The  binding  material  may  he  dis- 
pensed with  by  moulding  the  carborundum  with 
water  and  then  heating  tne  articles  to  2500°F.  in 
an oxidisingflame (Imray,  Eng.  Pat.  9963, 1904 ; 
Tone,  U.S.  Pat.  772262). 

Carborundum  can  be  used  instead  of  diamond 
for  drill  heads,  if  incorporated  in  a  suitable 
metallic  or  ceramic  matrix  (Bouvier,  Fr.  Pat. 
376338,  1907). 

Silicon  carbide  is  used  instead  of  ferro-silicon 
as  a  source  of  silicon  in  steel  making.  About 
0*1-0*4  p.c.  is  placed  in  the  ladle  and  dissolves 
readily  in  the  molten  steel,  ensuring  solid  casting^^ 
(Kaufmann  and  Bouvier,  Fr.  Pat.  344906, 1904 ; 
Eng.  Min.  J.  76,  481). 

The  amorphous  sOicon  carbide,  formerly  a 
waste  product,  is  used  for  making  highly  re- 
fractory firebricks  and  the  retorts  for  zinc 
distilling  (Chesneau,  Ann.  Chim.  anaL  appl  1908, 
13,  86).  A  refractory  cement  is  made  from  car- 
borundum 90-60  parts,  fireclay  10-40  parts, 
lime  0-4  parts,  and  water-glass  solution  47°B('. 
20-60  parts,  mixed,  drieid,  and  repowdered 
(Mailer,  Fr.  Pat  338914,  1903). 

Neumann  has  shown  that  silioon  carbide 
reduces  silver,  copper,  nickel,  and  lead  from  the 
chlorides  (Chem.  Zeit.  1900,  24,  1013). 

By  the  action  of  silicon  carbide  on  metallic 
oxides,  many  metallic  silicides  may  be  obtained. 
This  reaction  may  be  used  for  the  preparation  of 
special  ternary  or  quaternary  steels  at  a  single 
operation  (Baradac-MuUer,  Soc.  Mg.  Cie.  de 
France,  Proc.-verb.  1908,  246). 

CARBURINE.  Trade  name  for  a  variety  of 
petroleum  spirit;  8p.gr.  0-68.  Used  as  an 
enricher  *  of  coal  gas. 

CARDAMOM  OIL  it  Oils,  Essbntiai.. 

CARDINAL-RED.  Syn.  Acid  magenia  {v, 
Tbifhektlmethabb  colourinq  mattbbs). 

CARDOL.    A  non-volatile  oil  found  in  the 


CARNINE. 


689 


pericarp  of  the  cashew  nut,  Anacardium  occi' 
dentate  (Linn.). 

CARICDf.  An  oil  found  in  the  seeds  of  the 
papaw  tree,  Carica  papaya  (Linn.)  (Peokolt, 
Pharm.  T.  [31 10,  343). 

CARMINAPH  V.  Azo-  coLOuaiNO  mattebs. 

CARMINAPH  QARNET  v.  Azo-  colouiuko 

MATTSBS. 

*   CARMINAZARIN  v.  Cochinbal. 

CARBUNB.  The  red  colouring  matter  ex- 
tracted from  the  cochineal  insect.  It  is  of  some- 
what variable  composition,  containing  besides 
the  colouring  matter  some  organic  matter  from 
the  insects  and  a  little  of  the  salt  used  to  pre- 
cipitate it  from  solution. 

Preparation, — ^The  powdered  cochineal  is 
boiled  with  water,  the  solution  filtered  or  al- 
lowed to  settle,  and  the  colouring  matter  pre- 
cipitated by  addition  of  some  salt,  such  as  alum, 
Ktannous  chloride,  cream  of  tartar,  Roman  alum, 
&c.  The  precipitate  is  allowed  to  settle,  and  col- 
lected. Sometunes  fish  glue  or  white  of  egg  is 
added  before  precipitation.  Carmine  is  some- 
what soluble  in  water  and  very  freely  soluble  in 
alkaline  solutions.  The  whole  of  the  colouring 
matter  is  immediately  precipitated  by  alum  in 
the  form  of  a  lake. 

In  dyeing  with  carmine,  a  mordant  of  alum 
or  stannous  chloride  is  used.  Kielmeyer  recom- 
mends the  following  mixture  for  printing  on 
woollen  goods  :  14  kilos,  gum,  17*5  kilos,  cochi- 
neal lake,  and  2-25  kilos,  fustic  lake,  are  mixed 
and  warmed  with  15  lit.  water  till  the  gum  is  dis- 
solved, then  1  kilo,  of  oxalic  acid  and  l'75kilo& 
acid  sodium  oxalate  added,  and  the  mixture 
allowed  to  cool,  after  which  2*26  kilos,  sodium 
acetate  are  added.  After  printing,  the  fabric 
must  be  dried  for  a  day  or  two,  steamed 
under  a  slight  pressure,  and  washed  in  a 
stream  of  water. 

Detection  of  carmiTie  in  cloth. — ^Alcohol 
takes  no  colour  from  the  cloth,  but  when  it  is 
boiled  in  solution  of  aluminium  sulphate  the 
solution  turns  red  and  the  colour  is  unchanged 
by  the  addition  of  acid  sodium  sulphate. 

The  absorption  spectrum  of  carmine  in 
alkaline  solution  is  remarkable,  showing  two 
dark  bands  between  the  lines  D  and  £  very 
similar  to  those  of  blood.  Murexide  and  madder 
show  no  such  bands.  When  wine  is  coloured 
with  carmine,  the  characteristic  absorption 
bands  cannot  be  seen  unless  more  than  12  p.c.  of 
the  total  colour  is  due  to  carmine  (Oautier),  but 
the  adulteration  can  be  detected  by  adding 
alum,  when  the  colour  changes  to  a  rose 
tint. 

It  is  said  that  the  finest  shades  of  carmine  can 
only  be  obtained  by  working  in  direct  sunlight 
(v.  CocHDnsAL). 

CARMINIC  ACID  v.  CocHiKEAii. 

CARMOfSINE.    Syn.  for  Azorubin  (v.  Azo- 

COLOtJSIHO  MATTBBS). 

CARHUFELUC  ACID  C„H,oO,e.  An  acid 
crystallising  in  thin  plates,  said  to  be  formed  by 
the  action  of  nitric  acid  on  oil  of  cloves  (Muspratt 
and  Dawson,  PhiL  Mag.  [4]  2,  293). 

CARMALUTE.  A  double  chloride  of  potas- 
sitmi  and  magnesium  KCl*MgCl2,6HgO,  found  at 
Stassfurt,  Prussia,  in  a  thick  layer  under  rock- 
salt  beds,  and  accompanied  by  the  minerals 
ArPiydritey  Kieserite,  Taehhydrite,  Sylvite,  Kai- 
m'te,  and  BoracUe. 
Vol.  L— T. 


Magnesium  chloride 
Potassium  chloride 
Sodium  chloride  . 
Calcium  chloride 
Ma^esium  sulphate 
Oxide  of  iron 
Water  (by  diflF.)    . 


Anatyaea  by  Boat. 

1 
31-46 


24-27 
510 
2-62 
0-34 
0-14 

36-07 


2 

30-51 

24*27 

4-55 

3-01 

1-26 

014 

36*26 


100-00  100*00 


Hammerbacher  found  traces  of  osesium,  rubi- 
dium, and  thallium  in  Stassfurt  camallite  and 
in  crystals  resembling  camallite  from  a  spring 
of  Nauheim. 

Propertiea. — ^Amorphous  masses  of  a  fatty 
lustre  on  fresh  fracture,  deliquesoent  and  freely 
soluble,  leaving  a  residue  of  iron  oxide. 

Used  as  a  source  of  potassium  salts  and  as  a 
manure  (v.  Potassium). 

CARNAUBA  WAX  or  CARNAHUBA  WAX 

V.  Waxxs. 

CARNAtJBIC  ACID  C.aH^^COOH  is  ob- 
tained  from  Camaiiba  wax ;  m.p.  72*5°  (Sturcke, 
Annalen,  129,  168;  Darmstaedter  and  Lifs- 
chutz,  Ber.  1896,  619,  2899). 

CARNINE  is  the  name  siven  to  a  base 
isolated  from  meat  extract  by  Voit  (Weidel, 
Annalen,  1871,  158,  353);  it  occurs  also 
in  beer  yeast  extract  (Schutzenberger,  Chem. 
Zentr.  1877,  73),  in  the  muscle  of  some  fresh- 
water fish  and  frog's  flesh  (Kruckenberg  and 
Wagner,  ibid.  1884,  107),  and  in  beet  juice  (v. 
Lippmann,  Ber.  1896,  29,  2645).  Camine 
crystallises  in  chalk-white  druses,  is  sparingly 
soluble  in  cold,  readily  so  in  hot  water,  insoluble 
in  alcohol  or  ether ;  it  forms  a  crystalline  hydro- 
chloride  and  pUUinichloride,  and  a  sparingly 
soluble  compound  with  silver  nitrate  (Weidel, 
I.e.). 

Haiser  and  Wentzel  (Monatsh.  1908,  29, 157) 
have  shown  that  camine  is  an  approximately 
equal  molecular  mixture  of  hypoxanthine  and 
inoaine  CjoHjiOfNi,  and  the  two  are  separated 
by  the  action  of  acetic  anhydride  which  converts 
the  inosine  into  the  acetate  C|oH90,N«(OAc)„ 
m.p.   236**   (decomp.).    Inosine   crystallises  in 

silky  needles,  m.p.  215°  (decomp.),  [a]^®''— 49*2'*, 

and  100  c.c.  of  aqueous  solution  saturated  at  20^ 
contains  1*615  grams.  When  inosine  is  hydro- 
lysed  by  sulphuric  acid  it  3rields  hypoxanthine 
and  a  pentoae,  originally  termed  camoae  by 
Levene  and  Jacobs  (Ber.  1909,  42,  2102,  2474), 
and  afterwards  identified  with  a-riboae.  Inosine 
is  closely  related  to  inoaic  acid  {hypoxanthine 
phoaphoriboaide)  (Levene  and  Jacobs,  ibid.  1910, 
43,  3147 ;  Proc.  Amer.  Soc.  Biol.  Chem.  1910, 
25;  Haiser  and  Wentzel,  Monatsh.  1909,  30, 
147),  for  by  heating  a  dilute  aqueous  solution 
of  barium  inosate  at  125*^-130^  for  6  hours, 
inosine  and  barium  phosphate  are  formed.  The 
relation  between  the  two  compounds  is  probably 
represented  by  the  following  f ormuIsB : 

H  H   H    CH^N-^*' 
O :  P(OH),0'CH,C— C— C— CH-^N— C    CH 

I  *  *  ■  I  ' 

OH  OH  I 

O  CO-NH 


Inosic  add. 


2  Y 
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CARNINE. 


H   H   H 

OH  CH.-C— C— 6— CH 
OH  OH  I 

O 

Inosine. 


H    H    CH^^""^^^"^ 


II 
OH 


CO— n: 


H 
M.  A.  W. 


CARNinME  OfH^tOsN,  a  base  isolated  from 
Liebig's  beef  extract  and  present  also  in  fresh 
beef;  is  readily  soluble  in  water  yielding  an 
alkaline    solution,  the    nitrate    crystallises    in 

needles  and  has  la]jy  about  —22^ ;   the  pkUin- 

cfUaride  C,4H,|0(N|»PtGl,  forms  minute  oranee- 
red  needles,  m.p.  2U''-218°  (deoomp.)  (Gule- 
witsch  and  Krimberg,  Zeitsch.  physiol.  Chem. 
1905»  45,  326) ;  the  hydrocMoride  is  hygroscopic 
and  Invo-rotatory.    The  awichloride 

C,H„0,NAuCl4 

forms  pale  yellow  needles  and  orange  needles  or 
prisms,  m.p.  160° ;  the  mercurichlortde 

C,Hi50,N,Ha.6HgCl, 

is  an  oil  that  slowly  crystallises ;  the  compound 
C,Hi,0,N,2Hga,  has  m.p.  196°-197''  (Krim- 
berg,  ibid.  1907,  60,  361).  The  monoacetyl  de- 
rivative of  the  hydrochloride,  OAc  -C7H^  .0,N,HC1 
forms  a  yellow  crystalline  pUUinicMortde 

(C,H„0,N),Pta,. 

m.p.  199'*  (Engeland,  Ber.  1909,  42,  2467).  The 
ethyl  ester  is  identical  with  Kutscher's  MUine 
(Zeitsch.  Nahr.  Genussm.  1906,  10,  634),  (Krim- 
berg,  Zeitsch.  physiol.  Chem.  1908,  66,  417; 
Ber.  1909,  42,  3878  ;  Engeland,  I.e.). 

Carnitine  is  identical  with  Kutscher's  novaine 
(Krimberg,  Zeitsch.  p'.ysiol.  Chem.  1908,  66, 
466;  Engeland,  Ber.  1909,  42,  2467),  and  is 
probably  a  hydroxy  derivative  of  a  betalne,  since 
on  reduction  with  hydrogen  iodide  and  red 
phosphorus  at  130^^,  it  yields  a  product  identical 
with  Willstatter's  ^-trimethyloutyrobetalne 

NMe,<g?!:^H5>CH. 

(Ber.  1902,  36,  684);  Krimberg  (Zeitsch. 
physiol.  Chem.  1907,  53,  514).  According  to 
Engeland  (Ber.  1009,  42,  2457 ;  43,  2705)  and 
RoUett  (Zeitsch.  physiol.  Chem.  1910,  69,  60), 
carnitine  hydrochloride  is  the  chloride  of  a- 
hydroxy-7-trimethylamino-n-but3rric  acid 

NMe,aCH,-CH,CH(OH)CO,H 

M.  A.  W. 
CARNOSINE  C,H,«0,Nc,  a  base  isolated 
from  Liebig's  extract  of  beef,  is  soluble  in  water, 
crystallises  in  microscopic  needles,  decomposes 
tt  241'*-245'',  and  has  a  strongly  alkaline  re- 
action. The  nitrate  C^^^fi^^  crystallises  in 
soft  needles,  melts  and  decomposes  at  211®,  and 

has  [a]JO°  +22-3°  ;  the  copper  derivative 

C.H14O4N4CU 
is  crystalline  and  decomposes  at  220°.  The 
silver  derivative  and  acid  double  salt  with  silver 
nitrate  closely  resemble  the  corresponding 
derivatives  of  arginine  (Gulewitsch  and  Ami- 
radzibi,  Ber.  1900,  33,  1902).  Camosine  is 
probably  identical  with  Kutscher's  ignotine 
(Zeitsch.  Nahr.  Genussm.  1905,  10,  528 ;  Gule- 
witsch, Zeitsch.  physiol.  Chem.  1906,  50,  204; 
61,  258 ;  52, 627).  Compare,  however,  Kutscher 
{ibid.  1907,  60,  445 ;  61,  546). 


When  oamoiine  is  hydrolysed  by  boiling 
with  barium  hydroxide  it  yields  histidine,  the 
other  product  of  hydrolysiB  being  probably 
alanine 

C,Hi40,N4+H,0=C,H,0,N,-fC,H,0,N 

M.  A.  W. 

CARNOTITE.  A  hydrated  vanadate  of 
uranium  and  potassium,  occurring  abundantly 
as  a  bright  canary>yellow  powder  disseminat^a 
in  sandstone  in  western  Colorada  C  Friedel 
and  E.  Cumenge  (Compt.  rend.  1899,  128,  532). 
by  whom  it  was  first  described  and  named  (after 
A.  Camot),  expressed  the  composition  by  the 
formula  2UsO,VtOsK,0-3H.O.  Detailed  an 
alyses  were  made  by  W.  F.  HiUebrand  (Amer.  J. 
Sci  1900,  10,  120),  and  he  concluded  that  the 
mineral  is  not  simple,  but  a  mixture.  This  view 
is,  however,  not  borne  out  by  T.  Crook  and  G.  S. 
Blake  (Miii.  Mag.  1910,  15,  271),  who  find  that 
the  material,  hoik  from  Colorado  and  from 
South  Australia,  is  definitely  crystallised  in 
minute  plates  possessing  orthorhombic  sym- 
metry and  with  characters  analogous  to  those  of 
autunite  [Ca(UO«)2P,0^8H,Ol.  The  original 
material  was  found  by  M.  and  Mme.  Curie  to 
contain  radium  and  polonium. 

The  oamotite-bearing  sandstones  occur  over 
an  extensive  tract  of  country  on  both  sides  of  the 
Colorado-Utah  boundarv,  the  richest  deposits 
being  in  the  neighbournood  of  La  Sal  Creek, 
Roc  Creek,  and  Paradox  Valley,  in  Montrose  Co., 
and  in  San  Miguel  and  Dolores  Cos.,  in  south-west 
Colorado ;  other  deposits  are  met  with  near 
Coal  Creek  in  Bio  Blanco  Co.  and  Skull  Creek  in 
Routt  Co.  in  north-west  Colorado.  Most  of  these 
deposits  are  in  Jurassic  (La  Plata)  sandstone,  but 
some  of  those  in  the  N.W.  are  in  sandstones  of 
Cretaceous  age.  They  have  been  mined  at 
several  spots,  and  a  plant  for  the  extraction  of 
uranium  and  vanadium  salts  has  been  erected 
near  Cedar  in  San  Mi^el  Co.,  Colorado.  Owing, 
however,  to  difficulties  of  transport  and  to  the 
low  grade  of  the  sandstone  ore,  no  great  measure 
of  success  has  yet  been  attained.  An  average 
sample  of  marketed  ore  assayed  TJfig  11^9  p.c. 
and  VjOj  6-40  p.c. 

In  South  Australia,  at  Radium  Hill,  near 
Olary,  camotite  occurs  in  films  on  the  joint- 
planes  of  a  large  dej>osit  of  ilmenite,  rutile,  and 
magnetite. 

A  closely  allied  mineral,  named  ferganiie 
(I.  A.  Antipov,  1908;  Abstr.  in  Jahrb.  Min.  1909, 
ii  38),  is  a  hydrated  vanadate  of  uranium  and 
lithium.  It  occurs,  together  with  other  uranium 
minerals,  in  prov.  Fergana  in  Russian  Turkes> 
tan.  L.  J.  S. 

CARD'S  ACID.    Monopersulphuric    acid  {v. 

SuiiFHUB). 

CARDBS.  Specimens  of  commercial  carobs 
are  found  to  possess  the  following  percentage 
composition  :  water,  9-13 ;  nitrogenous  com- 
pounds, 5-7  ;  cellulose,  8-12 ;  fat,  less  than  1 ; 
ash,  2  ;  sugars  (dextrose  and  sucrose  in  variable 
proportions),  30-43 ;  phosphoric  oxide,  0-16- 
0-24  (Balland,  J.  Pharm.  Chim.  1904,  [6]  19, 569). 

CARDNE  V.  Ketones. 

CARDNY  BARK  v.  Cuspabia  bark. 

CARDUBIN  and  CARDUBINDSE.  Accord- 
ing to  Effront  (Compt.  rend.  1897,  125,  38),  the 
seeds  of  Cerakmia  sUiqua,  used  as  a  cattle  food 
in  Portugal,  contain  a  carbohydrate,  caroubin^ 
which,   when  purified,  forms  a  white  spongy 


Cascara  sagrada. 
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friable  maas,  giving  with  water  a  thick  symp 
or  jelly.  By  hydrolysiis,  it  yields  Carovbinose 
(C,H,|0,),  which  has  about  the  same  reducing 
powev  as  dextrose.  Is  probably  identical  with 
mannose  (Van  Ekenstein,  Compt.  rend.  125. 
197)  (v.  Gasbohtdrates). 

CARBAQEEN.  Oaragten,  Carragheen,  or 
Carragaheen,  (Fr.  OaXmen.)  Irish  or  Pearl  moes. 
An  alga  {Chondrus  erisjnu)  found  on  all  the 
western  coasts  of  Europe  and  on  the  east  coast 
of  North  America.  In  Ireland  it  is  collected, 
dried,  and  bleached  in  the  sun.  Found  in  com- 
merce as  flat,  diT,  yellow-white  pieces  2  to  3 
inches  long,  usually  branching,  of  a  very  faint 
odour  and  mucilaginous  taste,  swelling  in  water 
like  gelatine.  Almost  completely  soluble  in  boil- 
ing water ;  the  solution  sets  to  a  jeUy  on  cooling. 
Gon^ins  a  high  percentage  of  nitrogen,  and  is 
of  value  as  a  food  in  n'«^M»JM^  of  lungs  and 
general  weakness,  usually  taken  dissolvea  in  hot 
milk.  It  has  also  been  applied  as  a  size  and 
for  stiffening  silk,  also  occasionally  in  making 
jellies. 

Sometimes  found  largely  adulterated  with 
Oigartina  mamiUoaa,  which  is  less  valuable  and 
recognised  by  its  stalked  fruits  and  channelled 
stem  (v.  Auqm). 

CARRAWAY  OIL  v.  OnjB,  Essential. 

CARRIAGE  VARMSH  v,  Vabnish. 

CARROT,  the  tap  root  of  Daiicus  carota 
(Linn.).  Several  varieties  exist,  and  the  roots 
are  employed  as  cattle  food  and  as  a  table 
vegetable.  Kellner  gives  as  the  average  com- 
position : 

Sol.  carbo- 
Wster    Protein     Fat    hydrates    Fibre       Ash 
87-0        1-2        0-2        9-3        1*3        1-0 

According  to  American  analyses,  the  average 
composition  of  the  edible  portion,  as  a  table 
vegetable,  is : 

Water     Protein     Fat    Sol.  carbohydiates  Fibre  Aah 

88-2  " 


1-1 


04 


9-2 


11 


The  Belgian  white  carrot  is  often  used  for 
the  field  crop,  whilst  the  red  carrot  is  preferred 
for  table  purposes.  The  reddish  colouring 
matter  of  the  carrot,  oarroUne,  is  sometimes 
used  in  colouring  butter  and  cheese.  It  has 
the  composition  CaqH^c  and  can  be  obtained 
by  rasping  the  root?,  precipitating  the  juice 
with  lead  acetate,  with  which  the  carrotene 
forms  a  lake.  This  is  dried  and  extracted  with 
carbon  disulphide.  The  solution  is  evaporated 
to  drvness  and  repeatedly  extracted  with  cold 
petroleum  spirit  in  order  to  remove  cholesterol 
The  residue  is  then  dissolved  in  carbon  disul- 
phide, from  which  the  carrotene  is  precipitated 
by  the  addition  of  alcohol.  It  can  then  be  re- 
crystallised  from  benzene  in  the  form  of  rhombic 
plates  with  a  metallic  lustre,  blue  by  reflected, 
orange-red  by  transmitted  light.  The  cholesterol 
obtained  from  carrots  has  the  composition 
C,«H«40,  and  melts  at  136-6°,  and  is  apparently 
the  substance  previously  described  as  hydro- 
carrotene  (Amaud,  Compt.  rend.  102,  1319)  (v. 
Carrotenb). 

As  a  farm  crop,  carrots  are  particularly 
valued  for  horses  and  dairy  stock.  They  are 
best  gro^n  on  light  land,  free  from  stones  and 
weeds  and  weU  tuled.  H.  I. 

CARROT  GUM  v.  Gums. 

CARROTENE.  The  colouring  matter  of  Dau- 


tua  carota  (Linn.).  Found  also  in  the  leaves  of 
plants  to  the  extent  of  0*1  to  0*2  p.c.  (Amaud, 
Compt.  rend.  1890,  109,  911)  in  fuU  vegetatmn, 
and  to  a  slight  extent  in  etiolated  leaves  (Im- 
mendorf,  Chem.  Zentr.  1890,  i.  103),  and  in  the 
tomato.  It  forms  the  colouring  matter  of 
yellow  and  orange  pollen;  the  oily  drops  on  the 
surface  of  the  pollen  of  Verbascum  thapeiforma 
contain  not  kiss  than  6*6  p.c.  of  carrotene; 
and  in  the  animal  kingdom  it  occurs  as 
the  colouring  matter  in  DiofOomtu  baciUifer 
(Blanchard,  Compt.  rend.  1800,  110,  292). 
It  can  also  be  extracted  from  stinging-nettle 
leaves  with  light  petroleum  ( Willstatter  and  Mieg, 
Annalen,  1907,  366,  1).  Carrotene  crystallises 
in  copper-coloured  leaflets  which  appear  red  by 
transmitted  light,  and  have  m.p.  167*8°.  ^ 
is  insoluble  in  water,  readily  soluble  in  carbon 
disulphide  or  benzene,  sparingly  so  in  alcohol, 
ether,  petroleum,  or  chlordForm.  Carrotene  is  able 
to  decompose  carbon  dioxide  with  formation  of 
oxygen,  and  this  probably  explains  why  etiolated 
leaves  can,  under  certam  conditions,  generate 
oxygen  (Kohl,  Chem.  Zentr.  1906,  ii.  442). 

Carrotene  is  an  unsaturated  hydrocarbon 
having  the  formula  C40H5,  (Willstatter  and 
Mie^,  l.c);  it  combines  with  iodine  to  form 
the  iodide  C^qR^JL^  which  crystallises  in  rosettes 
of  dark-violet  prisms,  and  decomposes  at 
140°-170°;  and  the  iodide  C^pH^I,,  which 
forms  dark-violet  plates  and  decomposes  at 
136°-137°.  The  hromo-  compound  C45H„Br„ 
decomposes  at  171°-174°  ( WiUstatter  and  Escher, 
Zeitsch.  physioL  Chem.  1910,  64,  47).  Carro- 
tene dissolves  slowly  in  concentrated  sulphuric 
acid,  forminff  an  indigo-blue  solution  from  which 
the  hydrocarbon  is  precipitated  in  green  flakes  on 
the  addition  of  water ;  it  absorbs  oxygen  to  the 
extent  of  34*3  p.c.  of  its  weight,  yielding  a  colour- 
less substance.  When  carrotene  is  oxidised 
with  a  small  amount  of  acetic  acid  solution  of 
chromic  anhydride,  and  the  temperature  kept 
below  30«.40«.  an  oU  C^o^^fi^  or  C^oH^gO.  is 
obtained,  and  this  does  not  solidify  at  —10" 
(Euler  and  Nordenson,  Zeitsch.  physioL  Chem. 
1908,  66,  223). 

CARVACROL  v.  Camfhobs;  also  Oils,  Es- 
sential. 

CARVEOL  V,  CAiiPHOBS. 

C  ARVOL  V.  Camphobs  ;  also  Oils,  Esssntial. 

CARVONE  V.  Ketokbs. 

CASCARA  SAGRADA.  The  dried  bark  of 
the  Rhamnus  Purahiana  CD,  C),  a  small  species 
of  thorn  tree  inhabiting  the  Pacific  slopes  of  the 
Roclnr  Mountains.  (For  botanical  characters, 
see  Hooker  (Flora  Bor.  Amer.  43),  Preeoott 
(Amer.  J.  Pharm.  1879,  166),  Moller  (Pharm.  J. 
[3J  14,  467);  Moss  {ibid,  f3J  649,  19).)  Cascara 
si^rrada  has  been  long  known  as  a  cathartic  to 
the  Indians  and  trappers  of  California ;  but  it 
has  onlv  recently  been  introduced  into  American 
and  European  medicine.  Its  physiological 
action  is  similar  to  the  other  and  better-known 
Rhamnua  frangula  (Linn.),  but  the  Pursahian 
is  the  more  esteemed.  {Cf,  Kennedy,  Amer.  J. 
Pharm.  1886,  496.) 

Cascara  bark  has  been  examined  by  Preacott 
{ibid.  1879,  165);  Limousin  (J.  Pharm.  Ciiim. 
[6]  6,  80) ;  Wenzell  (Pharm.  Rundsch.  1886,  79) ; 
Meier  and  Webber  (Pharm.  J.  [31  18,  804); 
Schwabe  (Arch.  Pharm.  226,  669) ;  Zeig  (Pharm. 
J.  [3]  20,  173) ;   Lo  Prince  (Compt.  rend.  116, 
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286),  Dohme  and  Eagelhardt  (Amer.  Chem.  J. 
20,  634) ;  but  the  statements  made  regarding  it 
are  very  oonflioting,J[for  a  Bammary  of  which  see 
Jowett  (Rep.  AmerrPharm.  Assoc.  1904, 1),  who 
has  also  made  an  ezhaustive  examination  of  the 
bark.  He  has  confirmed  the  presence  of 
emodin  together  with  a  small  proportion  of  an 
isomeric  substance  which  may  be  identical  with 
the  iso-enuylin  obtained  from  Bhamnus  fnmgula 
by  Thorpe  and  Miller  (Chem.  Soc.  Trans.  61,  6). 
Glucose  is  also  present,  and  a  substance  which, 
on  treatment  with  acid,  yields  syringic  acid. 
No  evidence  was  obtained  of  the  existence  of 
chrysophanic  acid  or  chrysarobin  or  of  gluoo- 
sides  yielding  on  hydrolysis  emodin,  chryso- 
phanic acid,  or  rhamnetin.  The  cascarine  of 
Le  Prince  and  the  purshianin  of  Dohme  and 
Engelhardt  are  probably  impure  products. 
Emodin  is  not  the  active  principle  of  the  drug, 
and  no  clue  could  be  obtamed  as  to  the  nature 
of  this  principle.  Cascara  bark  contains  about 
2  p.c.  of  fat  and  a  small  proportion  of  a  volatile 
oiL  The  constituents  of  R.  CalifonUctu  appear 
to  differ  very  little  from  those  of  B,  Ptiraniana, 
(For  methods  for  the  estimation  of  the  active 
constituents  of  Cascara  sagrada,  see  Warin  (J. 
Pharm.  chim.  [61  22,  12).)  A.  S. 

CASCARILLA  BARK.  The  bark  of  Croion 
CaacariUa  (Benn),  or  C,  Eluteria  (Benn),  or 
*  seaside  balsam,*  a  euphorbiaceous  tree  groiring 
in  the  West  Indies. 

Duval  obtained  from  it  a  substance^  easca- 
rittifie  C||H,(04,  which  Alessandri  (Arch. 
Pharm.  220,  690)  also  isolated  by  extracting  the 
bark  with  oxalic  acid  and  precipitating  the 
extract  with  ammonia.  This  substance  dissolves 
in  hydrochloric  acid,  producing  a  rose-coloured 
solution,  which  changes  through  purplish-red, 
violet,  and  green  to  a  sky-blue  witnout  the 
addition  of  water.  Boehm  (Pharm.  J.  [3]  16, 366) 
finds  in  addition  an  alkaloid  closely  allied  to 
cholin.  An  examination  of  this  alkaloid  by 
Kaylor  (Pharm.  J.  59,  279)  indicates  that  it  is 
betaine.  A.  S. 

CASCARILLA  OIL  t^.  Oils,  EssEirnAL. 
CASEIN.  (}asein  occurs  in  the  milk  of 
mammals,  and  is  the  principal  protein  of  oow*s 
milk,  which,  up  to  the  present,  is  its  only 
commercial  source.  Cow*s  milk  contains,  on  an 
average,  about  3  p.c.  of  casein,  which  exists  in  a 
suspended  or  colloidal  condition,  probably  as  a 
lime  compound  in  combination  with  calcium 
phosphate,  giving  the  milk  its  opaque  appear- 
ance. This  can  easily  be  proved  bv  allowing 
the  milk  to  pass  through  a  filter  of  unglazed 
ix)rcelain,  when  a  white  mass  of  casein  and  fat 
will  be  found  on  the  surface  of  the  filter,  and  the 
filtrate  will  contain  the  lactose,  soluble  albumen, 
and  soluble  salts  of  milk. 

Preparation  of  pure  easetn.  Separated  milk 
is  diluted  to  about  five  times  its  volume  with 
water  and  sufficient  acetic  acid  added  to  give 
0-1  p.c.  of  acid  in  the  solution.  The  casein  is 
precipitated,  carrying  down  with  it  the  fat.  The 
curd  is  washed  aoout  ten  times  by  decantation, 
collected  on  a  cloth  filter,  washed,  and  pressed 
as  dry  as  possible.  It  is  then  dissolved  in  the 
least  quantity  of  ammonia,  and  filtered.  The 
filtrate  is  precipitated  with  acetic  add,  washed, 
and  redissolved  in  ammonia.  This  process  is 
repeated  three  or  four  times.  The  curd  is  then 
rubbed  up  in  a  mortar  several  times  with  80  p.c. 


alcohol,  and  finally  with  absolute  alcohoL  It  is 
next  similarlv  treated  with  ether,  and  extracted 
with  ether  in  a  Soxhlet  apparatus,  and  the 
casein  fin:vUy  dried  at  lOO^C. 

Properties. — ^Thus  prepared,  casein  is  a  white, 
amorphous  body  witnout  taste  or  smelL  It  is 
very  sparingly  soluble  in  water,  and  quite  in- 
soluble in  alcohol  and  ether.  Its  most  prolMible 
percentage  composition  is:  C,  63*13;  H,  7<06; 
N,  16-78;  P,  0-86;  O,  22-40;  S,  0-77. 

Casein  is  a  phospho-protein.  Its  molecular 
weight  is  stated  to  be  about  1136.  It  is  a  weak 
dibasic  acid,  forming  acid  and  neutral  salts  with 
alkalis.  In  dUutc  alkaline  solutions,  it  has  a 
Isvo-rotary  action  on  polarised  light.  At  the 
ordinary  temperature,  1  gram  of  casein  com- 
bines with  0  CO.  of  N/10  hydrates  or  carbonates  of 
alkaUs,  and  with  nearly  7  c.c.  decinormal  solutions 
of  common  acids.  It  is  soluble  in  caustic  alkalis, 
and  in  the  carbonates,  bicarbonates,  phosphates, 
&c.,  of  the  alkali  metals,  and  is  precipitated  un- 
changed by  addition  of  sufficient  acid  to  neutralise 
the  fukalL 

Casein  is  soluble  in  strong  hydrochloric  acid, 

Siving  a  fine  violet  colour,  and  is  also  soluble  in 
ilute  hydrochloric  acid  containing  0-2  p.c.  of 
the  fuming  acid,  but  is  insoluble  in  2  or  3  p.c. 
acid. 

Preparatloii  of  industrial  casein.  There  are 
many  methods  of  preparing  casein,  but  on 
the  large  scale  these  are  generally  limited  to 
three: 

(1)  Precipitation  by  means  of  acid — ^usually 
sulphuric,  tnough  acetic,  phosphoric,  lactic, 
hydrochloric,   &c.,  are  also  employed. 

(2)  Curdling  by  means  of  rennet. 

(3)  Curdling  by  *  self -souring.' 

A  very  interesting  method  of  preparation  is 
by  means  of  electricity,  but  so  far  this  does  not 
seem  to  have  progressed  beyond  the  laboratory 
stage.  The  methcxl,  however,  will  be  described 
later.  Whichever  method  be  employed,  the 
first  essential  is  a  machine-separated  milk,  con- 
taining the  smallest  possible  quantity  of  fat. 
Milk  tkken  from  cows  shortly  alter  calving,  and 
containing  colostrum,  is  unsnited  for  casein 
manufacture.  It  gives  a  soft  curd  which 
squeezes  through  the  filter  cloths,  and  holds  a 
ereat  deal  of  water.  It  has  sometimes  been 
found  necessary  to  throw  away  a  whole  batch 
as  the  curd  has  been  quite  unworkable. 

Also,  if  the  milk  has  been  pasteurised  at  such 
a  high  temperature  that  some  of  the  lact^lbu- 
min  oecomes  insoluble,  the  curd  will  give  a  great 
deal  of  trouble. 

The  milk  from  the  separators  is  run  into  a 
tank  of  suitable  dimensions,  and  brought  to  the 
required  temperature  by  means  of  steam. 

Precipitation  hy  stdphuric  acid. — ^The  requi- 
site quantity  of  sulphuric  acid,  previously 
diluted  with  water  in  a  wooden  or  enamelled 
iron  bucket,  is  then  introduced,  and  the  whole 
well  agitated,  when  the  milk  will  gradually  lose 
its  opaque  appearance  and  become  clear  with 
separation  of  tne  curd.  As  soon  as  the  whey  is 
yellow  and  transparent,  the  agitation  is  stopped, 
and  the  curd  falls  to  the  bottom  of  the  tank. 
The  whey  is  run  off,  the  curd  allowed  to  drain 
and  washed  with  cold  water  until  aU  the  whey 
j  has  been  separated.  The  bulk  of  the  water  is 
I  then  removed  by  means  of  a  suitable  press  or 
I  by  a  centrifugal  machine. 
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Curdling  with  rennet. — ^The  amount  of  rennet 
required  depends  upon  the  acidity  of  the  milk 
and  the  temperature.  The  more  acid  the  milk 
and  the  nearer  the  temperature  approaches 
I06®F.,  the  less  is  the  rennet  required.  At 
llS-d'^F.  and  at  86"*?.,  the  curdling  power  of 
rennet  is  only  about  70  p.c.  of  that  at  lOC^F. 

Tf  the  acidity  of  the  milk  be  15^^,  about  2^  oz. 
rennet  shoidd  curdle  100  gallons  of  milk  in  about 
i  hour.^  When  the  acidity  reaches  30"*,  half  this 
quantity  will  suffice.  The  requisite  quantity  of 
rennet  is  diluted  with  water  and  thoroughly 
stirred  into  the  milk  at  a  temperature  of  about 
lOe^'F.  The  milk  is  then  allowed  to  rest  until 
it  has  '  set '  like  a  junket.  The  mass  is  cut  up 
into  smaU  cubes  by  special  knives,  and  then 
agitated  gently  at  first,  and  afterwards  vigo- 
rously wmle  being  very  slowly  heated  up  to 
about  ]20°F.  by  means  of  free  steam  or  a  steam- 
jacket.  The  curd  will  then  be  in  hard  grains  or 
nodides  at  the  bottom  of  the  tank.  The  whey 
is  rapidly  run  off,  the  curd  washed  well  with  cold 
water,  and  pressed 

Curdling  by  *  sdf-aouring.* — ^When  milk  is 
exposed  to  tiie  air,  it  becomes  acid.  This  change 
is  effected  by  the  BactUua  addi  laciici,  which 
converts  the  lactose  into  lactic  acid.  When 
sufficient  acid  has  been  formed,  the  curd  sepa- 
rates from  the  whey.  On  the  large  scale,  the 
separated  milk  is  run  into  a  tank,  the  temperature 
brought  to  and  maintained  at  about  98^F.,  at 
which  point  the  growth  of  the  bacilli  is  most 
rapid.  After  some  hours,  aocordinff  to  the 
freshness  of  the  milk,  a  sour  smell  will  be 
noticed  and  the  milk  will  begin  to  curdle.  When 
the  right  point  has  been  reached,  steam  is  turned 
on  and  the  mass  agitated  in  order  to  make  the 
curd  firm,  and  in  a  suitable  condition  for  washing 
and  pressing.  The  whey  is  then  run  off  and  the 
curd  fimshed  in  the  usual  manner. 

Drying  of  the  curd, — ^When  as  much  moisture 
as  possible  has  been  removed  from  the  curd,  it 
is  broken  up  and  dried.  This  may  be  effected 
either  by  spreading  on  trays  in  heated  dr3ring- 
rooms  fitted  with  ventilating  appliances  to 
facilitate  the  removal  of  the  moisture,  or  in  a 
drjdng  cylinder  heated  from  inside  or  outside  or 
both,  and  rotated  to  keep  the  contents  in 
constant  motion.  Another  method  of  drying 
the  curd  is  by  means  of  a  Passburg  vacuum 
drier,  consisting  of  a  cast  or  wrought-iron  case, 
which  can  be  hermetically  closed  by  doors.  A 
vacuum  is  produced  by  an  air  pump,  and  the 
moisture  is  vapourised  at  a  low  temperature  so 
that  drying  is  soon  effected. 

Whatever  process  be  adopted,  the  tempera- 
ture must  be  carefully  watched,  as  a  few  degrees 
too  much  heat  will  '  bum '  the  casein  to  a  rich 
brown  colour,  and  if  the  temperature  be  too 
low  the  curd  will  take  a  long  time  to  dry,  and 
may  become  sour  and  mouldy. 

The  dry  casein  is  then  ground  to  a  fine 
powder,  when  it  is  ready  for  the  market. 

Curdling  by  electricity, — ^Although  this  pro- 
cess is  so  far  not  a  commercial  one,  it  is  sufficiently  ' 
interesting  to  warrant  a  short  description.  The 
milk  is  heated  to  120*^F.,  and  a  porous  cell, 
containing  dilute  milk,  is  placed  in  the  centre. 
A  current  of  electricity  of  sufficient  tension  is 

1  The  '  degree  of  acidity '  of  milk  is  the  nnmher  of 
c.c.  of  ^/10-KaOH  id.  required  to  neutralise  the  acid  I 
in  100  c.c. 


passed,  and  the  soluble  elements,  the  phos- 
phates in  particular,  are  decomposed.  The 
anode  is  placed  in  the  milk  and  the  cathode  in 
the  porous  cell.  Phosphoric  acid  is  then 
liberated  in  the  milk,  and  causes  the  precipita- 
tion of  the  casein,  while  the  liquid  in  the  porous 
ceU  becomes  strongly  alkaline.  The  chief 
difficulty  lies  in  the  choice  of  electrodes — ^the 
cathode  in  the  porous  cell  can  be  carbon,  but 
the  anode  must  be  of  platinum,  which  makes  the 
original  cost  very  heavy.  Any  of  the  common 
metals  are  attacked  in  a  very  short  time,  and 
carbon  throws  off  small  particles  which  cause 
the  precipitated  curd  to  become  black.  It  is. 
of  course,  possible  to  have  both  electrodes  of 
carbon  in  porous  cells,  but  it  is  found  that  the 
curd  soon  fills  up  the  pores  and  the  action 
becomes  very  slow. 

Properiiefi, — ^Industrial  casein,  prepared  with 
sulphuric  acid,  will  dissolve  in  the  following 
quantities  of  alkalis  or  alkaline  salts,  though 
larger  quantities  are  always  used  in  the  various 
industries : — 


Sodium  bicarbonate 
Sodium  carbonate 
Sodium  hydroxide 
Sodium  sflioate  140'^w 
Sodium  arsenate  . 
Sodium  sulphite   . 
Strontium  hvdrate 
Trisodium  phosphate 
Ammonia,  -880     . 
Sodium  tungstate 
Borax 


Per  cent. 
3| 

n 

10 
20 

9 
20 

8 

'It 


Solutions  of  the  hydroxides  of  pot'assium, 
sodium,  lithium,  and  ammonium  of  equal  con- 
centration, dissolve  casein  at  approximately  the 
same  rat«.  Solutions  of  the  hydroxides  of  the 
alkaline  earths  dissolve  casein  much  more 
slowly ;  strontium  hydroxide  dissolves  it  most 
rapidly,  calcium  hydroxide  more  dowly,  and 
barium  hydroxide  more  slowly  stilL 

Rennet  casein  is  insoluble  in  carbonate  and 
bicarbonate  of  soda,  partly  soluble  in  borax  and 
ammonia,  and  soluble  in  trisodium  phosphate 
and  lime. 

Its  solution  in  alkalis  does  not  coagulate  on 
heating,  but  is  precipitated  by  acids  and  many 
metallic  salts.  When  acted  on  by  formaldehyde 
and  certain  other  bodies,  casein  is  sendered 
insoluble.  Advantage  is  taken  of  this  fact  in 
various  industries  to  give  a  waterproof  coating 
of  casein. 

Pure  casein  contains  only  a  very  smaD 
amount  of  ash,  but  industrial  casein  may  con- 
tain up  to  about  7  p.c.  or  8  p.c. — ^rennet-prepared 
casein  containing  the  most,  and  '  self -soured ' 
casein  the  least. 

Uses  of  easefn.  Casein  is  employed  in  a 
large  number  of  industries,  and  its  use  is  in- 
creasing every  year,  in  fact,  there  are  but  few 
industries  in  which  casein,  in  some  shape  or 
form,  is  not  or  cannot  be  employed  with  advan- 
tage. 

The  greater  quantity  of  imported  casein,  the 
value  of  which,  in  1909,  was  about  50,0002., 
comes  from  the  Argentine.  Large  quantities 
also  are  received  from  France  and  Germany,  and 
smaller  quantities  from  Holland,  Belgium,  and 
the  United  States. 
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Casein  ia  used  in  paste  and  dry  distempers ; 
in  cardboard  manufactare,  paper  glazing, 
leather  dressing,  soap  manutaotnre,  cotton 
sizing,  dressing  for  textiles,  finishing,  water- 
proofing,  calico  printing,  cask  glazinff ;  imitation 
bone,  ivory,  tortoiseshell,  amber,  eoony,  ^c. : 
picture  mouldings,  sealing  for  bottles,  cabinet 
and  pianoforte  making,  emul8ionB»  fining  wines, 
boot  polishes,  waterproof  cements,  polishes, 
films,  diabetic  and  protein  foods. 

AJimentary  easeln.  Some  of  the  best- 
known  food  preparations  of  casein  are : 

Plasman. — Tnis  is  a  cream-coloured  powder, 
somewhat  coarse  in  texture.  It  is  a  soda  com- 
pound of  casein,  and  is  jMkrtially  soluble  in  water. 
It  contains  nearly  2  p.c.  of  lactose  (milk-sugar) 
and  about  70  p.c.  of  proteins. 

Lttiiproto. — ^A  fine  white  powder,  completely 
soluble  in  water.  It  is  a  soda  compound  of 
casein,  made  by  a  special  process.  It  contains 
about  76-78  p.c.  proteins,  and  is  nearly  free 
from  lactose,  and  so  is  specially  recommended 
for  diabetic  patients. 

Sanatogtn, — ^A  white  powder  soluble  in 
water.  It  consists  of  casern  with  about  5  p.c. 
of  sodium  glycerophosphate,  and  is  free  from 
fat  and  lactose. 

Dr,  ReigeTa  milk  protein, — ^A  soda  compound 
of  casein,  soluble  in  water.  According  to  the 
patent  specification,  the  curd  is  precipitated 
from  the  milk  by  means  of  ethyl-sulphuric  acid. 

Eueauin, — ^A  casein-ammonia  compound, 
soluble  in  water. 

NiUroee, — ^A  soda  compound  of  casein. 

Casein  solids.  Oakdith, — Insoluble  casein, 
treated  with  formaldehyde  and  subjected  to 
heavy  pressure,  gives  plates  of  great  hardness, 
and  by  blending  pigments  with  the  casein, 
imitations  of  bone,  ivory,  ebonite,  &a,  are 
obtained.  The  products  are  known  as  Oalaliih 
(from  the  Greek  gala,  milk,  and  litJtos,  stone). 
The  following  articles  are  made  from  galalith : 
brush-backs,  combs,  cigar  and  cigarette  holders, 
penholders,  electrical  fittings,  umbrella  and 
stick  handles,  buttons,  dominoes,  &c.  Being 
uninflammable,  casein  possesses  great  advan- 
tages over  celluloid.  It  is  a  bad  conductor  of 
electricity,  and  is  therefore  suitable  for  electrical 
fittings.  A  plate  of  galalith  X  inch  thick,  is 
impervious  to  a  current  of  16,000  volts. 

Lactoform, — This  is  a  patented  preparation 
of  casein  resembling  horn,  givine,  according  to 
the  specification,  a  Hard  and  tough  article  which 
does  not  swell  or  materiaUy  soften  when  im- 
mersed in  water.  It  is  prepared  by  adding 
various  salts  to  solutions  of  casein;  thus,  by 
adding  a  solution  of  lead  acetate  to  a  solution  of 
casein,  a  coagulum  is  produced  from  which 
lactoform,  resembling  honi,  may  be  obtained, 
while  to  manufacture  a  substitute  for  ivory, 
carbonate  of  soda  is  added  to  the  casein  solution 
and  precipitated  by  sugar  of  lead,  thus  forming 
carbonate  of  lead  in  the  mass  obtained.  By  the 
use  of  chromium  compounds,  bluish-green,  also 
yellow  and  orange  lactoform,  is  obtainable ;  by 
the  action  of  iron,  rust-coloured,  and  in  com- 
bination with  tannic  acid,  slate  and  black- 
coloured,  lactoform  may  be  produced.  These 
are  merely  intermediate  products,  and  are  not 
claimed  as  a  new  invention,  but  are  converted 
fnto  lactoform  by  treatment  with  formaldehyde. 

^or  glues  and  sizeSf  casein  is   d^ssojvea   in 


borax,  soda,  or  ammonia,  and  the  reemltins 
coating  may  afterwards  be  rendered  insoluble 
by  formaldehyde,  or  the  casein  may  be  dis- 
solved in  lime,  which  will  give  a  waterproof 
ooatinff  when  dry. 

Fim$, — Schmidt  has  patented  a  process  for 
making  casein  films  as  follows :  100  grams  of 
casein  are  dissolved  by  heatins  in  1  litre  of  water 
containing  S  grams  of  25  p.c.  hydrochloric  acid ; 
10  grams  of  40  p.o.  formaldehvde  and  a  small 
quantity  of  glycerol  are  added,  and  the  solu- 
tion poured  on  glass  plates  to  dry.  He  states 
that  films  made  from  alkaline  solutions  of 
casein  are  not  impermeable  to  moisture. 

Schmidt  patents  the  following  process  : 
100  nams  of  casein  and  1*5  grams  caustic  of  soda 
are  dissolved  in  1  litre  of  water,  to  which  are 
added  about  15  grams  of  a  40  p.c.  solution  of 
formaldehyde ;  or  100  grams  of  casein  and  10  cc. 
of  a  10  p.c.  solution  of  ammonia  are  dissolved  in 
2  litres  of  water,  to  which  are  added  about 
90  grams  of  a  40  p.c.  solution  of  formaldehyde. 
Either  of  these,  he  states,  gives  insoluble  films 
on  dryinff,  which  may  be  uaed  for  photography, 
surgical  bandages,  paper-coating,  &c 

Buaa,  in  his  patent  for  photographic  films, 
proc4)eds  as  foUows:  600  to  700  grams  dry 
casein  are  heated  with  9  litres  of  water  to  35° 
or  50**,  mixed  with  250  grams  of  citric  acid  dis- 
solved in  1  litre  of  water,  and  the  heating  con- 
tinued until  the  whole  has  dissolved.  Then  100 
or  200  grams  of  glycerol  are  added,  and  the 
liquid  filtered.  It  is  applied  bv  machine  to 
plain  or  baryta  paper,  and  allowed  to  dry.  It  is 
nest  rendered  insoluble  by  being  drawn  through 
a  5  or  7  p.c.  solution  of  ammonium  or  sodium 
chloride,  and  finally  sensitised  in  a  silver  nitrate 
bath,  ranging  between  4  and  12  p.c.  in  strength. 

Sealing  for  hoUles. — ^For  this  purpose,  Joizgnoi 
has  patented  the  following  preparation :  Casein 
is  treated  with  a  hot  aqueous  solution  of  sodium 
phosphate,  ammonium  fluoride  and  glyoeroL 
the  whole  being  then  heated  in  the  water-bath 
until  it  is  homogeneous  and  viscous.  This 
product  is  employed  for  sealing  bottles  of  metal, 
glass,  porcelain,  &c.,  by  applying  it  in  a  warm 
state  to  the  edge  of  the  veasel'or  cover,  and  then 
treating  it  with  formaldehyde. 

Fining  of  wines, — ^For  this  purpose,  a  readily 
soluble  sodium  compound  of  casern  is  used.  It 
I  is  dissolved  in  10  or  20  parts  of  water,  the  5  p.c. 
solution  effecting  a  somewhat  slower  though 
more  complete  clarification.  The  casein  com- 
pound has  the  advantage  that  it  is  very  much 
cheaper  than  albumen,  and  is  free  from  all 
flavour  such  as  is  found  in  even  the  purest 
gelatin.  Moreover,  if  in  fining  wines  with  whit« 
of  egg,  albumin  or  gelatin,  too  large  an  excess  in 
proportion  to  the  tannin  be  used,  this  excess 
remains  in  solution,  and  may  le4id  to  turbidity 
and  alteration  in  the  wine ;  whereas  the  casein, 
even  when  added  in  considerable  excess,  is  com- 
pletely eliminated,  being  coagulated  by  the  acid 
in  the  wine. 

Casein  ujoter-paints, — Casein  in  fine  powder 
is  intimately  mixed  with  sifted  slaked  lime  and 
incorporated  with  the  pigments.  The  propor- 
tion of  lime  to  casein  is  very  important :  if  too 
little  Ume  be  used,  the  mixture  will,  after  a  short 
time,  especially  if  exposed  to  air,  become  in- 
soluble in  water ;  and  if  too  much  lime  be  used, 
adverse  results  will  follow.    The  brushes  will  be 
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rotted  and  the  paint  will  be  liable  to  flake  off. 
The  next  matter  of  importance  is  the  proportion 
of  lime  and  casein  to  he  incorporated  with  the 
pigment.  If  too  little  be  used,  the  paint  will 
dust  off  and  will  not  stand  washing ;  and  if  too 
much  be  used,  the  coating  will  be  brittle  and 
flake  off. 

In  selecting  the  pigments,  it  is  necessary  to 
employ  only  those  which  are  unaffected  by  lime. 
The  most  suitable  are  : 

Whiting,  China  clay,  zinc  oxide. 
Ochre,  Hansa  yellow,  naphthol 

yeUow,  chrome  yellow. 
Umber,  sienna. 
Carbon  blacks. 
Oxide^s  lithol  red. 
Ultramarine. 
Green  earth,  ultramarine  green, 

lime  green. 

The  ingredients  must  be  thoroughly  in- 
corporated and  kept  in  air-tight  packages.  The 
paint  is  prepared  by  mixing  the  powder  with 
cold  water,  and  is  reiidy  for  use  in  a  few  minutes. 
When  thoroughly  dry,  the  surface  is  washable. 

L.  M.  N. 

CASHEW  QUM  v.  Gums. 

CASSAVA.  The  root  of  ManiJiot  palmaia 
(Muell.),  *  sweet  cassava; '  or  of  Manihoi  fdiliS' 
sima  (Pohl),  *  bitter  cassava.'  These  plants  are 
widely  cultivated  in  the  tropics  for  the  sake  of 
their  starchy  edible  roots.  From  them  the 
substance  tapioca  is  prepared.  The  starch  is 
also  Imnwn  as  mandioc  starch,  Brazilian, 
Bahia,  Rio  or  Para  arrowroot,  and  by  other 
names. 

The  grains  of  starch  are  grouped  in  twos, 
threes,  or  fours ;  the  separate  grains  have  usually 
one  or  two  flat  surfaces,  but,  on  the  whole,  are 
rounded  and  show  delicate  concentric  striations 
and  a  distinct  hilum. 

Cassava  root  contains  a  volatile  poisonous 
substance  (Fermin,  1764),  which  proved  to  be 
hydrocyanic  acid  (Boutron-Charlard,  1836,  and 
TVancis,  Analyst,  1878,  2,  4).  The  latter 
observer  found  0*0168  p.a  of  prussic  acid  in 
sweet  cassava  root  and  0*0275  p.c.  in  the  bitter 
root.  He  found  69-4  p.c.  and  61-4  p.c.  water 
in  the  roots,  and  about  30  p.c.  of  starch. 

Leuscher  (Zeitsch.  offentl.  Chem.  1902,  8, 
10),  as  the  mean  of  six  analyses  of  the  fresh  root, 
found : 

Water  Protein   Fat     Starch   Sugar   Crude  fibre   Ash 
70-26     M2    0-41    21-44    6-13        Ml        0-64 

He  states  that  the  yield,  on  well-irrigated  land, 
may  amount  to  15  or  16  tons  per  acre. 

Tapioca  ia  made  from  the  starch  of  cassava 
by  stirring  the  damp  product  on  a  hot  iron  plate 
until  it  agglomerates  mto  the  irregular,  spherical 
masses  familiar  as  tapioca.  Bv  this  treatment, 
many  of  the  starch  grains  become  changed, 
being    converted    into    shapeless,    translucent 

masses. 

According  to  American  analyses  (Wiley,  Bull. 
13,  U.S.  Dept.  of  Agric.  Div.  of  Chem.  1898), 
tapioca  contains — 

Water    Protohi     Fat    Carbohvdrates     Fibre       A»h 
11-23      0-37      0-03  88-16  012      009 

Owing;  to  the  exceptionally  low  demands  of 
cassava  u>r  mineral  matter,  it  has  been  recom- 


mended as  a  crop  particularly  well  adapted  for 
cultivation  on  poor  sandy  soUs,  as  it  feeds  very 
largely  upon  aur  and  water  (EwoU  and  Wiley, 
Amer.  Chem.  J.  1893,  15,  285).  H.  I. 

CASSEL  EARTH  or  VANDYKE  BROWN  v. 

CASSEL  YELLOW.  Lead  oxychhride.  A 
pigment  also  known  as  Turner's  Yellow^  MorU- 
pelier  YeUow,  Mineral  Yellow,  and  Patent  Yellow. 

CASSELMAN'S  GREEN.  A  pigment  made 
by  mixing  boiling  solutions  of  copper  sulphate 
and  an  alkaline  acetate. 

CASSIA.  The  bark  of  Cinnamomum  cassia 
(Blume),  a  tree  belonging  to  the  order  Lauraceoi 
or  true  laurels.  It  is  grown  in  China,  Java,  &c. 
C,  cassia  furnishes  a  bark  which  is  much  like 
cinnamon  [C,  zeylanicum  (Nees)],  but  thicker, 
coarser,  stronger,  less  delicate  in  flavour,  and 
cheaper ;  hence  it  is  frequently  used  to  adul- 
terate cinnamon.  The  bark  is  stripped  off  the 
branches,  when  it  rolls  up  in  the  form  of  quills. 
It  is  said  to  be  preferred  to  cinnamon  itself  by 
some  chocolate  makers  on  account  of  its  stronger 
flavour.  The  unopened  flower-buds  are  also  sold 
under  the  name  of  *  cassia-buds,'  and  possess 
similar  properties  to  the  bark.  Other  species  of 
the  genus  afford  aromatic  barks,  e,g.  C.  cuU- 
lavxm  (Blume),  native  of  Malaya  and  China,  the 
bark  of  which  has  a  flavour  of  cloves ;  C, 
iamala  (Nees),  which  occurs  in  sub-Himalayan 
India  as  far  as  Burma,  and  provides  a  bark  that 
is  used  as  a  substitute  for  or  adulterant  of  true 
cinnamon ;  C.  Bvnnanni  (Blumo)  is  the  source 
of  the  bark  exported  from  Sumatra.  The  bark 
known  as  dove-cassia  is  obtained  from  Dicy- 
peUium  caryophyUatum  (Nees),  which  is  also  a 
tree  of  the  laurel  family  growing  in  Brazil. 

The  employment  of  cassia  as  a  soplusticant 
of  the  more  esteemed  and  more  costly  bark  of 
cinnamon  when  in  the  ground  state  may  usually 
be  detected  by  adding  tincture  of  iodine  to  a 
decoction  of  the  powder ;  when,  since  cassia  con- 
tains more  starch  than  cinnamon,  the  substance 
will  turn  blue ;  but,  where  inferior  qualities  of 
the  true  cinnamon  have  been  examined,  their 
constitution  has  approached  that  of  the  coarser 
bark  of  cassia,  and  this  test  has  proved  un- 
certain   (c/.  O.   Hehner,  Analyst,    1879,  226- 

228). 

Cassia  bark  is  thicker,  redder,  stronger  to  the 
taste  than  cinnamon.  The  powder  under  the 
microscope  exhibits  a  general  resemblance  to 
cinnamon,  but  it  will  be  seen  that  cassia  differs 
from  cinnamon  in  its  coarser  structure,  and 
especially  in  the  greater  size  and  number  of  its 
starch  corpuscles. 

Cassia  yields  bv  distillation  an  essential  oil 
largelv  used  in  perfumery,  especially  for  produc- 
ing the  scent  in  brown  Windsor  soap  (v.  Oils, 
Essential). 

CASSIA  OIL  V.  Oils,  Essbntul. 

CASSIA  TORA  (Linn.)  or  TAOEREY-VEREY. 
This  plant  produces  grains  known  in  the  East 
Indies,  Arabia,  and  Japan  as  Tora,  but  which 
are  known  in  Pondioherry  and  other  parts  of 
Hindostan  as  Tagerey-verey.  It  is  regularly  used 
as  a  component  of  the  indigo  vat  in  dyeing, 
apparently  serving  the  same  purpose  as  the 
bran- madder  or  molasses  used  in  Europe. 

The  native  dyers  use  the  Tagerey-verey  in  the 
following  manner.  To  dye  about  200  yards  of 
cloth,  Hi  lbs.  of  the  grain  are  steeped  in  from 
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5  to  6  gallons  of  oold  water,  and  then  boilod 
for  four  hours.  The  grains  are  swollen  and 
softened  by  this  treatment,  and  the  water 
becomes  thick  and  gummy.  The  whole  of  this 
is  added  to  the  indigo  vat,  and  after  standing 
for  fifteen  hours,  the  vat  is  ready  to  dye. 

CASSITERITE  or  TTN-STONE.  Native  tin 
oxide  SnOg,  containing  78-6  p.o.  of  tin,  and 
practically  the  only  ore  of  the  metal.  It  varies 
much  in  appearance — the  colour  ranges  from 
white  to  black,  being  usually  dark  brown — and 
its  most  characteristic  feature  is  its  high  sp.gr. 
of  6*8-7  •!  ;  hardness,  6-7.  Crystals  are  te- 
tragonal, with  very  characteristic  knee-diaped 
twins ;  their  faces  are  often  very  brilliant  with 
an  adamantine  lustre.  Crystals  are,  however, 
not  very  common,  the  mineral  being  more 
frequently  found  as  disseminated  grams  and 
wator-wom  pebbles.  Veins  of  tin  ore  usually 
occur  at  the  junction  of  granitic  masses  and 
slates,  and  the  ore  also  impregnates  the  rocks 
bordering  the  veins.  Such  ores  are  Imown  as 
vein'tin^  to  distinguish  them  from  the  stream-tin 
of  alluvial  deposits.  A  compact  variety  with  a 
radially  fibrous  and  concentric  structure  and 
sometimes  a  botryoidal  surface  is  known  as 
toood'iin.  The  ore  as  prepared  for  market  is 
known  as  hlack-tin,  and  in  South  America  as 
barilla.  The  principal  tin-producing  countries 
are  the  Federated  Malay  States,  the  islands  of 
Banka  and  Billiton  in  the  Dutch  East  Indies, 
Australia  (Queensland,  New  South  Wales, 
Western  Australia),  Tasmania,  Bolivia,  Corn- 
wall, and  more  recently  South  Africa  (Transvaal 
and  Swaziland),  and  Northern  Nigeria,  The 
production  of  tin  ore  amounts  to  about  100,000 
tons  per  annum.  L.  J.  S. 

CA8SIUS,  PURPLE  OF,  v.  Gold. 

CASTILE  SOAP  v.  Soap. 

CASTOR  or  CASTOREUM.  {Bibergeil,  Get,) 
A  name  given  to  a  secretion  of  the  beaver  {Castor 
fiber),  contained  in  pear-shaped  cellular  sacs 
(found  near  the  genital  organs  of  the  male  and 
female  animal),  which  are  cut  off  and  dried,  to 
prevent  the  skin  being  affected  by  water.  It  is 
a  substance  analogous  to  civet  and  musk,  and  is 
of  the  consistency  of  thick  honey  and  unctuous 
to  the  touch.  The  interior  substance  is  solid,  of 
a  dark-brown  or  black  colour.  It  has  a  faint 
smell,  softens  when  heated,  but  becomes  brittle 
when  cold.  When  chewed,  it  sticks  to  the  teeth 
like  wax.  It  has  a  bitter  acrid  taste,  and  a 
foBtid,  penetrating  smell.  Its  fracture  is  shin- 
ing, and  when  the  substance  is  genuine  it  shows 
fragments  of  membrane  indicating  organic 
structure. 

Three  varieties  are  said  to  exist,  the  Russian, 
Bavarian,  and  American  or  Canadian,  the  &-st- 
named  varietv  containing  about  2  p.c.  of  the 
volatile  oil,  while  the  last  contains  only  1  p.c. 

Wohler  obtained  phenic  and  benzoic  acids 
and  salicine  from  it.  Lehmann  found  bile  in  a 
fresh  sample  together  with  alkaline  urates, 
Rebates,  and  an  albuminoid  substance.  Lausier, 
Brandes,  Batka,  Bouillon,  Lagrange,  and  Hude- 
brant  have  also  examined  it.  By  extracting  it 
with  six  times  its  weight  of  alcohol  a  colourless 
substance,  caatorin,  has  been  isolated.  Used  in 
medicine  and  perfumery. 

CASTOR  OIL  is  obtained  from  the  seeds  of 
Bicinus  communis  (Linn.). 

The  plant  appears  to  be  indigenous  to  Africa 


(Elg^'pt),  but  has  been  transplanted  to  India  at 
a  very  earl^  stase  of  history,  so  that  some 
writers  consider  tne  plant  indigenous  to  India 
itself.  The  plant  grows  in  enormous  quantities 
in  all  tropical  and  sub-tropical  countries,  and  is 
even  found  wild  to-day  in  South  Ainerica, 
notably  in  Paraguay  and  the  Argentine. 

The  most  important  sources  of  castor  seed 
are  East  India,  Java,  the  Mediterranean  coun- 
tries, Mexico,  and  the  United  States  of  America. 
By  far  the  largest  producer  is  East  India. 

The  seeds  consist  of  20  p.c.  of  husks,  which 
are  rich  in  mineral  matter,  but  contain  no  oil, 
and  80  p.o.  of  kernels,  forming  a  white,  softish 
mass.  The  whole  seeds  contain  a  toxic  principle 
— *  ricine '  or  ricinine.  The  kernels  contain  a 
powerful  fat-hydrolysing  enzyme,  which  can  be 
made  use  of  on  a  manufacturing  scale  for  hydro- 
lysing  oils  and  fats  for  soap-making  purposes. 
The  seeds  contain  46  to  53  p.c.  of  oil.  The  oil  is 
produced  on  a  large  scale  either  by  expression 
or  extraction.  For  the  production  of  best 
quality  oil — ^for  medicinal  purposes — the  seeds 
are  decorticated  before  being  expressed.  The 
press-cake  is  subjected  to  a  second  and  third 
expression,  but  the  oils  so  obtained  are  unfit  for 
medicinal  use,  and  are  employed  for  technical 
purposes  (soap-making,  Turkey-red  oil,  and 
lubricating  oils).  The  cakes  retain  the  poisonous 
alkaloid,  and  are  therefore  unfit  for  feeding 
purposes.  Although  it  la  stated  that  by  washing 
the  cakes  with  6  or  7  times  their  amount  of  a 
10  p.c.  sodium  chloride  solution,  they  can  be 
freed  from  the  alkaloid,  no  castor  cake  is  actually 
used  for  feeding  cattle,  but  applied  exclusively 
to  manuring  the  land.  The  extracted  oil  is  only 
used  for  technical  purposes. 

Crude  castor  oil  is  refined  by  steaming  the 
oil,  whereby  the  albuminous  substances  are 
coagulated,  so  that  they  can  be  removed  by 
filtering. 

Castor  oil  is  a  colourless  or  pale-greenish  oil, 
having  a  taste  at  first  mild,  then  harsh ;  this 
harsh  taste  is  more  pronoimoed  in  American 
then  in  Italian  or  French  oils.  The  oil  differs 
from  all  other  fatty  oils  by  its  high  specific 
gravity,  viz.  0-960.  Contrary  to  older  state- 
ments, the  oil  does  not  dry,  even  when  exposed 
to  the  atmosphere  in  thin  layers. 

Castor  oil  is  strongly  dextro-rotatory;  the 
optical  activity  is  due  to  the  presence  of  ricin- 
oleic  acid. 

The  chief  constituent  of  castor  oil  is  the 
triglyceride  of  ricinoloic  acid,  both  isomerides 
ricmoleic  and  Moricinoleic  acid  being  comprised 
under  this  term  ;  in  addition  thereto,  castor  oil 
contains  a  small  proportion  of  glyoerides  of  a 
natural  dihydroxystearic  acid  and  of  stearic 
acid.    Palmitin  and  olein  are  absent. 

Owing  to  the  presence  of  triricinolein,  castor 
oil  is  distinguishcni  from  all  other  fatty  oils  by 
its  high  *  acetyl  value*  {see  Oils  and  Fats). 
Castor  oil  further  differs  from  all  other  fatty  oils 
by  its  ready  miscibility  with  absolute  alcohol 
and  glacial  acetic  acid,  as  also  by  its  insolu- 
bility in  large  quantities  of  petroleum  ether, 
kerosene,  and  high-boiling  paraffin  oils.  The 
oil  gives  a  homogeneous  solution  with  an  equal 
measure  of  h'ght  petroleum,  or  one  volume  and 
a  half  of  kerosene  or  paraffin  oil ;  if  more  of  the 
solvents  is  used,  the  excess  will  float  on  the  top 
of  the  mixtiire.    If  castor  oil  be  mixed  with  a 
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Bmall  quantity  of  another  fatty  oil,  this  charac- 
teristic insolubility  in  petroleum  distillates  is  lost. 

On  subjecting  castor  oil  to  destructive  dis- 
tillation (as  in  the  preparation  of  *  cognac  oil '), 
undecylenic  acid  and  csnanthaldehydo  distil 
over,  whilst  the  residue  solidifies  to  a  very 
bulky,  spongy,  indiarubber-like  mass,  for  which 
a  solvent  has  not  yet  been  found.  This  residue 
appears  to  consist  of  the  anhydride  of  triun- 
decenoio  acid.  By  heating  caator  oil  for  10 
hours  at  a  temperature  of  260^-300^  under  a 
pressure  of  4-6  atmospheres,  the  oil  becomes 
misciblo  with  mineral  ous.  J.  L. 

CASTOR  OIL  SEEDS  or  CASTOR  BEANS. 
The  seed  of  Ricinus  communis,  a  plant  which 
grows  as  a  tree  in  warm  countries,  attaining  a 
height  of  30  or  40  feet,  but  which  in  oo^er 
climates  is  onl^  an  annual  shrub. 

The  foUowme  is  an  analysis  of  Indian  seeds 
(Halenke  and  £Qing,  Landw.  Versuch.  St.  1906, 
64,61):— 

Sol.carbO' 

Water  Protein  Oil  hydrates  Fibre  Ash 

Kernels,  70  p.o.  3-60  23-43  66*02    4-01  0-702-24 

Husk,  30p.c.    .8-76  4-76  0-98  32-9248-693-89 

Whole  seed       .  5-14 17-88  46-65  12-61 14-99  2-73 

In  many  varieties  the  proportion  of  husk  is 
much  lower,  sometimes  down  to  20  p.c. 

Of  the  total  '  protein,'  22-62  p.o.,  418  p.o., 
and  17*13  p.c.  respectively,  are  true  albumi- 
noids, whilst  of  the  carbohydrates,  0-89  p.c., 
15*63  p.c.,  and  5-29  p.c.  respectively,  are 
pentosans. 

The  ash  of  castor  seeds  was  analysed  by 
Thorns  (1890)— 

Sand, 
Water  etc.  Fe*O.CaO  BfgO  K.O  NatO  P«Ob  SO.  a 
0-30  19-59  6-66  17-08  KhSS  14-30  1*88  2S-«7  6010*29 

Castor  seeds  are  very  poisonous.  Comevin 
found  the  following  were  the  toxic  doses  in 
grammes  per  kilogram  of  body- weight.  Horses, 
oxen,  sheep  and  dogs,  3 ;  pigs  about  5-6 ;  hens 
about  40. 

The  poisonous  constituent  was  believed  to 
be  ricinine  by  Soane  (Chem.  Zentr.  1895,  L  853), 
but  is  now  known  to  be  ricin,  an  albumin, 
which,  with  two  non -toxic  substances — a  proteose 
and  a  globulin — constitute  the  proteids  of  the 
seeds  (Osborne  and  Mendel,  Proc.  Amer.  Physiol. 
Soc.  1 903,  36). 

Ricinin^f  according  to  Macquenne  and 
Philippe  (Ompt.  rend.  1904,  138,  606  and  139, 
840),  has  the  composition  CgHgOiN, ;  it  melts 
at  201-6*'  and  yields  ricinio  acid  C^HjOjN,  by 
stiponification.  They  represent  its  constitution  as 

/C(COOCH,) :  Cv 

N(CH,)<(  I  >N 

\CH  =  CH  •  C^ 

Ricin,  the  poisonous  principle,  has  been 
examined  by  StiUmark  (CSiem.  Soc.  Abstr.  1890, 
535),  OsbomCt  and  others  {I.e.  and  Amer.  Jour. 
Physiol.  1905, 14, 259),  and  Brieger  (Chem.  Zentr. 
1904,  i.  1286).  It  can  be  extracted  from  the 
pressed  seeds  by  a  10  p.c.  solution  of  common 
salt,  from  which  it  is  precipitated  by  magnesium 
and  sodium  sulphates. 

Bicin  agglutinates  the  red  corpuscles  of  the 
blood.  OsTOme  found  0*002  milligram  per  kilo- 
gram of  body  weight  sufficient  to  kill  a  rabbit 
when  subcutaneously  injected.  It  can  be  kept 
for  months  without  deterioration,  but  loses  its 


poisonous  qualities  when  coagulated  by  heat. 
Toxic  symptoms  do  not  appear  until  after  a 
latent  period  of  about  15  hours.  Castor  seeds 
also  contain  an  enzyme  capable  of  decomposing 
fats  into  glycerol  and  fatty  acids. 

Castor  seeds  are  larcelv  used  as  source  of 
castor  oil  {q.v.).  The  cake  left  is  rich  in  protein, 
and  if  it  were  not  poisonous,  would  prove  of 
value  as  a  cattle  food     It  contains — 

Soluble 
Protein         Oil    carbohydrates  Fibre  Ash 

29-34  p.c.  1-4  p.c.  12-18  p.c.  30-40^,0.  6-9  p.c. 

By  subjecting  the  cake  to  hich-pressure  steam, 
the  poisonous  qualities  are  said  to  be  destroyed, 
and  cake  so  prepared  may  safely  be  used  as  a  part 
of  the  ration  of  fattening  aninials.  According  to 
Ehrlich,  animals  may  be  immunised  against  the 
poison  by  feeding  them  with  very  small  quan- 
tities of  the  crude  cake  until  they  become 
accustomed  to  it.  The  serum  from  such 
animalB  may  then  be  used  to  immunise  others. 

Neither  of  these  methods  of  utilising  castor 
cake  appear  to  have  been  successful,  and,  in 
Enelana,  at  least,  it  is  rarely  or  never  used  for 
feeding  purposes. 

The  leaves  of  the  castor  plant  are  rich  in 
lime  and  potash :  an  analysis  by  Wayne  (Pharm. 
J.  Trans.  1874,  3,  749)  gave  as  the  composition 
of  the  ash  of  the  leaves : — 

OaO  MgO  KtO  NhO  Fe.O.  PiO.  SO.  CI  CO.  SiOa 
33-4  6-2  27-3   2^     0-7     6-7   2-9    1-6    16-2   2-4 

H.  I. 

CATALASE  v.  Enzymes,  art.  Fbbmbktatiov. 

CATALYSIS  v»  CoEaacAij  affinity. 

CATECHIN  V.  Ceteghik. 

CATECHOL  {PyrocaUehol  or  Pyrocateehin, 
O'Dihydroxf^enzene,  1  :  2-Phendiol  C,H4(0H)t, 
occurs  in  the  leaves  of  the  Vi^^inia  creeper 
(Ampdopsis  hederacea)  (Gorup  neaanez,  Ber. 
1871, 4,  905) ;  in  the  sap  of  various  kinds  of  the 
kino  plants  (Eisfeldt,  ibid.  906 ;  FlQckiger,  Ber. 
1872,  5,  1,  47):  in  crude  beet  susar  (Lippmann, 
Ber.  20,  3298 ;  1893,  26,  3061 ;  J.  Soc.  Chem.  Ind. 
1893, 636) ;  in  the  dry  external  scales  of  the  onion ; 
in  PagUa  olive  oil  (Cauzoneri,  Gazz.  chim.  ital. 
27,  3);  in  the  colouring  matter  of  red  grapes 
(Sosteffui,  Gazz.  chim.  itaL  32,  17);  in  Suesian 
and  Westphalian  coal  (Bomstein,  Ber.  1902,  35, 
4324);  and  in  the  tar  water  of  bituminous  shale 
(B.  B.  P.  68944, 1892 ;  Ber.  1902,  35, 4325).  The 
catechol  complex  also  exists  in  certain  glucosides 
(Nedra,  J.  Soc.  Chem.  Ind.  1900,  686 ;  Schmidt 
and  Waljaschko,  Chem.  Zentr.  1901,  ii.  121), 
in  a  large  number  of  products  of  vegetable 
origin ;  as  the  sulphate,  catechol  occurs  in  the 
urine  of  man  and  herbivorous  animals  (Miiller, 
Ber.  1874,  7,  1526;  Schmiedebeiv,  Zeitsch. 
physioL  Chem.  6,  189) ;  it  is  proba]^  also  con- 
tained in  the  oerebro-spinal  fluid  (Halliburton, 
J.  Phys.  Chem.  10,  247). 

It  is  formed  in  the  dry  distillation  of  mori- 
tannic  acid  (Wagner,  Annalen,  1860,  76,  351 ; 
80,  316) ;  of  oatechin  (Zwenger,  Annalen,  1841, 
37,  327) ;  of  protocatechuio  acid  (Strecker, 
Aunalen,  1860, 118, 285),  and  of  all  tannins  which 
give  a  green  colouration  with  iron  chloride 
Fuioth,  Annalen,  1859,  HI,  215).  It  is  also 
formed  when  filter  paper  is  heated  to  200^  or 
when  starch  or  sugar  is  heated  to  280^  with 
water  (Hoppe  Seyler,  Ber.  1871,  4,  15)  and  in 
maiw  other  reactions. 

O&techol    is    prepared    by    fusing    sodium 
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o-benzene  disulphonate  (10  parte)  inth  sodium 
hydroxide  (10-15  parts)  in  an  autoclave  for 
8-10  hours  at  280^-300^  and  pressure  of  2-3 
atmospheres.  The  mass  is  then  dissolved  in 
dilute  sulnhuric  acid,  neutralised  'with  chalk, 
evaporatea,  cooled  and  filtered.  The  mother 
liquor  is  now  heated  in  an  autoclave  with  60  p.c. 
sulphuric  acid  (10  parts)  to  180'*-220^  The 
phenol  is  removcid  from  the  solution  so  obtained 
oy  blowing  steam  through  it ;  it  is  then  de- 
colourised with  animal  charcoal,  after  which  the 
catechol  is  extracted  with  ether  (Baum,  Eng.  Pat. 
21853;  D.  R.  P.  80817;  J.  Soc.  Chem.  Ind. 
1894,  879 ;  Ellis,  ibid,  1897,  674  ;  Frdl.  1894-7, 
116).  Catechol  is  also  prepared  by  heating 
catechol  disulphonic  acia  or  the  sodium  salt 
with  water  or  mineral  acid  to  200^-215^  for 
10-15  hours  under  pressure  (Tobias,  D.  R  P. 
81209,  1894 ;  FrdL  1894-7,  117);  or  by  treating 
commercial  catechu  with  water  (Gutkneoht, 
Chem.  Zeit.  1891,  15,  959) ;  or  by  diazotising 
o-aminophenol,  treating  the  product  with  boiling 
aqueous  copper  sulphate,  and  then  extracting 
the  catechol  with  ether  (Frdl.  1905-7,  128);  or 
by  the  distillation  of  orthobromo-  or  chloro- 
phenol  in  vacu6  or  in  steam  (D.  R.  P.  76597 ; 
Frdl.  1890-4,  845),  or  by  heating  with  sodium 
hydroxide  (Frdl.  1894-7,  114 ;  D.  R.  P.  84828). 
An  almost  theoretical  yield  of  catechol  can  be 
obtained  by  treating  guaiaool  with  fuming 
hydriodic  acid  (Perkin,  Chem.  Soc.  Firoc.  1890, 
90) ;  or  bv  the  interaction  of  o-hydroxybenzalde- 
hyde  with  aqueous  sodium  hydroxide  in  equi- 
molecular  proportions ;  to  the  sodium  salt  thus 
formed,  an  equimolecmar  proportion  of  2-3  p.o. 
hydrogen  peroxide  is  then  added  and  the 
catechol  is  extracted  with  a  suitable  solvent 
(Dakin,  Amer.  Chem.  J.  1909,  42,  477).  Other 
methods  of  preparing  catechol  are  described  by 
Cross,  Sevan,  and  Heiberg  (Ber.  1900, 33,  2018) ; 
Kunzkrause  (Ber.  1897,  30,  1620) ;  Meyer  {ibid, 
2569) ;  Hartmann  and  Oattermann  (Ber.  1892, 
26,  3632 ;  D.  R.  P.  70718 ;  Frdl.  1890-4,  52) ; 
Gilliard,  Monnet  and  Cartier  (D.  R.  P.  97099; 
CTiem.  Zentr.  1898,  ii.  621);  Messel  (D.  R.  PP. 
68944,  60637 ;  Frdl.  1890-^,  844,  846). 

Catechol  is  readily  soluble  in  water,  alcohol, 
ether,  benzene,  and  crystallises  from  these 
solvents  in  prismatic  needles  or  tablets ;  m.p. 
104®;  b.p.  246*  (Grabe,  Annalen,  1889,  264, 
296).  Its  aqueous  Bolution  precipitates  metallic 
silver  from  silver  nitrate  solution  at  ordinary 
temperature,  and  with  ferric  chloride  it  fives  a 
green  colouration,  which  turns  violet  on  addition 
of  ammonia  or  sodium  acetate  (Wislicenus, 
Annalen,  1896,  291,  174),  whilst  in  the  presence 
of  aromatic  amino-sulphonic  acids  the  colour 
changes  to  red-brown  and  the  test  is  more 
delicate  than  with  ferric  chloride  alone  (Bayer, 
Biochem.  Zeitsch.  1909,  20,  178).  Unlike  its 
isomeride,  resorcinol  (metadihydroxybenzene),  it 
is  converted  into  an  unstable  quinone  by  the 
action  of  silver  oxide,  and  its  calcium  salt 
Ca(C.H(02)2  is  precipitated  by  an  ammoniacal 
solution  of  calcium  chloride  (Bottinger,  Ber. 
1896,  28,  Ref.  327).  Catechol  can  be  separated 
from  its  isomeride  by  adding  antimonyl  fluoride 
to  their  aqueous  solution,  when  only  catechol 
antimonyl  fluoride  will  be  precipitated  (Causse, 
Ann.  Chim.  Phys.  1898,  (vii.)  14,  626,  538). 

An  alkaline  solution  of  catechol  becomes 
green,  then   black  on  exposure  to  air;  cate- 


chol is  also  oxidised  to  a  black  insoluble  sub- 
stance by  the  action  of  CateehoUuet  a  thermo- 
stable substance  obtained  from  the  young  shoots 
of  Salix  purpurea  (Weevers,  Proc.  K.  Akad. 
Wetensch,  Amsterd.  1909,  12,  193).  Heated 
with  ammonium  carbonate  to  140*.  catechol 
yields  protocatechuic  acid  CaH,(OH),CO«H. 

Catechol  is  used  in  photography,  forming  a 
very  efficient  developer  in  the  pres^ice  of 
sodium  sulphite  or  tribasic  sodium  phosphate 
as  accelerator  (Eder,  J.  Chem.  Soc.  Ind.  1890, 
102 ;  Brit.  J.  Photogr.  1900,  47,  676).  It  can 
also  be  used  as  the  starting-point  in  the  prepara- 
tion of  a  lane  number  of  valuable  derivatives. 

Alkali  salts  of  catechol  of  the  general  com- 
po«ition  OH-C,H40M,C,H4(OH)^  can  be  ob- 
tained  by  treating  catechol  with  a  solution  of 
the  theoretical  quantity  of  alkali  hydroxide  or 
of  a  salt  with  an  alkabne  reaction,  such  as  the 
sulphites.  They  form  readily  orystallJsable 
salts,  used  in  photography,  and  can  be  employed 
for  producing  pure  catechol  (Meister,  Lucius  and 
Brilning,  D.  R.  P.  164666,  1904 ;  Frdl.  1905-7, 
129). 

The  mono-  and  di-ethyl  ethers  of  catechol 
are  prepared  by  heating  under  pressure  a  solu- 
tion containing  catechol,  sodium  hydroxide,  and 
sodium  ethyl  sulphate  or  chloride  in  equivalent 
proportions.  The  ethers  are  then  removed  by 
steam  distillation  and  separated  by  treatment 
with  sodium  hydroxide,  in  which  only  the  mono- 
ether  is  soluble  (J.  Soc.  Chem.  Ind.  1896,  741 ; 
Eng.  Pat.  16047, 1896).  The  diethers  can  be  pre- 
pared by  the  action  of  alkalis  on  the  monoethers 
(FrdL  1894-7,  123 ;  D.  R.  P.  92661). 

Catechol  monoethyl  ether  forms  large  clear 
colourless  crystals,  m.p.  26*-27®,  b.p.  216®, 
i^ch  have  an  odour  similar  to  that  of  thymol, 
and  are  soluble  in  alcohol  and  ether,  but  not  in 
water. 

The  monoalkyl  ethers  of  catechol,  when  fused 
or  treated  in  solution  with  various  proteids, 
albumoses,  and  peptones,  yield  coxnpounds 
which  are  applied  therapeutically  (Fehrlin, 
D.  R.  P.  162666,  1906). 

Monoethyl  ccUechcl  ether  v.  Guaiacol. 

Dimethyl  catechol  ether  v»  Vxratbol. 

Catechol,  when  fused  with  aliphatic  amines 
or  heated  with  them  in  suitable  solvents,  yields 
stable  amines  which  form  useful  photographic 
developers  (D.  R.  P.  141101,  1903;  Frdl. 
1900-2,  1218).  Other  amino-  and  also  nitro- 
derivatives  are  described  by  Meldola,  Woolcott 
and  Wray  (Chem.  Soc.  Trans.  1896,  1332); 
Heinisch  (Monatsh.  1894,  16,  229) ;  Nietzki  and 
Moll  (Ber.  1893,  26,  2182);  Blankswa  (Rec. 
trav.  chim.  1906,  24,  40);  Grischkewitsch- 
Trochimowski  (J.  Russ.  Phys.  Chem.  Soc.  1909, 
41,  1324) ;   Dakin  (/.c). 

Good  stable  black,  greenish,  and  bluish-Uack 
dyes,  soluble  in  carbonates  and  alkaline  sul- 
phides, have  been  obtained  by  the  action  of 
aliphatic  amines  on  catechol  at  180^-222® 
(D.  R.  P.  84632 ;  FrdL  1894-7,  1048). 

Methylene  catechol  ether  CB^kC^^^^^U^  is 

a  colourless  liquid;  b.p.  172®-173®  (Moureu, 
Bull.  Soc.  chim.  1897,  16,  664 ;  Mameli,  Atti.  R. 
Accad.  Lincei,  1906,  (v.)  16,  ii.  101 ;  Perkin, 
Robinson,  and  Thomas,  Chem.  Soc.  Trans. 
1909,  1977).  A  number  of  derivatives  have 
been    prepared    (Moureu,   Lc.   1898,    19,   507 ; 
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Medinger  (Monatsh.  1906,  27,  237) ;  Barger 
(Chem.  Soc.  Trans.  1908,  563,  2081);  Baiger 
and  Ewins  (ibid.  735). 

Catechol  diphenyltnethylene   ether 


cph,<;g>c,H„ 


is  prepared  by  sently  heating  catechol  with 
benzophenone  chloride  •  oolourfess  prisms,  m.p. 
93*  (Sachs  and  Thonet,  Ber.  1904, 37, 3327. 

The  methylene  ethers  of  catechol  derivatives 
can  be  converted  into  chlorine  derivatives  of 
their  cyclic  carbonates  by  being  heated  with 
thionyl  chloride  (Wellcome  and  Barger,  liig.  Pat. 
16987,  1907 ;  J.  Soc.  Chem.  Ind.  1908,  366). 

yOCH, 

Catechol  ethylenic   ether    C,!!*^       I        b.p. 

\OCH, 
216•(110M11^  31  mm.),  is  readily  obtained 
by  heating  catechol  with  potash,  ethylenic 
bromide  and  water  in  an  atmosphere  of 
hydrogen.  Potassium  permanganate,  nydrogen 
iodide,  and  ammonia  have  no  action  on  it,  but 
it  is  oxidised  by  chromic  aoid  to  oxalic  and 
carbonic  acids.  It  yields  a  number  of  sub- 
stitution derivatives  (Atoureu,  Compt.  rend. 
1898, 126,  1426 ;  Bull.  Soc.  chim.  1898,  (iii.}  19, 
507;  Gattermann,  Annalen,  1907,  357,  313; 
Lazennec,  Bull.  Soc.  chim.  1909,  (iv.)  5, 501, 609). 

/OCH 

Catechol     aceiylenic    ether    OeH./      ||       is 

\0-CH 
prepared  by  dehydrating  orthohydroxyphen- 
oxyaldehyde  with  phosphoric  anhydride  in  pre- 
sence of  quinoline.  It  is  a  colourless  oil,  boning 
at  193®,  and,  when  strongly  cooled,  forms 
brilliant  white  crystals,  mj).  16®-20®.  It  forms 
a  dibromide  C,H40,(CH),Br„  m.p.  103M04-6^ 
which,  in  contact  with  hot  water,  is  converted 
into  catechol,  glyoxal,  and  hydrogen  bromide 
(Moureu,  Compt.  rend.  1899,  128,  659). 

Catechol  forms  a  number  of  acetcds  (Moureu, 
Compt.  rend.  1898,  126,  1656);  also  a  vinyl 
derivative  (Kurz  Krause,  Ber.  1897,  30,  1617 ; 
Pauly  and  Neukam,  ibid.  1908,  41,  4161). 

Catechol  stdphonic  acid  C,H,(OH)^0,H  is 
conveniently  prepared  by  stirring  together  a 
meta-halogen  phenol  sulphonic  acid  with  about 
an  equal  weisht  of  sodium  hydroxide  in  aqueous 
solution,  and  heating  the  mass  to  260*  for  8-10 
hours.  The  mass  is  now  dissolved  in  water  and 
neutralised  with  a  mineral  acid  such  as  sul- 
phurio.  The  solution  is  evaporated  and  the 
sodium  sulphate  filtered  off,  whilst  tiie  concen- 
trate solution  of  catechol  sulphonic  acid  3rields 
pure  catechol  when  heated  with  mineral  acids 
(Frdl  1897-1900,  160 ;  1902-4,  100 ;  D.  R.  P. 
9623 ;  EUis,  Eng.  Pat.  14931,  1896). 

Catechol  disvlphonic  acid  is  obtained  by 
treating  catechol  with  5  times  the  amount  of 
fuming  sulphuric  acid  (Cousin,  Compt..  rend. 
1893,  117,  113),  or  by  fusing  phenol  trisulphonic 
acid  or  its  salts  with  alkaBs  and  decomposing 
the  alkali  sulphonate  so  obtained  with  dilute 
sulphuric  acid  (Frdl.  1894-7,  118). 

Halogen  deritxUives  (Jackson  and  Boswell, 
Amer.  Chem.  J.  1906,  36,  619;  Dakin,  I.e.). 

Monochlorcatechol  C,H,(0H)2a,  m.p.  80*- 
81*,  is  obtained  by  the  interaction  of  smphuryl 
chloride  with  catechol  in  ethereal  solution; 
by  using  a  larger  proportion  of  sulphuryl 
chloride,  the  dichlocatechol,  m.p.   105*-106*,  is 


obtained  (Paratoner,  Gazz.  chim.  ital.  1898,  28, 
i.  197). 

Trichlorcatechci  C,H,Cn,02  is  obtained  by 
the  action  of  a  chlorine  solution  in  acetic  acid  or 
an  acetic  chloroform  solution  on  catechol.  It 
forms  colourless  odourless  prisms,  m.p.  104*- 
106*,  with  a  burning  tasto.  Excess  of  chlorine 
yields  teiraMorocaJtechol  (Cousin,  Compt.  rend. 
1896,  120,  840).  The  corresponding  bromo- 
derivatives  are  obtained  similarly  (Ck)U8in,  I.e.). 

The  bismuth  brominated  catechols  are  re- 
commended as  a  satisfactory  substitute  for 
tribromphenoxide,  which  is  employed  medi- 
cally, under  the  name  of  *  xeroform.*  They  are 
produced  by  adding  an  acid  solution  of  bismuth 
nitrate  to  alKaline,tetra-,  tri-,  or  di-bromocatechol, 
or  by  introducing  precipitated  bismuth  hydro- 
xide into  an  alcoholic  solution  of  the  bromo- 
catechol  (D.  R.  P.  207644,  1909). 

Catechol  carboxylic  acid 

C,H4(0H)0C0,H,iH,0 ; 
m.p.  240*,  is  formed  by  the  action  of  ammonium 
carbonate  on  catechol  at  130*-140*  under 
pressure,  or  by  heating  catechol  with  glrcerol 
and  potassium  hydrogen  carbonate  at  1^*-210* 
in  an  atmosphere  of  carbon  dioxide  (Praxmarer, 
Monatsh.  1906,  27,  1199)  The dicarboxylic acid 
can  also  be  ]prepared.  Derivatives  of  catechol 
carboxylic  aoid,  used  in  medicine,  are  obtained 
by  the  mteraction  of  alcohols  and  also  of  primary 
and  secondary  bases  with  catechol  carbonate ; 
thus : 


C,H,<^^0 + C,H,OH 


=C,H4(0H)0C0,CjH, 

or  by  using  aniline,  the  compound 
C,H4(0H)0C0NHC.H,  is  obtained,  whilst 
with  ethylene  diamine  it  forms  dicateohol- 
dicarbethylenediamide, 

C,H4(NH<X),C,H4-OH),  (Einhom  and  Linden- 
beiK,  Annalen,  1898,  300,  135  ;  D.  R.  P.  92635  ; 
Frm.  1894-7,  1110).  A  number  of  similar  com- 
pounds are  described  by  Einhom  and  Linden - 
"^S  (^^')'t  Einhom  and  Pfeiffer  (Annalen,  1898, 
310,  218). 

Methyl  catechol  dicarbonate,  m.p.  41*,  is 
described  by  Syniewski  (Ber.  1895,  28,  1874). 

Carbonyl  esters  of  catechol  of  the  type 
CO(OC.H40R)2,  also  used  in  medicine,  are  pre- 
pared by  the  action  of  phosgene  on  the  corre- 
sponding alkyl  catechol  in  sodium  hydroxide 
solution  m.  R.  P.  72806 ;  Frdl.  1890-4,  854). 

Catechol  monoacetic  acid 

C,H4(0H)0CH,-C0,H ; 

m.p.  131*,  is  obtained  by  the  action  of  monochlor- 
acetic  acid  on  catechol  in  aqueous  or  alkaline 
solution.    When  heated  to  120*,  it  forms  the 

anhydride  C.H.  :.?^^^>C0,  m.p.  56*  (J.  Soc. 

Chem.  Ind.  1896,  588),  which,  when  treated 
with  water,  yields  the  acid  in  a  very  pure  state 
(D.  R.  PP.  87336,  87668,  87669,  89593 ;  Frdl. 
1894-7,  1106,  1107,  1108).  The  sodium  salt  of 
this  acid  is  said  to  be  a  better  remedy  for 
phthisis  and  loss  of  appetite  than  guaiacol  or  its 
carbonate  (Frdl.  1894-7, 1106).  A  large  number 
of  derivatives  formed  by  the  acid  are  described 
by  Ludwi^  (J.  pr.  Chem.  1900,  ii.  61,  346). 
Catechol  dtacetaiea  are  described  by  Drezgowski 
(J.  Russ.  Phys.  Chem.  Soc.  25,  167),  and  by 
VoBwinckel  (Ber.  1909,  42,  4661). 
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Catechol  reacts  with  chloraoetyl  ohloride  or 
chloracctic  acid,  forming  cMofvacetyl  catechol, 
thus: 

C,H4(0H),H-aCH,-C0a-C,H,(0H),C0CH,Cl 

which,  with  ammonia  or  a  primary  aliphatic 
amine,  yields  amino-acetyl  compounds  of  the 
type  RNHCH,COC,H,(OH).,  and  these  keto- 
compounds  can  be  readily  reduced  to  the  corre- 
sponding alcohol  (Imray,  Eng.  Pat.  26480,  1903 ; 
J.  Soc.  Chem.  Ind.  1904,  lofi ;  D.  R.  P.  13209 ; 
Frdl.  1890-4,  857)  (see  also  ADBaNALiNB). 

Aniline  and  ohloroacctyl  catechol  form  an 
anilide  C,H,(OH),CO<::H,NHPh,  \diich,  with 
nitrous  acid,  vields  caUchohlycophenyl  triazine 
rC,H,(OH)  J,CO-CH,-N-Ph-N  :  NCH.CO ;  m.p. 
Il6^,  with  decomposition.  The  corresponding 
tdyl'  derivative  melts  at  120*,  and  is  prepared  in 
a  similar  manner  (DzierzgowBky,  Ber.  1894,  27, 
1983  ;  D.  R.  P.  71312  PWL  1890-4,  867). 

ilcetocotecW  C,H,Ac.(OH)„  m.p.  lie**;  di- 
methoxyaceteatechol  C,H,Ac.(OMe),,  and  catechol' 
glycothtoeyanate  C,H,(0H),0O-CH,-SCN,  m.p. 
147*-160*  have  been  prepared  by  Driertgowsky 
(I.C.).  According  to  Abderhalden  and  EAutsch, 
the  chloracetyl  derivatives  of  catechol,  when 
treated  with  ammonia,  are  resolved  into  their 
components  (Qiem.  Zentr.  1910,  ii.  1356). 

Alkyl  acetyl  catechol  alkyi  ethers,  used  in 
pharmacy,  are  obtained  by  the  action  of  the 
alkyl  acetyl  chlorides  on  catechol  monoalkyl 
ethers  (J.  Soo.  Chem.  Ind.  1906,  653;  Eng.  Pat. 
25571,  1905 ;  U.  S.  Pat.  822339,  1906). 

A  soluble  tasteless  product,  CioHgN«0„ 
useful  for  medical  purposes  and  as  a  substance 
from  which  other  valuable  technical  products 
can  be  obtained,  is  formed  by  the  condensation 
of  catechol  with  alloxan  in  the  presence  of  zinc 
chloride  or  mineral  acids.  It  forms  prismatic 
crystals,  which  decompose  above  200*  (D.  R.  P. 
107720 ;  Frdl.  1897-1900,  864). 

CateehMianiipyrine  is  obtained  by  mixing 
aqueous  solutions  of  its  constituents,  and  forms 
colourless  needles;  m.p.  78*-79*  (Patein  and 
Dufan,  Oompt.  rend.  1895,  121,  532. 

Piperidine  catechol  C,Hi,N,[C,H4(0H),l, 
forms  white  crystals  which  rapidly  become  red 
and  then  brown  on  exposure  to  air.  It  melts  at 
80*-81*  (Rosenheim  and  Schidrowitz,  Chem. 
Soo.  Trans.  1898,  140). 

Catechol,  when  treated  with  phthalic  anhy- 
dride and  sulphuric  acid  at  150*,  yields  alizarin ; 
thus: 


"  C,H4<;[QQ^>C,H,<;]Qg^2) 

(Baeyer  and  Caro,  Ber.  1874,  7,  972 ;    Lieber- 
mann  and  Hohenemser,  ibid.  1902,  35,  1778)  (v. 

AlIZABIK  Aim  ALLIBD  OOLOUBINO  MATTXBS). 

Catechciphikaldin,  CtoHj^O,  is  prepared  by 
heating  phthalic  anhydride  f3  parts)  with  cate- 
chol (2  parts)  and  zinc  chloride  (3  parts)  to 
140*-160*  for  3-4  hours.  The  aqueous  extract 
of  the  product  is  boiled  with  animal  charcoal, 
and  the  filtrate,  on  cooling,  deposits  yellowish- 
white  leaf  crystals  of  the  substance  which  sinters 
80*-90*,  but  does  not  melt  (Meyer  and  Pfoten- 
hauer,  Ber.  1907.  40,  1442;  Bayer,  Chem. 
Zentr.  1910,  ii  1524). 

Under  certain  conditions,  catechol  combines 
energetically  with  diazo-  compounds  3riBlding  azo- 


dyes  (Witt  and  Mayer,  Ber.  1893,  26,  1072  ;  Or- 
ton  and  Everatt,  Chem.  Soo.  Trans.  1908,  1021). 
Thus  BeiatMazocaiechol  CeH,(OH),N.C«Hj, 
m.p.  165*,  which  dyes  cotton  mordanted  with 
alumina  a  golden  yellow,  is  formed  by  the  inter- 
action of  an  alcoholic  solution  of  catechol  9>nd 
a  concentrated  solution  of  diazobenzene  chloride, 
the  mixture  then  being  poured  on  to  ioe.  The 
niiro'  derivative  NO,-C«U4N2C,H|(OH),  colours 
alumina  mordants  red,  and  iron  and  chromium 
mordants  brown ;  the  sodium  sulphonatc 
S0aNaC,H4N,C,H,(0H),  colours  wool  mor- 
danted uith  alumina,  yellow;  with  chromium, 
red-brown.  Similar  toluene  compounds  have 
also  been  obtained.  Catechol  also  forms  triazo- 
or  azoimido-  compounds  (Rupe  and  Bfajewski, 
Ber.  1900,  33,  3401). 

Catechol  glycoisojuinoUne 

Ho.c.H.<g^-^;H, 

forms  glittering  orange-coloured  crystals  which 
give  a  red  colouration  with  very  dilute  ferric 
ohloride  and  a  green  colour  in  presence  of  excess 
of  the  latter;  both  the  base  and  the  chloride 
dye  cotton  mordanted  with  iron,  aluminium,  or 
chromium  salts,  black-yellow  or  reddish-brown 
respectively  (Nencki,  Ber.  1894,  27,  1969). 

Caiechdlglycotetrahydroquinoline  GnKi  ^NO  , 
crystallises  in  yellow  lustrous  plates ;  m.p.  170* 
(Nencki,  Lc). 

Catechol,  when  heated  with  zinc  chloride  and 
formic  acid,  yields  aurin  dyes  which  give  fast 
colours  with  metallic  oxide  mordants  (Caro,  Ber. 
1893,  26,  254). 

Catechol  tannins  are  employed  in  colourincr 
leathers  (J.  Soc.  Chem.  Ind.  1907,  423,  882; 
ibid,  1909,  1151). 

A  number  of  products  obtained  by  the  con- 
densation of  catechol  with  ketones  are  de- 
scribed by  Fabinyi  and  Sz^ky  (Ber.  1905,  38, 
2307). 

Catechol,  when  warmed  with  an  alco- 
holic solution  of  picryl  chloride  containing 
sodium,  yields  3  :  ^-dinitro-o-diphenylene  oxide, 
C,H40,j5,H,(NO,)„  m.p.  192*-192-6*  (Hillyer, 
Amer.  Chem.  J.  1900,  23,  125). 

Catechol  heated  with  hippunrl  chloride  on 
the  water-baUi  yields  o-hydroxyphenyl  hippturaU 
NHBz-CH,C0,C,H4-0H,  m.p.  134* -136*,  which 
with  hydrogen  chloride  gives  the  anhydride 
Ci,HiiO,N,  m.p.  232*-233*  (Fischer,  Ber.  1905, 
38,  2926). 

When  catechol  is  hydrogenated  in  the  pre- 
sence of  finely  divided  nicsel,  cis-cyolohexane 
1 : 2.diol,  m.p.  75*-76*,  b.p.  225*,  is  formed 
(Sabatier  and  Mailhe,  Ck)mpt.  rend.  1908,  146, 
1193). 

A  number  of  quinone  and  halogen  quinone 
derivatives  of  catechol  are  described  by  Jackson 
and  Koch  (Amer.  Chem.  J.  1901,  26,  10); 
Jackson  and  Porter  {ibid.  1903,  30,  518) ;  Jack- 
son and  Russe  {ibid.  1906,  35,  154 ;  Ber.  1905, 
38,  419).  Other  derivatives  of  catechol  have 
also  been  prepared  (Cousin,  Ann.  Chim.  Phyp. 
1898,  (vii.)  480 ;  1899,  (vii.)  18,  76 ;  Bischoff. 
Ber.  1900,  33,  1669 ;  Wisinger,  Monatsh.  1900. 
21,  1007  ;  Bischoff  and  Hedenstrom,  Ber.  1902. 
35,  3462;  Bischoff  and  Prohlich,  Ber.  1907, 
40,  2779,  2790 ;  Barger  and  Ewins,  Chem.  Soc. 
Trans.  1909,  552,  1482 ;  Foumeau,  J.  Pharm. 
Chim.  1910,  (vii.)  1.  55,  97). 

Catechol  phosphines   and   chlorophosphines 
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(Krauer,  Bor.  1894,  27,  2565) ;  phosphites  and 
sulphites  (Auschfltz  and  Posth,  Ber.  1894,  27, 
2751);  also  a  number  of  antimonyl  catechol  com- 
pounds (Causse,  l.c.),  some  bismuth  derivatiyes 
(Richard,  Chem.  Zentr.  1900,  iL  629),  and  a  load 
salt  (Jackson  and  Koch,  Ber.  1898,  31,  1458), 
have  been  prepared. 

Homologues  of  catechol,  such  as  homo- 
catechol  (o-dihvdroxytolume),  can  be  prepared 
by  heating  the  corresponding  alcohol  with 
catechol  in  the  presence  of  zinc  chloride  in  open 
or  sealed  vessels  (Merck,  Frdl.  1894-7,  115; 
D.  R.  P.  78882),  or  by  the  interaction  of  per- 
sulphates  and  |7-phenol  derivatives  in  alkaline 
solution,  the  product  then  being  warmed  with 
acid  (Frdl.  1894-7,  121 ;  D.  R,  P.  81298). 

^•^*<R°(4)  +  ^•^«^*  +  ^^^ 

/0K(1) 
=  C,H,(  0S0,0K(2)  +  K,S04  +  H,0 
\R(4) 
/0K(1) 
C,h/  0S0,0K(2)  +  HjSO*  +  H.O 
\R(4) 

/0H(1) 
=  C^Haf  0H(2)  +  3KHSO4 
\R(4) 
This  method  can  be  applied  to  the  production  of 
a  large  number  of  various  derivatives. 

CATECHU  or  CUTCH.  There  aie  several 
varieties  of  catechu  or  outch  bearing  different 
names  according  to  the  country  or  plants  from 
which  they  are  obtained.  The  following  are 
those  principally  employed  by  dyers  and 
tanners :  Gambler  catechu,  Bengal  or  Acaoia 
catechu,  Bombay  or  Areoa  catechu,  and  Man- 
grove cutch. 

Although  catechu  has  perhaps  received  greater 
attention  than  other  natural  dyes,  the  results 
have  been  so  varied  that  the  chemistry  of  the  sub- 
ject was  until  recently  in  a  most  unsatisfactory 
condition.  Some  confusion  has  arisen  from  the 
non-appreciation  of  the  fact  that  the  main 
constituents  of  Oambier  and  Acacia  catechu  are 
not  identical,  and  some  uncertainty  has  also 
apparently  existed  as  to  the  botanical  origin 
of  the  commercial  varieties.  Bombay  catediu 
is,  for  instance,  occasionally  referred  to  as 
originating  from  the  Acacia  catechu,  and  Bengal 
catechu  from  the  Areca  catechu  (Linn.);  and  in 
many  cases,  at  the  present  time,  it  is  impossible 
to  ascertain  the  botanical  derivation  of  com- 
mercial brown  cutch  preparations. 

Gambier  ca(ecAtf.---Oambier,  yellow  cutch, 
cubical  cutch,  cube  gambier,  or  terra  japonica, 
is  obtained  from  the  Uncaria  gambter,  an 
extensive  scandent  bush  which  is  met  with,  both 
wild  and  cultivated,  in  Malacca,  Penang,  and 
Singapore.  The  catechu  is  isolated  by  extract- 
ing the  leaves  and  twigs  with  hot  water  until  the 
liquid  becomes  syrupy,  the  insoluble  matter 
being  removed  from  time  to  time  by  means  of 
a  strainer.  On  cooling,  the  pasty  mass  is  cut 
into  cubes  with  sides  1  inon  in  length  and 
dried  on  bamboo  trays. 

Catechin  Ci0Hi4Oe,4H,O,  the  crystalline 
principle,  was  first  described  by  Nees  van  Esen- 
beck  (Annalen,  1832,  1,  243),  was  subsequently 
examined  by  Berzelius  in  1837  (J.  14,  235),  and 
more  recently  by  numerous  chemists.  To 
isolate  catechin,  Lowe  (Zeitsch.  anal.  Chem. 
13,  113)  devised  the  following  method  :  catechu 


is  washed  with  cold  water  to  remove  catechu- 
tannio  acid,  well  pressed,  allowed  to  dry,  and 
dissolved  in  hot  acetic  ester.  The  filtered 
solution  is  evaporated  and  the  residue  crystal- 
lised from  hot  water. 

According  to  Perkin  and  Yoshitake  (Chem. 
Soo.  Trans.  1902,  81,  1162),  a  combmation  of 
this  method  and  that  of  Berzelius  (2.c.)  gives 
good  results. 

The  finely  powdered  catechu  is  extracted 
with  10  times  its  weight  of  boiling  ethyl  acetate, 
the  solution  is  evaporated,  and  the  residue 
crystallised  from  10  times  its  weight  of  water. 
The  product  is  again  dissolved  in  boiling  water, 
and  lead  acetate  solution  added,  drop  bv  drop, 
until  a  coloured  precipitate  is  no  longer  formea, 
and  the  filtrate  is  almost  colourless ;  the  latter, 
while  hot,  is  treated  with  sulphuretted  hydrogen, 
the  lead  sulphide  removed,  and  the  crystals, 
which  separate  on  cooling,  are  collected,  wwied, 
and  allowed  to  dry  at  the  ordinary  temperature. 
The  substance  is  now  practically  colouness,  and 
the  yield  greater  than  if  the  purification  had 
been  effected  by  frequent  crystallisation  from 
water. 

The  formuliB  which  have  been  assigned  to 
catechin  are  very  numerous,  and  it  has  only 
recently  been  shown  by  Kostanecki  and  Tambor 
(Ber.  1902,  35,  1867),  and  simultaneously  by 
Perldn  and  Yoshitake  (Lc),  that  it  is  correctly 
represented  as  Ci,H240c,4HtO. 

Catechin  forms  colourless  needles,  and  when 
crystallised  from  water  the  air-dry  product 
melts  at  96''  (Qauser,  Ber.  1903,  36, 101).  After 
standing  over  sulphuric  acid,  it  possesses  the 
formula  Ci,Hji40„H20,  and  melts  at  176®-177*, 
and  this  is  also  the  melting-point  of  the  anhy- 
drous substance.  CSatechin  is  readily  soluble  m 
boiling  water  and  cold  alcohol,  and  gives  with 
lead  acetate  solution  a  colourless  precipitate, 
and  with  ferric  chloride  a  deep-green  liquid. 
With  pine  wood  and  hydrochloric  acid,  it  gives 
the  phloro^lucinol  reaction. 

On  fusion  with  alkali,  protocatechuic  acid, 
phioroglucinol,  and  probably  acetic  acid  are  pro- 
duced, and  it  is  interesting  to  note  that  catechu 
has  been  considerably  employed  for  the  com- 
mercial preparation  of  the  former  compound. 

Schutzenberger  and  Rack  (Bull.  Soc.  chim. 
4,  6)  have  described  a  dibenzoyloatechin ;  and 
Liebermann  and  Tauchert  (Ber.  1880,  13,  695), 
diacetyl  catechin,  diacetyl  dichlorcatechin,  and 
diacetyl  dibromcatechin ;  but  their  formuhe  for 
these  compounds  are  now  known  to  be  incorrect. 

Penta-acetyl  catechin  Ci,H,0,(C,H,0), ; 
colourless  needles,  m.p.  124^-125*  (Kostanecki 
and  Tambor);  pentabemoyl  catechin, 
Ci,H,0,(C7H,0)s,  colourless  needles,  m.p.  161*' 
153*;  tetrabemojfl  catechin,  CijHi«0-(C7HgO)4 ; 
prisms,  m.p.  171^-172®  (Perkin  and  Yoshitake) ; 
disazobenzene  catechin,  Ci5H|,,0,(C.HgN,)^, 
salmon-  red  needles,  m.p.  193^-195^  (Etti, 
P.  and  Y.) ;  acetyldistizdbenzene  catechin,  oranse- 
red  needles,  m.p.  253^-255*  (P.  and  Y.) ;  catechin 
tetramethylether  Ci.Hig0,(0CH,)4,  needles,  m.p. 
144®-146*  (K.  and  T.);  acetyl  catechin  tetra- 
methylether CnH,0,(0CH3)4C4H,0,  needles, 
m.p.  92^-93^;  and  catechin  pentamethykther 
C,5HjO(OCH5).  (K.  and  T.),  have  been  prepared. 

when  catechin  tetramethylether,  suspended 
in  water,  is  oxidised  with  potassium  perman- 
ganate, it  gives  veratric  acid,  and  most  probably 


702 


CATECHU  OR  CUTCH. 


phhroglucinol  dimeihylether  (Trans.  Chem.  Soo. 
1906,  87).  As  the  result  of  this  investigation, 
Perkin  considered  that  catechin  was  possibly  a 
reduction  product  of  queroetin : 

A)  -^^ 


OH 


OH    CH. 


H-OH 


OHr     Y      ^iM—' 


OH 

\ 


or 


x./ 


OH 


\    /\^    /CHj 

OH   Cfi-OH 
and  indeed  a  smsll  quantity  of  the  latter  colour- 
ing matter  is  present  in  catechu  (Lowe  ;  Perkin, 
tiid,  71,  1135). 

More  recently,  Kostanecki  and  Lampe  (Ber. 
1906,  39,  4007)  have  shown  that  when  catechin 
tetramethylether  is  brominated  in  the  presence 
of  sunlight,  only  a  monoibramcaUchin  tetramethvl- 
ether,  m.p.  173-174*,  is  produced,  whereas  tne 
above  constitutional  formula  require  the  forma^ 
tion  of  a  dibromo-  compound.  When  oxidised 
with  permanganate,  bromcatechin  tetramethyl- 
ether gives  veratric  acid,  so  that  the  bromine 
must  have  replaced  one  hydrogen  of  the  phloro- 
glucinol  nucleus.  Kostanecki  and  Lampe  have 
assigned  the  following  constitution  to  catechin : — 

Oh/\  OH;^V_(K^g^ 

OH.    /— CH(OH)--,    /-CH/ 

^-^  O^ 

and  this  is  in  harmony  with  many  of  the 
properties  of  thi^  substance.  When  catechin 
tetramethylether  is  oxidised  with  chromic  acid, 
catechone  trimeihyleiher,  orange-yellow  needles, 
m.p.  210^  is  produced  (K.  and  T.) : 
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CH3O 
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whereas  catechin   pentamethylether  gives    the 
tetramethyl  compound : 


CH,0 
CH3O 


/\ 


II 


cH.or^  V  ^H, 


\ 


— CH(OCH,)— v^  /— CH, 
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and   this   behaviour   is  analogous  to   that  of 
leucomaclurin  pentamethylether  («eeOLD  ruSTic). 
When  catechone  trimethylether  is  nitrated, 
a  mononitro-  derivative  (1): 
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(1) 


CH,0'       —NO a  CH3O 


CH,0 


\/' 


CH(OH)— ^    /— CH, 
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(2) 


CH,0/^N0, 
CH,OlJ-COOH 


m.p.  141*,  is  obtained,  and  on  oxidation  yields 
nitro veratric  acid  (2).  Finally,  by  the  redaction 
of  catechin  tetramethylether  with  sodium  and 
alcohol,  an  oil  is  producMsd  which,  on  treatment 
with  methyl  sulphate,  gives  pentamdkoxyeth^ldi- 
phenylmethane 

CH,0/\     ^^^»/\0CH, 
CH,Ov^J--CH,-l^C,H. 

a  reaction  which  points  clearly  to  the  presence 
of  the  cumaran  rixig  in  catechin. 

Catechin  is  oxidised  in  aqueous  solntion  by 
{potassium  ferricyanide  in  the  presence  of  potas- 
sium acetate  with  formation  of  an  oran^ 
coloured  amorphous  compound  (P^arkin),  which 
dves  mordanted  calioo  oraxige- brown  shades 
wnioh  are  fairly  fast  to  soap.  It  is  probable  that 
this  dyestuff  is  related  to  the  catechone  of 
Kostanecki  and  Tambor,  and  which  was  obtained 
by  these  authors  in  the  form  of  its  tri-  and 
tetramethyl  ethers. 

Catechutannic  acid.  In  addition  to  catechin, 
gambler  catechu  contains  a  small  amount  of 
catechutannic  acid,  and  this  substance  is  present 
in  considerable  quantity  in  the  browns  varieties 
of  cutch.  To  isolate  it,  the  following  method 
has  been  employed  : — 

A  hot  aqueous  extract  of  catechu  is  allowed 
to  stand  until  no  more  catechin  is  deposited,  and 
the  dear  liquid  is  evaporated  to  dryness.  The 
residue  is  dissolved  m  alcohol,  the  solution 
treated  with  ether  to  precipitate  impurities  and 
then  evaporated  to  dryness. 

Catechutannic  acid  consists  of  an  amorphous 
reddish-brown  powder,  readily  soluble  in  water 
and  alcohol,  insoluble  in  ether.  According  to 
Lowe  (Fr.  13,  121),  it  possesses  the  formula 
CtiH.^O„  and  gives  aleadsalt3PbO,2C„Hi,0„ 
but  tins  most  probably  requires  revision. 

According  to  Etti  (Annalen,  186,  332),  cate- 
chutannic  acid  is  an  anhydride  of  catechin,  and 
is  apparently  derived  from  this  substance  by 
elimination  of  water.  It  is  said  to  be  produced 
when  an  aqueous  solution  of  catechin  is  heated 
to  llO""  (Lowe,  ibid.  12,  286),  or  by  boiling 
catechin  with  solutions  of  the  alkali  carbonates. 
Af;ain,  catechin  is  decomposed  at  its  melting-point 
with  evolution  of  water  and  formation  of  a  px)- 
duct  resembling  catechutannic  acid,  and  aqueous 
solutions  of  catechin  on  long  standing  become 
brown-coloured  with  apparent  formation  of  this 
compound.  That  the  products  obtained  by  these 
methods  resemble  catechutannic  acid  is  certain, 
but  the  subject  has  not  been  fully  investigated. 

Catechutannic  acid  solution  gives  a  precipi- 
tate with  lead  acetate,  and  also  resembles  that  of 
catechin  in  giving  a  creen  colouration  with  ferric 
chloiide,  and  the  ;^oroglucinol  reaction  with 
pinewood  euxd  hydrochloric  acid.  It  is  a  pow^- 
ful  tanning  agent,  and  appears  to  differ  but 
little  from  the  so-called  '  catechol  *  tannins. 

Three  other  catechin  anhydrides  have  been 
described,  viz.  the  aectmi  anhydride  C4jH,40is  (?) 
(Etti),  which  is  produced  by  heating  catechu- 
tannin  to  162*  ;  the^Atfti  anhydride  C^^HieO,  (7) 
formed  by  diffesting  catechin  with  boiling  dilute 
sulphuric  acid  for  several  hours ;  and  the  fourth 
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anhydride,  whioh  is  obtained  1)y  heating  oateohin 
with  hydroohloric  aoid  at  160^-180*.  Theee  com- 
poundjB  consist  of  reddish-biown  powders,  and 
the  fourth  suhstsxioe  is  insoluble,  both  in  alkaline 
solutions  and  all  solvents.  A  product  similar  in 
poperties  to  Etti's  fourth  anhydride,  is  readily 
formed  by  adding  sulphuric  acid  to  on  acetic 
acid  solution  of  oatechin  (Perkin).  A  bright 
orange  powder  almost  immediately  separates, 
and  this,  on  analysis,  gave  C=63-26  p.c. ;  H— 
3*89  p.c  It  is  inteiestinff  to  note  that  the  for- 
mation of  these  red  anhy&des,  or  phkbophafies, 
is  characteristic  of  all  the  catechol  tannina- 

According  to  Perkin  and  Yoshitake,  gambler 
catechu  contains  a  small  quantity  of  a  second 
catechin,  which  cxystallises  in  small  prisms, 
devoid  of  water  of  crystallisation,  and  melts  at 
236'*-237^  Its  ffeneral  reactions  are  identical 
with  those  of  ordinary  catechin,  and  by  fusion 
with  alkali  it  also  gives  pKhrogludnol  and 
protocatechuic  acid.  The  azo  benzene  compound 
CisH|,0,(C,H.N,)2,  orange-red  needles,  melts 
at  216«-217^ 

Finallv,  there  are  present  in  catechu,  certain 
brown  substances  known  as  rubinic  and  japonic 
acids,  which,  according  to  some  wiiters,  appear 
to  have  been  formed  by  the  oxidation  of  the 
catechin.  Their  chemical  nature  is,  however, 
unknown. 

Catechin,  though  laigely  employed  for  tan- 
ning purposes,  does  not  precipitate  a  gelatine 
solution,  and  is  not  itself  a  tiomin  matter.  On 
the  other  hand,  it  is  absorbed  bv  the  hide,  and 
there  gradually  passes  into  catechutannic  acid. 

Dyeing  Properties^ — On  cotton,  catechu  is 
largely  used  for  the  production  of  the  well- 
known  *  catechu  brown,'  which  Is  exceedingly 
fast  to  liffht,  acid  and  alkaline  solutions,  and 
also  to  bleaching  powder.  To  obtain  this, 
cotton  is  steeped  in  a  hot  solution  of  catechu 
(1-2  p.c.)  to  which  has  been  added  about  6  p.c. 
of  copper  sulphate,  reckoned  on  the  weight  of 
the  catechu  emploved.  The  material  is  lulowed 
to  remain  in  the  bath  as  it  cools,  and  ml^out 
washing  is  then  treated  in  a  warm  or  boiling 
bath  containing  1  or  2  grams  of  bichromate  ot 

S3tash  per  litre.  According  to  Hummed  and 
rown  (J.  Soo.  Chem.  Ind.  1896,  15,  422),  in 
this  operation  the  copper  sidphate  probablv 
converts  the  catechin  mto  catechutannic  acid, 
and  this  is  subsequently  oxidised  tojaponic  acid 
by  the  action  of  the  bichromate.  The  colour  is 
apparently  intensified  by  the  formation  of  a  basic 
copper  chromate.  Gambier  catechu  is  also  em- 
ployed in  dyeing  compound  shades  with  log- 
wood fustic  and  alizarine  in  conjunction  witii 
bichrome,  and  with  bismarck  brown,  magenta, 
&c.  In  the  latter  case  catechu-tannin  forms 
the  mordant  for  the  basic  colour. 

Wool  may  be  dyed  with  catechu  in  a  similar 
manner  to  cotton.  In  siik-ilyeing,  catechu  is 
largely  used  for  weighting  purposes.  The  silk 
is  steeped  in  basic  ferrous  milphate  solution,  then 
in  potassium  ferrocyanide  and  hydrochloric  acid, 
which  causes  the  production  of  prussian  blue  on 
the  fibre.  It  is  then  worked  in  a  etrong  solution 
of  gambier  to  which  stannous  chloride  solution 
has  been  added.i 

Boigal  or  Aeacia  eateehu.— Bengal  catechu 
is  derived  from  the  Acacia  catechu,  a  tree  15  to 
20  feet  high,  which  is  common  in  most  parts  of 
India  and^urma.     To  isolate  the  catechu  whioh 


Catechin 
124'»-126® 
161M63' 
1P3M95** 
144M46* 

92**-93* 


is  present  in  the  red  heartwood,  the  tree  is  cut 
down  while  it  is  fullest  of  sap,  and  the  internal 
portion  is  sawn  into  small  sticks  and  extracted 
with  boiling  water.  The  liquid  thus  obtained 
is  concentrated  over  a  fire,  and  then  allowed  to 
evaporate  spontaneously  in  shallow  dishes.  The 
extract  thus  obtained  comes  into  the  market  as 
Pegu  catechu.  Brown  cutch,  and  Brown  catechu 
(Crookes,  Dyeing  and  Calico  Printing). 

A  purer  substance,  kath,  or  the  pale  catechu 
of  India,  is  prepared  by  suspending  twigs  in  the 
hot  concentrated  extract  and  collecting  the 
crystals  which  thus  separate. 

Acacaiechin  Ci(H.40.,3H,0  can  be  ob- 
tained from  the  acacia  kath  by  methods  identical 
with  those  whioh  are  employed  for  the  isolation 
of  catechin  from  gambier  catechu.  It  melts  at 
204^-205^,  is  somewhat  more  sparingly  soluble 
in  water  than  catechin,  and  nmen  fused  with 
alkali  gives  phloroglucinol  and  protocatechmc 
add.  The  reactions  of  acaoatechin  and  oate- 
chin, in  so  far  as  they  have  been  observed,  are 
identical,  and  there  is  no  difference  in  the  com- 
position of  their  derivatives  when  prepared 
under  similar  conditions.  On  the  other  nand, 
the  melting-points  of  the  substances  themselves, 
and  also  .of  their  derivatives,  differ  widely,  as  is 
evident  from  the  following  table  (Perkin  and 
Yoshitake) : — 

JLcftcatccliiD 
Pentaacetyl  derivative  158''-160'' 
Pentabenzoyl  „  181M83® 
Azobenzene  „        198<'-2(X>^ 

Tetramethyl  „       162*'-164* 

Acetyl  „       ISS^-W?** 

It  appears  certain,  therefore,  that  catechin  and 
acaoatechin  are  isomerides,  and  it  is  possible 
that  the  latter  may,  on  the  basis  of  Kostaneoki 
and  Lampe's  formula  for  oatechin  be  repre- 
sented thus  (Perkin,  private  communication): 

OH^'''^— CH(OH) 7  ^ 

0H/\-0^^^ 

OH 
a  point  which  should  not  be  difficult  to  determine. 

Bombay  or  Areca  eateehu.  This  variety  is 
obtained  from  the  fruit  of  the  Areca  catechu,  or 
betel-nut  palm,  a  tree  which  is  common  in 
tropical  Asia.  Though  its  chief  constituent 
resembles  catechutannic  acid,  catechin  itself 
has  not  been  isolated  from  this  product.  It 
possesses  a  bright-chocolate  and  sometimes  an 
orange-brown  colour,  and  3rields,  on  dyeing,  very 
similar  results  to  the  ordinary  cutches. 

Hangrove  euteb.  Mangrove  cutch  is  ob- 
tained from  the  bark  of  the  mangrove  Ceriops 
candolleana,  and  is  of  somewhat  recent  employ* 
ment.  In  its  preparation  it  is  preferable  to 
extract  the  fresh  bark,  which  is  of  a  light  colour 
internally,  rather  than  the  stored  product  which 
has  become  red,  or  is  said  to  have  sweated.  The 
extract,  on  evaporation,  becomes  deep-red  in 
colour,  and  the  object  of  the  manufacturer  is  to 
prevent  this  anhydride  formation  from  going  too 
far,  otherwise  a  certain  portion  of  the  extract  is 
rendered  insoluble  in  water. 

Bv  fusion  with  alkali,  it  pives  protocateckuie 
acid,  but  at  present  no  catechm  has  been  isolated 
from  it  (Perkin,  private  communication).  When 
dissoived  in  sodium  bicarbonate  solution,  acetic 
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ester  eztraote  an  almost  ooloorlees  tannin,  whioh 
possesses  the  properties  of  a  oatechol  tannin. 

For  many  purposes.  Mangrove  outoh  is  com- 
peting olosely  witn  the  other  varieties  of  oatechu, 
and  this  competition  will  no  doubt  become 
keener  if  its  quality  can  be  further  improved. 

Mahogany.  According  to  Gaseneuve  (Ber.  8, 
828),  mahogany  wood  contains  a  catechin. 

Kino  or  Gum  Uno  (see  under  EoKos). 

A.  G.  P. 

CATELLAOIC  ACID  C.^H.O..  Sohiff  (Ber. 
12,  2590),  on  heating  protocatechuic  acid  with 
arsenic  acid,  obtained  a  substance  which  he 
named  cateUagic  acid,  and  to  this  he  assigned 
the  formula  (X^Klfi^  or  0,411407.  Perkin  and 
Nierenstein  (Chem.  Soc  Trans.  87,  1417 )  obtained 
apparently  the  same  substance  by  the  oxida- 
tion of  protocatechuic  acid,  and  also  parohy- 
cbrozybenzoic  acid  with  potassium  persulphate 
and  sulphuric  acid.  According  to  the  latter 
authors,  catellagic  acid  orystaUises  from  pyridine 
in  colourless  needles,  which  melt  above  360^, 
and  sublime  with  but  moderate  carbonisation  at 
higher  temperatures.  Solutions  of  the  alkali 
hydroxides  dissolve  it  with  a  pale-yellow  colour, 
and  with  nitric  acid  it  gives  a  magenta-coloured 
liquid.  DiacetylccUettagic  cicid,  colourless  pris- 
matic needles,  melts  at  322''-324^. 

Catellagic  acid,  hj  distillation  with  zinc-dust, 
gives  fluortne,  and  is  closely  related  to  ellasic 
acid.  Its  constitution  (P.  and  N.)  may  oe 
expressed  als  follows: — 


OH 


/\ 


0      -CO 


/\ 


OH 
From  the  oxidation  products  of  parahydroxy- 
benzoic  acid,  Perkin  and  Nierenstein  isolated, 
in  addition  to  catellagic  acid,  a  second 
compound,  Cj4H,0«,  colourless  needles,  m.p. 
above  360^  This,  which  gives  the  diacetyl 
derivative,  C|4H,04(C,H,0)j  colourless  needles, 
m.p.  267*-268'*,  and  by  distillation  with  zinc- 
dust  fluorene,  possesses  the  formula: 

OH 
and  evidently  originates  from  the  interaction  of 
one  molecule  of  protocatechuic  acid  and  one  of 
parahydroxybenzoic  acid.  A.  G.  P. 

CATHABTIC  ACID  v.  Senna  lxavbs. 
CATHARTDf  v.  Sbnna  lxavbs. 
CATHARTOGENIC  ACID  v.  Sbnna  leavbs. 
CATHARTOMANNITE  v.  Sbnna  leavbs. 
C  AULIFLO WEIL    A  variety  of  Braasica  cHera- 
cea,  in  which  numerous  imperfect  flowers  form  a 
compact  head,  which  forms  the  main  edible  portion. 
An    American    analysis    shows    the    edible 
portion  to  contain: 

Soluble 
Water      Protein       Fat     carbohydratee  Ash 
90-8  1-6        0-8  6-0  0-8 

H.I. 

CAY  cAy  fat  or  COCHIN  CHINA   WAX 

V.  Waxes. 

CAYENNE  PEPPER  v.  Resins. 

CEDAR  CAMPHOR  v.  Camfhobs. 

CEDAR  OIL  V.  Oils,  Essbniial. 

CEDRA.    ( Cedrat,  Fr. )     The  fruit  of  a  species 
of  orange,  citron,  or  lemon.     The  peel  is  very 


thick,  covered  with  an  epidermis  containing  a 
fragrant  essential  oil,  uswl  for  flavouring  pre- 
serves, also  used  whole  for  wet  comfits,  and  cut 
in  quarters  for  dry  comfits.  A  liqueur  is  made 
from  it  by  gathering  the  fruit  before  it  is  ripe, 
and  grating  the  peel  into  brandy. 

CEDRIRET.  A  substance  found  in  wood- 
tar  by  Reichenbach  and  recognised  by  Lieber- 
mann  as  a  quinone-like  substance  and  termed  by 
him  cioidignone,  Hofmann  showed  that  it  was 
tetramethoxydiphenyl  quinone,  formed  by  the 
oxidation  of  pyrogajlol  dimethyl  ether  {v.  Ccbbu- 
liqnone  and  QnnroNBS). 

CELERY.  Apinm  graveoUvs,  The  blanched 
stems  are  used  for  food. 

The  composition,  as  given  by  American 
analyses,  is: 

Wftter       Frotetn         Fat   Carbohydrates  Ash 
944  1-4  01  3-0  11 

A  more  detailed  analysis  is  given  b}'  Church 
(Foods,  1889): 

Starch  and 
Water    Protein    mucilage    Sugar  Cellulose     Ash 
93-3        1-4  1-6         2-0        0-9        0-8 

Matmitol  is  one  of  the  chief  carbohydrate 
constituents.  Asparagine  (about  0*5  p.c.)  and 
tyrosine,  are  among  the  nitrogenous  con- 
stituents (Bamberger  and  Landsiedl,  M<mateh. 
1904,  25,  1030). 

The  characteristic  odour  and  flavour  of 
celery  are  due  to  an  essential  oil,  which,  accord- 
ing to  Ciamician  and  Silber  (Ber.  29, 1799 ;  1897, 
30,  492,  1419),  consists  of  a  terpene,  probably 
CtgH,!,  and  two  acid  bodies,  sedanonic  acid 
COtH'CtHf'OOOA  and  sedanolic  acid 
C0,HC,H,-CH(0H)C4H, 

the  anhydride    C,H,<^' ^^^'^^O    of    the 

former  and  the  lactone  CeHa<C][J^^  *    ''^O 

of  the  latter  appear  to  be  the  constituents  upon 
which  the  smell  of  the  celery  depend.  Palmitic 
acid  and  a  phenolic  substance  are  also  present. 

H.I. 

CELERY  OIL  t;.  Oils,  Essential. 

CELESTINE  BLUE  v,  Oxazike  dybstuffs. 

CELESTITE  or  Celestine.  Native  staron- 
tium  sulphate  (SrS04),  fonning  orthorhombic 
crystals  isomorphous  with  bcu-ytes  (BaSO^). 
The  crystals  are  colourless  or  yellowish,  but 
sometimes  they  show  a  pale  tinge  of  sky-blue, 
and  on  this  account  the  mineral  receives  its 
name.  The  mineral  is  often  very  like  barytes 
in  appearance  and  it  is  also  heavy  (sp.gr.  3-9 ; 
of  barytes,  4*^  ;  it  is  most  readily  distinguished 
by  the  colour  it  imparts  to  the  Bunsen  flame. 
Numerous  finely  crystallised  specimens  have 
been  found  in  the  red  marls  of  Triassic  age  in 
the  neighbourhood  of  Bristol,  and  in  the  sulphur- 
mines  near  Girgenti  in  Sicily.  The  hurgest 
cr>'stals,  measuring  a  foot  across,  are  from  a  cave 
in  limestone  on  Strontian  Island,  Lake  Erie, 
Ohio.  The  mineral  is  dug  in  numerous  shallow 
pits  in  Gloucestershire  and  Somersetshire,  the 
production  amounting  to  about  20,000  tons  per 
annum,  valued  at  about  IL  per  ton.  Most  of 
this  is  exported  to  Germany,  where,  in  the  form 
of  strontium  hydroxide,  it  is  used  in  the  refining 
of  beet-sugar.  It  is  also  converted  into  stron- 
tium nitrate  for  making  red  fire  in  pyrotec^y. 

L.  J.  S. 
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CELLOSE  (CELLOBIOSE)  v.  Carbohydrates. 

CELLULASE  v.  Enzyhbs. 

CELLULOID  18  a  colloid  composed  of  soluble 
nitrocellulose,  approaching  Oi2^i8(^Ot)49io  ^ 
composition,  together  with  camphor.  It  is 
obtained  by  gelatinating  nitrocellulose  by  means 
of  a  solution  of  camphor  in  ethyl  alcohol  or  a 
similar  menstruum.  X*  The  word  '  celluloid '  is  a 
registered  trade-mark  in  the  United  States. 
The  substance  was  first  produced  by  Daniel 
Spill,  of  Hackney,  England,  and  came  into 
commerce  under  the  name  of  xylonite.  Spill's 
method  of  converting  the  nitrocellulose  has  oeen 
followed  for  more  than  40  years.  Great  im- 
provements in  the  manufacture,  especially  in 
mechanical  features,  were  made  by  John  W. 
Hyatt,  of  Newark,  N. J.,  U.S.A.,  and  the  United 
States  quickly  became  the  centre  of  the  new 
industry.  Here  also  originated  improved 
methods  and  apparatus  for  the  manufacture 
of  the  large  quantities  of  pure  nitrocellulose 
required ;  for  the  regeneration  of  the  acid-baths ; 
and  the  safe  dehydration  of  the  wet  nitro- 
cellulose. 

'  The  nitrocellulose  employed  is  preferably 
made  from  tissue  paper,  in  the  form  of  shreds  or 
strips,  by  subjecting  it  for  20  minutes  to  the 
action  of  a  bath  of  mixed  sulphuric  and  nitric 
acids  containing  19-20  p.c.  of  water,  at  a  tem- 
perature of  30^  and  upwards.  The  resulting 
nitrocellulose  is  thoroughly  washed  with  water 
to  free  it  from  acid,  and  bleached  with  hypo- 
chlorite solution  if  necessary.  After  treatment 
in  a  centrifugal  machine,  it  is  pressed  between 
absorbent  p£ds  to  remove  nearly  all  of  the 
remaining  water ;  or  better,  the  water  is  re- 
placed by  alcohol,  ordinary  drying  having  been 
abandoned  on  account  of  the  danger  of  explo- 
sion. If  the  alcohol  replacement  process  is 
employed,  care  is  taken  to  leave  exactly  the 
quantity  of  alcohol  in  the  material  necessary  for 
its  subsequent  conversion. 

To  lOO  parts  of  pyroxylin  (containing  40  of 
alcohol),  35  of  camphor,  and  J)he  necessary 
pigments  and  fillers,  are  added  and  thoroughly 
incorporated  in  a  kneading  machine.  Trans- 
parent material  receives  a  small  percentage  of 
urea,  dissolved  in  methvl  or  ethyl  alcohol,  as  a 
stabilizer.  The  dough-uke  mass  is  worked  and 
formed  into  sheets  between  slightly  heated  rolls. 
These  sheets  are  consolidated  in  hydraulic 
presses,  heated  to  about  76®  into  a  soUd  cake, 
126  or  90  cm.  long  and  60  cm.  wide,  from  which, 
after  cooling,  sheets  of  the  desired  thickness  are 
out.  Or  the  mass  taken  from  the  rolls  is  placed 
in  a  heated  cylindrical  hydraulic  press,  provided 
with  suitable  nozzles  and  dies,  from  which  it 
emerges  in  the  shape  of  tubes,  rods,  or  the  like, 
of  any  desired  cross-section.  Rods  may  also 
be  made  out  of  the  cakes  previously  mentioned 
by  forcing  a  cutting  tool  through  them.  All 
this  material  has  to  be  freed  from  its  excess  of 
solvent,  and  is  seasoned  in  fire-proof  rooms 
heated  to  30®,  where  it  is  kept  for  a  period  of 
one  to  six  weeks,  or  even  longer,  according  to 
thickness.  The  camphor  solvent  usually  em- 
ployed is  denatured  alcohol,  owing  to  the  fiscal 
policy  of  the  countries  concemea;  but  wood 
alcohol,  pure  grain  alcohol,  and  a  mixture  of  one 
or  both  of  these  with  fusel  oil,  or  its  various 
constituents  have  also  been  widely  used.  /Owing 
to  the  great  fluctuations  in  the  price  of  camphor 
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in  recent  years,  the  attempts  to  make  this 
substance  synthetically,  and  to  find  a  substitute 
for  it,  have  been  pursued  with  vigour.  Syn- 
thetic camphor  in  commercial  quantities  is  an 
accomplished  fact,  and  is  the  equivalent  of  the 
natural  product.  The  search  for  substitutes 
was  begun  in  the  United  States  in  the  early 
eighties ;  the  most  suitable  found  so  far  beine 
acid  derivatives  of  aromatic  amines.  This  work 
started  a  flood  of  patents  in  European  countries, 
especially  Germany,  most  of  them  unimportant. 

Celluloid  is  coloured  by  means  of  mineral 
colours,  lakes,  and  coal-tar  dyes,  the  latter 
being  chiefly  used  for  transparent  materiaL 
Owin^  to  its  plasticity,  especially  when  still 
containing  part  of  its  volatile  solvents,  and  the 
ease  with  which  it  is  welded  in  this  condition, 
it  lends  itself  readily  to  the  ^nitation  of  a  great 
variety  of  natural  products,  and  by  various 
mechanical  processes  perfect  imitations  of  ivory, 
tortoise-sheU,  amber,  marble,  agate,  lapis-lazuli, 
malachite,  &a,  are  made  from  masses  of  different 
colour  and  composition. 

Celluloid,  wnile  rather  inflammable,  is  non- 
explosive  under  any  conditions  to  which  it  may 
be  subjected  in  the  work  of  cutting,  turning,  or 
moulding.  Its  specific  gravity  varies  with  its 
composition:  it  is  1*36  for  the  pure 
material,  a  value  lower  than  that  possessed  by  a 
simple  mixture.  Careful  determinations  of  the 
heats  of  combustion  of  seasoned  celluloid,  and  the 
nitrocellulose  and  camphor  entering  into  its  com- 
position, do  not  warrant  the  assumption  of  a 
mechanical  mixture ;  nor  does  the  study  of  the 
behaviour  of  fine  shavings  heated  in  an  evacuated 
container  for  a  long  period.  Though  boiling  \fith 
solvents,  such  as  chloroform,  petroleum  ether, 
and  carbon  disulphide,  which  have  no  gelatinat- 
ing action  on  celluloid,  extracts  the  camphor 
from  the  compoimd,  such  behaviour  cannot  be 
regarded  as  establishing  a  simple  mixture  in 
view  of  the  foregoing  observations.  Celluloid 
turns  plastic  at  a  temperature  of  76®,  and  in 
practice  it  is  usually  softened  in  boiling  water  or 
on  a  steam  table  preparatory  to  moulding.  This 
property  of  turning  plastic  at  a  comparatively 
low  temperature,  and  its  hardness  and  elasticity 
at  ordinary  temperatures,  as  well  as  its  resistance 
to  the  action  of  water,  dilute  acids,  and  many 
other  agents,  constitute  its  great  technical  value. 
It  is  lued  extensively  in  the  manufacture  of 
combs,  brush  and  mirror-baoks,  knife-handles, 
piano-keys,  toys,  rims  of  eye-glasses,  and  a 
great  variety  of  other  articles.  B.  S. 

CELLULOSE,  considered  physiologically,  is 
the  main  product  of  vegetable  life.  It  is  the 
preponderating  constituent  of  all  vegetable 
tissues,  and  essential  to  the  cell  as  the  structural 
unit.  For  while  the  B3rnthesi8i]u;  activity  of  the 
cell  is  identified  with  its  protopLwmic  contents, 
its  main  function  is  the  building  up  of  non- 
nitrogenous  substances,  of  which  cellulose  is 
the  cnief ;  elaboration  of  cellulose,  in  fact,  is 
synonymous    with    growth.     As    an    organic 

Sroduct  it  is  known  to  us  in  the  specialised  and 
iversified  forms  of  plant  structures,  which  are 
employed  in  industries  either  in  their  original 
form  or  after  treatment  for  separation  of  their 
fibrous  components. 

Cellulose  is  the  basis  of  our  staple  textile  and 
paper-making  industries,  aud  when  modified  by 
various  chemical  treatments,  it  is  the  basis  of 
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modem  high  explosives,  ^ceUuloid'  products  and 

*  artificial  silk.* 

Oellulose,  of  course,  is  an  incidental  compo- 
nent of  vegetable  foodstuffs,  and  its  significance 
in  connection  with  agriculture  and  all  that 
appertains  to  the  cycle  of  processes  oiganioally 
interdependent  of  the  animal  and  vegetable 
worlds,  is  paramount. 

By  ceUulose,  as  a  chemical  individual,  we 
understand  usually  the  residue  from  the  exhaus- 
tive alternate  treatment  of  vegetable  tissues 
with  alkaline  solvents  and  weak  oxidants. 
Qenerally,  no  cellulose  is  isolated  on  the  laige 
scale  except  as  the  result  of  a  chemical  treatment, 
more  or  less  drastic,  of  fibrous  raw  materials ; 
and  all  that  we  know  of  cellulose  as  a  chemical 
individual  results  from  the  study  of  products  so 
obtained.  The  typical  cellulose  is  the  substance 
of  bleached  cotton,  the  bleaching  process  such 
as  above  described  removing  uie  substances 
other  than  cellulose  with  whicn  it  is  associated 
in  the  plant.  So  obtained,  it  is  a  white  substance, 
translucent  when  viewed  under  the  microscope, 
but  more  or  less  opaque  in  the  mass,  uis 
appearance  is  a  consequence  of  the  peculiar 
form  of  the  cotton  fibre,  a  flat  thin- walled  tube, 
the  fibriUsB  of  which  are  membranously  disposed. 

The  following  brief  outline  of  the  special 
chemistry  of  cefiulose  necessarily  precedes  an 
account  of  its  industrial  applications,  so  far  as 
they  involve  chemical  principles  or  processes  of 
treatment. 

CiUvioM, — Generally  the  non-nitrogenous 
skeleton  of  plant  structures.  Type:  the  fibre 
substance   oi    cotton,   freed    from    associated 

*  impurities '  by  processes  of  ( 1)  alkaline  hydroly- 
sis and  oxidation  (bleaching) ;  (2)  digestion  with 
hydrofluoric  and  hydrochloric  acids,  to  remove 
mineral  impurity  or  ash  constituents.  ' 

Compoattion — Elementary:  G,44-4;  H,  6 '2; 
0,49*4;  whence  the  empirical  formula,  G,H|oOf. 

Corietittition, — By  solution  in  sulphuric  acid 
as  disulphuric  ester  n'[C,H^0,(S04H)J  and 
ultimate  hydrolysis,  the  colloidal  aggregate  is 
resolved  mainly  to  dextrose  (Flechsig.  Zeitsch. 
physiol.  Chem.  7,  623).     The  identity 

[nC«N,oO,]+nH,0=n-C-,H„0,] 
which  has  been  assumed,  has  not  been  verified 
experimentally ;  a  maximum  yield  of  90-100  p.c. 
dextrose  [theory,  111*11],  accompanied  by  acid 
products,  leaves  the  problem  undetermined 
(Ost  and  Wilkenin^;  Chem.  Zeit.  34,  461). 
Cellulose  is  thus  variously  regarded  : 

1.  As  a  polyhexose  anhydride;  (a)  aldose; 
(A.  G.  Green,  Zeitsch.  Farb.  Chem.  3,  97),  (b) 
ketose  (Fenton,  Cross  and  Bevan,  Chem.  Soo. 
Trans.  82,  361,  366). 

2.  As  a  polyoyclohoxane  derivative ;  this 
view  is  basea  on  considerations  of  density  and 
molecular  volume  (Cross  and  Bevan,  Bcr.  1909, 
42,  2198. 

3.  As  an  essentially  labile  aggregate,  that  is 
of  variable  constitution  ov  configuration,  vary- 
ing according  to  the  action  of  reagents  (Cross 
and  Bevan,  (Dhem.  Soc.  Trans.  85 ;  Cellulose 
Researches,  ii.  1906). 

CeUulose  and  water, — Hydration.  Constitu- 
tional water  is  retained  by  cellulose  in  the  air- 
dry  condition.  Cotton  holds  6-8  p.o.,  vaiying 
with  temperature  and  moisture  of  atmosphere. 
Cotton  which  has  been  hydrated  by  treatment 
with  alkalis  (mercerisatioa)  or  solvents  (infra) 


or  by  prolonged  attrition  in  presence  of  water, 
shows  an  increased  capacity  for  moisture  when 
air-dry,  and  retains  9-11  p.c.  Conversely  the 
action  of  condensing  acids  (HCl,HBr)  proaucee 
modified  aggregates  ('hydroceUuloee ')  with  a 
lower  capacity  (3-^  P*c.).  Cellulose  separated 
from  its  solutions,  or  regenerated  from  its 
derivatives  by  the  action  of  reasents,  shows  a 
maximum  hydration  capacity;  &e  colloidal  or 
gelatinous  hydrates  having  tne  composition  (in 
contact  with  water  at  ordmary  temperatures  ) : 

Cellulose      .         .         .         20-10  p.c. 

Water  .         80-90    ,, 

CeUulose  and  solvents. — Insoluble  in  all 
neutral  solvent  liquids,  cellulose  is  dissolved  by  t 

1.  Concentrated  solutions  of  zinc  chloride 
(40-60  p.c.  ZnQ,),  on  heating  at  80*-100'» ;  when 
previously  hydrated,  at  lower  temperatures  ; 

2.  Solution  of  zinc  chloride  in  twice  its  weight 
of  HCl'Aq.  (35  p.c.  HC9) :  this  reagent  rapidly 
attacks  and  resolves  the  aggregate  ; 

3.  Solutions  of  cuprammonium  hydrate  con- 
taining : 

Cu,  as  CuO-nH,0  .  .  .  2-6-3-5  p.c. 
NH,  (as  NH4OH)  ...  16  p.c 

From  solutions  1  and  3,  the  cellulose  may  be 
recovered  quantitatively,  but  as  a  hydrate  and 
otherwise  modified  in  constitution. 

Eeaciions. — The  above  reactions  resulting  in 
solution  of  the  cellulose  are  characteristic; 
otherwise  it  is  exceptionally  non-reactive.  By 
dilute  solutions  of  iodine,  in  presence  of  certain 
dehydrating  agents,  it  is  coloured  blue. 

A.  Cellulose  oompoimds,  i.e.  gynthetleal 
derivatives.    Esters. 

(a)  Nitrates.  By  direct  reaction  with 
nitric  acid,  usually  in  presence  of  sulphuric 
acid,  in  which  case  unstable  mixed  esters 
are  formed  as  a  stage  in  the  reaction,  the  NOa 
displacing  the  SO4&  residues.  The  esters  are 
formed  without  sensible  structural  modifica- 
tion. They  are  purified  from  residual  SO4E 
by  prolonged  boilmg  with  water,  and  are  then 
'stable.'  A  series  of  these  esters  is  known, 
the  highest  approximating  to  the  trinitrate 
(C,)  (gun-cotton);  the  intermediate  terms — 
dinitrate — being  soluble  in  ether-alcohol  (collo- 
dion cotton),  me  lowest  having  physical  pro- 
perties but  little  different  from  the  original 
cellulose. 

These  esters  are  variously  formulated  as 
nitrates  of  a  reactive  unit  of  C,— C^a— C^ 
dimensions. 

Solvents. — ^The  special  solvents  of  these 
esters  are  acetone,  ether-alcohol,  nitrobenzene. 

Sa^ponification. — By  certain  alkaline  and 
reducing  agents  (alkaline  sulphydrates)  the  nitric 
groups  are  eliminated  and  cellulose  regenerated. 

(&)  Aoetates.  By  reaction  with  acetic  anhv- 
dride  under  various  conditions:  (1)  at  110^: 
direct  formation  of  monoaoetate  (C^)  insoluble 
in  all  neutral  solvents  and  in  the  solvents  of 
cellulose.  (2)  At  140^-160*" :  formation  of  higher 
acetates,  attended  by  solution  in  the  reaction 
mixture.  (3)  In  presence  of  catalytic  agents 
(Zna,— H,S04— H3PO4):  at  intermediate  tem- 
peratures; H2SO4  determines  reaction  at  25^-30^ 
The  extreme  prcKiucts'  are  mixtures  of  tri-  and 
higher  acetates.  (4)  When  the  reaction  mixtures 
are  diluted  with  hydrocarbon,  the  fibrous  cellu- 
lose may  be  acetylated  without  solution  or 
sensible  structural  change. 
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86hent9  of  the  higher  aoetatee,  are  chloro- 
form, soetone,  phenoL 

Saponificaiion, — ^The  acetyl  groups  may  be 
removed  by  boiling  with  alkaline  Bolutions,  the 
cellulose  being  regenerated.  In  quantitative 
determinations  the  saponification  may  be 
effected  b^  boiling  with  normal  sodium  hydroxide 
diluted  with  an  equal  volume  of  alcohoL 

(c)  Add-ralphnrle  eiters.  By  the  action  of 
sulphuric  acid  an  extended  series  of  esters  is 
formed,  which  have  been  described  as  cellulose 
sulphuric  acids.  But  they  are  certainly  deriva- 
tives of  products  of  resolution.  The  first  stage 
results  in  the  formation  of  a  disulphuric  ester 
C,Hg03(S04H)2,  but  its  relationship  to  the  parent 
complex  is  doubtful.  The  ester  is  soluble  in 
water ;  the  Oa,  Ba,  and  Pb  salts  are  insoluble  in 
alcohoL  By  progressive  hydrolysis  the  cellulose 
is  ultimately  ree<3ved  to  dextrose. 

{d)  Aceto-sulphates  and  mixed  esters,  con- 
ukining  the  SO4H  residues  associated  with 
acetyl  and  other  negative  croups  in  combina- 
tion, are  obtained  when  sulphuric  acid  is  allowed 
to  act  under  regulated  conditions  Bimultaneously 
with  other  esterifying  agents.  Thus  a  mixture 
of  acetic  anhydride  (So  parts),  glacial  acetic  acid 
(60  parts),  and  sulphuric  acid  (4-6  parts),  acts 
rapidly  at  30®-40*.  The  first  product  appears 
to  be  a  neutral  body  of  the  empirical  f  ormma 

(4C,H,0)S0«(CA0,),. 
and  under  the  action  of  water  to  undergo  an 
internal  hydrolysis,  the  SO4  group  becoming 
SO4H,  which  forms  a  stable  combination  with 
bases.  The  Mff,  Ca,  Zn  salts  are  insoluble  in 
water,  but  soluble  in  acetone. 

(e)  Benxoates  result  from  the  action  of  benzoyl 
chloride  in  presence  of  alkaline  hydroxides.  A 
monobenzoate  (C4)  is  obtained  by  treating 
cellulose  with  a  solution  of  sodium  hydroxide 
of  10  p.c.  (NaOH)  strength,  and  shaking  with 
benzojfl  chloride.  This  Mnzoate  is  formed  with 
only  slight  structural  change.  The  dibenzoate 
(C.)  is  obtained  b^  the  interaction  of  benzoyl 
chloride  and  alkali  cellulose  (mercerised  cotton) 
in  presence  of  sodium  hydroxide  solution  (15  p.c. 
NaOH).  Its  formation  is  attended  by  structural 
change ;  the  fibrous  cellulose  is  disintegrated,  the 
dibenzoate  being  an  amorphous  substance.  The 
dibenzoate  is  soluble  in  acetic  acid,  and  chloroform. 

Mixed  esters,  containing  the  benzoyl  and 
nitric  residues,  result  from  the  action  of  nitric 
acid  upon  the  benzoates.  Simultaneously  a 
nitro-  group  enters  the  benzoyl  residue. 

Alkali  oeUnlose.  The  fibrous  cellulose  under- 
goes considerable  structural  modification  under 
the  action  of  solutions  of  sodium  hydroxide  of 
12-16  p.c.  NaOH.  These  reactions  and  phe- 
nomena were  first  studied  by  Mercer.  They  are 
the  basis  of  the  process  of  mereerisaiion  \q.v.) 
under  which  cotton-yam  and  cloth  assume  a 
special  lustre  and  silky  finish.  There  is  a 
definite  synthetical  reaction  in  the  ratio 
CcHioOf :  2NaOH,  which  is  a  stage  in  the  for^ 
mation  of  the  dibenzoate  {supra). 

The  compound  is  completely  dissociated  by 
water ;  by  treatment  with  alcohol  an  equilibrium 
is  reached  when  the  reagents  are  associated  in 
the  ratio  Ci,H,oOip  :  NaOH. 

The  alkali-cellulose  hydrate,  of  composition : 

Cellulose    •     •    30|  eelluloae:  sodium  hydrate 
Sodium  hydiute  16     ^^h^.O.         2NaOft 


is  the  first  stage  in  tiie  synthesiB  of  ceUvloae 
sBanihogenic  acid,  which  results  from  the  inter- 
action of  the  alkali  cellulose  and  carbon  disul- 
phide  at  ordinary  temperatures.  The  sodium 
salt  is  soluble  in  water.  It  is  an  unstable 
compound,  the  solution  undergoing  spontaneous 
progressive  change.  The  sdution,  which  is 
highlv  colloidal,  &ially  solidifies.  By  means  of 
the  characteristic  reaction  of  the  xanthates  with 
iodine 


C<SNa^S>«+I. 


Water 
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=2NaI+CS<r;^^~^^^S 

the  progress  of  the  change  may  be  followed,  the 
essential  feature  being  the  elimination  of  the 
GS«  residues  with  reaggregation  of  the  cellulose 
units.  Well-marked  stages  in  the  series  occur 
at  the  points  denoted  by  the  empirical  formulas 
Ci,Hi,0,CSSNa,C,4H,,0„-CSSSNa.  The  former 
represents  an  equuibrium  attained  after  the 
solution  has  remained  for  some  hours  at  the 
ordinary  temperature ;  the  latter  is  reached  in 
from  three  to  four  days.  The  cellulose  under  the 
reaction  acquires  a  more  acid  character,  an 
additional  OH  group  combining  with  aUcalL 
The  lower  terms  of  the  series,  e,g,  C^fi^^O^^- 
OSSNa,  though  insoluble  in  water  or  dilute 
saline  solutions,  are  dissolved  by  the  addition  of 
sodium  hydroxide.  The  sodium  atom  in  combina- 
tion with  the  CSS  residue  is  not  attacked  by 
weak  acids  such  as  acetic  acid.  By  double 
decomxx>sition  with  soluble  salts  of  Ou,  Zn,  Ac, 
the  correspondinff  xanthates  are  produced  as 
insoluble  oolloidalprecipitates. 

In  the  above  reactions  the  cellulose  a(^;re^te 
is  maintained ;  the  solutions  of  the  derivatives 
are  viscous  and  colloidal ;  but  in  the  following 

B.  Reaotlons  of  deeomposltlon,  which  are 
determined  by  hydrolytic  and  oxidising  agents, 
the  directions  of  resolution  are  extremely  various, 
and  the  relationships  of  the  products  to  the 
original  aggregate  are  undetermmed. 

(a)  Sulphurle  aeld  dissolves  the  cellulose  as 
a  disulphuric  ester ;  but  decomposition  attends 
the  reaction,  and  on  diluting  and  boiling,  the 
hydrolysis  is  carried  to  the  extreme  molecular 
limit,  the  fiinal  product  being  dextrose  {supra). 

{b)  Hydrobromic  aeld  in  ethereal  solution 
attacks  the  cellulose  profoundly  with  production 
of  brom-methvl  furftural.  The  formation  of  this 
compound  indicates  a  previous  or  intermediate 
stage  in  which  the  products  of  resolution  are 
molecular  ketonic  bcnlies  of  carbohydrate  con* 
stitution  (Fenton,  Chem.  Soc  Trans.  1901,  361). 

(c)  Hydroehloirle  aeld,  in  presence  of  water, 
dilute  sulphuric  acid,  and  acids  generally,  attacks 
the  cellulose  aggregate  with  production  of  a 
variety  of  denvatives.  (1)  Insoluble:  these 
are  genenJly  termed  *  hydrooelluloses. '  They  are 
disintMpratea  residues  of  the  original  fibres ; 
they  differ  chemically  from  the  parent  aggregate 
in  the  presence  of  free  aldeh^dic  groups,  and  in 
readily  yielding  to  the  action  of  alkalis.  (2) 
Soluble  molecular  producte,  chiefly  dextrines  and 
dextrose. 

{d)  Alkaline  hydroxides  and  alkalis  generally 
have  little  action  on  cellulose  in  the  form  of 
dilute  solutions — even  when  treated  at  elevated 
temperatures.  Sodium  hydroxide  in  solutions  of 
concentrations  of  12  p.c  NaOH  and  upwards, 
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oombines  with  the  oellulose,  producing  profound 
Btmctural  modifications  (mercerisa&on),  but 
without  resolving  the  Aggregate. 

At  higher  concentration  and  temperature 
the  cellulose  is  partially  dissolved;  but  even 
under  the  conditions  of  a  *  fusion '  at  180^  the 
resolution  is  limited  to  the  conversion  into  alkali 
soluble  modifications,  which  are  precipitated  in 
the  coUoidal  form  on  diluting  and  acidifying.  At 
higher  temperatures  (250^)  and  lAith  larger  pro- 
portions of  the  alkaline  hydroxides,  the  celliuoBe 
IS  resolved  into  acid  products  of  low  molecular 
weight,  chiefly  acetic  acid  and  oxalic  acid. 

OXidftDtS.  The  directions  of  oxidation  of 
cellulose  are  likewise  extremely  diversified. 
The  aggregate  manifests  considerable  resistance 
to  alkaline  oxidants  in  dilute  form,  e.g.  solutions 
of  the  hypochioritea^  permanganates ;  but  when 
the  limit  is  passed  the  oxidations  which  result 
are  drastic  in  the  sense  that  the  soluble  products 
are  of  low  molecular  weight,  chiefly  carbonic  and 
oxalic  acids.  The  insoluble  fibrous  residues, 
more  or  less  disintegrated,  are  known  as  oxycel- 
luloses.  They  contain  free  aldehydic  groups, 
are  easily  attacked  by  hvdrolysing  agents,  and 
on  boiling  with  hydrochloric  acid  (1-06  sp.gr.) 
are  decomposed  with  production  of  some 
furfural. 

Resolved  by  the  action  of  concentrated  solu- 
tions of  the  hypochloritee,  cellulose  yields  chloro- 
form and  carbon  tetrachlorides.  The  hypo- 
bromites  give  the  corresponding  bromine 
derivatives.  Nitric  acid  (1-26  sp.gr.)  at  ISO' 
converts  cellulose  into  a  series  of  '  oxycellulosee,' 
which  are  resolved  on  boiling  with  calcium 
hydroxide  into  acid  products,  among  which 
Moeaccharinic  and  dioxybutyric  acids  have  been 
identified.  In  the  original  oxidation  small 
qu^ities  of  the  higher  ojbasic  acids — saccharic 
and  tartaric  acids— -are  produced,  but  the  main 
products  are  oxalic  and  carbonic  acids. 

With  chromic  acid  an  endless  series  of  oxida- 
tions may  be  effected,  the  degree  of  action 
depending  upon  the  proportion  of  the  active 
oxidant  and  the  associated  hydrolytic  action  of 
mineral  acids.  The  oxyceUuloses  produced  are 
distinguished  by  relatively  laree  yields  of  furfural 
when  decomposed  by  boiling  HCl  Aq.  ( 1  -06  sp.gr. ). 
In  presence  of  sulphuric  acid  there  ensues 
complete  combustion,  and  the  reaction  is  the 
basis  of  quantitative  analytical  methods. 

Reiolation  by  ferment  actions.  Under  the 
actions  of  specific  organisms  the  cellulose  com- 
plex is  totally  resolved,  the  main  products 
being  methane,  hvdrogen,  and  csurbonic  and 
fatty  acids.  The  decomposition  may  be  associ- 
ated with  the  action  of  an  enzyme;  but  a 
remarkable  feature  of  the  process  is  the  absence 
of  intermediate  products,  at  least  in  the  cases 
hitherto  investigated.  In  the  digestive  tract  of 
the  herbivora,  cellulose  is  resolved,  and  from  the 
investigation  of  the  process,  necessarily  by 
indirect  observations,  it  appears  that,  in  addition 
to  a  destructive  resolution  to  ultimate  gaseous 
products,  there  occurs  a  resolution  to  proximate 
groups  of  high  nutritive  value,  which  are  assimi- 
lated by  the  animal  organism. 

Reeohition  by  heat :  destractlve  distillation. 
The  decompositions  of  cellulose  at  temperatures 
exceeding  250®  are  necessarily  extremely  complex. 

The  groups  of  products  show  an  average 
proportion : 


Solid  80  p.c. 


Charcoal  or 
pseudo-car- 
oon 


liquid  50  p.c. 

Containing  acetic 
acid  (2  p.c),  methyl 
alcohol  (7  p.c.), 
acetone,  furfural 
(12  p.c.) 


Oaseout  20  p.c. 


Chiefly 
00  and  CO, 


the  actual  proportions  and  composition  of  these 
mixtures  varying  with  the  temperature  and 
duration  of  their  neating. 

General  view  of  the  decompositions  of  eelliilose. 
It  is  clear  that  the  cellulose  complex  breaks 
down  under  destructive  influences,  in  directions 
depending  upon  the  nature  of  the  attacking 
agent,  its  concentration,  and  all  the  surrounding 
physical  conditions.  The  study  of  these  decom- 
positions has  thrown  but  little  light  on  the  actual 
nature  and  constitution  of  the  oeUulose  aggre- 
gate ;  for  the  reason,  perhaps,  that  we  have 
endeavoured  to  maintain  a  bads  of  interpreta- 
tion such  as  is  applicable  to  ordinary  molecular 
compounds  or  complexes.  If  we  regard  cellu- 
lose as  the  analogue  of  a  complex  salt  m  presence 
of  water,  and  endeavour  to  follow  the  reactions 
of  decomposition  as  we  should  the  changing 
equilibrium  of  a  coUoidal  salt  aolution  under  the 
action  of  reagents,  we  have  a  basis  of  working 
hypotheses  which  will  be  found  to  stand  the 
general  test  of  credibility — ^that  is,  they  tend 
'  to  progress  in  investigation.  We  make  this 
I  observation  in  reference  to  the  matter  which  we 
'  have  just  endeavoured  to  reduce  to  short,  sys- 
tematic expression,  but  which  obviously  cannot 
effectually  be  so  treated  because  it  involves  the 
entire  theoretical  basis  of  our  subject,  that  is, 
the  actual  state  of  matter  and  the  distribution 
of  the  reactive  unit-groups  in  the  celluloee 
complex ;  and  this  basis  is,  as  yet,  entirely 
!  undetermined  {see  Cross  and  Bevan,  Cellulose 
Researches,  1906). 

The  cellulose  group.  From  the  typical 
cellulose  we  pass  to  the  diversified  group  of 
celluloses.  Their  general  characteristics  are 
those  of  the  prototype :  the  variations  they 
present  are  especially  such  as  involve  the  unde- 
termined factors  of  constitution.  With  these 
there  are  certain  correlative  variations  which 
afford  an  empirical  basis  of  classification.  These 
are  (o)  the  degree  of  resistance  to  hydrolytic 
and  to  oxidising  agents:  (b)  the  percentage 
\ield  of  furfural  when  decomposed  by  boiling 
HClAq. ;  (c)  elementary  composition,  in  respect 
of  the  ratio  C  :  0. 

The  fibrous  celluloses  are  grouped  as  follows  :— 


Type 


Hygroscopic 
moisture 
Elementary 
composition 
C:0 
Furfural 
Other  cha- 
racteriitlcB 


Cotton 
sub-group 

Bleached 
cotton 


6-8  p.c. 

I  440-44-4 
ftO-O 

01-0-4 
No  active 
CO  groups 


Wood 

cellulose 

sub-group 

B. 

Jute 

cellulose 


(^11  p.c. 

43-0-43*6 
510 

30-6-0 

Seme  free 

CO  groups 


Cereal 

cellulose 

Bub-groap 

C. 

Straw 
cellulose. 


10-12  p.c. 

41-5-42-5 
&3'0 

120-150 

CoDsidersble 

reactivity  of 

00  groups 
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Of  these  groupB  the  following  points  may  be 
noted : — 

A.  Comprises,  in  addition  to  cotton,  other 
industrially  important  celluloses,  e.g.  flax,  hemp, 
and  rhea.  They  occur  in  the  plant-world  in 
association  with  compounds  easily  removed  by 
the  action  of  alkalis.  They  pass  through  the 
cycle  of  reactions  involved  in  their  solution  as 
xanthates,  without  hydrolysis  to  soluble  deriva- 
tives. 

B.  These  celluloses  are  obtained  as  products 
of  decomposition  of  a  compound  cellulose.  They 
may  be  regarded  as  partially  hydrated  or 
hydrolysed.  They  are  more  readily  attacked 
by  hydrolysing  agents  and,  in  the  xanthate 
reactions,  are  partially  resolved  to  alkali-soluble 
derivatives. 

C.  These  celluloses  are  in  most  cases  a 
complex  of  structural  elements,  and  not  homo- 
geneous chemically.  They  are  still  less  resistant 
than  the  preceding  group,  and  more  especially 
the  furfural-yieldmg  components,  which  are 
selectively  attacked  under  certain  conditions. 

The  cellulose  groups,  as  above,  pass  by 
imperceptible  gradations  into  a  heterogeneous 
class  of  natural  products,  which,  while  possessing 
some  of  the  characterisitics  of  the  celluloses 
proper,  are  so  readily  resolved  by  hydrolytic 
treatment  that  they  must  i^epresent  a  very 
different  constitutional  type  or  types.  To  this 
group  of  complex  carbohydrates  the  class-name 
hemicelluiose  has  been  assigned.  They  are 
structurally  different  from  the  fibrous  celluloses, 
occurring  mostly  in  the  cellular  form  (paren- 
chyma, &c.).  They  differ  in  physiological 
function,  and  in  being  readily  resolved  by 
hydrolysis  into  the  crystolline  monoses. 

The  foregoing  €xpos4  will  enable  us  to  group 
the  indtutrtal  and  manufactvring  applications  of 
ceUtUoee  in  reference  to  first  principles,  as 
follows : — 

GbnsraIi. — ^The  uses  of  the  fibrous  celluloses, 
more  particularly  of  cotton  and  the  cotton  group, 
in  which  we  may  include  flax,  hemp,  and  ramie, 
depend,  apart  from  the  primary  condition  of 
length  of  ultimate  fibre  upon  the  extreme  chemical 
resistance  of  the  fibre  substance,  which  is  a 
function  both  of  the  constitution  of  the  ultimate 
groups  and  of  their  mode  of  union  to  constitute 
the  aggregate  itself. 

Insensitiveness  to  oxidation  is  an  obvious 
condition  of  such  stabUity  as  is  required  for 
textile  fabrics  and  paper,  and,  as  evidence  of 
resistance  to  atmospheric  oxygen,  we  have  the 
fact  that  flax  and  cotton  fabrics  and  papers 
composed  of  these  fibres  have  been  handed  down 
to  us  from  antiquity,  with  little  change.  Next 
in  order  of  importance  is  resistance  to  water 
and  alkaline  hydrolysis.  This  resistance  enables 
textile  fabrics  to  withstand  periodical  cleansing 
or  laundrying,  in  which  alkalis  are  the  principal 
agents.  In  the  purifying  of  textile  f aorics  by 
the  bleaching  processes  and  the  preparation  of 
paper  pulps,  the  same  negative  qualities  are  of 
first  importance. 

Textiles  are  subjected  to  severe  processes  of 
alkali  treatment,  and  to  the  action  of  bleaching 
agents,  such  as  hypochlorites,  without  showing 
any  chemical  or  structural  modification. 

On  the  other  hand,  there  is  a  limit  of  the 
resistance  to  oxidation,  and  any  undue  action  of 
the  ordinary  bleaching  solutions  leads  to  the 


formation  of  oxvcellulose,  and  structural 
weakening  as  an  attendant  result. 

While  extremely  resistant  to  alkalis,  the 
celluloses  are  sensitive  to  acids,  and  here  again 
in  bleaching,  finishing,  and  dyeing  processes, 
the  incidental  acid  treatments  require  careful 
adaptation  to  the  limit  of  sensitiveness  of  the 
cellulose. 

Special. — CcmatUutional  moisture  and  hy- 
dration effects  involve  a  range  of  phenomena 
of  obvious  industrial  importance.  The  normal 
moisture  of  cellulose  has  to  be  taken  into 
account  in  the  finishing  of  textiles,  and  their 
package  for  shipment.  The  condition  of  the 
fibres  as  regards  hydration,  of  which  its  capacity 
for  combinme  wiUi  atmospheric  moisture  is  an 
index,  direcdy  affects  the  finishing  processes 
which  are  chiefly  the  mechanical  operations  of 
manglinff,  calendering,  and  beetling. 

^e  further  hydration  of  the  cellulose  which 
takes  place  in  the  beating  operations  of  the 
papermaker  are  of  considerable  practical  im- 
portance, and  affect  the  quality  and  character 
of  the  papers  in  a  very  great  degree. 

Cellulose  and  ash  constituents.  The  normal 
ash  of  the  cellulose  of  the  cotton  group  is  small 
in  proportion,  and  we  are  not  able  to  affirm  that 
these  inorganic  constituents  have  any  determin- 
ing relationship  to  the  constitution  of  celluloses, 
though  this  is  an  accepted  probability. 

It  is  a  problem  for  colloidal  chemistry  to 
establish  this  relationship  in  specific  terms. 
Lidustrially,  the  question  arises  only  with  regard 
to  the  aggregate. 

Thus  m  the  purest  form  of  cellulose  in  use, 
the  filter  paper  used  in  quantitative  separa- 
tions by  chemists,  it  is  of  importance  that 
the  ash  components  should  be  reduced  to  a 
minimum. 

This  minimum  of  0*05  p.o.  by  weieht,  is 
attained  by  digesting  the  oeUulose  with  nydro- 
fluoric  acid  and  hydrochloric  acid,  and  thoroughly 
washing  the  paper  in  pure  water. 

Pure  unsized  cellulose  paper  thus  treated 
constitutes  the  well-known  *  Swedish '  paper, 
so  called  from  its  country  of  origin,  but  now 
produced  in  Germany  and  other  centres. 

Cellulose  as  a  typical  colloid  enters  into 
characteristic  combinations  withinorganio  oxides, 
and  this  property  is  an  important  oasis  of  the 
processes  of  the  dyer  and  printer. 

Oxides  of  the  polyvalent  metals,  notably  of 
aluminium,  chromium,  iron,  tin,  and  lead,  are 
taken  up  by  the  celluloses  from  solutions  of 
their  salts,  and  the  cellulose  thus  mordanted 
has  increased  special  affinities  for  colouring 
matters. 

A  more  special  industrial  application  of  this 
property  is  the  method  for  malung  the  mantle, 
now  in  common  use,  for  intensifying  coal-gas 
illumination  (Auer-Welsbach).  The  coUoidal 
oxides  of  thorium  and  cerium  in  suitable  pro- 
portions are  fixed  upon  cellulose  fabrics, 
which  are  then  dried  and  ignited.  The  result 
is  an  inorganic  skeleton  of  the  original  fabric, 
prepared  in  any  desired  form,  and  composed  of 
the  oxides  in  question. 

The  particular  form  fulfils  the  conditions  of 
maximum  illuminating  surface,  together  with 
the  desired  degree  of  mechanical  resistance  to 
stand  wear  and  tear  under  the  particular  con- 
ditions of  employment. 
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Cellulose  and  solvents.  It  is  in  the  solutions 
of  cellulose  or  its  derivatives  that  the  particular 
properties  of  the  cellulose  aggregate  are  evident. 

In  the  case  of  the  aqueous  solvents  observa- 
tion shows  that  the  cellulose,  employed  as  fibre, 
passes  through  phases  of  progressive  hydration 
with  considerable  distension  until  the  final  stage 
of  homogeneous  structureless  solution  is  reached. 

The  general  character  of  the  solutions  is 
their  high  yisoosity,  which  imposes  a  limit  of 
from  7  to  9  p.o.  cellulose  for  solutions  which 
require  filtering. 

The  teohnioal  applications  of  these  solutions 
depend  upon  the  fact  that  the  cellulose  is 
brought  into  the  pUstio  homogeneous  structure- 
less condition,  in  which  it  may  be  formed  or 
shaped  at  wiU,  and  in  finally  reverting  to  the 
soUd  state  preserves  its  structural  continuity 
through  the  successive  phases  of  dehydntion. 

The  solution  in  zinc  chloride  has  been  used 
for  making  threads  to  be  carbonised  for  electric 
incandescent  lamps. 

The  solution  is  forced  through  narrow  orifices 
into  aJoohoI,  which  precipitates  theoelluloBe  as  a 
transparent  hydrated  solid,  retaining  zinc  oxide 
(hydnte)  in  combination.  The  s^id  hydrate  is 
formed  and  manipulated  in  continuous  length* 
and,  when  freed  from  zinc  oxide  and  dried,  is  a 
structureless  cylinder  of  cellulose.  Heated  out 
of  contact  with  air,  it  is  converted  into  a  *  pseudo- 
carbon,'  which  constitutes  the  filament  in 
question. 

The  solution  of  zinc  chloride  in  hydrochloric 
acid  has  been  emjdoyed  for  converting  cellulose 
papers  into  a  special  agglomerated  product  or 
ooard,  which  is  used  as  an  insulating  material 
and  for  structural  purposes.  The  sheets  or  webs 
of  paper  are  treateid  with  the  solvent  by  immer- 
sion, and  the  material  thus  attacked  is  then 
weldod  into  the  composite  fabric  by  means  of 
the  adhesion  of  the  viscous  cellulose  solution 
resulting  from  the  attack. 

The  composite  sheets  or  webs  so  produced 
are  finally  compacted  by  pressure,  and  then 
exhaustively  washed  to  remove  the  solvents. 

Cupnunmonlunu  There  are  various  indus- 
trial applications  of  this  characteristic  solvent. 
Textile  materials  are  treated  by  passing  through 
the  solution.  The  cellulose  is  attacked  super- 
ficially, and  under  the  pressure  of  rolls  the 
gelatinised  product  is  distributed  uniformly:  the 
fabric  is  then  dried.  The  fabric  is  thus  coated  with 
a  varnish  composed  of  cellulose  and  the  hydrated 
copper  oxide,  of  greenish  colour  which  renders 
the  fabric  impervious  to  water  and  rot-proof. 

Papers  are  similarly  treated ;  the  sheets  or 
webs  bein^  welded  together  under  pressure. 
These  fabrics  have  been  Known  for  a  number  of 
years  as  the  *  Willesden  '  waterproof  fabrics. 

The  most  important  industrial  application  of 
the  solution  is  m  the  manufacture  of  artificial 
cellulose  threads,  which  are  produced  in  various 
grades  of  fineness,  and  known  as  *  Artificial  Silk,* 
^Monofil'  (Lustra  CJellulose,  Soie  Artificielle, 
GlanzstofiF,  Crin). 

The  process  in  its  simplest  terms  consists  of 
the  production  of  the  solution  by  treating 
bleached  cotton  with  the  cuprammonium 
solvent,  and  filtering  through  fine  metal-wire 
cloth  to  remove  incidental  impurities. 

The  solution  is  projected  through  orifices  of 
varying  diameter,  according  to  the  size  of  the 


threads  to  be  produced,  into  solutions  which 
precipitate  or  coagulate  ihe  cellulose. 

Tne  setting  solutions  are  of  two  types,  acid 
and  alkaline. 

llie  cellulose  is  precipitated  as  a  hydrated 
solid,  in  continuous  length,  and  is  drawn  forward 
at  speeds  var^'ing  from  20  to  60  metres  per 
minute,  acconUng  to  the  diameter  of  the  thread 
and  the  conditions  of  the  precipitation. 

In  the  case  of  fine  maments,  constituting 
artificial  silk,  several  of  the  threads  so  produced 
are  twisted  together  to  form  a  oompouna  filament 
or  yam  suitable  for  weaving  purposes.  The 
products  are  dried  under  special  oonditionB,  to 
secure  maximum  lustre  and  elasticity. 

Cellulose  esters.  The  apj^cation  of  the 
nitrates  to  high  explosives  is  an  application  of 
cellulose  that  stands  apart  and  depends,  of 
course,  upon  the  fundamental  chemistry  of  the 
product. 

The  ratio  of  oxygen  is  such  that  the  products 
contain  the  elements  for  their  complete  conver- 
sion into  gaseous  products  when  raised  to  the 
reactive  temperature. 

The  nitrates  in  t^e  fibrous  form  in  which 
they  are  produced,  are  explosives  of  the  dis- 
ruptive or  blasting  type,  and  were  exolosively 
so  used  for  many  yeara. 

The  type  of  explosion  required  for  the  pro- 
pulsion of  projectiles,  is  a  reetnuned  or  graduated 
combustion,  which  is  determined  by  a  change  of 
form  of  the  nitrates.  These  are  convertible 
into  plastic  modifications  under  the  action  of 
their  specific  solvents,  and  in  this  state  they  may 
be  formed  or  fashioned  into  threads,  cylmders, 
or  solids  of  any  desired  form  or  dimension.  The 
combustion  of  these  structureless  solids,  in  its 
aggregate  explosive  efifiect,  may  be  made  to  fulfil 
any  desired  conditions. 

The  most  interesting  case  is  that  of  the 
employment  of  nitroglycerine,  itself  a  high 
explosive,  and  the  basis  of  dynamite,  to  reduce 
the  cellulose  nitrate,  acting  as  a  solvent,  to  the 
structureless  condition. 

Mixtures  of  nitrocellulose  and  nitroglycerine, 
in  suitable  proportions,  are  drawn  to  threads  and 
constitute  with  certain  admixtures  the  modem 
explosives  cordite,  ballistite,  &o.  (tfeeExpLosivis). 

The  cellulose  nitrates,  treated  with  neutral 
solvents  and  subject  to  a  process  of  milling,  are 
reduced  to  a  structureless  plastic  mass.  This 
may  be  reformed  into  solid  substances  which 
may  be  produced  in  any  desired  form  or  dimen- 
sion. In  sheets  or  film  they  constitute  the 
basis  or  transparent  carrier  of  photographic 
emulsions. 

In  solid  form  t^ey  are  known  as  celluloid, 
xylonite,  &0.,  and  find  endless  applications  both 
useful  and  ornamental  (v.  Celluloid). 

The  solutions  of  nitrates  in  neutral  solvents, 
such  as  ether-alcohol  (collodion)  or  amylacetate, 
are  used  as  varnishes  and  lacquers  for  various 
purposes. 

The  cellulose  nitrates  in  ether-alcohol 
solution  are  employed  industrially  in  t^e  manu- 
facture of  artificial  silk. 

This,  in  fact,  was  the  pioneer  invention  *  of 

Chardonnet,'  and  dates  from  1883.    The  process 

of   spinning   consists   in   forcing   the   solution 

through    capillary  glass  jets,  either    into    air 

,  (Chardonnet)  or  into  water  (Lehner). 

I       The  thread  is  thus  formed  and  obtained  as 
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a  nitrikte,  in  whioh  form  it  ia  twisted  into  com- 
pound  textile  filaments,  whioh  are  reeled  into 
skeins  of  yam. 

Prooess  of  saponification  for  removing  the 
nitric  ^ups  follows.  This  consists  in  digrating 
the  nitrate  yam  in  solutions  of  ammonium- 
magnesium  sulphydrates  at  ordinary  tempera- 
tures. 

As  a  result  of  the  ovole  of  operations,  the 
denitrated  cellulose  as  obtained  constitutes  the 
artificial  silk  of  commerce. 

Cellulose  acetates  are  the  analogues  of  the 
nitrates  with  the  radical  distinction  of  being 
non-explosive,  and,  in  fact,  eminently  stable 
compounds. 

By  treatment  with  their  special  solvents,  they 
are  dissolved  to  homogeneous  viscous  solutions, 
and  they  may  be  fashioned  into  films  and  solids 
as  are  the  nitrates. 

So  far  the  industrial  applications  of  the 
acetates  have  been  Umited  chiefly  by  the 
prohibitive  costs  of  production. 

A  new  technical  departure,  however,  to 
overcome  this  difficulty  is  embodied  in  patents 
of  Knoll  and  Knoevenagel  (1905-1910),  which 
describe  processes  for  preparing  a  normal  tri' 
celate  in  stable  form,  ana  the  properties  of  which 
are  such  that  the  solution  may  be  used  directly 
as  obtained,  and  without  any  processes  of 
separation,  purification,  and  resolution  of  the 
acetate. 

This  solution,  which  is  a  solution  in  acetic 
acid,  is  coagulated  by  water,  and  continuous 
eolids  are  therefore  produced  by  forcing  the 
solution  (through  orifices  of  suitable  dimensions) 
into  water.  The  acetic  acid  may  be  recovered 
from  the  precipitating  bath  by  simple  means. 

Cellulose  acetate  nas  already  been  spun  to 
artificial  silk  and  the  coarser  textile  threads,  but 
there  has  been  so  far  no  industrial  development 
of  tiie  processes. 

The  technical  interest  of  such  s  product  is 
that  it  is  employable  as  an  ester,  mereas,  of 
course,  the  nitrate  is  entirely  unsuitable,  as  such, 
for  textile  applications. 

Celliilose  and  alkalis  (Meroerisatlon).  The 
action  of  alkaline  hydroxide  in  strong  solution 
(15-20  p.c.  NaOH)  upon  cotton  textiles,  is  the 
basis  of  a  special  industry.  By  converting  the 
cotton  fibre  into  the  modified  form,  cotton  yams 
and  fabrics  are  changed  in  appearance  and 
acquire  a  silky  lustre  and  touch. 

The  goods  to  be  *  mercerised '  are  passed 
through  a  solution  of  caustic  soda  in  the  cold. 
This  produces  the  effect  of  considerable  shrink- 
age accompanying  the  chanffc  of  form  and 
dimensions  of  the  ultimate  fibre,  from  a  flat 
membranous,  to  a  thick-walled  cylindrical 
homogeneous  tube. 

Tins  shrinlcBtge  is  resisted  by  placing  the 
goods  under  the  condition  of  mechanical  strain, 
either  during  the  process  of  alkaline  treatment, 
or,  after  allowing  the  shrinkage  to  take  place, 
the  goods  may  to  afterwards  stretched  to  their 
original  length. 

The  fundamental  observations  which  con- 
dition this  process  were  made  by  J.  Mercer 
(1850-1860),  but  they  remained  undeveloped 
until  late  in  the  century  (1880-1890). 

The  industry  is  now  a  considerable  one,  and 
is  to  a  certain  extent  independent  of  fashion 
{see  Mbbobbising). 


Cellulose  and  sulphurie  aeid.  Whereas  cellu- 
lose reacts  with  the  more  concentrated  acids 
(H2S04~HoS04,H,0)  to  form  sulphuric  esters, 
the  acids  of  67*0  to  78*0  p.c.  H^SOf  (approxi- 
mately H  jS04,2H,0  -HjS04,3H,0)  hydrate,  and 
dissolve  the  cellulose  to  a  coUoid^  solution,  from 
which,  if  immediately  diluted,  the  cellulose  is 
precipitated  as  a  gelatinous  hydrate  (*  Amyloid '). 
These  reactions  are  industrially  applied  in  the 
preparation  of  *  parchment  paper,'  or  *  vegetable 
parchment.'  A  pure  cellulose  paper  is  passed 
through  a  bath  of  acid,  and  immediately.  In 
continuing  length,  into  water,  which  arrests  the 
action  of  the  acid  and  reprecipitates  the  cellu- 
lose superficially  dissolved  as  a  structureless 
colloid.  After  washing  from  the  last  traces  of 
acid,  the  web  of  now  parohmentised  paper  is 
dried  under  special  conditions  of  strain  to  control 
the  shrinkage  of  width  (10-13  p.c.),  so  as  to 
maintain  an  even  surface  and  prevent  deforma* 
tion.  To  overcome  the  bnttleness  of  the 
poduct,  which  would  result  from  total  drying, 
it  is  treated  with  solutions  of  neutral  hygroscopic 
substances,  such  as  glycerol  or  glucose,  before 
passing  on  to  the  drying  cvlinders.  A  sufficient 
proportion  is  retained  in  the  finished  product  to 
ensure  a  normal  *  humidity.' 

The  total  hydrolysis  of  cellulose  to  dextrose 
is  effected  by  diiBsolving  in  the  more  concentrated 
acid,  and,  after  allowing  the  acid  to  act  until  the 
solution  becomes  limpid,  diluting  and  heating 
the  dilute  solution.  The  acid  is  neutralised  with 
chalk,  filtered  from  the  insoluble  calcium  sul- 
phate, and  concentrated.  The  industrial  value 
of  this  process  is  obviously  limited  by  the 
relatively  low  values  of  starches  and  the  more 
economic  conversion  of  these  by  simpler  means 
and  to  superior  products. 

Physiology  of  the  eomponnd  eelluloses 
(Vegetable  fibres).  While  the  simplest  form  of 
vegetable  life  is  the  cell,  and  the  cell  is,  more- 
over, the  universal  originating  unit,  we  observe, 
as  we  ascend  the  scale  of  plant  organisation,  an 
increasing  variety  of  differentiations  of  this  sim- 
plest stmctural  unit  graduating  into  the  fibres 
and  vessels  of  the  stems  of  the  higher  floweriQg 
plants.  It  is  to  the  presence  of  such  elongatea 
cells  as  warrant  the  designation  *  fibre '  that 
these  stems  mainly  owe  their  powers  of  bearing 
strains  and  resisting  fracture.  The  uses  to  which 
these  fibres  are  put  in  the  arts  obviously  depend 
upon  the  same  charaoteristios  of  form,  as  well, 
of  course,  as  the  nature  of  the  fibre  substance. 
So  too  the  anatomy  of  fibrous  stems  is  necessarily 
a  main  factor  of  the  processes  by  whioh  they  are 
treated  for  the  isolation  of  the  fibres.  We  must 
here  except  from  the  general  anatomical  view  we 
are  about  to  take  me  most  important  of  the 
vegetable  fibres,  viz.  cotton,  \diich  as  a  seed  hair 
is  distinct  physiologically,  and  differs  structu- 
rally from  all  other  fibres  employed  for  textile 
purposes. 

The  *  ultimate '  fibre  is  a  hollow  tube,  the 
walls  being  thin  and  membranous ;  it  is  attached 
at  one  end  to  the  testa  of  the  seed,  the  other 
being  free,  and  there  is  no  adhesion  of  the  fibres 
to  one  another.  The  preparation  of  the  textile 
fibre  involves,  therefore,  only  a  mechanical  treat- 
ment, and  that  of  the  simplest  kind,  for  separa- 
ting it  from  the  seeds.  The  other  vegetable 
I  fibres  employed  in  the  arts  are  without  exception 
,  constituents  of  complex  structures  (stems  and 
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leaves)  which  require  a  more  elaborate  mechani- 
cal operation  for  their  separation,  in  addition 
in  many  oases  to  a  preparatory  chemical  treat- 
ment. 

The  fibres  of  stems  are  arranged  according 
to  the  two  main  structural  types  of  growth, 
the  exogenous  and  endogenous.  In  the  exogen- 
ous stem  of  annuals  (dicotyledonous)  they  con- 
stitute a  localised  tissue,  the  bast,  which  is  an 
annular  ring  external  to  the  wood  and  beneath 
the  cortex.  In  the  endogenous  stem  the  fibres 
proper  (bast  fibres)  are  oenerally  aggregated  to- 
gether with  vessels  into  bundles  known  as  fibro- 
vascular  bundles,  which  are  scattered  more 
or  less  irregularly  throughout  the  cellular 
matrix. 

In  regard  to  the  leaf,  the  two  great  divisions 
of  the  phanerogams  are  also  contrasted;  the 
fibro- vascular  bundles  of  the  former  are  not  only 
irregularly  disposed,  but  interlaced  (reticulate 
venation),  whereas  the  leaves  of  the  typical 
monocotyledon  are  characterised  by  a  parallel 
arrangement  of  the  bundles,  and  fulfil,  therefore, 
a  necessary  condition  of  separation  for  tex- 
tile purposes.  Fibres  of  this  class  are  amongst 
the  most  useful  that  we  have.  There  is  a  <us- 
tinction  to  be  noticed,  though  rather  of  a  techni- 
cal than  anatomical  nature,  between  the  vege- 
table fibres  and  *  fibrous  substances.'  By  the 
former  we  understand  isolated  bast  fibres  or 
fibro- vascular  bundles,  such  as  can  be  spun  into 
a  continuous  length  or  yam.  A  fibrous  substance 
is,  of  course,  any  vegetable  structure  containing 
fibres.  Many  of  these  do  not  admit  of  being 
economically  treated  for  the  isolation  of  a  textile 
fibre,  but,  on  the  other  hand,  are  resolved  by 
suitable  chemical  treatment  into  a  fibrous  mass 
or  pvlpt  available  for  paper  making.  Many  of 
our  most  valuable  raw  materiak  for  this  indus- 
try are  of  this  nature.  We  may  further  dis- 
tinguish, according  to  the  above  classification, 
(1)  exogenous  bast  tissues,  such  as  those  of  the 
Adansonia  and  Broussonetia  (paper  mulberry) 
and  entire  stems  (woods);  and  (2)  endogenous 
stems  (straws  and  bamboo),  and  leaves  (esparto). 
In  this  more  miscellaneous  group  also  we  should 
include  the  refuse  from  the  preparation  of  textile 
fibres,  such  as  the  root  ends  of  jute  (butts), 
the  waste  from  the  flax-scutclung  process 
{infra),  &c. 

We  have  already  excepted  the  cotton  fibre 
from  the  above  classification,  indicating  a  struc- 
tural as  well  as  a  physiological  distinction  from 
other  textile  fibres.  These  are,  in  fact,  always 
obtained  and  spun  in  the  form  not  of  vUimaie 
fibres,  but  of  bundles  of  these.  The  ultimate 
bast  fibre  is  also  a  hollow  tube,  but  more  or  less 
thick  walled  and  with  tapering  extremities  ;  in 
section  it  is  seen  to  be  cylindrical  or  polygonal. 
The  dimensions  are  remarkably  uniform  for  the 
bast  of  any  given  plant  or  species,  but  exhibit 
wide  variations  from  species  to  species.  Thus 
the  average  length  of  the  bast  cell  of  jute  is 
3  mm.,  and  of  flax  28  mm.  The  textile  *"  fibres  ' 
are  aggregates  of  these  ultimate  fibres,  and  it  is 
convenient  to  employ  for  them  the  special  desig- 
nation of  filament.  This  complex  spinning  unit 
varies  in  the  number  and  degree  of  cohesion  of 
the  constituent  fibres.  These  variations  even 
in  the  same  plant  or  species  are  very  consider- 
able, but  more  so  as  we  pass  from  species  to 
species.     Expressed  in  another  way,  the  textile 


fibres  vary  very  much  in  regard  to  fineness 
and  divisibility  of  the  filaments.  These,  it  is 
scarcely  necessary  to  say,  determine  in  a  very 
important  sense  their  spinning  qualities.  The 
nature  of  the  fibre  substance  is  a  self-evident 
factor  of  the  mechanical  properties  of  the 
filaments ;  and  lastly,  thouf h  less  obviously, 
the  length  of  the  uUimate  iiSre,  which  greatly 
influences  the  strength  ana  durability  of  the 
yam. 

To  the  spinner  the  chemical  composition 
and  properties  of  the  fibre  substance  may  appear 
of  altogether  secondary  importance ;  but  they 
are  obviously  of  first  importance  in  regard  to 
the  application  of  the  ^am,  as  of  the  goods 
woven  from  it.  Supposmg  them  put  into  use 
without  further  preparation,  the  durability  of 
the  fabrics  will  depend  u^n  their  resisting  the 
disintegrating  action  of  air  (oxygen)  and  water, 
reinforced  by  heat  and  light.  But  a  large  pro- 
portion of  the  textile  fabrics  of  commerce  are 
supplied  to  the  consumer  in  the  bleached  state, 
the  process  of  bleaching  consisting  in  the  re- 
moval, by  a  more  or  less  drastic  treatment  with 
reagents  of  those  fibre  constituents  to  which  the 
colour  of  the  raw  material  is  due.  These  pro- 
cesses being  the  subject  of  a  special  article,  we 
shall  not  require  to  deal  with  them  at  all  in 
detail  The  principles  underlying  them,  how- 
ever, have  a  close  and  obvious  connection  with 
the  properties  of  cellulose,  and  the  relationships 
subsisting  between  the  cellulose  of  the  vegetalue 
fibres  and  the  non-cellulose  constituents  wit^ 
which  each  is  associated  in  the  plant ;  and  from 
this  point  of  view  we  proceed  to  give  a  short 
account  of  the 

C^HIIOSTSY  OF  TBS   COMFOUin)  CSLLXTLOSES. 

There  are  many  reasons  for  regarding  cellulose 
and  the  non-cellulose  constituents  of  vegetable 
tissues  and  fibre  substances  as  united  chemi- 
cally. Taking  ceUulose  as  the  constant,  the 
basis  of  oyr  classifioation  of  the  compound  cel- 
luloses will  be  the  nature  of  the  non -cellulose, 
the  characteristics  of  which  are  as  distinct  as 
they  are  general.  Physiologists  recognise  three 
*  modifications '  of  cellulose  in  the  plant,  and 
these  we  term  '  compound  celluloses.*  We  shall 
find  the  distinguishing  chemical  features  of  the 
three  groups  of  compound  celluloses  as  well 
marked  as  their  functional  correlations,  and  the 
corresponding  classification  has  a  *  natural '  in 
addition  to  its '  chemical  significance.'  We  shall 
consider  first  the  group  which  is  of  least,  because 
of  only  incidental,  importance  in  relation  ta  our 
subject. 

Cutoeellttloses  (AdipoeeUuloses).  The  pro- 
tective tissues  of  plants,  which  are,  moreover, 
cellular  rather  than  fibrous,  viz.  cork  and  cuticle, 
are  composed  of  a  substance  of  marked  water- 
resisting  characteristics.  In  this  property,  as 
well  as  in  empirical  composition,  the  cuticular 
substance  designated  cutose  by  Fremy  resembles 
many  of  the  waxes.  Tlie  following  peroentafe 
numbers  are  the  results  of  the  analysis  of  the 
cuticle  of  the  apple  purified  from  wax  and 
adventitious  matters:  0,  73*66;  H,  11*37; 
0,  14*97. 

Cork  is  not  a  simple  substance,  but  contains 
a  number  of  products,  wax,  fatty  esters  and 
anh3'drides,  proteid  residues,  and  tannins,  &c., 
associated  with  the  matrix  or  skeleton  substance. 


CELLULOSE. 


713 


which  is  of  the  nature  of  cutose.  Both  cutose 
and  oork  ^ield  a  residue  of  cellulose  when  treated 
with  special  reagents  (sulphites)  for  the  resolution 
of  its  union  with  the  wax-like  non-oellulose.  The 
latter  ^  is  resolved  by  boiling  with  strong  solutions 
of  the  alkalis  into  two  fatty  acids,  a  solid  acid 
designated  stearoetUic  and  a  liquid  called  deo- 
ciUic  acid.  The  investigation  of  these  cuticular 
substances  has  not  been  sufficiently  extended  to 
warrant  our  entering  into  further  detail  in 
regard  to  their  composition  and  properties. 
We  may  regard  them  as  compound  celluloses 
resolvea  by  alkaline  saponification  into  cellulose 
and  a  mixture  of  fatty  acids  of  peculiar  proper- 
ties, but  altogether  unknown  constitution. 
They  may  be  conveniently  grouped  under  the 
term  adipocelluloBetf  which  broadly  expresses 
their  chemical  relationship.  As  regards  their 
distribution,  they  occur  chiefly  in  the  epidermal 
and  cortical  tissues  of  leaves  and  stems,  but  the 
observations  of  Eremy  lead  to  the  conclusion 
that  they  are  by  no  means  confined  to  these, 
and  there  is  evidence  of  their  presence,  if  only 
in  minute  proportions,  in  the  fibres  themselves  ; 
but  their  occurrence,  chemically  speaking,  may 
be  regarded  as  adventitious,  the  fibre  substances 
belonging  to  essentially  different  classes  of  com- 
pounos.  These  adipocelluloses,  moreover,  in 
most  of  the  technical  applications  of  vegetable 
materials  which  come  within  the  provmce  of 
this  article,  have  to  be  got  rid  of.  An  instance 
of  an  epidermal  tissue  (cutooellulose)  used  as 
such  is  the  Raffia,  which  consists  of  the  cuticular 
tissue?  of  Raphia  ruffia.  This  *  fibre,*  in 
horticultural  work,  replaces  the  *  bast '  or  *  bass  * 
of  a  former  age.  Wnen  the  fibres  themselves 
are  isolated,  this  is  accomplished  for  the  most 
part  by  the  mechanical  processes  of  prepara- 
tion, scutching,  hackling,  Ac.  When,  however, 
the  tissue  intervening  between  the  fibres  and 
the  cortex  or  epidermis  is  of  small  extent, 
the  separation  is  never  complete.  In  flax,  for 
instance,  residues  of  the  epidermal  tissue  remain 
associated  with  the  fibre,  and  the  relative  difii- 
culty  of  attacking  these  substances  by  chemical 
means  is  a  factor  of  the  laborious  process  of 
bleaching  linen  ffoods.  In  isolating  the  so- 
called  New  Zealand'  flax  '  much  p  eater  difficulty 
is  experienced.  This  fibre  consists  of  the  fibro- 
vascular  and  other  fibre  bundles  of  the  sword- 
shaped  leaf  of  the  Phormium  tenax,  and  these 
are  in  such  close  and  intimate  conta>ct  with  the 
epidermal  tissues  that  their  isolation  is  alwavs 
very  incomplete.  In  those  raw  materisJs  of  the 
paper  maker  which  consist  of  the  stems  and 
leaves  of  monocotyledons  (straw  and  esparto), 
the  epidermal  adipocellulosee  constitute  a*  sen- 
sible proportion.  They  are  resolved  in  this  case 
by  chemical  means,  which  require  to  be  much 
more  drastic  in  consequence.  The  fibrous  por- 
tions of  these  materials,  on  the  other  hand,  are 
made  up  of  a  compound  cellulose  belonging  to 
the  next  group  which  we  shall  have  to  consider, 
an  important  characteristic  of  which  is  the  com- 
parative ease  with  which  they  are  attacked  and 
resolved  by  alkalis.  Although,  therefore,  the 
connections  of  these  cuticular  celluloses  with 
the  fibres  are  for  the  most  part  only  indirect  or 
incidental,  we  see  in  the  typical  instances  above 

1  According  to  Fremv,  it  Is  the  cutose  Itself  which  is 
9o  resolved,  but  the  author's  experiments  have  always 
yielded  a  residue  of  cellulose. 


cited  that  they  have  to  be  taken  into  account 
in  relation  to  a  great  number  of  the  treatments 
of  cellulosic  raw  materials,  both  mechanical  and 
chemical. 

Peetocelluloses.  This,  the  second  division 
of  the  compound  celluloses,  is  characterised  by 
the  non-cellulose  constituents  belonging  to  the 
group  of  pedic  substances  or  pectins.  The 
pectins  are  carbohydrate-colloidal  aggregates  or 
complexes  of  hexoses  and  pentoses,  with  a 
small  proportion  of  acid  groups  combined  as 
lactone  or  ester.  Sensitive  to  acid  hydrolysis 
and  ferment  actions,  they  occur  naturally  in 
the  most  varied  forms.  Thus  in  fruit  juices 
they  exist  as  colloidal  ropy  solutions.  In  the 
non-permanent  fibroid  tissues  they  are  insoluble 
in  water  (Tollens,  Annalen,  286,  278-292; 
Cross,  Ber.  1895,  2609). 

In  composition  they  are  more  complicated 
than  the  celluloses,  and  they  contain  less  car- 
bon and  more  oxygen.  In  this  and  in  many  of 
their  properties  they  resemble  the  oxyoelluloses 
above  described.  Generally,  they  yield  gela- 
tinous hydrates,  and  under  the  action  of  hydro- 
lytic  agents  they  undergo  a  succession  of  changes 
resulting  in  the  conversion  of  the  comparatively 
inert  members  of  the  series  pectose  and  pectin 
into  highly  acid  derivatives,  such  as  pectic  and 
metapectio  acids,  bodies  which,  in  addition  to 
being  acids,  have  properties  indicating  the  pre- 
sence of  aldehydic  groups. 

The  typical  pectocellulose  is  the  flax  flbre. 
The  purin^  bast  of  a  Russian  flax  was  found 
by  Kolb  to  contain  C,  43-7;  H,  6-9;  O, 
60-4. 

On  boiling  with  dilute  alkaline  solution  about 
20  p.c.  of  its  substance  is  readily  converted  into 
soluble  derivatives,  of  which  a  considerable  pro- 
portion is  a  body  identical  with  Fremy's  pectic 
acid(C=42-0p.o. ;  H=4-8;  ».e.  Ci,H„Oi,).  The 
fibrous  residue  from  an  exhaustive  treatment 
with  alkaline  solutions,  amounting  in  most 
flaxes  to  about  75  p.c.  of  the  original  weights, 
is  a  practically  pure  cellulose.  In  this  experi- 
mental account  of  its  constitution  we  disregard 
such  adventitious  admixtures  as  cuticular  tissue 
(adipocellulose)  and  wood  or  *  sprit  *  (lignocel- 
lulose),  the  influence  of  which  may  be  calculated 
and  eliminated  from  the  result ;  but  the  presence 
of  these  in  commeroial  flax  introduces  complica- 
tions of  very  great  moment  in  regard  to  the 
spinninff  of  the  fibre  and  the  bleaching  processes 
to  which  flax  goods  are  subjected.  In  regard  to 
the  latter,  an  important  technical  difiiculty  is 
experienced  in  washing  flax  yams  after  a 
< chlorine'  (hypochlorite)  bleaching  treatment. 
'  Active  chlorine '  remains  persistently  in  the 
eoods.  This  is  now  elucidated,  as  due  to  the 
formation  of  chloramin  derivatives,  from  residues 
of  chlorophyll  and  other  nitrogeneous  products 
containing  amino-  groups  always  present  in 
cuticular  tissues  (Cross,  Bevan,  and  Briggs, 
J.  Soc.  Chem.  Ind.  27,  1908). 

Lign0C6lllll0868.  As  the  name  indicates,  this 
group  comprises  the  substance  of  the  ground 
tissue  of  the  woods.  The  simplest  type  of 
lignocellulose,  chemically  as  it  is  structurally, 
is  the  jute  fibre,  the  lignifiod  bast  of  an  annual 
{Corchonis  tibiacea)  cmtivated  on  an  enormous 
scale  in  India,  and  the  staple  of  an  important 
textile  industry  centred  in  Dundee. 

The  elementary  composition  of  the  purified 
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fibre  IB  ezpreosed  by  the  following  percentage 
numbers : — 

CaloforOi.H,.0. 
C  =47-<M6-0.  .         .47-0 

H=   6*>-6-7    .         .         .         .       fi-0 
O  « 471-48-3 .  .         .47-0 

The  conBtitution  of  a  lignooellulose  is  revealed 
by  the  action  of  chlorine,  which  combines  with 
the  non-cellulose  or  lignone  component  to  form 
a  quinone-chloride  of  constant  composition, 
^t%^\S^fir  '^^^  body  reacts  with  sodium 
sulphite  (solution)  to  form  a  sulphonated  deriva- 
tive of  characteristic  magenta-x«d  colour,  freely 
soluble  as  sodium  salt;  consequently,  the 
chlorinated  fibre  is  resolved  by  treatment  with 
solution  of  sodium  sulphite  (2  p.c.  Na,80.),  ih» 
lisnone-chloride  dissoivinff  from  the  cellulose, 
wnich  is  thus  isolated.  The  quantitative 
constants  of  this  reaction,  which  is  of  fundamental 
importance,  are  as  follows : — 

P.c.  of 
UgnooeUulote 
Chlorine  combining  with  lignone     .     8-0 
„  „         asHCf    .         .     8-0 

And    the    lignocellulose    may    be    statistically 
reixesented  as  composed  of  : 

P.O.  of  •    • 

lionooeUukMe  Carbon 

Lignone  C,tH„0,[C=67-8  p-c]       20-0       11-56 
Cellulose  C,HipO,[C=44-4  p.c.1       80-0      35*62 

100-0  47-08 
The  cellulose  is  separated  actually  as  a 
hydrate  of  the  composition  3CcHioO(,H,0.  It 
further  differs  from  tiie  normal  cotton  cellulose 
in  beinff  non-homogeneous.  It  is  a  mixture  of 
two  ceUuIoees,  the  a-cellulose  approximating  to 
the  normal  (65  p.c.)  and  /i-cellulose  (16  p.c) ; 
the  latter  being  relatively  sensitive  to  hydrolysis 
and  yielding  a  lurge  proportion  {40-60  p.c.  of 
its  weight)  of  f urfund  on  boiling  with  condensing 
acids. 

Constltation  of  lignone.  The  characteristic 
groups  of  the  lignone  complex  are  those  which 
combine  with  chlorine  and  which  appear  to  be 
of  keto  r.  hexene  constitution: 

o^  \o/  \) 

/  •     \ 

united  by  0-linking  to  a  3C,  complex.  The 
entire  lignone  complex  is  further  charactensed 
by  contaming  O.CH,  groups,  and  a  residue  which 
is  easily  hvdrolysed  by  both  acids  and  alkalis  to 
acetic  acid  (5-7  p.c.  of  the  lignooellulose).  This 
indicates  hexene  groups  and  their  proportion  of 
the  lignone  t-o  be  large. 

The  wood  substance  of  perennial  woods 
(dicotyledons)  with  the  same  genera]  character- 
istics differs  in  the  relation  of  lignone  to  oellu- 
lose,  both  in  proportion  and  in  mode  of  union. 
Whereas  the  jute  fibre  is  attacked  by  solvent 
reagents  similarly  to  the  celluloses,  the  woods 
are  extremely  resistant.  The  following  com- 
parison of  typical  constants  for  beechwood  is 

noteworthy : — 

Quantitative  reactions 

Proximate  of  lignone 

Blementsry    composition  meth-  fur-  chlorine 

composition    cellu-  lig-    oxyl   fural     com- 

0  H      lose    none  bining 

47-0      5-9      80      20      4-6      8-0      SZ 


CH, 


Jute 

Beech    49- 1      5-6      56      45      6-2     12-8     12-0 


The  wood  substance  of  the  Coniftrm^  first 
investigated  byErdmann  (Ann.  Suppl.  6,  223), 
is  a  homogeneous  complex — ^lignooellulose — of 
empirical  composition,  CaoH4.0si,  differing  in 
minor  respects  from  Uie  wo(»s  of  angiosperms 
chiefly  in  the  lower  proportion  of  '  furfuroia  *  and 
acetyl  groups.  A  reaction  of  fundamental 
import  and  genera]  for  the  entire  group  of 
lignocellulose,  is  tiie  basis  of  the  *  bisulphite ' 
process  of  preparing  cellulose  from  woods, 
applied  chiefly  to  the  coniferous  woods,  the 
insoluble  residue  of  disintegration  of  cellulose 
constituting  the  most  important  staple  of 
modern  paper  making.  The  lignone  complex 
reacts  quantitatively  with  the  disulphites  to 
form  derivatives  of  the  empirical  composition 
C,4H2,(OCHa),0,*SO,H ;  the  mechanism  of 
the  reaction  being  :  (1)  a  hydrolysis  of  *  acetal' 

Cupiujgs  due  to  combination  of  H-CO  and 
olphite  residues;  (2)  the  SO,H  residues 
then  migrating  to  unsaturated  — C!H=CH~ 
positions ;  the  lignone  complex  being  thus  ob- 
tained as  lignone  sulphonates  (Ca  or  Mg  salts), 
which  are  gummy  d^quesoent  solids. 

These  reactions  take  place  progressively 
in  the  range  of  temperatures  8(r-160^,  and 
industrially  aro  carried  out  in  d^estom  of 
special  construction  (silicate-lined)  and  enormous 
capacity. 

A  third  reaction  characteristic  of  the  lignone 
complex  as  such  and  taking  place  in  definite 
quantitative  proportions  is  its  condensation  with 
phloroglucinol  in  presence  of  HClAq.  There 
are  two  phases  of  tne  reaction :  (1)  with  forma- 
tion of  a  crimson  colouring  matter.  This  takes 
place  with  a  pro^rtion  of  the  phenol  less  than 
1  p.c.  of  its  weight.  The  depth  of  colour  is 
quantitatively  reUted  to  the  lignone,  and  is, 
therefore,  an  approximate  measuro  of  its  i«o- 
portion  in  a  lignocellulose,  as  of  liffnocellu- 
lose  {e.g,  *  mechanical '  wood  pulp)  in  aomixture 
with  cellulose.  (2)  A  further  combination  with 
the  phenol  (6-7  p.c.  of  its  weight)  to  a  product 
which  is  extremely  resistant  to  nydrolysis  (Gross, 
Bevan,  and  Brings,  Ber.  40,  3119). 

Characteristic  colour  reactions  are  those  with 
aromatic  bases ;  the  anilines  giving  yellow  to 
oranffe-colouring  matters.  I>imethyl-j>-pheay- 
lenediamine  give  a  deep-red  colouration,  which 
is  the  basis  of  the  well-known  quantitative 
method  of  estimating  lignocelluloses  in  mixtures 
(a  Wurster). 

Ferric  ferricyanide  in  solution  is  reduced  by 
the  lignocelluloses,  and  the  intermediate  fenoso- 
ferric  blue  cyanides  in  the  highly  hydnted 
colloidal  form,  are  precipit-ated  upon  the  fibre 
substance  in  intimate '  adsorption '  combination. 
Jute  fibre  will  take  up  from  30  to  60  p.o.  of  its 
weight  of  the  blue  pigments  thus  formed,  with- 
out any  change  of  essential  characteristics. 
These  phenomenahave  especial  interest  in  relation 
to  theories  of  dyeing  and  the  colloidal  state 
(Cross  and  Bevan,  J.  Soc.  Cbem.  Ind.  1893,  12, 
104),  and  are  of  use  in  laboratory  investigations 
of  pUnt  products  (Sherman,  J.  Amer.  Chem.  Soc 
1897,  291). 

The  li^ooelluloses  have  many-sided  affinities 
for  colouring  matters,  due  to  specific  reactivities 
of  the  constituent  groups  of  the  lignone  complex, 
niey  are  dyed  directly  by  dyestuffs  of  the  most 
varied  constitutional  types  ;  and  in  this  respect 
stand  in  marked  contntst  with  the  celluloses. 
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which  present  a  narrow  and  selective  range  of 
direct  tinctorial  capacity. 

Other  less  characteristic  reactions  of  the 
lignocelluloses  may  be  briefly  described. 

Halogens^  Bromine  reacts  to  form  bromiu- 
ated  Ugnone  derivatives ;  but  the  attack  is  much 
feebler  than  with  chlorine,  and  is  complicated 
by  oxidations.  Cellulose  is  isolated  bv  repeated 
treatments  with  bromine  water,  follow^  by 
dilute  alkalis.  This  is  a  usefid  quantitative 
method  of  cellulose  estimation  (Hugo  Mailer, 
Pflanzenfaser).  Iodine  is  absorbed  from  its 
aqueous  solutions  (in  £11)  in  definite  propor- 
tions. Jute  fibre  digested  at  18*^  with  20  times 
its  weight  of  N/10  solution  as  ordinarily  pre- 
pared, absorbs  12-9-13*3  p.o.  iodine  {Ctda  and 
Sevan,  Cellulose,  138, 139). 

Hydrolytic  agents  generally  attack  the  ligno- 
celluloses as  a  whole,  that  is,  without  resolvins 
the  lignonecellulose  combination.  At  elevated 
temperatures  (100^-160'')  dilute  alkalis  (NaOH, 
Na,8)  selectively  attack  the  lignone  groups, 
brealdne  them  down  to  acid  products — acetic 
acid,  and  the  so-called  lignio  acidfr— which  dissolve 
as  sodium  saltff,  and  cellulose  is  obtained  as  a 
residue. 

Bilute  acids  at  higher  temperatures  yield 
acetic  acid  as  a  product  of  hvdrolysis  (Cross  and 
Bevan,  Cellulose,  160,  161 ;"  W.  £.  Gross,  Ber. 
1910,  43,  1626),  and  a  complex  of  products  of 
condensation,  including  furfural. 

Oxy-hifdrolytic  ag^nU  attack  the  li^one 
complex  owing  to  its  unsaturated  and  oxidisable 
characteristics.  By  the  action  of  nitric  acid  even 
in  dilute  form  (5-10  p.c.  HNO^)  and  at  low 
temperatures  (70^-80^)  the  lignone  is  resolved 
into  gaseous  and  soluble  products ;  the  /i-cellulose 
components  are  also  attacked,  and  a  residue  of 
a-cellulose  is  obtained,  but  more  or  less  oxidised 
to  oxycellulose. 

It  is  noteworthy  that  in  presence  of  urea  the 
action  of  nitric  acid  loses  its  specific  character 
and  resembles  that  of  the  simple  hydro* 
lysmg  acids  (Cross  and  Bevan,  Cellulose,  141, 
145). 

Chromic  acid  in  presence  of  hydro!  vsing  acids 
oxidises  the  lignone  to  oxalic  ana  carbonic 
acids.  Acetic  acid  appears  as  a  product  of 
hydrolysis.  The  insoluble  residue  is  an  oxycel- 
lulose soluble  in  larse  proportion  in  dlUute 
solution  of  sodium  hydroxide. 

Petmanganaiea  in  sufficient  proportion  oxi- 
dise the  lignone  complex  to  products  of  low 
molecular  weight,  but  the  action  may  be  regu- 
lated and  graduated  to  produce  valuable  bleach- 
ing effects. 

Hy2N>cA2onfe«  are  used  in  industrial  bleaching 
operations  (jute  yams  and  fabrics),  but  require 
most  careful  control  to  prevent  cfalorination  of 
the  fibre  substance,  the  fixation  of  chlorine, 
even  in  minute  proportion,  leading  to  ultimate 
disintegration  of  the  lignocellulose  (Cross,  Bull. 
Mulhouse,  1883). 

UUimate  oxidaliona.  By  '  fusion  *  with  the 
alkaline  hydroxides  at  250^-350^  the  lignocellu- 
loses are  oxidised  to  oxalic  acid,  the  yidds  from 
the  wood  (sawdust)  being  large  (80  p.c.).  The 
process  is  of  considerable  industrial  importance, 
being  the  main  source  of  the  oxalic  acid  of 
commerce. 

By  chromic  acid  in  presence  of  sulphuric  acid 
the  lignooelluloBes  are  oxidised  to  gaseous  pro- 


ducts (COt  and  some  (X))  and  water.  The 
reaction  is  the  basis  of  a  quantitative  volumetric 
method  of  estimation. 

Synthetical  reactions.  Esters.  The  ligno- 
celluloses react,  as  do  the  celluloses,  to  form 
nitrates,  acetates,  and  benzoates;  these,  how- 
ever, are  mainly  reactions  with  the  cellulose  of 
the  complex,  the  lignone  groups  containing  no 
reactive  OH  groups:  these  remain  in  con- 
densed combination  in  the  resulting  ester 
complex. 

The  xanthogenic  ester  which  results  from 
the  successive  action  of  sodium  hydroxide  (17'5 
p.c.  NaOH  solution)  and  carbon  disulphide  is  a 
mixture  or  series  of  products,  parUy  soluble, 
partly  a  highly  hydrated  and  distended  fibrous 
colloid  which  may  be  separated  by  filtration. 
There  is  no  resolution  or  separation  of  the 
lignone  groups  from  the  cellulose. 

DestrucHve  disttiiaHon,  The  highly  complex 
changes  which  the  lignocelluloses  undergo  when 
heated  out  of  contact  with  the  air,  are  only 
approximately  accounted  for  in  terms  of  the 
original  substance,  laical  of  an  enormously 
diversified  series  of  volatile  products  are : 

Methyl  alcohol  Methyl  furfural 

Acetone  Methyl-  and  methoxy- 

Acetic  acid  derivatives  of  FytO' 

Furfural  gallol 

which  may  be  regarded  as  direct  products  of 
resolution  of  the  lignone  complex. 

Of  great  industrial  importance  are  the  pro- 
ducts of  the  first  group.  The  solid  residue 
(about  50  p.c.)  is  wood  cnarcoal,  a  highly  oon- 
densed  *  pseudo-carbon '  of  the  approximate 
elementary  composition,  CiaHi^O^. 

Avioxtdation  of  lignocmuloses.  Liffnocellu- 
loses  in  the  form  of  ground  wood  or  '  mechanical* 
wood  pulp  are  largely  used  in  modem  printing 
papers.  Such  papers  are  not  only  inferior  in 
physical  quality — ^tensile  strength  and  elasticity— 
but  in  permanency ;  they  cluinge  in  colour  (to 
yellow  and  brown)  and  in  strocture,  becoming 
brittle.  These  are  primarily  effects  of  oxida- 
tion ;  they  are  influenced  by  light,  and  by 
catalysts  such  as  iron  compounds  usually  present 
in  papers  as  an  incidental  impurity,  and  resin 
acids  added  as  sizing  agents.  These  effects 
and  defects  are  generally  recognised  and  lead 
to  the  specific  exclusion  of  '  mechanical  *  pulps 
from  papers  intended  for  documents  of  perma- 
nent value  (Report  of  Society  of  Arts  Committee 
on  Deterioration  of  Papers,  «J.  S.  A.  1898). 

An  important  elucidation  of  these  phenomena 
is  su^ested  by  the  researehes  of  the  late  W.  J. 
RusseU,  described  in  the  Royal  Society  papers  on 
The  Action  of  Wood  on  Photographic  Plates 
in  the  Dark  (PhU.  Trans.  (B),  1904,  197,  281 ; 
Proc  Roy.  Soc.  78,  385 ;  80,  346).  The  aodon  in 
question  is  a  *  photo^phic '  image  reproducing 
the  structural  details  of  the  wood  sections, 
placed  at  some  distance  from  ordinary  sensitive 
plates*  but  with  exclusion  of  light. 

On  the  evidence,  the  effects  are  due  to  an 
'  active  emanation  *  from  the  wood  substance, 
which  appeara  to  be  a  product  having  the 
characteristics  of  hydrogen  peroxide.  The 
general  evidence  also  connects  tne  phenomena 
with  those  of  autoxidation,  and  tkese  again 
with  the  constitution  of  the  lignone  groups  of 
the  wood  substance. 
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Assay  or  Fibbous  Matbbials. 

For  the  investigation  of  fibrous  raw  materials 
in  the  laboratory  the  following  scheme,  devised 
by  the  author  (Ind.  and  Col.  Exhibition  Reports, 
1887),  has  been  generally  adopted: — 
Separate  portion  taken  for  each  determination. 
Results  calculated  in  percentage  of  dry 
substance. 

1.  Moisture: 

Hydroscopic  water,  or  water  of  condi- 
tion,  loss  on  drying  at  100^  . 

2.  Ash: 

Total  residue  left  on  ignition. 

3.  Hydrolysis: 

(a)  Loss  of  weight  on  boiling  6  minutes 
in  ]  p.o.  solution  of  caustic  soda ; 

(6)  Loss  of  weight  on  continuing  to 
boil  one  hour. 

4.  Cellulose: 

Isolation  and  estimation  as  previously 
described  (chlorination  method). 
6.  Mercerising : 

Loss  of  weight  on  treating  one  hour 
with  strong  solution  of  caustic  soda, 
16-20  p.c.  NaOH,  in  the  cold. 

6.  Nitration: 

Weight  of  nitrated  product,  obtained 
by  treatment  with  mixture  of  equal 
volumes  of  nitric  and  sulphuric  acids 
one  hour  in  the  cold. 

7.  Acid  purification : 

Loss  of  weight  after  boiling  with  20  p.c. 
acetic  acid  and  washing  with  water 
and  alcohol. 

8.  Carbon  percentage : 

Determined  by  combustion, 
la.  Moisture,  The  mere  operation  of  drjring 
at  100^  determines  molecular  changes  in  such 
compounds  as  the  lignooelluloses,  changes  which 
affect  the  subsequent  action  of  reagents.  It  is 
necessary,  therefore,  to  weigh  separate  portions 
for  the  particular  experiments  in  the  air-dry 
condition,  and  calculate  the  dry  contents  from 
the  data  of  the  specimen  weighed  after  drying 
at  100*.  The  dried  specimen  is  treated  for 
1&  Fat,  wax,  and  resin.  These  constituents  are 
estimated  as  an  aggregate  extract  obtained  by 
boiling  out  with  hydrocarbon  solvents,  or  with 
ether-alcohol. 

2.  Ask.  The  specimen  weighed  after  extract- 
ing may  then  be  burned  for  the  determina- 
tion of  ash.  The  ash  in  isolated  fibres  is  low, 
viz.  1-2  p.c.  ;  in  fibre  aggregates  it  is  often  high, 
thus  in  esparto  and  straw  from  3-6  p.c,  and 
should  be  taken  into  account  in  calculations  of 
yields  or  loss  of  weight.  In  such  cases,  after 
weighing  the  product  of  any  given  reaction  the 
specimen  or  a  portion  of  it  should  be  burnt  and 
the  ash  determined.  The  ash-free  product  is 
calculated  in  terms  of  the  original  substance, 
also  taken  ash-free. 

The  ash  constituents  are:  (1)  those  of  the 
normal  fibre ;  and  (2)  in  certain  cases  adventi- 
tious mineral  matter.  These  are  easily  dis- 
tinguished and  separately  estimated. 

3.  Alkaline  hydrolysis.  This  is  the  first  stage 
towards  the  isolation  of  the  cellulose.  When  the 
numbers  obtained  for  the  short  period  (a)  and 
for  the  long  digestion  (6)  show  a  marked 
difference,  it  is  an  obvious  general  indication  of 
low  paper-making  quality. 


4.  Cellulose.  Having  isolated  a  white  residue 
from  a  raw  fibrous  material,  it  may  be  weighed 
and  then  further  investigated.  Aa  estimation 
of  furfural  will  establish  its  position  in  the 
classification  of  the  celluloses.  For  practical 
purposes  it  is  sufficient  to  establish  the  degree 
of  resistance  of  the  cellulose  to  further  alkedine 
hydrolysis,  and  to  oxidation  by  alkaline  cupric 
oxide  (Fehlin^'s  solution). 

5.  Mercerising.  The  effect  of  the  action  of 
caustic  soda  as  measured  by  loss  of  weight,  and 
also  changes  in  appearance  and  structure,  may 
be  usefully  observed  on  the  isolated  celluloses, 
and  in  certain  cases  upon  the  raw  fibrous 
materials.  The  pectocelluloaes  are  considerably 
gelatinised  by  the  treatment,  the  fibres  often 
undergoing  agglomeration  and  drying  to  a  harsh 
wiry  condition.  The  lignooelluloses  are  affected 
in  the  contrary  direction.  The  cutocelluloses 
are  not  attacked. 

From  all  the  above  treatments  the  products 
should  be  treated  with  dilute  acids  by  immersion 
in  the  cold,  and  copiously  washed  before  dryins. 
The  drying  is  accelerated  by  treatment  with 
alcohol. 

6.  Nitration^  or  conversion  into  nitric  ester?, 
affords  useful  information  ;  but  judgment  must 
be  exercised  as  to  the  applicabiuty  of  the 
treatment  to  the  raw  materiid,  to  the  partially 
purified  products  (alkaline  hydrolysis),  or  the 
isolated  cellulose.  It  is  a  general  measure  of 
the  proportion  of  reactive  alcoholic  OH  groups, 
and  also  of  resistance  to  oxidation. 

7.  Acui  purification  removes  basic  mineral 
matter,  often  present  in  some  quantity  in  raw 
materials,  of  the  pectocellulose  class.  It  may 
sometimes  be  required  to  attack  and  remove 
more  resistant  mineral  constituents,  such  as 
silica  or  silicates.  In  this  case  the  material  may 
be  digested  with  a  mixture  of  hydrofluoric  and 
hydrochloric  acids  in  vessels  suitably  resistant 
to  the  action  of  these  acids.  The  treatment  is 
followed  by  copious  washing. 

8.  Carbon  percentage.  This  is  only  necessary 
in  certain  investigations.  The  value  of  the 
constant  will  be  recognised  from  the  fact  that 
it  varies  considerably  for  the  different  groups 
of  compound  cellulose.  The  most  convenient 
method  is  that  of  combustion,  with  chromic 
acid,  after  solution  in  sulphuric  acid. 

For  special  purposes  the  above  scheme  is 
extended  by  operations  on  a  larger  scale,  and 
under  conditions  which  approximate  to  those 
industrially  employed,  as,  for  instance,  in 
estimating  the  value  of  a  raw  material  for  paper- 
making  purposes :  complementary  investigation 
of  structuikl  characteristics,  including  the 
measurements  of  length  and  diameter,  of  ulti* 
mate  fibres  (cellulose)  is  also  required.  For 
processes  and  methods  the  special  text-books 
must  be  consulted. 

The  following  is  a  general  view  of  the 

Ckllulosb  Indttstribs. 

Celluloses,  fibrous  material,  used  as  such  : 
(1)  Mechanical  with  incidenkd  chemiaU  ireai- 
menls  (bleaching,  dyeing,  mercerising 
finishing) : 
Textiles,  fine  fabrics: 

Cotton,  flax,  hemp,  ramie. 
Coarse  textiles : 
Jute  (flax  and  hemp). 
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Bopes,  twines: 
Hemp   flax,   manilla,   aloe,  and  fibres 
of  monocotyledons. 
Hat-making  materials : 

Straw,  wood. 
Paper,  boards,  and  fibrous  agglomerates : 
Cotton    and    linen    rags    and   textile 
wastes      (wood,      straw,      esparto 
pulps). 

(2)  Chemical    indtutries,    Cellulose    deriva- 

tives, or   celluloses,   or   products 
of  resolution  of  compound  cellu- 
loses. 
Explosives : 

Nitro  celluloses. 
Artificial  fibres: 
Nitro  celluloses  (acetates). 
Aqueous  solutions  of  cellulose  deriva- 
tives. 
Zinc       chloride^      cuprammonium, 
xanthogenic  ester  (viscose). 
Films  or  sheets : 

Nitrocellulose  (acetates),  xanthogenic 
ester. 
Massive  solids : 
Nitrocellulose  (acetates),  xanthogenic 
esters. 
Preparation  of     wood  pulp,    esparto, 
straw,    and    other   ceUuloses    for 
paper  making: 
Treatment    of     coniferous     woods, 
esparto,  straw,  and  textile  waste 
materials. 

(3)  Products  of  decompoHtion : 

Oxalic  acid : 
Fusipn  of  wood  wastes  with  alkaline 
hydroxides. 
Acetic    acid,     wood    spirit,    acetone, 
creosote,  charcoal  : 
Products  of  destructive  distillation  of 
woods. 
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CELTTTE  V.  Explosives. 

CEMENT.  In  this  article  the  word  *  cement ' 
is  used  to  mean  a  calcareous  compound  employed 
in  building,  and  does  not  refer  to  minor  ad- 
hesives  of  the  class  typified  by  glue. 

Portland  eement.  This  material  is  so 
greatly  more  important  than  any  other  cement 
of  its  class,  that  it  may  appropriately  be  dealt 
with  first.  The  name  is  trivial,  referring  merely 
to  the  colour  of  the  set  product  which  somewhat 
resembles  that  of  Portland  stone.  The  inven- 
tion of  Portland  cement  is  attributed  to  Aspdin 
of  Ijceds,  who  calcined  a  mixture  of  chalk  and 
clay,  and  found  that  the  product,  when  ground 
ana  mixed  with  water,  would  set ;  but  develop- 
ment from  this  elementary  stage  to  the  status  of 
a  valuable  industry  was  the  work  of  many 
minds,  which,  operating  mostly  empirically, 
arrived  at  a  procedure  competent  to  ensure  a 
commercially  useful  product,  although  by 
methods  of  which  the  rationale  was  only  dimly 
understood.  At  the  present  time,  a  better 
state  of  knowledge  exists,  and  except  in  a  few 
minor  points,  such  as  the  adjustment  of  tl^ 
setting  time,  which  still  cannot  always  be  com- 
pletely controlled,  the  manufacture  is  per- 
formed with  precision  and  the  product  is  of 
uniform  and  excellent  quality.  Nevertheless, 
the  chemistry,  both  of  the  formation  of  Portland 
cement  from  its  raw  materials  and  of  the  changes 
which  it  undergoes  on  setting,  is  incomplete, 
many  of  the  reactions  supposed  to  occur  re- 
maining obscure  and  hypothetical. 

Composition. — Portland  cement  consists  of 
a  mixture  of  compounds  of  lime  and  silica  and  of 
lime  and  alumina.  These  are  the  essential  con- 
stituents, but  it  commonly  contains  in  addition 
loose  compounds  of  lime  with  ferric  oxide, 
magnesia,  and  small  quantities  of  inert  insoluble 
silica  or  silicates,  alkalis  and  sulphates.  Except 
when  perfectly  calcined  and  absolutely  fresh,  it 
also  contains  a  little  water  and  carbonic  anhy- 
dride absorbed  from  the  air.  The  ultimate 
composition  of  Portland  cement  varies  with 
the  nature  of  the  raw  materials  from  which  it 
has  been  made.  -The  following  is  a  typical 
analysis  of  cement  made  from  chalk  and  clay  in 
the  Thames  and  Medway  district : — 
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SUica  (SiO,) 

Inaoluble  silioioua  matter 

Alumina  (Al^O))  . 

Ferrio  oxide  (Fe,0,) 

Lime  (CaO) 

Magnesia  (MeO)   . 

Sulphuric  anhydride  (SO.) 

Carbonio  anhydride  (CO,) 

Water  (H,0) 

Alicalis 


cent. 

22-0 
1-0 
7-6 
3-5 

62-0 
10 
1-6 
0-6 
0-6 
0-6 

100-0 

All  the  constituents  m^  depart  a  good  deal 
from  these  proportions.  The  silica  may  vary 
from  18  to  27  p.o.,  the  alumina  from  6  to  10  p.o., 
the  ferrio  oxide  from  nUtol  p.c,  the  lime  from 
58  to  67  p.o.»  the  magnesia  up  to  3  p.c,  the  sul- 
phuric anhydride  up  to  2-75  p.c.,  the  alkalis  to 
2  p.o.»  and  the  water  and  carbonic  anhydride 
aooordmg  to  the  length  of  time  the  cement  has 
been  made  and  the  extent  to  which  it  has  been 
exposed. 

The  limits  laid  down  by  the  British  Standard 
specification  are  as  follows :  The  proportion  of 
lime  to  silica  and  alumina  shall  be  not  greater 
than  the  maximum  nor  less  than  the  minimum 
ratio  (calculated  in  chemical  equivalents)  re- 

presented  by  siq  +  ai  0  ~  ^'^  or  2-0  respec- 
tively. The  percentage  of  insoluble  residue 
shall  not  exceed  1-5  p.o. ;  that  of  magnesia 
shall  not  exceed  3  p.o. ;  and  the  total  smphur 
content  calculated  as  sulphuric  anhydride  (SOt) 
shall  not  exceed  2-76  p.c.  The  total  loss  on 
isnition  shall  not  exceed  2  p.c.,  unless  it  can  be 
shown  that  the  cement  has  been  ground  for  more 
than  four  weeks. 

Although  the  ultimate  composition  of  Port- 
land cement  is  easily  and  accurately  ascertained 
by  the  ordinary  methods  of  chemical  analysis, 
its  proximate  composition,  that  is,  the  nature 
and  quantity  of  tke  chemical  compounds  or 

Physical  mixtures  which  constitute  it,  are  not 
nown  witii  exactness  and  cannot  be  deter- 
mined with  precision  by  existing  methods  of 
inquiry.  Until  recently,  the  view  most  in 
favour  and  best  supported  bv  experimental 
evidence,  was  that  the  essential  constituent  is 
tricaloium  silicate  3CaO*SiO|,  and  that  the  body 
next  in  importance  is  a  calcium  aluminate,  to 
which  the  formula  2CaO*Al,0„  or  alternatively 
SCaO-AKOg,  is  assigned.  IMcalcium  silicate 
2CaO*SiOt  is  also  present.  The  oxide  of  iron 
occurs  as  a  calcium  ferrite,  the  magnesia  possibly 
as  such,  the  sulphuric  anhvdride  and  carbonic 
anhydride  probably  as  calcium  sulphate  and 
carbonate,  and  the  alkalis  perhaps  as  double 
compounds  with  lime  and  silica  or  alumina.  As 
far  as  is  known,  the  substances  of  primary  im- 
portance are  the  trioalcium  silicate  and  alumi- 
nate only,  the  minor  bodies  being  little  more 
than  makeweights  with  the  exception  of  calcium 
sulphate,  which  is  of  moment,  because  of  its 
influence  on  the  settingtime  of  the  cementitious 
constituents  proper.  The  best  proof  that  these 
smaller  constituents  are  not  essential  is  afforded 
by  the  fact  that  Portland  cement  of  the  highest 
quality  can  be  prepared  containing  only  silica, 
alumina,  and  lime  in  proper  proportions. 

The  tricalcium  silicate,  the  dioalcium  silicate, 
and   the   trioalcium   aluminate    (or   dicaloium 


aluminate),  exist  not  sepaiatehr  but  as  solid 
solutions   which   are  recognisable   as   distinct 
mjaends    in    Portland    cement    oUnker.     Tlie 
mineral  termed  aliie  is  a  solid  solution  of  tri- 
(or  di.)calcium  aluminate  in  tricaloiam  silicate, 
whilst  the  solid  solution  of  dicalcium  aluminate 
in  dicalcium  silicate  is  called  eeUte,    As  both  are 
solid   solutions   and   not   definite   oomponnds, 
their  composition   is  not  constant,  but  varies 
within  the  limits  of  solubility  of  the  solute  in 
each  case.     C^te  appears  to  be  almost  inert^ 
and  to  take  little  part  in  the  setting  of  ^e 
cement,  but  alite  is  decomposed  by  water,  and 
both  the  calcium  silicate  and  calcium  aluminate 
are  hydrated  according  to  the  following  equa- 
tions, in  which,  for  sim^city,  the  two  substances 
are  dealt  with  separately: — 

(1)  2(8CaOSiOi)-l-9B:,0=2(Ca08iOa)5H.0^4Ca(OH,). 
Tricsloinm  Billcate.     Hydrated  menocalciiim  silicate. 

(2)  80aOA],Ot-M2HaO=SCaO-AlsOtl2HtO. 
Tricalcium  aluminate.       Hsrdrated  tricalcium 

aluminate. 

It  will  be  seen  that  in  the  process  of  hydra- 
tion of  the  tricalcium  silicate,  two-thirds  of  the 
lime  are  liberated  and  appear  as  calcium  hy- 
droxide, and  in  consequence  this  substance  forms 
a  large  proportion  of  Portland  cement  wfa^i  set ; 
aJthougn^-Hicceptinff  the  tricalcium  silicate 
view — ^uncombined  lime  is  absent  from  Portland 
cement  as  it  comes  from  the  kiln. 

The   belief  that  tricalcium   silicate  is  the 
essential  constituent  of  Portland  cement  has 
been  disputed  on  the  ground  that  there  is  no 
conclusive  proof  of  the  existence  of  this  body  as 
a  definite  chemical  individuaL    The  altemative 
theory  is  that  the  essential  constituent  is  di- 
calcium silicate  2CaO*SiO,,  associated  as  a  solid 
solution  with  lime,  which  may  be  present  in 
amount  equal  to  that  occurring  in  the  tricalcium 
compoimcL     On  this  assumption,  the  equations 
written  above  would  still  stand  with  the  modifi- 
cation that  this  part  of  the  lime  is  hydrated 
directly  on  setting,  instead  of  being  boUi  liberated 
and  hydrated  by  the  action  of  water.    Which- 
ever view  may  be  nearer  the  truth,  it  is  certain 
that  set  Portland  cement  contains  larse  quan- 
tities of  calcium  hydroxide,  a  fact  which  has  ao 
important  practical  bearing  in  ihe  use  of  the 
material,  as  will  be  shown  when  '^^M^ling  with 
puzzuolana. 

Manufacture* — As  would  be  expected  from 
what  has  been  said  concerning  the  composition 
of  Portland  cement,  the  raw  materials  from 
which  it  can  be  prepared  are  of  the  most  varied 
description.  Chalk,  limestone,  or  any  other 
approximately  pure  form  of  calcium  carbonate 
on  the  one  side,  and  clay,  shale,  or  any  typical 
argillaceous  material  on  the  other,  can  be  mixed 
and  burned  together  to  produce  Portland  cement, 
provided  that  the  product  has  a  composition 
falling  within  the  limits  already  laid  down.  It 
f oUows  naturally  that  substances  idiich  contain 
both  calcium  carbonate  and  clayey  matter,  such 
as  calcareous  shales  and  argillaceous  limestones, 
can  be  similarly  used.  Cm  this  account  and 
because  of  the  low  price  of  the  manufactured 
article  and  the  consequent  high  proportion 
which  freight  bears  to  the  total  cost  at  the  point 
of  consumption,  the  manufacture  of  Portland 
cement  is  not  confined  to  a  particular  spot»  but 
is  successfully  undertaken  merever  deposits  of 
suitaUe  raw  materials  occur,  provided  the  cost 
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of 'fuel  is  not  extravagantly  high.  But  although 
it  is  porfectiy  practicable  to  manufacture  Port- 
land cement  from  a  wide  range  of  raw  materials, 
yet  certain  of  these  possess  qualities  which  give 
them  a  substantial  advantage.  The  large 
deposits  of  chalk  in  the  Thames  and  Medway 
district,  together  with  the  day  in  the  form  of 
river  mud  adjacent  thereto,  make  this  region 
one  of  the  centres  of  the  industry  in  this  country. 
In  like  manner,  the  existence  of  huge  quantities 
of  argillaceous  limestone  in  Pennsylvania  has 
led  to  the  establishment  of  many  large  works  in 
that  State.  In  the  former  case,  the  chalk  and 
day,  being  soft  materials,  can  be  readily  handled 
and  intimately  mixed«  and  in  the  latter  the 
mingling  of  the  calcareous  and  argillaceous 
ingredients  has  already  been  accomplished,  and 
a  correct  compopftion  can  be  attamed  by  the 
addition  of  a  small  amount  of  pure  limestone. 

The  following  are  analyses  of  some  of  the 
raw  materials  commonly  employed : — 

ChaJJc. 

Per  cent. 

Moisture 19-03 

Sand  and  clay 0*93 

Combined  sUica  (SiOj)  .         .         .      0-43 

Ferric  oxide+alumina  (FesOs+AljO,)     .      0*48 

Lime(CaO)» 42-90 

Ma^esia  (MgO) 0-42 

Carbonic  anhydride  (CO,)  .  .  .  34-16 
Alkiiiis,  organic  matter,  and  loss     .         .1-65 


Percent. 
Silica  (SiO.) 16-10 

Feme  oxide+alumina  (Fe,Os+Al,0,)    .      7*30 

Lime(CaO) 42-16 

Maffnesia  (MgO) 0-34 

Carbonic  anhydride  (00,)      .  .    33-61 

Water,  alkalis,  and  loss  .1-59 


100-00 


Clay, 

Sand  . 

Combined  silica  (SiO,) 
Alumina  (A1,0,) 
Ferric  oxide  (Fe,0,) 
Lime  (OO) 
Magnesia  (McO)   . 
Sulphuric  anhydride  (SO,) 
Combined  water  and  loss 


Limestone, 

Inifoluble  silicious  matter 
Alumina+ferric  oxide  (AltOs+Pot^s) 
Lime(CaO)  .... 

Masnesia  (MgO)    .... 
Carbonic  anhydride  (CX),)  *    . 
Combined  water  and  loss 


100-00 


Per  cent. 

28-42 

30-32 

15-49 

7-74 

2-04 

1-96 

1-96 

12-07 

100-00 


Per  cent. 

0-20 

008 
6602 

0-24 
43-38 

0-18 


10010 


Shah. 


Per  cent. 
.    60-22 
.    27-20 
trace 


SiUca(Si02)  .... 

Ferric  oxide+alumina  (Fe^Os+AljO,) 
Lime(CaO)  .... 

Macrnesia  (MgO) 1-62 

Carbonic  anhydride + water  (COj-fHjO)       4-54 
Alkalis  and  loss  ....      6-42 


10000 


1  Corresponding  with  calcium  carbonate  (CaCOi) 
76-(M)  p.c. 

3  Corresponding  with  calcium  carbonate  (CaCO.) 
98-36  p.c. 


Whatever  may  be  the  raw  materials,  the  first 
step  in  the  manufacture  of  Portland  cement  is 
to  secure  their  comminution  and  intimate  ad- 
mixture. It  must  be  understood  that  as  the 
process  of  burning  cement  involves  the  sintering 
but  not  the  fusion  of  the  materials,  these  two 
conditions  are  of  primary  importance.  The 
raw  materials  are  commonly  ground  so  that  they 
leave  a  residue  of  less  l^n  10  p.c.  on  a  180  X  ISO- 
mesh  sieve,  and  intimacy  of  contact  is  secured 
by  mixing  the  materials  together  at  as  early  a 
stage  of  the  process  of  comminution  as  is  prac- 
ticable, and  in  addition  srinding  them  together. 

The  procedui«  is  as  lollows :  In  the  case  of 
soft,  wet  raw  materials,  such  as  chalk  and  clay, 
the  two  substances  in  proportions  determined 
from  their  analysis  are  weighed  into  a  wash  mill, 
which  is  a  large  tank  in  wmch  a  vertical  spindle 
having  radial  arms  from  which  depend  hiurows 
is  caused  to  revolve.  Enough  water  is  added  to 
allow  the  materials,  when  well  beaten  up,  to 
form  a  thick  cream  or  slurry,  which  is  mobile 
enough  to  flow  and  to  be  pumped.  The  slurry 
passes  through  screens  to  retain  stones  and  grit, 
and  is  ground  either  between  millstones  or  in 
more  modem  practice  in  a  tube  mill,  which  is  a 
cylinder  made  of  steel  lined  with  a  hard  material 
such  as  quartzite  blocks  and  peutly  fiUed  with 
flint  pebbles.  The  cylinder  is  set  horizontally 
and  revolved,  the  slurry  being  fed  in  through  a 
trunnion  imd  passing  out  at  the  other  -end. 
Burinff  its  passage  through  the  cylinder,  it  is 
ground  by  the  pebbles  which  are  continually 
raised  up  the  periphery  of  the  cylinder  and  con- 
tinually drop  back  through  the  liquid  mass, 
poundmg  its  particles  on  the  lining  of  the  cylinder 
and  between  the  pebbles  themselves.  After  being 
thus  eround,  the  slurry  flows  into  large  reservoirs, 
callea  dosage  tanks,  where  it  is  sampled  and 
analysed  and,  if  necessary,  its  composition  is 
corrected  by  the  addition  of  more  chalk  or  clay. 
In  the  early  days  of  the  industry,  the  slurry  njras 
prepared  with  so  large  a  proportion  of  water  ^s 
to  be  a  thin  cream  from  'vdiich  the  water  was 
allowed  to  settle  in  large  tanks,  the  supernatant 
water  being  drawn  off  and  the  deposited  solids 
dug  out  inien  they  had  arrived  at  the  con- 
sistency of  mud,  and  this  method  is  still  occa- 
sionally }«actised.  Usually,  however,  the 
quantity  of  water  used  is  the  least  that  will 
allow  the  slurry  to  flow  (35  to  60  p.c.  of  the  weight 
of  the  slurry,  according  to  the  nature  of  the  raw 
materials),  adequate  mixture  being  thus  obtained 
and  the  delay  and  cost  of  double  handling 
avoided.  The  next  step  \a  to  dry  and  bum  the 
slurry  to  clinker.  The  modem  method  combines 
these  operations,  the  slurry  beins  pumped  into 
the  upper  end  of  a  rotatory  kim  (see  below), 
where  it  is  dried  and  burned  as  it  travels  down 
the  kiln.  Before  the  invention  of  the  rotatory 
loin,  drying  was  effected  either  by  the  heat  of 
coke  ovens  used  for   manufactunng  the   coke 
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needed  in  the  subsequent  burning  or  by  the 
waste  heat  of  chamber  kilns  {see  below),  the  mass 
thus  dried  cracking  into  rough  cakes  suitable 
for  loading  into  the  kiln.  Where  the  kiln  was 
of  a  type  which  provided  no  surplus  heat,  the 
slurry' was  dried  independently,  crushed,  and 
moistened  with  a  little  fresh  slurry*  moulded 
into  bricks,  redried  and  burnt.  The  choice 
among  these  various  procedures  depends  on 
the  kind  of  kiln  for  which  the  slurry  is 
destined. 

When  dry  raw  materials  such  as  limestone 
and  shale  are  used,  they  are  crushed  in  a  stone 
breaker  or  between  rollers,  according  to  their 
hardness,  any  moisture  such  as  quarry  water  or 
damp  from  exposure  to  weather  being  removed 
by  passing  through  rotating  c^'linders,  heated  by 
flue  gases,  or  by  an  independent  fire  or  in  towers 
through  which  hot  air  is  blown,  and  are  ground 
together  in  the  calculated  proportions.  The 
grinding  is  performed  by  ball  mills,  consisting  of 
a  drum  lined  inith  perforated  steel  plates  and 
partly  filled  ii'ith  steel  balls,  followed  by  a  tube 
mill,  such  as  has  been  described  above,  or  in 
mills  of  the  Huntingdon  class,  in  which  rollers 
dependinff  from  spindles  attached  to  a  vertical 
axle  are  driven  outwards  by  centrifugal  force  as 
the  spindle  is  rotated  and  bear  against  a  steel 
grinding  ring  betw^n  which  and  the  rollers  the 
material  is  ground.  It  will  be  understood  that 
many  different  forms  of  comminuting  apparatus 
can  be  and  are  used  in  cement  works,  according 
to  the  nature  of  the  material.  Discussion  of 
their  relative  merits  would  be  out  of  place  in  an 
article  of  this  kind.  The  dry  raw  materials  are 
fed  as  powder  (often  slightly  damped  to  prevent 
dust)  direct  into  a  rotatory  kiln  or  are  moistened 
sufficiently  to  allow  them  to  be  moulded  into 
bricks,  dned  and  burnt  in  one  of  the  kinds  of 
fixed  kiln. 

Although  wet  raw  materials  are  naturally 
ground  wet,  and  dry  raw  materials  are  ground 
dry,  yet  occasionally  dry  raw  materials  are 
ground  wet,  it  being  maintained  by  some  that 
any  extra  expenditure  of  heat  to  orive  off  the 
water  added  is  compensated  for  by  the  more 
intimate  admixture  of  the  raw  materials  and  the 
ease  ydth.  which  the  slurry  may  be  conveyed  by 
being  pumped  or  allowed  to  flow  in  contrast  to 
dry  raw  materials  which  require  elevators, 
worm  conveyors  and  similar  mechanism. 

The  raw  materials  finely  ground,  intimately 
mixed  and  in  correct  proportion  (containing  in 
most  cases  about  76  p.c.  of  calcium  carbonate 
calculated  on  the  dry  substance,  the  balance 
being  the  clayey  constituents)  are  burnt  to 
cement  clinker  in  various  types  of  kiln. 

The  earliest  was  the  little  kiln,  a  dome- 
shaped  brick  structure  lined  with  fire  bricks, 
having  a  short  chimney  and  a  grate.  The 
lumps  of  dried  slurry  were  loaded  into  this, 
mixed  with  coke,  and  the  charge  fired  and  allowed 
to  bum  out,  the  products  of  combustion  escaping 
at  the  top  of  the  kiln.  An  improvement  on  this 
is  the  chamber  kiln  shown  in  Fig.  1.  It  is 
a  cup-shaped  structure,  lined  with  fire  brick,  in 
which  the  dried  slurry  and  coke  are  placed  in 
layers,  communicating  with  a  wide  flue,  which 
forms  a  floor  on  to  which  wet  slurry  can  be  run, 
the  far  end  of  the  flue  being  connected  >^ith  a 
chimney  stack.  The  hot  gases  from  the  kiln 
proper  pass  oyer  the  slurry  and  dry  it,  so  that  a 


charge  is  ready  when  the  previous  one  is  buxiit. 
An  ordinary  chamber  kiln  will  produce  about 
30  tons  of  clinker  per  run,  which,  including 
loading  and  dischargmg,  usually  takes  a  week, 
and  it  will  bum  40-60  p.c.  of  coke,  reckoned  on 
the  weight  of  clinker  produced.  The  coke  is 
generally  bought  from  gas  works,  though 
formerly  coke  ovens  were  in  use  at  the  cement 
works  themselves,  the  products  other  than  coke 
being  wasted.  As  the  coke  and  raw  materials 
are  mixed  in  the  kiln,  the  ash  of  the  coke  appears 
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FiQ.  1. — Chambss  kiln. 


in  the  finished  cement,  raising  the  proportion  of 
silica  appreciably ;  on  this  account  it  is  cus- 
tomary to  use  raw  materials  containing  a  higher 
percentage  of  calcium  carbonate  in  a  kiln  of  this 
kind  than  in  one  in  which  the  whole  of  the  ash 
is  not  retained,  so  as  to  compensate  for  the  added 
silicious  matter,  but  even  with  this  precaution 
the  product  is  irregular,  the  ash  attacking  itself 
chiefly  to  the  outside  of  the  clinker  and  not 
penetrating  to  the  centre  of  the  lumpa.  It  is 
impracticaole  to  bum  the  material  uniformly. 
Parts  will  be  almost  fused,  parte  merely  lighUy 
calcined  and  decarbonated,  barely  sintered  and 
not  truly  clinkered,  while  yet  other  parts  will 
have  attacked  the  silicious  lining  of  the  kiln, 
forming  with  it  a  sort  of  slag.  Hence  it  is 
necessary  to  pick  the  charge  when  it  is  drawn, 
rejecting  the  underbumt  and  the  slag^^ 
material,  and  on  the  perfection  of  this  picking 
the  quality  of  the  finished  cement  largely 
depends. 

The  shaft  kiln  is  another  type  of  fixed  kiln 
in  which  the  fuel  is  mixed  with  the  raw  material. 
There  are  various  forms  of  shaft  kiln,  but  the 
principle  is  the  same  in  all  cases,  the  raw  material 
and  fuel  proceeding  vertically  down  a  shaft  to  a 
point  where  combustion  occurs,  and  passing  from 
this  down  a  continuation  of  the  shaft  to  a 
drafting  hole  from  which  the  clinker  can  be  ex- 
tracted. Loading  and  draining  jiroceed  regu- 
larly, the  kiln  working  continuously  instead  of 
intermittently,  as  does  the  chamber  kiln.  The 
working  is  regenerative  in  the  sense  that  the 
products  of  combustion  from  the  burning  zone 
pass  up  through  the  unbumt  raw  material,  which 
is  thereby  heated  and  the  air  for  combustion  flows 
through  the  hot  clinker  in  the  lower  part  of  the 
kiln,  and  thus  is  heated  before  taking  part  in  the 
combustion.  The  Schneider  and  the  Aalbozg 
kiln  are  examples  of  this  type,  the  latter  is 
shown  in  Fig.  2.  Another  well-known  shaft 
kiln  with  the  modification  that  the  upper  and 
lower  parts  of  the  shaft  are  not  in  the  same 
vertical  line,  is  the  Dietsch  kiln  (Fig.  3).  In  this, 
the  heated  raw  material  is  received  on  a  stage 


betweea  tbo  upper  and  lowet  part  of  the  ihaft, 
»nd  pMsee  thence  into  tho  bumina  none.  In 
the  iliuBtration,  tnt)  auch  kilns  are  ^own,  built 
baok  to  back.  There  ore  various  modifioationt 
of  the  shaft  kiln  difiering  in  iletsik  of  design, 
Borne  working  with  forood  draught.  From  thaii 
regenerative  mode  of  working,  they  are  economi- 
oaj  of  fuel,  but  require  a  good  deal  of  moderately 
skilled  labour  and  give 
a  pioduot  mixed  with 
the  ash  of  the  fuel  and 
requiringpicking. 

The  HoSmann  or 
ringkiln(yig.4)4ai^y 
used  for  brick  making, 
8  also  used  in  the  man- 
ifocture  of  cement. 
rhe 


nicks,  and  thMe  are 
tacked  in  ohsmbeiB 

ihlnmey  whioh  lerree 
hem  alL  Fuel  is  dis- 
ributed  between  the 
>IoakB,  and  the  work- 
Dg  of  the  kiln  is  syste- 
natic,  continuous,  and 
figmerative.  Pacoage 
rom  one  chamber  to 
mother  and  to  the 
hinmey  can  be  ooa- 
foiled,  and  thus  buin- 
ng  oan  be  carried  on 
n  one  chamber  while 
he  air  for  combustion 
lows  in  through  hot 
linker  in  chambers 
a  which  burning  has 
leen  finished  and  the 
lot  gases  fro  in  the 
luming  otumber  heat 
he  raw  material  in 
ihambers  ahead  of  it 
in  their  way  to  the 
ohimney,     the 
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oontmuall^  shift- 
ing forward  step  by  step  all  round  the  nng.  As 
might  be  ezpectod,  this  kiln  is  economical  of  fuel, 
but  cosily  m  labour  for  loading  and  unloading 
the  chambers,  and  yields  a  product  lacking 
uniformity. 

In  modem  practice,  the«e  various  kinds  of 
fixed  kiln  have  been  displaced  by  the  rotatory 
kiln,  which,  though  originating  in  this  oount^ 
some  30  years  ago,  was  brought  to  a  working 
auooesB  in  the  United  States,  and  began  to  be 
adopted  here  and  on  the  Continent  about  1 S98. 
This  kiln  is  a  steel  cylinder  lined  with  flie  brick, 
set  at  a  small  angle  with  the  horizontal,  and 
capable  of  beine  slowly  rotated  round  its  axis. 
At  the  upper  end  the  raw  material  is  fed  in.  and 
at  the  lower  is  a  burner  sufficiently  powerful  to 
reach  a  clinkering  temperature  (about  1400*  C. ). 
As  the  cylinder  rotates,  the  raw  mat«rial  travels 
down  the  cylinder  on  account  of  the  inclination, 
and  on  its  journey  is  groduoUy  raised  in  tempera- 
ture until  it  reaches  the  lower  end,  where  it  is 
clinkered  and  diopa  ont,  Tht  process  is  con- 
Vol.  Ir-r. 
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tinuous,    systematic,    and    to    a    oonsiderable 

extent  regenerative.  The  labour  required  is 
small  and  the  output  large  per  unit  of  plant. 
A  large  proportion  of  the  fuel  ash  passes  through 
tho  kiln  without  attaching  itseu  to  the  raw 
material,  and  such  portion  a^  remains  is  in- 
oorporated  with  the  raw  materials  and  forms 


t  of  the  finished  product  instead  of  being 

;ely  confined  to  the  suifaoe  of  the  clinker. 

len  burning  is  carried  oat  properly,  the  whole 

of  the  product  is  uniformly  clinkered  and  needs 


Flo.  4— HOFFMAH  Kn.H. 

long  and  6  feet  external  diameter.  At  the 
present  time,  on  ordinary  size  is  ISO  X  B  feet 
and  larger  have  been  made  and  used.  The 
output  of  a  single  kiln  is  200  to  800  tons  a  week, 
according  to  its  size,  as  compared  with  30  to 
70  tons  a  week  for  a  fixed  kiln.  A  rotatory  kilo 
is  run  as  nearly  as  possible  day  and  night,  in< 
eluding  Sundays,  throughout  the  year,  stoppaffes 
being  made  only  for  repairs  or  to  oatflh  the 
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ooftting  of  oUnker  which  formB  on  the  fiie-brick 
lining  of  the  kiln  (Pig.  6).  The  kiln  is 
commonly  cylindrioal,  but  some  designs  are  of 
larger  diameter  at  the  bnminff  end,  so  as  to 
provide  a  wider  portion  at  die  x^aoe  where  , 
combustion  is  at  its  height.  The  earliest  form 
of  rotatory  kiln  which  approached  success,  was 
fired  with  producer  gas,  out  many  difficulties 
arose  in  the  use  of  this  fuel,  and  although  the 
idea  has  merits  and  has  been  revived,  it  mui  not 
reached  fruition.  Oil  burners,  like  a  large  blast 
lamp,  having  the  oil  sprayed  in  by  steam  or 
compressed  air,  are  used  with  complete  success 
wherever  oil  is  cheap  enough,  but  as  the  cost  is 
too  high  in  most  countries,  powdered  coal  is  the 
standard  fuel.  Coal,  preferably  bituminous,  and 
containinff  a  moderate  amount  (10  p.o.)  of  ash 
when  well  dried  and  very  finely  powdered,  can 
bo  used  to  form  a  sort  of  blowpipe  flame  much  as 
if  it  were  a  fluid,  the  powder  being  driven  into  the  > 
kiln  by  a  blast  of  air  and  issuing  from  a  jet 
much  as  gas  miffht  do,  and  burning  there  in  a 
supply  of  secondary  air  supplied  to  the  spaoe 
around  the  jet  and  preferably  pre-heated.  In 
aotuid  working,  these  conditions  are  realised  in 
the  following  way:  Small  coal  is  dried  in  a 
rotatory  drier  heated  by  an  independent  tire  or 


by  the  kiln  gases.  It  is  powdered  very  finely 
so  as  to  leave  not  more  than  5  p.c.  residue  on  a  , 
sieve  having  180  X 180  meshes  per  square  inch. 
This  powderod  fuel  is  fed  from  a  hopper  into  a 
pipe  through  which  air  is  being  driven  by  an  air 
compessor  or  a  fan,  and  issues  from  the  mouth 
of  this  pipe,  which  passes  through  a  shield  or 
screen  ooverine  the  lower  end  of  the  kiln,  as  a 
jet  of  dry  findy  powdered  combustible  matter 
carried  by  a  blast  of  air,  insufficient  for  its  com- 
bustion and  serving  chiefly  as  a  means  for  its  pro- 
pulsion in  the  form  of  a  jet.  This  jet  is  set  into 
the  mouth  of  the  kiln  and  pointing  towards  the 
far  end.  Air  for  the  combustion  is  drawn  in  by 
the  draught  of  the  chimney  stack,  with  which  the 
upper  end  of  the  kiln  communicates,  and  on  its 
wav  passes  through  a  rotating  cylinder  down 
which  is  proceeding  the  red-hot  clinker  issuing 
from  the  kiln,  absorbing  a  portion  of  that  heat, 
and  carrying  it  to  the  place  of  combustion.  By 
these  means  a  powerful  jet  of  flame  is  produoed, 
the  temperature  of  whicn  is  ample  for  clinkering. 
Either  dry  or  wet  raw  materials  can  be 
burned  in  a  rotatory  kiln.  Dry  materials  are 
fed  in  by  a  screw,  the  mass  being  usually  slightly 
damped  by  a  small  proportion  of  water  in  the 
trough  in  which  the  screw  works,  so  that  the 
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fine  dusty  particles  are  not  carried  away  by  the 
draught  of  the  kiln.  Wet  raw  materials  are  simply 
allowed  to  fiow  in  from  a  trough  in  which  the 
height  of  the  slurry  is  maintained  constant  by  a 
device  such  as  a  pump  more  than  capable  of  the 
maximum  flow,  the  surplus  being  returned  by 
a  by-pass.  The  water,  about  40  p.c.  of  the 
weight  of  the  slurry,  is  evaporated  oy  the  hot 
gases  coming  from  the  lower  end  of  the  kiln,  and 
the  dried  slurry  forms  itself  into  small  nut-like 
masses  as  it  rolls  round  the  inside  of  the  cylinder. 
These  travel  slowly  downwards  in  a  spiral  path, 
and  their  temperature  rises  until  the  calcium 
carbonate  is  decomposed,  the  day  is  dehydrated, 
and  union  begins  between  the  acid  and  basic 
oxides,  the  silica,  alumina,  and  ferric  oxide  acting 
in  the  first  and  the  lime,  magnesia  and  alkalis 
in  the  second  sense,  until  finally  the  material 
becomes  slightly  plastic,  and  full  combination  is 
effected  at  a  pomt  near  the  lower  end  of  the 
kiln,  where  the  temperature  is  highest.  The 
white-hot  clinker  passes  into  a  cooler,  such  as 
the  rotating  inclined  cylinder  already  mentioned 
in  connection  with  the  heating  of  the  air  necessary 
for  combustion,  where  it  is  often  sprinkled  with 
water  for  the  double  purpose  of  completing  its 
cooling  and  of  hydrating  any  lime  which  may 
not  have  been  perfectly  oombined  in  the  kilo. 


With  dry  raw  materials  the  course  of  opera- 
tions is  the  same,  save  that  only  the  small 
quantity  of  water  used  to  prevent  dust  has  to 
be  evaporated. 

On  account  of  the  fact  that  cement  clinker 
is  a  bade  material  and  that  fire  brick  is  an  acid 
substance,  using  those  words  in  the  ordinary 
metallurgical  sense,  interaction  may  occur 
between  these  at  a  clinkering  temperature,  and 
a  slag  may  be  produced.  Any  overheating  will 
cause  the  rapid  formation  of  this  sLsg,  with  the 
result  that  the  clinker  will  be  spoiled  and  the 
lining  destroyed.  But  if  the  burning  is  properly 
conducted,  the  action  b  not  uncontroUBkble,  and 
further  can  be  prevented  by  the  device  of  beating 
down  the  slightly  plastic  clinker  on  to  the  fire- 
brick lining,  so  that  it  adheres  and  itself  forms 
the  true  lining,  to  which,  of  course,  thereat  of  the 
clinker  is  chemically  indifferent.  The  coating 
breaks  away  from  time  to  time,  and  needs  to  be 
patched  by  beating  down  fresh  clinker  on  the 
fire  brick  thus  left  bare.  Lininss  cd  less  add 
substances  such  as  bauxite,  ana  basic  linings 
such  as  magnesia  bricks,  have  been  tried,  but  ail 
present  some  practical  defect  which  makes  them 
less  suitable  than  fire  brick  used  in  the  way 
described. 

Cood  well-bumt  dinker,  whether  made  in  a 
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fixed  or  a  rotatory  kiln,  is  a  hard  rook-like  mass 
of  dark  colour,  varying  from  brown  to  almost 
black.  The  piooes  of  clinker  from  fixed  Idlns 
are  chiefly  rough  lumps  of  similar  size  to  that  of 
the  blocks  of  raw  material,  and  need  a  pre- 
liminary crushing  in  a  stone  breaker  before  tney 
can  be  ^und.  The  product  from  a  rotatory 
kiln  is  m  the  form  oi  small  rounded  masses, 
varjring  in  size  from  a  pea  to  a  walnut.  Some- 
times a  number  of  these  will  stick  together, 
makinff  a  mass  a  foot  or  more  in  diameter,  but 
the  bulk  of  the  product  is  small  enough  to  be 
ground  without  previous  crushing. 

Grinding  is  effected  in  machmes  similar  to 
those  used  tor  preparing  the  raw  materials.  Ball 
and  tube  miUs  and  mills  of  the  Qriffin  and  Hunt- 
ingdon class  are  in  most  general  use,  millstones, 
such  as  were  used  for  grinding  com,  having  been 
superseded  on  account  of  their  small  output  and 
heavy  upkeep.  The  clinker  is  ground  to  cement 
having  a  residue  of  not  more  than  18  p.c,  on  a 
180xl80-mo8h  sieve,  and  is  conveyed  mechani- 
cally to  warehouses  where  it  is  stored  and  bagged 
or  filled  into  casks.  In  a  modem  works,  the 
whole  operation  from  the  reception  of  the  raw 
materiab  to  the  filling  of  the  bags  is  conducted 
almost  wholly  mechanically,  manual  labour 
being  eliminated  as  completely  as  possible,  an 
object  easily  attained  with  rotatory  kilns,  which 
do  not  require  to  be  loaded  and  unloaded  by 
hand. 

Testing  Portland  eement.  The  quality  of 
Portland  cement  and  its  suitability  for  buildins 
purposes  is  ascertained  by  various  mechanics 
tests  and  by  its  chemical  analysis.  The  analysis 
shows  whether  the  constituents  fall  within  the 
recognised  limits  stated  above,  and  detects  the 
presence  of  such  adulterants  as  blast  furnace 
olag  or  Kentish  rag  (a  silicious  limestone),  which 
differ  widely  from  cement  in  composition  or 
contain  some  characteristic  constituent  such  as 
calcium  sulphide,  which  is  aJmoe  or  wholly 
absent  from  Portland  cement.  Bu  as  it  is  im- 
practicable to  make  a  proximaie  analysis  of 
Portland  cement,  the  ordinary  analytical  figures 
will  not  indicate  whether  the  raw  materials  have 
been  sufficiently  intimately  mixed  and  suffi- 
ciently thoroughly  burnt  to  form  those  oementi- 
tious  substances  constituting  sound  and  service- 
able Portland  cement.  This  question  can, 
however,  be  satisfactorily  settled  by  physical 
and  mechanical  tests.  The  specific  gravity  of 
the  cement  is  a  useful  criterion,  as,  if  oelow  the 
normal  value  (say  3-16),  it  may  generally  be 
inferred  that  the  cement  has  been  underbumt. 
The  mechanical  strength  of  the  cement  by  itself 
and  when  made  into  a  mortar  with  sand  can  be 
determined.  The  fineness  to  which  the  cement 
has  been  ground  is  a  useful  indication  of  qualit  v, 
inasmuch  as  the  coarser  parte  hydrate  so  slowly 
as  to  be  of  little  or  no  cementitious  value.  The 
time  of  setting  is  useful  in  aiding  choice  of  a 
cement  for  a  given  class  of  work.  Finally,  the 
soundness  of  cement,  that  is,  its  constancy  of 
volume  when  set  and  consequeitt  freedom  from 
tendency  to  expand  in  the  work  of  which  it 
forms  part,  and  thus  to  subject  the  work  to 
internal  stresses  sometimes  so  great  as  to  cause 
its  destruction,  can  be  determined  by  observing 
the  alteration  of  volume  and  condition  of  test 

Sieoes  made  of  the  cement  and  kept  under  con- 
itions  designed  to  develop  and  accelerate  any 


latent  tendency  of  the  kind.  Codes  of  testins, 
covering  this  point,  are  in  common  use  in  iSl 
countries,  and  as  an  example  the  clauses  relating 
to  testing  may  be  quoted  from  the  British 
Standard  specification  for  Portland  cement: — 

'  Tuifor  Soundness.' 

*The  cement  shall  be  tested  by  the  Le 
Chatelier  method. 

*The  apparatus  for  conducting  the  Le 
Chatelier  test  is  to  consist  of  a  small  split 
cylinder  of  spring  brass  or  other  suitable  metal 
of  0*5  mm.  (0-0197  inch)  in  thickness,  forming  a 
mould  30  mm.  (lA  inches)  internal  diameter  and 
30  mm.  high.  On  either  side  of  the  split  are 
attached  two  indicators  wil^  pointed  ends,  the 
distance  from  these  ends  to  uie  centre  of  the 
cylinder  being  165  mm.  (6(  inches). 

*  In  conducting  the  test,  the  mould  is  to  be 
placed  upon  a  small  piece  of  glass  and  filled  with 
cement  gauged  in  the  mode  and  under  the  con- 
ditions referred  to  in  section  (d)  of  clause  7,  care 
beinff  taken  to  keep  the  edges  of  the  mould 
gently  toeetber  whilst  this  operation  is  being 
performed.  The  mould  is  then  to  be  coverea 
with  another  ^laas  plate,  a  small  weight  is  to  be 
placed  on  this,  and  the  mould  is  then  to  be 
immediate^  placed  in  water  at  a  temperature  of 
58*  to  64*F.  and  left  there  for  24  hours. 

*  The  distance  separating  the  indicator  points 
is  then  to  be  measured,  and  the  mould  again 
placed  in  water  at  58*  to  64*F.,  which  is  to  be 
brought  to  boiling-point  in  25  to  30  minutes  and 
kept  boiling  for  6  hours.  After  removing  fJ^e 
mould  from  the  water  and  allowing  it  to  cool, 
the  distance  between  the  points  is  again  to  be 
measured;  the  difference  between  the  two 
measurements  represents  the  expansion  of  the 
cement,  and  must  not  exceed  the  following 
limits,,  vis. :  10  mm.  when  the  sample  has  been 
aSrated  for  24  hours  in  the  manner  nereinbefore 
described ;  or,  if  the  above  test  has  failed,  5  mm. 
after  the  sample  has  been  aerated  for  7  days  in 
the  same  manner.' 

The  specifications  in  use  on  the  Continent 
and  in  America  are  similar  to  the  ^itish  Stan- 
dard specification  as  regards  their  aim,  which  is 
to  ensure  that  the  cement  shall  be  mechanically 
strong  and  chemically  stable.  The  tests  them- 
selves are  also  generally  similar,  the  chief  differ- 
ences concerning  the  use  of  compressive  as  well 
as  tensile  tests  and  variations  in  the  mode  of 
determining  the  soundness  of  the  cement. 

Other  cements  of  the  Portland  ela».  Roughly 
it  may  be  said  that  all  cements  made  by  burning 
a  mixture  of  calcareous  and  aigillaoeous  materials 
are  of  the  Portland  cement  class,  aJthou^  they 
may  not  be  true  Portland  cement.  Koman 
cement  is  an  example.  It  was  manufactured 
before  the  invention  of  Portland  cement  by 
calcining  the  nodules  of  indurated  chalk  and 
day  called  septaria,  and  dredged  upon  the  Keot 
ana  Essex  coasts.  On  burning,  without  any 
preparation,  these  nodules  give  a  cement  having 
a  composition  of  which  the  following  analysis  is 

an  example: — 

Percent* 

Silica  rSiO,) 19*62 

Insoluble  residue 5*86 

Alumina  (A1,0,) 10-30 

Ferric  oxide  (Fe,Ot)  ....  7*44 
Manganese  oxide  (MnO)  .1-57 
Lime(GaO) 44*54 
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cEMEirr. 


Per  cent. 

MagneaUi  (MgO) 2-02 

Sulphuric  anhydride  (SO.)     .         .  2-61 

OarDonic  anhydride  (COt)  .      3*43 

Water  (H,0) 0-25 

Alkalis  and  loss 1-46 


100-00 


Roman  cement  has  been  almoei  wholly  re- 
placed by  Portland  cement.  It  is  reddish  in 
colour  and  very  auick-setting,  this  property 
making  it  useful  for  work  which  has  to  be 
exposed  to  water  immediately  after  it  is 
laid. 

Various  marls  contain  chalk  and  clay  in 
about  the  proportion  necessary  to  constitute 
Portland  cement  These  are  burnt  without 
preparation  and  form  what  is  known  as  *  natural 
cement'  Cement  of  this  sort  is,  of  course, 
irregular  in  composition  and  is  apt  to  be  un- 
sound. If  well  slaked  before  use,  it  is  a  service- 
able material  of  its  class.  Magnesian  limestones 
containing  argillaceous  matter,  are  largely  used 
in  the  United  States  for  making  natural 
cement.  The  following  is  an  example  of  their 
composition : — 

Peroent. 

22-77 

10-43 

34-54 

21*85 

1-44 

2-84 

3-63 

2*50 


Silica  (SiOt)  .... 

Alumina -f  Ferric  oxide  (AliOt+FejO,) 

Lime  (CaO) 

Bfagnesia  (MgQ)   . 

Sulphuric  anhydride  (SOg) 

Caroonic  anhydride  (C0|) 

Alkalis 

Water  and  loss     . 


100-00 

Hydraulic  limes  are  cements  of  the  Portland 
class,  and  are  made  by  burning  limestones  con- 
taining sufficient  clayey  matter  to  yield  the 
calcium  silicates  and  aluminates  necessary  in 
hydraulic  oement  Hiere  are  two  tvpes,  with 
many  gradations  between  them.  Tne  tot  is 
Chaux  de  Teil,  made  by  burning  a  limestone 
containing  silica  so  finely  divided  and  so  evenly 
distributed  that  it  unites  almost  completely 
with  the  lime  without  the  aid  of  any  consiaerable 
quantity  of  fluxing  constituents,  such  as  alumina 
and  oxide  of  iron.  Its  composition  is  shown 
below: 

Percent. 
Insoluble  residue 0-62 


SUica(SiO,)          .         .         .         . 

.    2210 

Alumina  (Al,Os)  .         .         .         . 

:  \  1-82 

Ferric  oxide  (Fe,0,)      . 

Lime  (CaO)          .         .         .         . 

.    66-72 

Magnesia  (MffO)  .         .         .         . 
Sulphuric  annydride  (SO,) 
Carbonic  anhydride 

.      1-17 
.     0-49 

.     0-64 

Water  (H,0)         .         .         .         . 

.      5-36 

Alkalis  and  loss 

.      1-08 

100-00 

The  second  instance  is  a£forded  by  the 
hydraulic  lime  prepared  from  blue  lias  limestone 
occurring  in  the  Rugby  district,  near  Lyme  Regis 
and  by  Aberthaw.  In  this  material,  the  pro- 
portion of  alumina  is  much  higher  relatively 
to  the  silica  than  in  the  case  of  the  Chaux 
de  Tell.  An  example  of  its  composition  is 
appended : 


Insoluble  residue  . 
Combined  silica  (SiOg) 
Alumina  (Al^O,)  . 
Ferric  oxide  (Fe,Oa) 
Lime  (CaO) 
Magnesia  (MsO)   . 
Sulphuric  anhydride  (SO,) 
Caroonic  anhydride  (00^) 
Water  (H,0) 
Alkalis  and  loss    . 


Percent. 

.  2-39 

.  1417 

.  6-79 

.  2*34 

.  63*43 

.  1-54 

.  1-63 

.  3-64 

.  2*69 

.  1-38 

100-00 

As  it  is  not  designed  in  the  case  of  hydraulic 
limes  to  cause  complete  union  of  the  acid  and 
basic  oxides,  they  mvariably  contain  free  lime 
which  needs  to  be  slaked.  This  is  done  systema- 
tically by  the  manufacturer  of  lime  of  the  Chaux 
de  Teil  class,  but  is  not  generally  practised  in  this 
country,  the  operation  being  performed  by  the 
user.  In  either  case,  perfect  slaking  is  necessary 
because  any  negligence  in  this  respect  will  lead 
to  exx>ansion  in  the  work  of  which  the  lime 
forms  part,  and  the  slaking  must  be  aooom- 
plished  in  such  a  way  that^  whikt  the  free  lime 
IS  slaked,  the  oementitious  compounds  remain 
untouched. 

Ctmoitsiiiadeflromblast-tiiniieeilag.  Blast- 

furnace  slag  cranulated  by  being  run  into  water 
is  feebly  hydraulic  if  its  lime  content  is  suffi- 
ciently hiffh.  It  is  used  as  a  puzzuolana  (see 
below),  fi  the  slag  is  mixed  with  limestone  so 
as  to  bring  its  composition  within  the  limits 
indicated  for  Portland  cement^  and  the  mixture 
is  burnt,  a  product  is  obtained  which  is  as  much 
Portland  cement  as  if  it  had  been  made  from 
chalk  and  day.  There  is,  however,  a  material 
made  in  Germany  and  Imown  as  Eisen-Port- 
land  cement*  which  consists  of  Portland  cement 
(often  made  from  blast  furnace  slag)  to  which 
some  25  p.c  of  slag  has  been  add^  after  the 
manufacture  of  the  Portland  cement  itself.  The 
slag  added  has  a  puzzuolanio  function  similar  to 
that  of  other  silicious  materials  which  are  some- 
times added  to  Portland  cement  But  apart 
from  these  uses  of  slag,  various  patented  pro- 
ducts, of  which  Passow  cement  and  CoUoe 
cement  are  examples,  prepared  by  treating  liquid 
blast  furnace  slag  in  such  a  way  that  it  Moomes 
definitely  hydraiDic  and  will  set  and  resist  the 
action  of  water  as  does  Pwtland  cement,  are 
manufactured.  Processes  for  making  these 
cements  generally  consist  in  suddenly  cooling  the 
liquid  slag  and  m  adding  to  it,  at  the  moment 
of  cooling,  small  quantities  of  some  extraneous 
material  such  as  salts  of  magnesium  or  the 
alkalis.  The  cause  of  the  action  of  tiie  mode 
of  cooling  and  of  the  addition  is  obscure,  but  the 
fact  remains  that  in  this  manner  blast-furnace 
slag,  which  untreated  is  relatively  inert,  is  con- 
verted into  a  true  hydraulic  oement 

Punaoluilfi  oemtntl.  Except  for  limes  which 
being  made  from  a  silicious  limestone,  happened 
to  possess  hydraulic  properties,  the  eariieet  kind 
of  nydraulic  cement  was  made  from  ordinary 
lime  mixed  with  a  puzzuolonay  that  is,  a  silicious 
material  sufficiently  active  to  combine  with  the 
lime  and  form  a  oementitious  silicate.  Natural 
puzzuolanas  are  volcanic  in  origin,  the  deposits 
tmown  as  Roman  and  Neapolitan  puzsuolana, 
santorin  earth,  and  trass  being  examples. 

Analyses  are  given  below  of  Roman  and 
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Neapolitan  puzzuolanas  and  of  a  similar  material 
from  Java  : 


Insoluble  ailiclout  matter 

Soluble  silica  (SiO,) 

Alumina -!•  Ferric  oxide  (ALO. 

-i-FeiOj)     . 
Lime(CaO)     . 
liagnesia  (MgO) 
Sulplmric  anhydride  (SO,) 
Water  +  carbonic       anhydride 

(H,0  •»•  CO,) 
Moisture,  alkalis,  loss 


Neapo- 
Utan 

PUZSU' 

oiana 


p.c. 
86*88 
27-80 

19-80 
6-68 
0-86 

tiace 

4-27 
6-72 


10000 


Boman 

puxzu 

olana 


pc. 
26-04 
32-64 

22-74 
4-06 
1-87 

trace 

802 
4-88 


100-00    10000 


Java 
trass 


•C. 

0-40 
10-82 

16-96 
nil 
018 


7-67 
662 


Qranulated  blast-furnace  slag,  broken  brick 
and  burnt  clay  are  artificial  puzzuolanas  some> 
times  used  to  produce  hydraulic  cements  when 
added  to  ordinary  lime.  .The  quantity  to  be 
added  can  be  calculated  on  the  assumption  that 
the  liberated  lime  combines  in  about  the  same 

Sroportion  with  the  active  silica  in  these  as  it 
oes  with  the  silica  in  Portland  cement,  it  being 
understood  that  the  siUoious  material  is  suffi- 
ciently finely  ground  to  unite  with  the  lime.  In 
practice,  puzzuolanic  materials  are  usually 
coarsely  ground,  and  only  a  fraction  of  the  active 
silica  enters  into  combination,  the  balance  of  the 
puzzuolana  acting  merely  as  an  aggregate. 

From  what  has  been  said  concerning  the 
constitution  of  Portland  cement  and  the  forma- 
tion of  slaked  lime  by  its  hydration  in  setting,  it 
will  be  seen  that  there  is  a  considerable  quantity 
of  calcium  hydroxide  unprovided  for  oy  any 
acid  oxide.  It  follows  that  this  will  act  in  the 
same  way  as  ordinary  slaked  lime  in  combining 
with  any  active  silicious  substance,  and  hence 
that  puzzuolanas  can  be  employed  as  additions 
to  Portland  cement  which  are  useful  in  increasing 
its  content  of  cementitious  matter. 

Use  of  Portland  cement  The  original  object 
of  manufacturing  Portland  cement  and  similar 
substances  was  to  obtain  a  material  which  would 
both  set  and  would  resist  the  action  of  water. 
But  it  was  soon  found  that  the  great  mechanical 
strength  of  Portland  cement  made  its  use 
advantageous,  even  when  it  had  not  to  be 
exposed  to  water,  and  at  the  present  day  it  is 
the  structural  cement  par  ezcettence,  and  on 
account  of  the  great  decrease  in  cost  due  t^ 
modem  method  of  manufacture,  it  tends  to 
displace  all  other  building  cements,  including 
common  lime.  Its  larg^  application  is  to 
form  concrete  by  cementing  together  any  cheap 
inert  stony  material  which  may  be  locally 
available,  and  by  the  use  of  this  substance,  huge 
works  of  all  kmds  are  constructed  at  a  cost 
much  inferior  to  that  of  the  same  work  in 
masonry.  It  has  been  found  that  Portland 
cement,  when  made  into  mortar  or  concrete, 
will  adhere  strongly  to  iron  and  steel  if  the  latter 
is  clean  and  not  too  smooth,  and  on  this  observa- 
tion the  preparation  of  the  material  known  as 
reinforced!^  concrete  is  based.  It  is  made  by 
constructing  a  skeleton  of  mild  steel  rods,  often 
tied  together  by  steel  wire  and  filled  in  with 
Portland  cement  concrete,  the  steel  being  so 
disposed  as  to  take  the  tensile  stresses  in  the 
composite  structure.     It   fortunately   happens 


that  the  coefficients  of  expcmsion  by  heat  of 
ordinary  mild  steel  and  of  concrete  are  nearly 
identic4iJ,  and  thus  internal  stresses,  such  as 
might  occur  where  two  diverse  materials  are 
bonded  together  and  exposed  to  fluctuations  of 
temperature,  are  of  very  moderate  magnitude 
and  do  not  appreciably  influence  the  mechani- 
cal stabflity  of  the  product.  Although  on  the 
whole  a  permanent  materisJ,  Portland  cement 
may  be  injured  or  destroyed  under  various  con- 
ditions incidental  to  its  use.  Set  cement  is 
the  product  of  the  action  of  water,  but  it  is 
not  mdifferent  to  the  further  action  of  water. 
The  products  of  the  hydration  of  Portland 
cement  and  its  congeners  are  calcium  hydroxide, 
which  is  soluble  in,  and  hycb^ted  calcium 
silicates  and  aluminates  which  are  decomposable 
by,  water.  Therefore  when  water  has  free  access 
to  set  cement  and  can  flow  through  the  concrete 
or  mortar  of  which  it  forms  part,  the  cement 
is  dissolved  and  destroyed.  In  practice  good 
concrete  is  nuule  so  nearly  impermeable  that, 
except  under  heavy  pressure,  no  such  flow  occurs, 
but  if  the  concrete  is  loose  in  texture  and  the 
flow  of  water  corresjpondingly  easy,  destruction 
is  only  a  matter  of  time.  When  the  water  con- 
tains salts  of  ma^esium  or  calcium  sulphate, 
which  act  on  the  hme  in  the  one  case  and  on  the 
calcium  aluminate  in  the  other,  forming  part-  of 
the  set  cement,  the  rate  of  destruction  is  much 
increased.  Thus  it  comes  about  that  in  all 
under- water  work,  and  more  particularly  in  sea 
water,  the  concrete  to  be  permanent  must  be 
impervious.  There  are  minor  and  local  causes 
of  destruction  such  as  contact  with  waters  con- 
taining dissolved  gases,  e,g.  COg  and  SO,,  com- 
petent to  act  on  the  calcareous  constituents  of 
cement,  but  in  general  the  failure  of  a  concrete 
structure,  when  due  to  chemical  action  and  not 
to  mechanical  weakness,  can  be  traced  to  the 
flow  of  water,  and  usually  saline  water,  through 
the  fabric.  B.  B. 

CEMEHTATION  v.  Ibok. 

CEMENT  COPPER  v.  Coppsb. 

CEMEHT  STEEL  v.  Ibok. 

CEMENTITE,  an  iron  carbide,  Fe,C,  con- 
taining 6*9  p.c.  carbon,  is  an  important  consti- 
tuent of  cast  iron  and  steel  (Abel  and  Deering, 
Proc.  Inst.  Mech.  Engineers,  1885,  30 ;  Moissan, 
Compt.  rend.  122,  421).  In  steels  containing 
1-5  p.c.  or  more  of  carbon,  free  oementite  is 
found  crystallised  in  laige  pseudo-hexagonal 
plates  (Qroth,  Ohem.  Krystallographie,  1906,  i.), 
and  in  practically  all  steels  it  exists  with  pure 
iron  {ferrite),  in  the  eutectic  mixture  called 
pearliie  (Ledebur,  Stahi  u.  Eisen,  1898,  742). 

It  is  very  brittle  and  harder  than  hardened 
steel  or  glass  (H.»6)  (Miiller,  Stahl  u.  Eisen, 
1898,  292),  and  its  presence  is  the  cause  of  the 
hardn€«s  of  *  white '  or  *  chilled '  cast  iron. 
(Howe,  Metallographist,  1901,  177).  It  is 
recognised  under  the  microscope  by  its  hardness 
and  resistance  to  etching. 

As  cohenite,  it  is  present  in  meteorites 
(Weinschenck,  Ann.  Museum,  Wien,  1889,  4, 
94). 

CERADIA  V,  OLao-BOSiKS. 

CERAROTRITE  or  Hornsllver.  Native 
silver  haloids,  Ag(Cl,Br,I),  occurring  as  small 
holohedral-cubic  crystals  and  as  compact  masses 
with  a  homy  appearance  and  texture.  The 
material  is  soft  (H.=2}),  tough,  and  sectile,  and 
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cuts  like  horn.  Oa  exposure  to  Uaht,  it  quickly 
darkens.  The  name  '  homsilber  was  used  by 
C.  Qesner  in  1566,  and  the  Qreek  form  oerar- 
gyrite  was  first  used  by  F.  8.  Beudant  in  1832. 
After  the  recognition  of  the  bromide  and  chloro- 
bromide  in  1841  and  1842»  the  name  oerargyrite 
came  to  be  applied  more  especially  to  Uie 
chloride.  But  as  the  different  members  of  the 
group  so  closely  resemble  one  another  that  they 
can  often  only  be  distinguished  by  analysis,  it 
is  more  expedient  to  include  them  nnoer  the 
name  oerargyrite  as  sub-speciee,  viz. : 
Chlorargyrite,  AgCL  Qrey  or  colourless, 

sp.gr.  5*656. 
Bromazgyrite,  AgBr.  Greenish-grey. 

Embolite,  Ag(Cl,Br).  Greenish-grev. 

lodembohte,  Ag(Cl,Br,I).     Greenish-yellow     to 

orange>yellow. 

Isomorphous  mixtures  are  the  rule,  and  of 
these  sub-species  embolite  (^.t;.),  with  chlorine 
and  bromine  in  indefinite  proportions,  is  the 
most  abundant.  Large  quantities  of  these 
minerals  have  been  mined  as  silver  ores  in 
Mexico,  Chafiarcillo  in  Chile,  and  Broken  Hill  in 
New  South  Wales.  They  occur  in  the  upper 
oxidised  zones  of  veins  of  silver  ore,  and  have 
no  doubt  been  formed  by  the  action  of  salt 
waters  percolating  from  above  (see  Prior  and 
Spencer,  Mineralog.  Mag.  1902,  xiii.  174). 

1m  J.  S. 

CERA811I  V,  Gums. 

CERASINE*   -ORANGE,   -RED,     v.     Azo- 

COLOUBIHO  MATTEBS. 

CEREAU.  The  cereals  are  the  fruits  or 
seeds  of  various  species  of  GraminesB.  In  all 
parts  of  the  world  they  constitute  the  most  im- 
portant food  of  mankind,  and  are  utilised  not 
only  for  bread  com  and  the  feeding  of  stock, 
but  also  for  the  fabrication  of  a  number  of  fer- 
mented drinks  and  industrial  products  like  starch. 

The  most  widely  distributed  cereals  are 
wheat  and  barley,  which  grow  in  almost  aU 
climates;  oats  are  more  confined  to  northern 
latitudes;  maize,  and  still  mora  so  rice,  do  not 
ripen,  as  a  rule,  north  of  45^ ;  while  tiie  millets, 
sorghum,  and  duira  are  truly  tropical  or  sub- 
tropical in  their  habits. 

In  view  of  their  importance  as  food,  a  very 
large  number  of  analyses  have  been  made  of  the 
various  cereals  grown  under  all  conditions,  and 
of  the  products  manufactured  from  them ;  the 
most  complete  sources  of  information  on  this 
point  are  Konig,  Chemie  der  menschlichen 
Nahr-  und  Genussm.  1903,  and  the  various 
publications  of  the  U.  S.  Dep.  of  Agric,  IHv.  of 
Chemistry,  particularly  Bull.  13  (1899),  9,  46, 
and  60. 

While  each  cereal  grain  possesses  its  own 
characteristic  composition,  subject  to  variations 
determined  bv  climate,  season,  variety,  &o., 
they  have  still  a  general  similarity  and  possess 
many  features  in  common.  The  predominant 
constituent  is  always  starch,  \»iiich,  together 
with  certain  closely  allied  carbohych^tes — the 
amylans — and  a  littie  sugar,  forms  from  60  to  80 
p.  c.  of  the  whole  grain.  Various  proteins  are  also 
present  in  inverse  ratio  to  the  carbohydrates; 
they  fall  a6  low  as  6  p.c.  in  rice,  and  rise  to  20  p. c. 
in  some  varieties  of  wheat.  A  small  quantity 
of  fat  or  oil  is  also  found,  most  abundantly  in 
maize  and  oats,  where  the  average  percentage  is 
about  6-6.    The  proportion  of  fibre  and  of  ash 


varies  very  greatly  according  to  whether  the 
grain  of  commerce  consists  of  the  naked  fruit 
alone,  as  in  wheat,  rye,  and  maize,  or  whether,  as 
in  barley  and  oats,  the  flowering  glumes  remain 
adherent  and  can  only  be  removed  by  subae- 
quent  manufacturing  processes.  The  ash  of  the 
oerealgrains  shows  certain  markedcharacteristics: 
it  is  always  very  rich  in  phosphoric  acid,  up 
to  nearly  one-half  of  the  asn  when  the  grain  is 
naked;  potash  and  magnesia  predominate 
among  the  bases,  lime  and  soda  being  pesent  in 
but  small  amounts,  while  still  less  chlorine  or 
sulphuric  acid  (derived  from  organic  sulphur 
compounds)  are  to  be  found;  sitica  is  almost 
absent  hom  the  naked  grains,  but  may  con- 
stitute 5-20  p.c.  of  the  ash  of  these  grains 
possessing  an  adherent  husk. 

The  structure  of  all  cereal  grains  shows  the 
following  features  in  common:  in  addition  to 
the  chatty  membranes  of  the  flower,  which  may 
or  may  not  be  adherent,  the  grain  l^^oper  possesses 
several  fibrous  coats  or  skins.  Within  these 
skins  at  the  end  of  the  grain  formerly  attached 
to  the  plant,  lies  the  embryo  or  germ,  constitu- 
ting about  3  p.c.  of  the  whole,  but  the  greater 
part  of  the  seed  is  occupied  by  the  starchy 
endosperm,  the  outer  membrane  of  the  embryo 
which  abuts  against  the  endosperm  being 
known  as  the  scutellum.  The  endosperm 
consists  of  a  series  of  thin  walled  cells  tightly 
packed  with  starch  grains  enclosed  within  a 
thin  network  of  protein,  but  immediately  below 
the  skin  there  exists  a  row  of  differently  shaped 
cells  known  as  the  aJeurone  layer,  eepeciaUy 
rich  in  protein.  It  will  now  be  convenioit  to 
consider  the  cereals  separately. 

Wheat  The  average  composition  of  wheat 
from  various  sources  is  given  in  Table  I.,  ex- 
tracted from  the  sources  above  quoted.  A 
number  of  other  analyses  may  also  be  found  in 
Vihnorin,  BulL  Soc.  liiat.  Agr.  France,  1901,  61, 
73. 

The  composition  of  wheat  is  subject  to  con- 
siderable variation,  and  as  the  value  of  the  wheat 
for  bread-making  is  intimately  connected  with 
the  amount  of  mtrogen  it  contains,  the  effect  of 
external  conditions  upon  this  constituent  has 
been  extensively  studied.  As  factors  bringing 
about  variation,  we  may  enumerate  (1)  variety, 
(2)  climate,  (3)  season,  (4)  soil,  (6)  manuring, 
(6)  date  of  cutting,  &c 

(1)  High  nitrosen  content  in  wheat  is  usually 
associated  with  a  nomy  translucent  grain,  hard- 
ness, and  strength  {i.e.  capacity  to  make  a  large 
well-piled  loaf).  These  qualities  are  most 
markedly  seen  in  the  wheats  from  Manitoba, 
Kansas,  Hungary,  and  South  Russia,  where  the 
high  nitrogen  content  is  mainly  due  to  environ- 
ment but  partly  to  the  varieties  grown.  In 
England,  where  the  climate  tends  to  produce  a 
soft,  starchy  wheat,  it  is  found  that  variety  is 
the  chief  factor  in  determining  the  fyroportion  of 
nitrogen.  In  the  typical  English  wheats,  the 
variations  in  the  percentage  of  nitrogen  are 
small,  1*6  to  2*5  p.o.,  according  to  the  season,  but 
certain  wheats,  like  Rough  C£aff,  Red  Lammas 
and  Golden  Drop,  always  show  higher  per- 
centages of  nitrogen  tluji  others  like  Rivett, 
Square  Head's  Master,  and  Stand  Up,  when 
grown  alongside  on  the  same  soil  and  in  the  same 
season.  Moreover,  a  few  varieties  have  been 
found,  notably  Fife,  a  wheat  of  Galician  origin 
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English      .... 
United  States 

New  York 
Oregon 
South  Dakota 
Canadian  North-West  (Fife). 
France       .... 
Germany,  S.  and  S.-W. 

winter  wheat 
„  „      spring 

Russian,  spring  wheat 
Argentine  . 
American — durum 
— einkom 
— emmer 


99 


»» 


No.  of 
samples 

Water 

Protein 

Tat 

Carbo- 
hydrates 

22 

13-37 

10-99 

1*86 

69-21 

168 

10-62 

12-23 

1-77 

71-18 

8 

10-38 

12-34 

1-92 

71-63 

11 

11-53 

919 

1-72 

73-61 

8 

9-02 

14-89 

2-04 

69-89 

18 

12-05 

13-84 

1-79 

68-53 

70 

15-20 

12-64 

1-41 

68-92 

52 

13-37 

12-29 

1-71 

67-96 

30 

13-37 

14-95 

1-56 

67- 

39 

13-37 

17-65 

1-58 

65-74 

5 

9-55 

12-78 

1-84 

71-15 

2 

10-40 

15-68 

2-49 

76-74 

4 

8-34 

14-67 

219 

55-67 

25 

8-68 

13*24    ; 

1-89 

60-85 

Grade 
fibre 

2-90 
2-36 
2-07 
2-25 
2-49 
2-21 
2-00 

I      2-82 


2-69 

2-61 

13-56 

11-27 


Ash 

1-67 
1-82 
1-67 
1-69 
1-70 
1-58 
1-66 

1-85 
2-19 
1-66 
1-99 
1-90 
5-67 
4-07 


but  widely  disseminated  in  Canada  and  the 
United  States,  which  retains  in  England  some- 
thing of  the  high  nitroeen  content  and  strength 
characteristic  of  Nortn- Western  America,  and 
nearly  always  shows  a  nitrogen  content  of  well 
oyer  2  p.c.  {see  Hall,  J.  Board  Agric.  1904, 
11,  321 ;  Humphries  and  Biffen,  J.  Asric.  Sci. 
1007,  2,  1 ;  papers  read  at  the  Winnipeg 
meeting  of  the  British  Association,  Jour.  Boara 
Agric.  17,  1910).  Moreover,  Biffen  (J.  Agric. 
Sci.  3,  1909,  86)  has  shown  that  high  and  low 
nitrc^en  content  are  Mendelian  characters 
which  segregate  and  are  inherited  without 
blending. 

(2)  Climate  is  more  potent  than  any  other 
factor  in  causing  variations  in  the  composition 
of  wheat.  Leclerc  and  Leavett  (U.S.  Dep.  of 
Agric.  Div.  of  Chem.  Bull  128,  1910)  grew  the 
same  varieties  of  wheat  in  three  localities  with 
widely  differing  climates,  and  in  the  next  year 
grew  on  seed  from  each  locality  at  all  three 
places,  with  the  following  results  as  regards 
protein  content: — 


Tear 


1906 
1907 
1907 
1907 


Origin  of 
seed 


Kansas 

Kansas 

California 

Texas 


Protein 
in  seed 


Protein  in  product 
grown  in 


Kansas 


CaU- 
(omla 


16-22 
19-13 
10-38 
1218 


19-13 
22-23 
22-23 
22-81 


10-38 
11-00 
11-33 
11-37 


Texas 


12-18 
16-97, 
18-22! 
18-21 


Thus  the  seed  of  Kansas  origin  and  contain- 
ing 19*13  p.c.  of  protein  when  grown  in  Cali- 
fomia  in  1907  yielded  grain  only  containing 
11-00  p.c.  of  protein;  whereas  in  the  same  year 
seed  from  the  same  original  stock  but  grown  in 
California  in  1906  and  only  containing  10-38  p.c. 
protein, when  moved  back  to  Kansas,  yielded  grain 
containing  22*23  p.c.  of  nitrogen.  In  these  cases, 
the  influence  of  environment  is  enormous,  and  in 
the  main  the  strong  high  nitros enous  homy  wheats 
of  the  American  North-l^t,  Hun^^ary  and 
Russia,  owe  these  qualities  to  their  en vux>nment. 
They  are  spring  sown  when  the  severe  winter 
is  over;  they  receive  considerable  rainfall  during 
their  ewly  growing  months,  followed  by  great 
heat  with  proffressive  dryness  of  the  atmo- 
sphere, the  oyofe  of  growth  being  completed  in 
four  months  or  less.    The  soft  low-nitrogenous 


wheats  are  generally  winter  sown  with  an  equably 
distributed  rainfall,  as  in  Western  Europe,  though, 
as  the  experience  of  California,  Oregon,  Australia, 
and  India  show,  ^preat  heat  and  dryness  at  the 
ripening  stace  will  not  ensure  a  high  nitrogen 
content.  While  climates  like  Kansas  impart  a 
high  nitrogen  content  to  all  varieties,  some 
varieties  commonly  grown  there,  like  Fife, 
possess  a  high  nitrogen  content  congenitaJly  and 
retain  it  in  climates  like  the  English,  where  other 
wheats  with  a  high  nitrogen  content  in  Kansas 
at  once  deteriorate. 

(3)  Season  has  a  much  greater  effect  than 
manuring  in  altering  the  composition  of  wheat, 
chanffe  of  season  beinff,  in  this  respect,  com* 
parable  to  change  of  cumate  and  environment. 
The  variations  of  English  seasons,  however,  are 
never  sufficient  to  induce  *  strength '  com- 
parable to  that  found  in  the  wheats  of  the 
American  North- West,  &c. 

The  table  on  p.  728  diows  the  variation  in 
the  composition  of  wheat  grown  on  the  experi- 
mental plots  at  Rothamsted  in  1852,  a  wet  cool 
year,  and  1863,  a  dry  and  hot  year. 

(4)  Taken  by  itself,  soil  has  not  a  very  large 
effect  upon  the  chaxaoter  of  the  wheat  grown ; 
in  fact>  m  practice  it  is  difficult  to  dirongage  the 
variations  due  to  soil  from  those  depending  on 
the  changed  environment  generally,  soil  being, 
as  it  were,  a  factor  in  climate. 

(5)  The  composition  of  wheat  shows  some 
va/iation  with  the  character  of  the  manuring, 
but  the  variations  are  not  large.  The  following 
results  were  obtained  with  the  wheat  grown  on 
the  Rothamsted  Experimental  plots  in  1893, 
the  fortieth  season  in  which  the  plots  had  been 
growing  wheat  with  the  same  manures  on  the 
same  land,  thus  setting  up  much  more  extreme 
differences  than  would  occur  in  practice : — 


Plot 

Haniiriiig 

Weight 

per  bushel 

lbs. 

'  Nitrogen, 
p.c. 

Ash, 
p.c. 

3 1 

Unmanured 

62-7 

1-997 

1-84 

5  ' 

Mineral,  no  N 

62*3 

2*015 

2-04 

6  , 

Minerals+431b8.N 

63-1 

2187 

1-98 

7  , 

„       +861bB.N 

62-5 

2*401 

1-92 

8  ; 

„     +1291bs.N 

62-4 

2*352 

1-89 

10 

86  lbs.  N  only 

59-1 

2*084 

1-70 

2 

Farmyard  m  an  ure 

63-4 

2*264     , 

1*96 

728 
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Weight  per  bnahely  ib. 

Weight  of  100  gruns,  grams 
,  Qrain  to  100  straw  • 
'  Nitrogen  in  dry  grain,  p.c. 

Nitrogen  in  dry  straw,  p.o. 

Ash  in  diy  grain,  p.c. 

Ash  in  dry  straw,  p.o. 


/1852 
\18e3 
/1852 
\1803 
/1862 
\1863 
/1862 
\1863 
/1862 
\18e3 
/1852 
\1863 
/1852 
\1863 


Dnng 


58-20 

6310 

3-46 

5-35 

49*60 

67(50 

202 

1-52 

0-46 

0-25 

1-98 

1-86 

7-04 

6-42 


8 


nuumred 


56-60 

62-70 

2-88 

5-02 

53-90 

70-40 

2-08 

1-65 

0-67 

0-33 

2-03 

1-95 

7-04 

7-12 


K 


56-00 

62-60 

3-08 

4-79 

41-90 

59-40 

2-29 

1-53 

0-87 

0-36 

1-95 

1-73 

5-55 

5-22 


10 


11 


only 


55-90 

62-60 

3-26 

4-51 

47-30 

74-30 

2-48 

1-70 

0-89 

0-35 

1-83 

1-56 

5-60 

5-40 


P.O, 


56-60 

62-50 

2-94 

4-76 

47-80 

70-40 

1-05 

1-79 

0-46 

0-44 

1-96 

1-72 

6-10 

5-48 


The  wheats  from  these  plots  have  also  been 
ground  and  the  flours  resulting  baked  separately, 
whereupon  they  show  extreme  di£ferenoes  m 
quality  and  in  the  character  of  the  loaf  they 
yield  (see  Hall,  Ix.). 

(6)  It  will  be  seen  from  the  table  of  composi- 
tion that  spring  wheat  possesses  a  higher  nitrogen 
content  than  winter  wheat,  and  it  has  been 
supposed  that  the  difference  can  be  correlated 
with  the  shorter  period  of  growth  of  the  former. 
Direct  experiment,  however,  with  the  same 
variety  of  wheat  sown  at  monthly  intervals,  did 
not  support  this  view  (Humphre3r8,  Ix.).  In 
the  climates  producing  high  nitrogen  content 
and  strength,  the  wheats  must  be  necessarily 
spring  sown,  t.e.  spring  sowing  and  high  nitrogen 
content  are  both  results  due  to  the  same  environ- 
ment and  are  not  causally  related. 


Similarly,  the  farmer's  idea  that  early  ontting 
gives  rise  to  strength  is  not  confirmed  by  experi- 
ment, though  wheat  cut  green  may  appear 
somewhat  homy.  Again,  premature  ripening  is 
associated  with  climates  producing  strength, 
though  it  IB  not  the  cause  of  strength. 

(7)  Various  investigations  have  been  made 
into  the  change  of  composition  of  the  grain  of 
wheat  during  its  development  (Pierre,  Mem. 
Soc.  Lirnieene  de  Normandie,  xv.  1869,  1,  220 ; 
Delierain,  Ann.  Agron.  8,  1882,  23;  20,  1894, 
561 ;  Adorjan,  J.  fQr  Landw.  1902,  50, 
193;  Teller,  Arkansas  Expt.  Sta.  Bull.  52, 
1899). 

Hall  and  Brenchley  (J.  Agnc,  Sci.  1909, 3, 195) 
obtained  the  following  resuts  on  wheat  grown 
at  Rothamsted : — 


Bboadbalk,  Plot  3. — 1907. 


Date. 


»$ 

»> 
» 


I    July  16 
19 
22 
25 
28 
31 
Aug.    3 
6 
9 
12 
15 
18 
21 
24 


» 

9* 


Green 

weight  of 

1000  grains 

Grains 
13-75 
21-05 
32-47 
39-70 
45-95 
51-30 
56-69 
57-91 
62-48 
63-68 
6319 
70*89 
66-30 
61-01 


Dry  weight 
of  1000 
grains 

Grams 

3-51 

5-43 

8-14 

1116 

14-05 

17-99 

21-15 

24-97 

28-98 

32-20 

3509 

37-93 

38-69 

37-96 


Specific 
Gravity 


1-116 
1116 
1-113 
M16 
1-099 


•116 
128 
•113 
•196 
•215 


1-218 


1 

1 


231 
204 


1-271 


Per  cent. 


Per  cent. 


nitrogen  tn  ash  in  dry 
drynaiatter.,  matter 


2-679 

3-70 

2-406 

3-03 

2-458 

814 

2-167 

2-80 

2-119 

2-66 

2-055 

2-39 

1-856 

2-38 

1-828 

216 

1-801 

216 

1-720 

2-09 

1-856 

1-89 

1-787 

1-96 

1-846 

1-94 

1-778 

1-93 

Per  cent. 

FaO.in 

ash 


Per  cent, 
dextrose  in 
dry  matter 


ICaltoae  \ 
produced 
by  100  of 
dry  matter 


33-66 
86-91 
36-88 
3873 
38-86 
38-68 
40-35 
42-54 
4417 
44-30 
44-06 
46-50 
46-13 
46-30 


14-99 
1108 
7-36 
6-71 
6-23 
3-70 
2-42 
2-17 
1-86 
1-46 
1-99 
1-91 
2-02 


339-4 
324-7 
541-4 
650-7 
697-1 
510-6 
442-9 
412-0 
378-1 
277-9 
441-6 
343-7 
3221 


It  will  be  seen  that  the  immature  grain  is 
richer  in  nitrogen  and  ash ;  it  also  contains  more 
ready-formed  sugar,  and  possesses  a  slightly 
higher  diastatio  power.  Other  determinations 
show  that  in  the  early  stages  about  three 
quarters,  but  at  ripeness  practically  the  whole, 
of  the  nitrogen  is  in  the  protein  form.  The 
figures,  however,  do  not  support  the  idea  that 
in  the  later  stages  of  filling  the  grain,  only  starch 


enters,  the  material  entering  the  grain  is  of 
almost  uniform  composition  throughout.  In 
the  final  ripening  process,  desiccation  is  the 
most  pronounced  change  setting  in. 

Cafhohydrates  of  Wheal. — ^The  carbohydrates 
present  in  wheat  grain  have  been  examined  by 
Stone  (U.S.  Dep.  of  Agric,  Office  of  £xpt. 
Stations,  Bull.  34,  1896),  who  found  sucrose  and 
reducing   sugars,   amylans   and   pentosans,   in 
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addition  to  starch,  which  is  the  principal  con- 
stituent of  the  endosperm.  It  has  also  been  shown 
by  Whvmper  (Int.  Cong.  App.  Chem.  London, 
1909)  that  the  larger  granules  of  the  starch  con- 
tained in  the  endosperm  are  more  readily  attacked 
by  the  diastase  secreted  during  germination. 

The  sugars  are  chiefly  present  in  the  germ, 
and  among  them  Schulze  and  Frankfurter 
identified  raffinose  (Ber.  27,  1893,  64). 

Proteins, — The  proteins  contained  in  wheat, 
and  particularly  in  flour,  have  been  the  subject 
of  considerable  investigation ;  references  to 
Ritthausen  and  the  other  earlier  workers  will  be 
found  in  Osborne's  papers  (Amer.  Chem.  J. 
1893,  16,  392 ;  1894,  16,  524 ;  Amer.  J.  Phys. 
1905,  13,  35;  1906,  17,  223;  Camene  Inst. 
Washington,  1907,  Pub.  84),  from  which  the 
following  summary  has  been  extracted: — 

*  The  proteins  of  the  wheat  kernel  are 
gliadinf  insoluble  in  neutral  aqueous  solutions, 
but  distinguished  from  all  the  others  by  its 
ready  solubility  in  neutral  70  p.c.  alcohol; 
gltttenin,  a  protein  having  a  similar  elementary 
percentage  composition  to  gliadin,  soluble  in 
very  dilute  acid  and  alkalme  solutions,  but 
insoluble  in  dilute  alcohol  or  neutral  aqueous 
solutions,  and  yielding  a  wholly  different  pro- 
portion of  decomposition  products  when  boiled 
with  strong  acids ;    leueotin,  an   albumin-like 

Erotein,  freely  soluble  in  pure  water,  and  coagu- 
tted  by  heating  its  solution  to  50^-60^;  a 
globulin  eiixulax  in  composition  and  propeities 
to  many  globulins  found  in  other  seeds,  and  one 
or  more  proteoses  which  are  present  in  very 
small  quantity.  It  has  also  been  shown  that 
the  proteins  obtained  from  the  embrvo  of  the 
wheat  are  the  globulin,  albumin,  and  proteose 
above  mentioned,  and  that  these  f<^rm  nearly 
all  of  the  protein  substance  of  this  part  of  the 
seed.  It  thus  appears  that  these  throe  proteins 
are  contained  chiefly  in  the  embryo,  and  that 
gliadin  and  glutenin  form  nearly  the  whole  of 
the  proteins  of  the  endosperm,  or  over  80  p.c. 
of  the  total  protein  matter  of  the  seed.  It  is 
jaossible  that  a  part  of  the  albumin,  globulin, 
and  perhaps  minute  quantities  of  the  proteose, 
are  contained  also  in  the  endosperm,  for  these 
proteins  are  always  found  in  flour  from  which, 
in  the  milling  process,  the  embryo  is  very  nearly 
completely  separated.   .   .  . 

*  Gluten  contains  the  greater  part  of  the 
protein  matter  of  the  seed,  together  with  a  little 
stareh,  fat,  lecithin,  and  ph^^xKsholesterin,  and 
possibly  some  carbohydrate  substance  or  sub- 
stances of  as  yet  unknown  character.  These 
non-protein  substances  are  probably  not  united 
with  one  another  in  the  gluten,  but  are  mecha- 
nically mixed.  The  quantity  of  starch  that 
remains  in  the  gluten  depends  on  the  thorough- 
ness of  the  washing,  while  the  other  substances 
owe  their  presence  largely  to  their  insolubility 
in  water.  The  chief  constituents  of  the  gluten 
are  the  two  proteids,  sliadin  and  glutenin,  the 
relative  proportions  of  which  vary  with  the 
variety  of  wheat  from  which  the  flour  is  made. 
The  character  of  the  gluten  and  the  commercial 
value  of  the  flour  depend,  to  a  lar^e  extent,  on 
the  proportion  of  gliadin  to  glutcnm. 

*  In  the  moist  gluten,  these  proteins  are 
present  combined  with  about  twice  their  weight 
of  water,  which  is  gradually  lost  on  exposure  to 
dry  air  or  at  an  elevated  temperature. 


'  The  gliadin  and  glutenin  are  present  as 
such  in  the  seed,  and  are  not,  as  was  formerly 
supposed,  derived  from  other  protein  substances 
through  the  action  of  an  enzvme.  This  is  shown  , 
by  the  fact  that  thev  may  be  obtained  directly 
from  the  flour  by  tne  same  treatment  as  that 
which  yields  them  from  the  gluten,  and  under 
conditions  which  preclude  tiie  action  of  an 
enzyme. 

*The  characteristics  of  the  different  wheat 
constituents,  the  products  which  they  yield  on 
hydrolysis,  and  related  questions  are  also  con- 
sidered!, and  the  nutritive  value  of  wheat  gluten 
and  other  proteins  is  discussed  on  the  basis  of 
the  kind  and  amount  of  the  cleavage  products 
which  they  yield  on  hydroljrsis. 

*The  amount  of  ^utaminio  acid  which  the 
gluten  proteins  yield  ia  far  greater  than  that 
yielded  by  any  of  the  other  food  proteins,  with 
the  exception  of  gliadin  from  lye  and  hordein 
from  barley.  The  proteins  of  the  lesumes  and 
nuts  which  are  used  as  food  yield  m>m  15  to 
20  p.c.  of  glutaminic  acid,  so  that  the  mean 
amount  of  this  amino-  acid  from  the  wheat 
protein  is  nearly  twice  as  large.  The  same  also 
IS  true  of  ammonia. 

*  The   proportion   of   arginine  from  wheat 

?;luten  is  relatively  small  compared  with  that 
rom  most  other  seed  proteins,  many  of  which 
yield  from  10  to  16  p.c.  of  this  base. 

'  The  proportion  of  lysine  a  likewise  small, 
especially  compared  with  that  obtained  from 
the  leguminous  seeds.  The  amount  of  histidine, 
however,  does  not  differ  very  sreatly  from  that 
of  the  other  seed  proteins.  What  significance 
these  differences  have  in  respect  to  the  nutritive 
value  of  these  different  proteins  must  be  deter- 
mined by  future  investigation,  for  it  has  only 
very  recently  been  discovered  that  such  differ- 
ences exist.' 

Fat, — ^Wheat  contains  about  1*5  p.c.  of  fat, 
the  highest  proportions  being  found  in  the 
wheats  from  the  Canadian  North- West.  It  is 
mostly  present  in  the  germ,  in  which  it  mav 
amount  to  15  p.c.  This  oil  easily  turns  rancia, 
and  is  characterised  by  a  high  iodine  number 
(115). 

Ash, — Analyses  of  the  ash  of  wheat  may  be 
found  in  Wolff,  Aschenanalysen,  Berlin,  1871 
and  1880 ;  Lawes  and  Gilbert,  Chem.  Soc.  Trans. 
1884,  45,  305. 

The    table   on   p.    730,   from    unpublished 

'  Rothamsted  records,  shows  the  variations  in- 

I  duced  by  manuring  in  1896,  the  forty-fourth 

season  in  which  the  wheat  had  been  grown  on 

the  same  plots  with  the  same  manures. 

Mill  products  of  Wheat. — An  account  of  the 

I  various  products  obtained  during  the  conversion 

I  of  wheat  into  flour,  with  anal3r8e8,  is  contained  in 

'  Part   9,  BuIL  13  (1898)    U.S.    Dep.   of   Agric. 

Div.  of  Chem.     See  also  Maurizio,  Getroide  Mehl 

u.  Brot.  Berlin,  1903. 

;        BeUnng  qualities  of  Wheat  Flour, — ^The  earliest 

attempt  to  determine  the  quality  of  flour  in  a 

I  baker  s  sense,  t.«.  the  power  of  the  flour  to  pro- 

'  duce  a  large  firm  loaf,  consisted  in  estimating 

I  the  weight  of  gluten  that  could  be  kneaded  out 

'  of  a  given   weight  of  flour.     While  this  test 

;  proved  to  be  of  value  in  comparing  flours  from 

,  similar  wheats  or  from  wheats  grown  in  the 

'  same  locality,  so  many  exceptions  occurred  that 

no  absolute  value  could  be  attached  to  the  test. 
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Plot 


Ash.  in  dxy  matter 
Nitrogen  m     „ 

Ferrio  oxide     . 
Lame 
Blagnesia 
Potash     . 
Soda 

Phosphoric  aoid 
Sulphurio  aoid  . 
Chlorine  . 

Silica 

Sand  and  charcoal 


Bboadbalk  Whbat  QBAnr--SBASov  1896. 
2b     ,  8  and  4 


8 


I 


1-90 
2-116 

0-67 

2-40 

10-87 

31-76 

0-036 

61-70 
0-89 
0-020 

0-46 
1-29 


1-84 
1-836 

0-84 

3*30 

10-28 

33-62 

O-IOl 

48-34 
1-62 
0-306 

0-66 
1-38 


1-88 
1-849 

0-81 

2-70 

10-31 

33-08 

0-007 

'  49-61 
1-26 
,    0-064 

;    0-53 
1-86 


1-74 
2-101 

0-76 

3-00 

10-60 

33-23 

0-084 

48-97 
1-28 


lOab 


1-57 
1-94 

0-98 

4-91 

10-10 

34-79 

0196 

43-07 
3-38 


0-206     0-973 


0-43 
1-61 


I 


0-64 
1-40 


12 

18 

14 

1-78 
1-949 

1-76 
1-876 

1-76 
1-954 

0-766 
4-00 
9-96 
32-62 
0-116 

0-744 
3-21 
9-93 
33-97 
0-078 

0-695 
4-23 
10-36 
32-21 
0-114 

48-30 
1-39 
0-138 

48-79 
1-22 
0-088 

47-83 
1-49 
0-279 

0-48 
218 

0-46 
1-45 

0-45 
2-39 

Elstimates  based  on  the  total  nitrogen  ia  the 
flour  proved  to  be  subject  to  the  same  errors. 
Measurements  were  then  made  of  the  eliadin, 
the  wheat  protein  soluble  in  70  p.c.  alcohol; 
Fleurent  further  suggested  that  the  ratio  of  the 
gliadin  to  the  glutenm  in  the  gluten  determined 
its  quality;  but  these  methods  in  turn  broke 
down  under  criticism  («ee  Hall,  2.c).  T.  B. 
Wood  (Jour.  Agrio.  Sci.  1908,  2,  139,  267) 
regards  baking  quality  as  dependent  on  two 
factors :  the  size  of  tne  loaf  is  determined  by 
the  amount  of  sugar  contained  in  the  flour, 
together  with  that  produced  in  the  doueh  by 
diastatic  action.  This  determines  the  evdution 
of  carbon  dioxide,  both  as  to  rate  and  total 
amount.    Then  the  quality  of  the  gluten,  which 


determines  how  the  dough  will  stretch  under  the 
evolution  of  the  carbon  dioxide,  depends  on  its 
physical  character,  which  will  vary  enormously 
aocordinc  to  the  state  of  equilibrium  between 
the  colloid  gluten  and^the  salts  in  the  water  with 
which  it  is  in  contact.  Under  certain  con- 
ditions the  gluten  loses  all  consistency,  its 
physical  character  being  entirely  conditioned  by 
the  surrounding  liquid.  (For  other  views  on 
this  intricate  subject,  see  the  British  Association 
papers  on  wheat  (Lc).) 

Nutritive  Value  of  Wheat. — ^The  nutritive  value 
of  various  samples  of  wheat  has  been  calculated 
by  Chamberlain  (U.S.  Dep.  of  Agric.  Biv.  of 
C&em.  Bull  120,  1909)  as  follows:— 


Digestible  conBtituents 


Variety 


Water 


North- West  spring 
Soft  winter  . 
Durum 


Protein 


10-11 

10-66 

9-77 


11-78 

9-96 

13-02 


Fat 


Garbo- 
bydrates 


1-41 
1-20 
1-72 


73-04 
76-24 
70-77 


Crude 
flbre 


1-17 
117 
1-33 


Ash 


1-86 
2-00 
2-02 


Production 

value 

calories 

per  100  lbs. 


Albn- 

mhMdd 

ratio 


94,717 
94,760 
94,467 


6-6 
7-9 
5-8 


The  analyses  give  the  digestible  as  distinct 
from  the  total  constituents  of  the  wheat,  and 
in  the  last  column  but  one  the  value  of  the  wheat 
for  the  production  of  energy  or  increased 
weight  is  expressed  as  calories  developable  from 
100  lbs.  of  the  grain,  after  allowance  has  been 
made  for  the  non-digestible  portions  and  the 
work  consumed  in  the  process  of  dieestion.  The 
last  column  gives  the  ratio  of  l£e  non-nitro- 
genous  constituents  [digestible  carbohydrates 
and  fibre -f  digestible  fat  X  2 -26]  to  the  digestible 
proteins. 

Wheat  Straw. — The  composition  of  wheat 
straw  is  more  variable  than  that  of  the  grain : 


the  more  complete  the  ripening  process  the  more 
thoroughly  wul  the  carbohydntes,  proteins,  and 
valuable  ash  constituents  of  the  straw  be  trans- 
ferred to  the  jgrain.  The  variations  in  the  com- 
position of  the  straw  in  response  to  different 
conditions  of  soO  and  manuring,  are  minimised 
in  the  grain,  which  the  plant  endeavours  to 
make  of  as  constant  a  composition  as  possible. 
The  following  table  (Kdnig)  gives  a  few  typical 
analyses  of  straw,  which  are  followed  by  a  table 
of  the  mean  composition  of  the  ash  of  straw 
from  wheat  grown  on  the  Bothamsted  plots,  to 
illustrate  the  variation  with  manuring: — 


Origin 


No.  of 
8ample3 


English  winter  sown 
(>erman         „ 
American  spring      , 


Water 


13-6 

14-3 

9-6 


Fat 


Protein 


1-3 
1-2 
1-3 


3-3 
3-0 
3-4 


N.free 
extract. 


39-4 » 

35-9 

43-5 


Crude 
fibre 


371 

40-8 
380 


Ash 


5-3 

485 

4-2 


Carbohydrates. 
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Plot 


Ash  in  dry  matter 


Ferrio  oxide 
Lime  . 
Magnesia 
Potash 
Soda  . 

Phosphoric  aoid 
Sulphuric  acid 
Chlorine 

Carbonic  acid 

Silica 

Sand  and  charcoal 


0-33 
7-71 
1-92 
14-65 
0-67 


5-93 

0-34 
5-38 
1-53 
23-23 
0O3 


5-52 

0-41 
7-70 
2-46 
14-88 
0-33 


67-70 
3-78 


6514 
2-27 


49-59 
1-93 


1-25 

60-44 

2-23 


trace 

65-20 

1-52 


3-64 

3-38 

3-87 

5-32 

506 

5-31 

2-88 

5-60 

2-81 

none 

none 

trace 

61-79 

54-16 

61-08 

1-62 

2-36 

1-81 

Methods  of  Analysis. — ^In  the  analysis  of  wheat, 
the  ordinary  methcnis  employed  for  feeding  stuffs 
are  f olloweo,  the  only  special  determinations  re- 
quired being  those  of  ^ten  and  gliadin. 

For  the  determination  of  gluten,  20  srams  of 
dry  flour,  or  of  the  ground  wheat  from  ^^ch  the 
husk  has  been  sifted,  are  weighed  out  on  to  apiece 
of  bolting  silk,  about  8  inches  square,  moistened 
with  water  imd  kneaded  up  into  a  paste.  The 
silk  is  then  ^thered  together  oyer  the  doueh 
and  kneaded  m  seyeral  changes  of  water  or  vaader 
a  tap  until  no  more  starchy  liquid  flows  away, 
being  finally  kneaded  in  the  air  until  it  ceases  to 
lose  water.  The  gluten  will  then  generally  form 
an  elastic  coherent  mass  which  can  be  removed 
from  the  silk  without  loss,  weighed  in  its  wet 
condition,  spread  on  a  tued  sheet  of  glass  or 
porcelain  basin,  dried  at  100^  to  a  constant 
weight,  and  weished  a^ain.  The  ratio  between 
wet  and  dry  ^uten  is  regarded  as  of  some 
importance. 


For  ffliadin,  5  grams  of  flour  are  put  in  a  flask 
with  250c.c.  of  70  p.o.  alcohol,  and  shaken  in  a 
machine  for  6  hours.  The  mixture  is  then 
rapidly  filtered,  and  100  c.c.  of  the  solution  are 
placed  in  a  Kieldahl  flask.  The  alcohol  is  dis- 
tilled off  and  tne  nitrogen  in  the  residue  is  deter- 
mined in  the  usual  way.  Nitrogen  x  5*68=3 
gliadin. 

Barley.  Barley  generally  shows  a  smaller 
protein  content  than  wheat ;  this  difference  is  not 
only  characteristic  of  the  two  species,  but  barlo3's 
are  likely  to  haye  been  unconsciously  selected  for 
low  protein  content,  this  being  the  quality  most 
desijred  by  the  brewer,  who  hM  always  been  the 
chief  purchaser  of  barley.  The  adherent  glume 
and  pale  further  cause  an  increase  in  the  crude 
fibre  and  ash,  as  compared  with  wheat. 

The  following  anariraies  of  barley  are  deriyed, 
1-6  from  the  author,  7  from  Konig  {Ix.),  and 
8  and  9  from  Wiley  {Ic) : — 


English  Cheyalier — 
1899 — ^grown  after  roots 
1899 —    ,,        „      wheat 
1900 — prize  winners  . 
1900 — poor  quality   . 
Chili  Chevalier,  1900— prize 
Asia  Blinor,  four-rowed — prize 
Germany,  Middle  and  North 
United  States 
Canada        .... 


Number 

of 

Water     ' 

analyseB 

21 

16-23 

16-44 

16-30 

16-80 

15-6 

2 

15-3 

120 

1405 

32 

10-8 

20 

11-96 

Fat 


1-65 
1-31 
1-50 
2-28 
2-06 
1-86 
1-80 
2-13 
2-06 


ProtelM 


9-69 

9-12 

7-81 

10-78 

9-44 

8-75 

9-88 

10-69 

10-57 


Corbo- 
hydratefl 


66-06> 

6605« 

68-36' 

64-24« 

67-04* 

67-47« 

66-76 

69-89 

68-90 


Crude 
fibre 


4-10 
4-64 
3-80 
3-82 
3-61 
4-38 
4-77 
4-05 
410 


Ash 


2-27 
2-44 
2-23 
2-08 
2-25 
2-24 
2-75 
2-44 
2-41 


The  composition  of  barley  is  affected  by 
climate,  environment,  manuring,  &c.,  in  the 
same  way  as  the  composition  of  wheat,  barley 
being  somewhat  more  susceptible  to  change. 
The  commercial  value  of  barley  varies  also  to  a 
much  greater  deffree;  not  odIv  are  there  two 
distinct  grades — -oarley  for  maltins  and  barley 
for  feeding  purposes,  the  price  of  the  former 
being  nearly  50  p.c.  higher  than  that  of  the 
latter,  though  the  two  kinds  grade  off  into  one 

>  Not  determined. 


another — but  special  prices  are  paid  for  barley  of 
exceptional  quality. 

(1)  Variety.  The  number  of  barley  varieties 
is  small  compared  with  that  of  wheat.  The  two- 
rowed  varieties  fall  into  two  types,  wide  and 
narrow  eared,  and  are  most  prized  for  brewing 

1  Ckmtaining  starch,  67*9  p.c. 
»  Starch  =  64-2  p  c. 
'  Starch  =  61-6  p.c. 

*  Starch  =  68-0  p.c. 

*  Starch  =  61-2  p.c. 

*  Starch  =  62*4  p.c. 
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purposes.  The  four-rowed  and  six-rowed  types 
are  not  so  much  used  for  brewing.  Stnctly 
comparative  analytical  data  are  lacking. 

(2)  The   following   data,   drawn   from   the 


Rothamsted  records,  show  the  efiiect  of  season 
and  manuring  upon  the  character  of  the  barley — 
in  1893,  a  summer  of  extreme  heat  and  drynessy 
and  1894,  a  wet  and  cool  season : — 


Plot 


Mannriiig 

Yield  of  grain 

Wei^t  per  bushel 

Grain  to  100  straw 

Nitrogen  per  cent.  In 
gnln 

1803 

1804 

1808 

1804 

1803 

1804 

1803 

1804      1 

Unmanured 
Minerals,  no  N 

Nonly 

N,  P,0„  no  K,0 

N,  K,0,  no  P.O. 

N,  fc,0.  P.O, 

Bush. 
8-3 
9-9 
11*6 
18-1 
16-8 
30-8 

Bush. 
10-0 
13-1 
10-4 
34-9 
17-8 
41-4 

lb. 
66-6 
661 
651 
64-0 
66-8 
66-3 

lb. 
61-1 
621 
60-4 
61-9 
61-6 
641 

71-9 
74-3 
86-3 

101-0 
86-9 

102-2 

70-3 
79-2 
67-6 
77-0 
73-8 
77-7 

1-899 
2-011 
2188 
2-129 
2171 
2081 

1-409 

1^7 

1-646 

1-600     ' 

1-614 

1-440 

10 
40 
lA 
2A 
3A 
4A 


The  following  results,  also  obtained  at 
Rothamsted,  show  the  effect  of  nitrogenous 
manuring : — 


Dreued 

grain. 

Weight 

per 

bushel 

lbs. 


No  nitiofmi 
861bf.per  sore  organicN 
86Ibe.per  acre  ori^c 
N  in  the  previous  year 




58-0 
57'8 

661 

Orain 
to  100 
straw 


110-4 
06-6 

72-8 


Offal 
grain  to 

100 
dressed 

grain 


60 
12-6 

840 


Nin 

dressed 

grain 

p.c 


1*61 
1-70 

2-42 


These  results  confirm  the  general  opinion 
that  barley  for  malting  purposes  should  not  be 
grown  on  land  that  is  in  high  condition,  either 
as  a  result  of  its  previous  treatment  or  through 
the  recent  application  of  nitrogenous  fertilisers. 

Compoaition  of  Barley, — (a)  Carbohydrates. 
Barley  contains  soluble  sugars,  which  may 
amount  to  4  p.c.  of  the  dry  grain  ;  sucrose  is  the 
chief  constituent,  but  dextrose  is  also  found, 
and  0*Sullivan  has  shown  the  presence  of  raffi- 
nose.  The  main  carbohydrate  present  is  starch, 
of  which  H.  T.  Brown  and  his  colleagues  found 
66*6  p.c.  in  the  dry  material  of  10  barleys 
examined  (Trans.  Guinness  Researoh  Lab.  1903, 
1,  91).    The  same  investigators  {U,  1906,  2,  312) 


proceeded  to  the  determination  of  certain  water 
soluble  polysaccharides,  called  by  O'Sullivan 
amylans,  which  yield  on  acid  hydrolysis  a 
racemic  acid,  glucose,  arabinoee  and  xylose. 
They  further  showed  tiiat  the  sum  of  the  susais, 
staroh,  and  amylans,  with  a  little  ash  and  somUe 
protdn,  made  up  the  whole  of  the  barley  grain 
that  goes  into  solution  when  the  bsjiey  is 
extracted  with  boilii^  water  and  hydrolysed 
with  malt  extract.  They  obtained  from  9-5  to 
10  p.c.  of  amylans  on  the  dry  weight  of  various 
samples  of  barley  examined. 

In  the  '  grains '  not  rendered  soluble  by 
disatase,  there  are  considerable  quantities  of 
*  furfuroids '  to  be  found,  besides  cellulose  and 
fibre. 

(&)  Osborne  and  Ritthausen  have  examined 
the  proteins  of  barley,  and  Osborne  (J.  Amer. 
Ghem.  Soc.  1896,  17,  639)  obtained  4-6  p-c.  ol 
an  insoluble  protein,  4  p.c.  of  hordein  soluble  in 
dilute  alcohol,  0-3  p.c.  of  leuoosin,  and  1-95  p.c. 
of  edestin  and  proteose  soluble  in  wat^.  It 
has  also  been  shown  that  a  small  proportion  of 
the  nitra;en  of  barley  is  not  combined  as  protein. 

(c)  The  ether  extract  of  barley  is  found  to 
contain  neutral  fats,  free  fatty  acids,  and  lecithin. 

{d)  The  following  analyses  show  the  com- 
position of  the  ash  of  barley  from  the  Rotham- 
sted plots  in  1871 ; — 


Bablxy — Season  1871. 


10 
Un- 
manured 


40 

Ck>mplete 

minerals 


Orain 


Straw 


Ash  in  dry  matter 


Ferric  oxide 
Lime . 
Magnesia 
I  Potash 

I  Soda  . 

I 

I  Phosphoric  acid 
I  Sulphuric  acid 
I  Chlorine 


Silica 

Sand  and  charcoal 


2-64"   617 


0-49 
2-91 
7-70 
29-16 
1-30 

34-06 
2-24 
1-71 


0-78 
1004 

1-96 
19-07 

6-85 

3-18 
6-53 
6-96 


Grain 


Straw 


19-62 1 44-49 
1-071   3-62 


2-77 

0-41 
2-67 
7-66 
29*87 
0-50 

36-95 
2-16 
0-71 


6-96 


lA 

Nitrogen 

only 

(as  ammonia) 


Orain  '  Straw 


2-38;    6-51 


0-46     0-36 


7-21 

1-44 

27-36 

1-93 

4-30 
7-26 
7-72 


18-99 1 42-63 
1-40,   2-18 


3-29 

7-95 

28-80 

2-16 

30-74 
219 
3-67 

18-57 
2-84 


0-35 

9-91 

1-97 

17-11 

13-24 

1-87 

4-61 

1510 

37-98 
1-64 


4  A 

Nitrogen 

and 
minerals 


Orain 


2-64 

0-31 
2-51 
8-07 
30-67 
0-68 

35-64 
1-56 
0-86 

20-38 
0-93 


Straw 


6-70 

0-44 
7-56 
1-89 
33-90 
216 

317 

5-64 

14-58 

32-71 
213 


10 

Nitrogen 

only 

(as  rapecake) 


Orain  i  Straw 


2-84 

0-35 
2-31 
7-91 
28-89 
0-56 


5-54 

0-42 
9-52 
218 
26-84 
2-93 


36-39    6-44 


1-60 
0-68 

19-85 
1-80 


6-02 
4-65 

42-04 
1-87 


Farmyard 
dung 


Grain    Straw 


2-87 

755 

0-31 

0-31 

222 

6*56 

7-75 

1-30 

29-23 

29-39 

0-40 

2-53 

36-721  3-76 
1-65  3-27 
0-31    11-99 


21-02 
0-86 


42-71 
1-68 
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Barley  Products, — ^The  chief  material  pre- 
pared from  barley  is  *  pearl  barley/  in  whioh  the 
husk  and  germ  have  beiBn  removed  mechanically. 
This  material  is  also  sometimes  ground  into 
barley  flour.     Important  by-products  for  cattle 


feeding  are  also  the  *  grains'  obtained  in  the 
brewing  process  after  the  diastatio  extraction  of 
the  starch  contained  in  malt,  and  the  malt  culms 
or  sprouts  knocked  off  the  partly  germinated 
barley  after  malting.  Analyses  are  given  below : — 


Pearl  barley 
Malt  culms 
Brewer's  grains  (wet) 

(dry) 


f* 


t> 


Water 


14-9 
11-8 
76-0 
10-0 


Fat 


lO 
2-1 
20 
7-0 


Proteins 


7-6 
28-3 

6-6 
20-0 


Garbo- 
hydrates 


751 
42-8 
12-0 
42-0 


Grade  fibre 


Ash 


0-6 

0-8 

12-4 

7-6 

4-6 

1-0 

160 

6-0 

a  cereal 


Maize.  Maize  or  Indian  com  is 
grain  characterised  by  a  high  proportion  of 
carbohydrates  and  oil  but  comparatively  low 
protein  and  ash.    Its  composition  does  not  vary 


to  the  same  degree  as  that  of  wheat  or  barley. 
The  foUowingaverage  analyses  are  derived  from 
Wiley  (U.  S.  l)ep.  of  Agric.  Div.  of  Chem.  Bull. 
60,  1898)  and  Konig  (2.e.)  :>- 


Source. 


United  States,  Mean     . 
Northern 
Middle  West 
Pacific  slope 

Italy 

Germany  (1880)   . 

Hungary  (1880)  . 


f9 


»» 


»» 


» 


»» 


f* 


Ko.  ot 
samples 


14 
38 


Moisture 

10-76 
9-98 
12-33 
9-78 
1313 
13-00 
13-00 


Crude  fat 


4-26 
611 
4-97 
6-40 
3-84 
511 
3-85 


Proteins 

10-00 

10-64 

10-89 

8-14 

10-26 

8-62 

9-06 


Garbo- 
hydrate 

71-75 
71-32 
6816 
7213 
67-72 
70-64 
71-10 


Grade 
fibre 

Ash 

1-76 

1-60 

1-41 

1-64 

2-22 

1-43 

2-07 

1-48 

2-88 

1-96 

1-38 

1-34 

1-69 

1-30 

The  only  variation  in  composition  worthv  of 
note  is  that  in  *  sweet  com,'  varieties  of  which 
are  grown  in  America  to  3^eld  immaturo  oobe 
for  boiling  as  a  vegetable,  the  srains  contain  a 
higher  proportion  of  sugar  than  is  normal, 
especially  m  the  immature  state,  and  also  a 
greater  amount  of  oiL 

Maize  oil  is  expressed  in  considerable 
quantities  from  the  germ,  ^diich  is  removed  in 
preparing  meal  from  the  srain.  It  is  a  light 
amber-omoured  tasteless  ou  used  for  salad  oO, 
as  a  lubricant,  and  for  soap  making. 

Carboktfd/rates.—ljoBS  than  1  p.c.  of  sugar  is 
present  in  maize,  the  greater  part  bring  sucrose 
with  a  small  amount  of  reducing  sugar.     Staroh 


is  the  principal  carbohydrate,  but  a  little 
dextrin  or  other  gum-like  body  has  been  found, 
also  furfuroids  and  pentosans  up  to  about  5  p.c. 

Proteins, — Osborne  has  isolated  from  maize, 
myosin,  viUUin  and  another  unnamed  glc/bvXin, 
small  quantities  of  two  albumins,  and  zetn,  the 
characteristic  protein  which  exists  in  both  a 
soluble  and  insoluble  foRU.  It  is  noteworthy 
that  zein,  on  hydrolysis,  yields  no  lysin  <uid  no 
tryptophan,  and  certain  defects  in  the  nutrition 
of  animals  fed  on  maize  alone  have  been  set  down 
to  the  lack  of  these  groups  in  the  zein  molecule. 

AsK'—Thib  following  table  from  Wolff's 
Asohenanalysen  gives  tne  average  composition 
of  the  ash  of  maize  : — 


Red  German 
American    . 
German 


P.C.  ash 
in  dry 

KaO 

NaaO 

CaO 

3-16 
2-66 
2-03 

MgO 

Fe,0, 

P.C, 

SOg 

1-00 
1-20 

810, 

2-77 
1*93 
4-99 

1-30 
]-28 
1-72 

24-33 
26-76 
26-73 

1-50 
3-86 

16-00 
15-24 
17-36 

1-88 
2-00 
1-51 

49-36 

47-47 
43-80 

Maize  Products, — ^Maize  is  ground  into  a 
meal,  *  com  flour,'  the  serm  and  the  moro  flinty 
portions  of  the  grain  being  removed,  and  the 
composition  of  the  meal  is  set  out  in  the  table 
below,  in  which  is  also  given  the  composition  of 
maize  *  stover,'  t.e.  the  stalk,  leaves,  &c.,  without 
the  cob. 


A  large  number  of  oommeroial  products  are 
derived  from  maize,  especially  staroh  and 
glucose ;  and  the  manufacturing  processes  give 
rise  to  various  by-products — maize  germ  meal, 
gluten  feed,  &c.,  used  for  feeding  cattle,  but 
their  composition  depends  entirdy  upon  the 
method  by  which  they  aro  proparecL 


Com  flour :  three  samples 
Biaize  stover 


Moisture 

12-67 
19-81 

Oil 

Proteins 

Garbo- 
liydrates 

78-36 
42-87 

Grade 
fibre 

1-33 
2-66 

7-13 
4-19 

0-87 
26-02 

Asb 

0-61 
4-66 


Oats,    From  the  food  point  of  view,  oats 
form  one  of  the  most  valuable  of  the  oeroals. 


from  being  the  most  concentrated  of  all  the  food 
grains.     Oats  show  considerable  variations  of 

•  J    *  A   \  0        11  *  1  *  1  •  A 


being  exceptionally  rich  in  oil  and  protein  ;   it  '  composition,  as  the  following  analyses  indicate: — 
is  omy  the  adherent  husk  which  prevents  them  ' 
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Origin 

No.  of 
Analyses 

Middle  and  North 
German  . 
French 
American 

,.  (World's  Fair) 
Scotch 

103 

196 

22 

72 

10 

Oatmeal    . 

16 

Oatstraw  (Scotch) 

10 

Water 


1211 
1211 
1211 
9-96 
16-90 


Fat 


6-30 
5-46 
4-96 
4-42 
5-59 


7-30    I    7-20 
15-32    |«  3-45 


Protein 


10-82 
9-52 
11-26 
12-07 
11-67 

1610 

3-04 


Carbo- 
I  hydrates 


68-23 

60-47 
69-35 
58-28 
67-54 


67-50 
52*59 


Crude 
fibre 


10-26 
9-18 
9-33 

11-92 
8-25 

0-90 

33-95 


Ash 


3-29 
3-26 
2-99 
3-35 
2-59 

1-90 

6-96 


Konig 


»» 


»* 


Wiley 
Aitken  • 

At  water* 

Aitken^ 


As  might  be  expected,  the  composition  of 
oats  varies  with  variety,  climate,  season,  and 
manuring,  in  much  the  same  way  as  wheat  does. 
Of  these  variations,  those  due  to  the  variety  of 
oat  are  of  most  importance,  particularly  in  the 
manufacture  of  oatmeal.  The  proportion  of 
husk  to  kernel  is  of  most  significance,  and  the 
individual  Scotch  analyses,  of  which  the  mean 


is  given  in  the  table  above,  show  variations  in 
the  fibre  of  from  6  to  14  p.o.,  and  in  oil,  the  other 
variable  constituent,  of  from  4  to  over  8  p.c. 
Wilson  (Trans.  H.  of  Ag.  Soc.  1903,  v.  16,  183) 
gives  figures  relating  to  the  amount  and  com- 
position of  the  oatmeal  obtained  from  several 
varieties  of  oats  grown  on  the  same  experi- 
mental area  in  Aberdeen,  as  follows: — 


Variety 


Dun 


tt 


PoUto 


»» 


Newmarket 


w 


Year 


1901 
1902 
1901 
1902 
1901 
1902 


Husk,  p.c. 

21-98 
21-36 
22-24 
22-47 
21-79 
20-46 


I 


Oatmeal,  p.c. 

66-21 
64-13 
66-32 
64-02 
66-65 
64-84 


Oil  In  oatmeal, 
p.c. 

7-68 
7-74 
9-69 
10-01 
4-60 
6-63 


Protein  In  oat- 
meal, puc. 


14-37 
15-50 
15<44 
12-31 
14-37 
13-50 


Othir  Cereal  Onlns  and  Prodaeti  theietrooiL 

Of  the  very  large  number  of  other  cereal  grains 


consumed  as  food,  the  following  are  among  the 
most  important: — 


Bye 

German 

American  (World's  Fair) 
Bice 

unhulled 

hulled     • 

polished 
MUUt  {Panicum  miliaceum) 

unhulled 

•» 

hulled     . 

Sorghum  sacchatcUum  . 

„        vulgare 
Andropogon  sorghum    . 


19o.of  ! 
sample  J I 


63 

18 


Water 


13-37 
10-62 


Crude  i  Omde  ,  Carbo- 
fat    !  protein  ihydrates 


I 


1-84 
1-65 


6 
34 

9 
38 
12 
10 


10-50  1-60 
12-00  2-00 
12-40  '  0-40 


12-50 
9-00 
11-79 
1517 
11-46 


3-89 
3-25 
4-26 
3-36 
3-79 
3-25 


11-52 
12-43 

7-50 
8-00 
7-60 

10-61 
12-83 
10-51 
9-26 
8-96 
11-71 


68-88 
71-37 

67-40 
76-00 
78-80 

61-11 
71-50 
6816 
67-99 
70-25 
81-58 


Crude 
fibre 


2-56 
2-09 

9-00 
1-00 
0-40 

8-07 
8-84 
2-48 
2-51 
3-69 
1-80 


I   Ash 


Authority 


1-94 
1-92 

Konig 
Wiley 

4-00 

1-00 
0-50 

Wiley 

3-82 
3-58 

Konig 
Chamberlain 

2-80 
1-71  . 

Konig 

n 

1-95 

»» 

Chamberlain 

diamberlain  (2.c)  has  calculated  the  feeding 
value  of  the  cereal  grains  of  American  origin  as 
follows — 


Wheat  . 

Barley . 

Oats 

Maize 

Emmer . 

Einkom 

Rye 

Panicum  miUaceuin 

Andropogon  sorghum 


Produc- 
tion    I 
valne,   ' 
cals.  per  j 
gram    • 


Starch 
equiva- 
lent 


Albumi- 
noid 
ratio 


88-1 

6-5 

84-2 

8-0 

72-0 

5*8 

94-2 

12-3 

69-4 

6-0 

67-8 

6-2 

88-2 

6-9 

78-1 

11-5 

87-2 

10-5 

The  production  value  represents  the  number  of 
calories  of  energy  available  from  the  gram  of 
food,  after  deduction  has  been  made  for  the 
energy  in  the  excreta  and  the  energy  consumed 
in  digestion  processes.  The  starch  equival«it 
gives  the  efiFect  of  100  lbs.  of  these  foods  in  the 
production  of  fat  or  external  work  in  terms  of 
lbs.  of  pure  starch  required  to  produce  the  same 
effect.  A.  D.  H. 

CEREBRIN  V,  Ekztmxs. 

CEREBROSE  (Galactose)  v.  Cabbohyd&a^tss. 

CERESm.  Ceresin  occurs  in  commerce  in 
the  form  of  thin  round  masses  several  inches  in 
diameter,  harder  than  wax,  of  a  dazzling  white  ap- 
pearance ;  inodorous,  and  transparent  at  the  edges. 

1  Trans.  H.  A  Aa.  Soc.  1901,  v.  13,  292  and  293. 
*  T7.8.  Bep.  of  Agile.  Office  of  Bzpt.  Sta.  Bon.  28, 
1899. 

'  lype  analyses  from  various  data. 
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The  fracture  is  somewhat  similar  to  that  of  wax, 
but  ceresin  does  not  become  plastic  in  warm 
water.  The  meltins-point  is  between  75^  and 
80^.  It  is  not  attacked  by  acids,  either  in  the 
cold  or  when  heated ;  nor  by  alkalis,  which  do 
not  saponify  a  trace  of  it.  It  ia  entirely  volati- 
lised at  a  high  temperature  without  alteration. 
Ceresin  is  apparenuy  a  paraffin ;  it  does  not 
appear  to  be  obtained  from  coal  tar,  but  from 
Galician  '  earth- wax,'  i.f,  ozokerite.  It  is  used 
as  a  substitute  for  beeswax  (J.  Soc.  Chem.  Ind. 
1 1  372). 

'  CERDf  and  CERYL  CEROT ATE  v.  Cobk  ; 
Waxes. 

CERISE*  A  trade  name  for  a  variety  of 
aniline  red  and  acid  magenta. 

CERIUM.  Symbol  Ce.  At  wt.  140-25  (H. 
Robinson,  Proc.  Roy.  Soc.  1884,  37,  150; 
Branner  and  Bat^k,  Zeit-sch.  anoig.  Chem.  1903, 
34,  103,  207).  The  metal  has  been  prepared  by 
(1)  the  electrolysis  of  the  fused  chloride  with  or 
without  an  admixture  of  barium  or  calcium 
chloride  or  alkali  chloride ;  (2)  the  electrolysis 
of  a  mixture  of  cerium  dioxide  and  cenum 
fluoride  (Borders  and  Stockem,  D.  R.  P.  172529  ; 
Muthmann  and  Weiss,  Annalen,  1902,  320, 231 ; 
1904,  331,  1 ;  1907,  355,  116).  By  the  latter 
process,  the  yield  corresponds  with  57  p.o.  of  a 
current  of  750  amperes  and  7*5  volts  with 
current  densities  of  ^10  amperes  and  3  amperes 
per  sq.  cm.  at  cathode  and  anode  respectively. 

Metallic  cerium  has  the  colour  and  lustre  of 
iron ;  its  hardness  is  comparable  with  that  of 
silver  or  tin  ;  m.p.  623^ ;  sp.gr.  of  fused  product 
of  electrolysis  6-728  ;  sp.heat  0-04479  (at.  heat 
6-28) ;  heat  of  combustion  of  1  gram,  1603*15  oaJs. 
Cerium  is  paramagnetic ;  magnetic  suscepti- 
bility, (K)+182-2.10-*  (Monatah.  1899,  20,  369). 
In  dry  air  the  metal  is  moderately  stable,  but 
becomes  superficially  tarnished  with  yellow 
dioxide ;  it  decomposes  water  slowly  in  the  cold, 
more  rapidly  on  warming.  The  temperature  of 
ignition  in  oxygen  is  about  150^-180^  (Annalen, 
1903,  325,  261).  The  metal  is  malleable  and 
ductile ;  the  wire  bums  even  more  brightly  than 
magnesium,  and  combines  readily  with  the 
halogens.  Cerium  is  readily  dissolved  by  dilute 
acids,  but  concentrated  nitric  add  produces  a 
brown  deposit  consisting  mainly  of  dioxide. 
Alloys  have  been  prepared  by  melting  cerium 
with  other  metokls  imder  molten  sodium  and 
potassium  chlorides;  the  combination  with 
aluminium,  magnesium,  or  zinc  is  attended  by  a 
generation  of  neat  (Annalen,  1904,  331,  46) ; 
fiquid  and  solid  cerium  amalgams  have  also  been 
obtained. 

When  scratched  or  rubbed  with  a  steel  edge, 
cerium  emits  brilliant  sparks,  and  this  property 
has  been  utilised  in  the  preparation  of  gas 
lighters. 

Separalion  and  purifieaiion  of  ceria, — Of  all 
the  rare  earth  oxides,  ceria  is  most  readily 
isolated  in  a  pure  state,  and  the  following  methods 
have  been  employed  in  separating  this  oxide  from 
lanthana,  praseodymia  and  neodymia  : — 

(1)  Treatment  of  the  hydroxides  suspended 
in  aqueous  caustic  alkalis  with  chlorine ;  eerie 
hydroxide  remains  undissolved,  while  the  other 
hydroxides  are  converted  into  soluble  chlorides 
and  h3rpochlorites  (Mosander,  J.  pr.  C3iem.  1842, 
30,  276;  Menge),  Z^ltach.  anorg.  Chem.  1899, 
19,  67). 


(2)  The  mixed  oxides  dissolved  in  hot  nitric 
acid  and  the  solution  evaporated  down  with 
ammonium  nitrate  until  eerie  ammonium  nitrate 
separates.  The  double  salt  is  crystallised  from 
nitric  acid  until  the  oxide  left  on  ignition  has  a 
light-yellow  colour  ( Auer  von  WelsbMh,  Monatsh. 
1884,  5,  608 ;  SchotUander,  Ber.  1892,  25,  378). 

(3)  The  solution  of  mixed  nitrates  neutralised 
with  ammonia  and  boiled  with  magnesium 
acetate  and  hydrogen  peroxide  whereby  cerium 
is  completely  precipitated  as  a  basic  acetate 
(Meyer  and  Koss,  Ber.  1902,  35,  672). 

(4)  The  mixed  ammonium  double  nitrates 
boiled  with  aqueous  ammonium  persulphate, 
calcium  carbonate  being  sradually  added  to 
keep  the  solution  neutral.  The  precipitate  con- 
tains all  the  cerium  as  eerie  nitrate  and  sulphate 
mixed  with  calcium  sulphate  (Witt  and  Theel, 
Ber.  1900,  33,  1315 ;  r/.  Meyer  and  Marckwald, 
ibid.  3003). 

(5)  The  joint  action  of  potassium  per- 
manganate and  a  basic  substance  (mercuric 
oxide,  zinc  oxide,  magnesia,  sodium  carbonate, 
ftc.)  in  neutral  solution.  The  precipitate  con- 
tains all  the  cerium  as  eerie  hydroxide  (Stolba, 
Ber.  bohm.  Ges.  Wiss.  1878 ;  Drossbach,  Ber. 
1896,  29, 2452 ;  B.  R.  P.  143106 ;  Meyer,  Zeitsch. 
anorg.  Chem.  1903,  37,  378). 

The  last  of  the  foregoing  methods  is  generally 
applicable  to  the  mixed  oxides  of  the  rare  earths, 
and  permits  of  the  complete  separation  of 
cerium  in  one  operation.  These  processes  re- 
quire to  be  repeated  before  the  cerium  is  com- 
pletely freed  from  the  last  traces  of  lanthanum  ; 
thorium  also  is  removed  completely,  only  with 
some  difficulty.  The  solution  of  nitrate,  mixed 
with  an  excess  of  ammonium  carbonate,  is 
treated  with  ammonia  when  the  neater  portion 
of  the  thorium  is  precipitated.  To  remove  the 
remainder,  anhydrous  cerium  sulphate  is  pre- 
pared and  added  to  ice-cold  water,  when  the  pure 
hydrated  salt  separates  ( WyroubofF  and  Vemeuil, 
Compt.  rend.  1897,  124,  1300;  Urbain,  Ann. 
Chim.  Phys.  1900,  [7]  19,  184;  Brauner, 
Zeitsch.  anorg.  Chem.  1903,  34,  103;  Meyer, 
ibid.  37,  378 ;  Orloff,  Chem.  Zeit.  1906,  30,  733; 
1907,  31, 562  ;  Neish,  J.  Amer.  Chem.  Soc.  1909, 
31,  517). 

Cerium  forms  several  series  of  compounds 
derived  from  the  oxides  Ce,0„  Ce40,(?),  CeO„ 
and  CeO). 

Cbrous  Compoukds. 

Cerium  hydride  CeH,(r).  Cerium  combines 
readily  with  hydrogen  at  250*-270*,  yielding  a 
brownish-black  amorphous  hydride  which  not 
improbably  consists  to  some  extent  of  CeH^. 
This  product  is  stable  in  dry  air  at  the  ordinary 
temperature,  but  on  heating  it  is  converted 
explosively  into  cerium  oxide  and  nitride 
(Matignon,  Compt.  rend.  1900,  131,  891 ;  Muth- 
mann and  Kraft,  Annalen,  1903,  325,  281). 

Cerons  fluoride  2CeF„H20  (Jolin,  Bull.  Soc. 
chim.  1874,  [2]  21,  533),  known  also  .in  the 
anhydrous  condition,  and  employed  in  the 
electrolytic  production  of  the  metal  {v.  supra  ; 
and  cf.  Brauner,  Ber.  1881, 1944;  1882, 109, 115  ; 
Monatsh.  1882,  3,  1). 

Cerons  ebloride  Cea„7HB0  or  2CeCI„15H20 
(J.  Amer.  Cliem.  Soc.  1894,  16,  649 ;  Ber.  1902, 
35,  2622). 

The  anhydrous  chloride,  a  fusible  deliquescent 
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orystalline  nuuss,  \b  obtained  by  the  following 
methods : — 

(1)  Heating  the  dry  oxalate  or  cerium 
dioxide  in  hyaio|^n  chloride  (Robinson,  Proc 
Roy.  8oc  1884,  37,  160). 

(2)  Deoomposinx  cerium  carbide  with  chlorine 
or  hydrogen  chlorioe. 

(3)  Blueing  anhydrous  oerous  sulphate  to 
sulphide  by  heating  in  hydrogen  sulphide  and 
decomposing  the  latter  with  hydrogen  chloride 
(Ber.  1899,  32,  3413).  Cerous  sulphide  and 
hydrogen  bromide  yield  oerous  bromide. 

(4)  The  anhydrous  sulphate,  when  heated 
in  a  current  of  chlorine  and  sulphur  chloride 
vapour,  is  converted  directly  into  oerous  chloride. 

The  dry  chloride  is  reaoily  soluble  in  alcohol 
and  ebullioscopic  determinations  of  the  mole- 
cular weight  in  this  solvent  gave  numbers  corre- 
sponding with  CeCl,  (Muthman,  Ber.  1898,  31, 
1829). 

Cerons  hydroxide  Ge(OH)„  a  white  pre- 
cipitate obtained  from  soluble  cerous  salts  with 
ammonia  or  caustic  soda,  is  stable  only  in  absence 
of  oxygen.  Exposed  to  air  it  becomes  slowly 
oxidised  to  yellow  cerio  hydroxide,  passing 
through  an  intermediate  reddish-violet  stage 
icGe(0H),.yCe(0H)4  (J.  Amer.  Oiem.  Soc.  1894, 

18,  649). 

Oerous  oxide  has  not  been  isolated  with 
certainty,  since  the  isnition  of  decomposable 
cerous  salts  (nitrate,  sulphate,  oxalate,  fta)  leads 
to  the  production  of  cerium  dioxide.  Tlie  re* 
duotion  of  the  latter  oxide  with  hydrogen  at 
high  temperatures  gives  rise  to  an  unstable  dark- 
blue  oxide  approximating  in  composition  to 

Ce^Of 

Cerous  sulphide  Oe^,  (v.  9upra),  a  reddish 
or  black  substance  (Ann.  Chim.  Phys.  1904,  [8] 
2,  193),  is  moderately  stable  in  air  and  slowly 
decomposed  by  boiling' water. 

Cerium  nitride  CeN.  obtained  by  heating 
oerium  in  nitrogen  (Annalen,  1903,  325,  261),  or 
by  pi^JMiing  ammonia  over  heated  oerium  carbide 
(Compt.  rend.  1900, 131,  865),  is  decomposed  by 
water,  yielding  cerium  dioxide,  ammonia  and 
hydrogen.  An  explosive  cerium  aside  is  pre- 
cipitated by  adding  sodium  azide  to  aqueous 
oerous  nitrate  (Gurtius  and  Darapeky,  J.  pr. 
Chem.  1900,  [2]  61,  408). 

Cerous  nitrate  Ce(N0,)„6H,0,  prejpired  by 
(1)  dissolving  cerium  dioxide  in  nitric  acid  in  the 
presence  of  a  reducing  agent ;  (2)  decomposing 
oerous  oxslate  with  strong  nitric  acid.  When 
heated  strongly,  pure  cerous  nitrate  leaves  a 
residue  of  pafe-yellow  cerium  dioxide,  but  when 
praseodymium  nitrate  is  present,  the  residual 
oxide  is  brown  (J.  Amer.  Chem.  Boo.  1909,  31, 

517). 

Cerous  sulphate  OtCSO.),.  The  anhvdrous 
sulphate  is  produced  by  dehydrating  the  hy- 
drated  salt  at  400^  Above  500*^  it  decomposes, 
leaving  a  residue  of  dioxide.  A  saturated  solu- 
tion of  the  sulphate  at  0^  deposits  the  dodecahy- 
drate  Ce,(S04)„12H20  (asbestos-like  needles). 
Above  3^  this  hydrate  is  labile,  and  at  higher 
temperatures  the  solution  of  the  sulphate 
deposits  hydrates  containing  9, 8, 6,  and  4  mole- 
cular proportions  of  water.  With  the  sulphates 
of  ammonium,  sodium,  and  potassium,  cerous 
sulphate  forms  double  sulphates  isomorphous 
with  the  corresponding  salts  of  lanthanum, 
neodymium,  and  praseo<fymium.    In  moderately 


strong  sulphuric  acid,  cerous  sulphate  gives  rise 
to  the  acid  sulphate  (^(HSO^),  (Brauner  and 
Picek,  Zeitsch.  anors.  Chem.  1904,  38,  322). 
This  acid  salt  has  been  recommended  as  an 
oxidising  catalyst  in  the  production  of  aniline 
black,  0*3  gram  of  cerous  oxide  in  this  form 
sufficing  to  develop  the  black  from  6  kilos,  of 
aniline  hydrochloride. 

Cerous  earbonate  Oe,(GO,)„6H20,  prismatic 
crystals,  precipitated  from  solutions  of  oerous 
salts  by  ammonium  carbonate,  forms  soluble 
crystalnsable  double  cajrbonates  with  the  alkali 
and  ammonium  carbonates. 

Cerous  oxalate  Oet(CsO4)3,10H,O,  crystalline 
white  precipitate  (Power  and  Shedden,  J.  Soc 
CSiem.  Ind.  1900,  19,  636),  has  been  used 
medicinally  as  a  sedative  in  sickness,  particu- 
larly that  of  j^egnancy,  also  in  chronic  dianhcBa, 
hysteria,  epilepsy,  and  migraine. 

For  other  oerous  salts  of  organic  acids,  n.  Biltz, 
Annalen,  1904,  331,  334 ;  W^,  Zeitsch.  anorg. 
Chem.  1905,  45,  89 ;  Moxgan  and  Cahen,  Chem. 
Soc.  Trans.  1907, 91, 477 ;  Pharm.  J.  1907, 78, 428 ; 
Rimbach  and  Kilian,  Annalen,  1909,  368,  110. 

Cerous  phenoxide  has  been  recommended  as 
a  non-irritant  disinfectant  (J.  Soa  Chem.  Ind. 
1909,  1221 ;  B.  R.  P.  214782). 

Cerous  aeetylaeetonate 
Ce(CH,<X)CHCO-CH,)„3HaO,  obtained  by 
the  interaction  of  oerous  ammonium  nitrate, 
aoetylaoetone,  and  ammonia  (Urbain,  Ann.  Chim. 
Phys.  1900,  [7]  19,  184 ;  Biltz,  Annalen,  1904, 
331,  334). 

For  complex  cerium  salts,  v.  Wyrouboff  and 
Vemeuil,  Ann.  Chim.  Phys.   1906,  [8]  9,  289 
Barbieri,  Atti  R.  Acoad.  1908,  [5]  17,  1.  54a 

ClBIO  COHFOUVDS. 

Cerium  earblde  CeC^ ;   microscopic  oryntalB, 

2».gr.  5*23,  prepared  by  melting  together  in  the 
eotrio  furnace  cerium  dioxide  (192  parts)  and 
sugar  carbon  (48  parts),  using  a  current  of  300 
amperes  and  60  volts  (Moissan,  Compt.  rend. 
1896,  122,  357 ;  1897,  124,  1233).  When  de- 
composed with  water,  the  carbide  yields  75*5  p.c. 
acetylene,  20*5  p.c.  methane,  and  4  p.a  ethylene. 
Cerium  sllielde  CeSi,  ;  small  crystals  with 
a  steely  lustre,  produced  by  heatmp  cerium 
dioxide  with  crystalline  silicon,  stable  m  air  and 
decomposed  by*acids  (Sterba,  Compt.  rend.  1902, 
135,  170). 

Cerie  oxide  («yn.  Cerium  dioxide)  CeO« ; 
light-yellow  powder,  sp.gr.  6*405  ;  also  in  iso- 
tropic crystals,  sp.gr.  6-76-7*905.  The  amor- 
phous oxide  is  prepaid  by  ( 1 )  the  oxidation  of  the 
metal  in  oinrffen;  (2)  the  ignition  of  cerous  salts 
(nitrate,  sulphate,  carbonate,  oxalate)  or  oeric 
compounds  (hydroxide,  nitrate,  sulphate).  The 
ignited  oxide  is  insoluble  in  hyorochlorio  or 
nitric  acid  or  in  dilute  sulphuric  acid.  The 
cr3r8talline  form,  obtained  by  neating  the  amor- 
phous variety  with  sodium  chloride,  borax  or 
potassium  hydrogen  sulphate,  is  quite  unaffected 
by  acids  or  alkalis.  The  dioxide  is  reduced 
with  difficulty  by  aluminium  and  magnesium, 
when  the  corresponding  oerium  alloys  are  pro- 
dnoed.  For  further  references  to  oerium  dioidde, 
V.  Compt.  rend.  1895,  120,  663  ;  1897,  124,  618, 
1233,  1300;  125,  950;  1901,  133,  221;  Ber. 
1900,  33,  3003,  3506 ;  Ann.  Chim.  Phys.  1904, 
[8]  2,  193 ;  Zeitsoh.  anorg.  Chem.  1903,  34,  103, 
207 ;  37,  378). 
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Gerio  hydroxide  Ce(0H)4,  a  yellowish 
precipitate  obtained  from  soluble  cerio  salts  by 
means  of  ammonia  or  the  oaustic  alkalis.  Gerous 
hydroxide  is  slowly  oxidised  to  cerio  hydroxide 
by  atmospheric  oxygen  and  more  rapidly  by 
mild  oxidising  a|;ents. 

Although  oeno  hydroxide  is  more  stable  than 
the  lower  hydroxide,  the  cerio  salts  are  less  stable 
than  the  cerous  compounds.  Ceric  chloride 
itself  has  not  been  isolated,  but  its  additive 
compounds,  R^CeCl^,  with  the  salts  of  organic 
bases  (pyridine,  qumob'ne,  triethylamine,  &c.) 
are  stable  in  alcoholic  solution. 

Cerle  sulphate  (^(SO^),.  The  anhydrous  salt 
is  produced  by  heating  the  dioxide  with  strong 
sulphuric  acid.  With  the  diluted  acid  oxygen  is 
evolved,  and  the  resulting  solution  deposito,  on 
concentration,  oeri-cerous  hydrogen  sulphate 
20e(SO4)4,Ce,(SO4)s,HjSO4,24HjO  (Brauner. 
Zeitsch.  anorg.  Ohem.  1904,  39,  261),  and  then 
yellow  hydrated  ceric  sulphate,  Ce(S04)2,4H20. 
The  former  of  these  compounds  corresponds  with 
the  intermediate  oxide  Ce407(=20eOs,Ce,0,). 

Ceric  sulphate  forms  a  series  of  double 
sulphates  {t.g,  Ce{BO^)^,21LfiO^,2njd)  with  the 
alkali  sulphates. 

Cerie  nitrate  Ce(N0,),0H,3H,0.  This  basic 
salt  separates  from  a  solution  of  ceric  hydrox- 
ide in  nitric  acid.  The  normal  ceric  nitrate 
has  not  been  isolated,  but  the  double  nitrates 
R^iCe(N03),,  where  R'  is  ammonium  or  an 
alkali,  metal,  are  well-defined  crystalline  sub- 
stances, having  a  bright-red  colour;  they  are 
very  hygroscopic  and  readily  soluble  in  alcohol  or 
water.  The  double  nitrates  R"Ce(NOa)„8HaO, 
where  RsMg,Zn,Ni,Co,Mn,  form  a  well-defined 
series.  These  cerium  double  nitrates  are  quite 
analogous  to  the  corresponding  double  nitrates 
of  thorium. 

For  other  ceric  salts,  v,  Barbieri,  Atti  R. 
Accad.  Lincei,  1907,  [5]  16,  644 ;  Ber.  1910,  43, 
2214.  For  double  ceric  fluorides,  v.  Brauner, 
Ber.  1881,  1944 ;  Monatsh.  1882,  3,  1 ;  Chem. 
Soc.  Trans.  1882,  41,  68 ;  Rimbach  and  Kilian, 
Annalen,  1909,  368,  101. 

Cerium  peroxide  and  its  derivatives.    The 

addition  of  ammonia  and  hydrogen  peroxide  to 
a  solution  of  a  cerous  salt  determines  the 
precipitation  of  reddish- brown  hydrated  cerium 
peroxide  Ce(0tH)(0H)3.  When  cerous  nitrate 
or  chloride  is  added  to  concentrated  aqueous 
potassium  carbonate,  the  solution  takes  up 
atmoapherio  oxygen  and  assumes  a  deep-red 
colour.  The  liquid  slowly  deposits  crystal- 
line dark-red  potassium  per -ceric  carbonate 
4K2CO„Ce(CO,),03,12H,0.  In  the  presence  of 
fflucose,  this  alkaline  solution  acts  catalytically. 
When  shaken  in  the  air,  oxygen  is  taken  up  and 
the  per-ceric  compound  produced.  On  stand- 
ing, this  substance  is  reduced  bv  the  glucose  to 
cerous  salt,  and  the  colour  disappears.  Re- 
peated shaking  leads  to  renewed  production  of 
per-ceric  compound,  so  that  oxidation  and  re- 
duction proceed  alternately  to  an  indefinite 
extent  (I^ssarjewski,  J.  Russ.  Phys.  Chem.  Soc. 
1900,  32,  609;  Zeitsch.  anorg.  Chem.  1902,  31, 
359 ;  Wyrouboff  and  Vemeuil^  Compt.  rend. 
1898,  127,  863 ;  Job,  Compt.  rend.  1898,  126, 
246;  1899,  128,  178,  1098;  1902,  134,  1052; 
1903,  136,  45 ;  Engler,  Zeitsch.  anorg.  Chem. 
1902,  29,  1 ;  Ber.  1903,  36,  2642  ;  1904,  37,  49, 
3268). 
Vol.  I.— r. 


Applications  of  Cerium. — Metallic  cerium  (in 
the  form  of  *  mischmetal,*  v.  Ce&iitm  Mjstals), 
has  been  used  in  the  reduction  of  the  refractory 
oxides  of  columbium,  tantalum,  molybdenum, 
&c. 

The  oxidising  action  of  cerium  compounds 
has  led  to  their  use  in  photography  (Lumi^re, 
Compt.  rend.  1893,  116,  574),  and  as  oxidising 
catalysts  in  organic  preparations  (Atti  R.  Accad. 
Lincei,  1907  [5]  16,  i.  395).  The  oxides  have 
been  suggested  for  use  in  colouring  glass  (Chem. 
Ind.  1904,  27).  Cerium  salts  have  been  em- 
ployed as  mordants  in  dyeing.  In  the  prepara- 
tion of  leather,  hide  powder  decomposes  cerium 
salts,  fixing  the  element  in  the  form  of  hydrated 
oxide.  The  hide  partially  reduces  ceric  sulphate 
or  ceric  ammonium  nitrate,  absorbing  oxysen 
and  yielding  a  good  quality  of  leather  which  has 
a  yellow  tmt  and  resists  the  action  of  water 
(Garelli,  Atti  R.  Accad.  Lincei,  1907,  [5]  16,  L 
532). 

In  addition  to  cerous  oxalate,  other  salts 
{e.g.  hypophosphate,  and  double  ammonium 
citrate,  tartrate  and  lactate)  have  been  utilised 
medicinally  in  the  treatment  of  sea-siclmess  and 
nervous  disorders.  Incandescent  gas  mantles 
contain  about  1  p.c.  of  oeria  and  99  p.c.  of 
thoria  (Meyer  and  Anschfitz,  Ber.  1907,  40, 
2639). 

(For  the  detection  and  estimation  of  cerium, 
V.  Ahalysis.)  G.  T.  M. 

CERIUM  METALS  AND  EARTHS.  (The 
Rare  Earths.)  The  so-called  rare  earths  include 
a  series  of  basic  oxides,  very  similar  in  physical 
and  chemical  properties,  which  are  generally 
found  associated  in  certain  rare  minerals  of 
complex  composition  (silicates,  phosphates, 
titanates,  columbates,  tantalates,  &c.). 

The  metals  contained  in  these  oxides  may  be 
divided  roughly  into  two  groups,  named  after 
the  minerals  cerite  and  ytterbite,  in  which  the 
rare  earths  were  first  discovered. 

The  cerite  metals  {cerium  group)  are  cerium, 
lanthanum,  neodymium,  praseodymium  and  sama- 


rtum. 


The  ytterbite  metals  {yttrium  group)  include 
dysprosium,  erbium,  europium,  gadolinium,  lute- 
cium, scandium,  terbium,  thulium,  ytterbium 
{neoytteirbium),  and  yttrium.  Of  the  latter 
section,  europium,  gadolinium,  and  terbium  form 
an  intermediate  series  (the  terbium  group)  con- 
necting the  cerium  metals  with  the  remaining 
rare  earths  of  the  yttrium  group  proper.  Closely 
associated  with  these  elements  is  the  metal 
thorium^  and  zirconium  is  generally  included  in 
the  cat^ory  of  the  metals  of  the  rare  earths. 

Historieai  Summary.  In  1794  ytterbite, 
obtained  from  Ytterby  near  Stockholm,  was 
shown  by  Gadolin,  its  discoverer,  to  contain  a 
new  oxide,  to  which  Ekebecg  subsequently  gave 
the  name  yttria.  From  the  Swedish  mineral 
cerite,  Klaproth,  in  1803,  isolated  another  new 
oxide  which  he  called  cerio,  Thoria  was 
isolated  by  Berzelius  in  1828  from  the  silicate 
thorite,  found  at  Brevig  in  Norway. 

Gadolin's  yttria  was  subsequently  shown  by 
Berzelius  to  contain  ceria,  and  from  cerite 
Mosander  afterwards  isolated  the  oxides  lanthana 
and  didymia  (Annalen,  1839.  32,  235  ;  1842,  44, 
125),  and  also  effected  a  further  separation  from 
ytterbite  of  the  earths  erhia  ana  terbia  (Phil. 
Mag.  1843,  23,  251 ;  J.  pr.  Chem.  1843.  30,  288). 

3b 
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In  1878  Marignac  separated  from  crude  erbU  a 
less  basic  colourless  oomponent  which  he  called 
jftterbia  (Compt.  rend.  1878,  87,  678),  and  this 
fractionation  was  speedily  followed  by  Nilson's 
discovery  of  scandia,  the  least  basic  of  the 
ytterbite  earths,  and  its  identification  as  the 
oxide  of  the  hypothetical  ekaboron^  predicted  by 
Mendeleeff.  In  the  same  year  Qeve  effected  a 
further  separation  of  the  old  *  erbia '  into  three 
components,  of  which  one,  namely  thidia,  is  still 
regarded  as  the  oxide  of  an  element  thulium 
(Compt.  rend.  1879,  89,  478,  708).  The  doubt 
expressed  by  Marignac  as  to  the  homogeneity  of 
didymia  was  shared  by  Delafontaine,  on  the 
ground  of  spectroeoopio  evidence  (Compt.  rend. 
1878,  87,  634),  and  substantiated  by  Lecoq  de 
Boisbaudran  {Com^i,  rend.  1879,  88,  328),  who 
isolated  from  this  earth  the  less  basic  oxide 
tamaria,  "Hie  didymia  left  aft<er  the  removal  of 
the  last-mentioned  oxide  was  still  regarded  as  a 
mixture  by  Brauner  (Monatsh.  1882,  3,  486; 
Cliem.  Soc.  Trans.  1882,  43,  278),  and  in  1885 
Auer  von  Welsbach,  by  fractional  crystaUisation 
of  the  double  didymium  nitrates  of  ammonium 
and  potassium,  succeeded  in  separating  this 
earth  into  two  components,  which  he  named 
neodymia  and  praseodymia  (Monatsh.  1885,  6, 
477).  Lecoq  de  Boisbaudran  now  showed  that 
Cleve's  holmia  was  a  mixture  containing  a  new 
constituent  dysproeia  (Compt.  rend.  18S6,  102, 
1003),  the  simple  nature  of  which  was  after- 
wards confirmed  bv  Urbain  (Compt.  rend.  1904, 
139,  736,  and  1906*;  141,  521). 

OadoHnia^  which  had  been  recognised  by 
Marignac  in  samarakite  (Compt.  rend.  1880,  90, 
899),  was  isolated  in  a  more  definite  form  by 
Lecoq  de  Boisbaudran  (Cbmpt.  rend.  1889,  108, 
165;  1890,  111,  409,  472),  and  by  Bettendorf 
(Annalen,  1890,  256,  159;  1891,263,164;  1892, 
270,  376),  and  further  purified  by  Bemar^ay  and 
by  Urbain  and  Lacombe  (v.  GADOLiiraTTM). 
Further  researches  bv  Demar^ay  on  Cleve's 
samaria  led  to  the  isolation  of  europia  (Cbmpt. 
rend.  1896,  122,  728),  an  earth  provisionally 
symbolised  as  2,  and  afterwards  shown  to  be 
identical  with  oxides  indicated  by  the  symbols 
Z«  and  Zf  (Lecoq  de  Boisbaudran,  Compt.  rend. 
1892,  114,  575;  1893,  116,  611,  674)  and  S< 
,  (Crookes,  Compt.  rend.  1885,  100,  1380,  1495 ; 
Proc.  Roy.  Soc.  1885,  38,  414). 

Terbia,  which  occurs  only  in  small  amount 
in  ytterbite,  has  been  isolated  in  a  purified  state 
by  Urbain  (v,  Txbbium),  and  Marignac's  ytterbia 
'  {I.e.)  has  been  fractionated  by  Auer  von  Wels- 
bach  (Monatsh.  1906,  27,  935),  and  separated 
into  two  components,  neoytttrbia  and  ItUecia,  by 
Urbain  (Compt.  rend.  1907,  145,  759). 

Ooeurr^nee  {v.  Das  Vorkommen  des  seltenen 
Erden,  Schilling,  1904 ;  Phipson,  Chem.  News, 
1896,  73,  145).  The  following  is  a  short  descrip- 
tion of  the  most  important  sources  of  the  rare 
earths: — 

1.  Minerals  containing  chiefly  Cerium  Earths, 

Cerite  (ochroite,  cereritc,  cerinstein),  a 
hydrated  silicate  containing  60-70  p.c.  of  cerium 
and  its  allies,  together  with  smaller  amounts  of 
iron,  calcium,  and  the  ^'ttrium  earths,  found  in 
the  Ba8tna.s  mine  at  Ryddarhyttan  in  Sweden. 

Orthite  (allanite,  bodenite,  cerine,  muromont-. 
ite,  pjTorthite,  tautoiit«,  uralorthit^?,  wasite), 
a  double  Bilicate  of  aluminium  and  the  cerium 


metals  (16-25  p.c.),  together  with  smaller 
quantities  of  thorium,  iron,  calcium,  and  the 
yttrium  metals ;  found  in  Greenland,  Scandi- 
navia (Arendal,  Hitteroe,  Stockholm),  United 
States  (New  York,  North  Carolina,  Pennsylvania, 
Virmnia),  Ural  Mountains  (Miask),  cmdin  several 
locidities  in  Germany. 

Jlionazite  (oryptolite,  edwarsite,  eremite, 
mengite,  tumerite),  an  orthophosphato  of  tiie 
cerium  metals  (Ce,  Ia,  Nd,  Pt)*"  PO4,  con- 
taining 40-70  p.c.  of  these  elements  together 
with  varying  amounts  of  thorium  (0-18  p-c); 
it  occurs  in  the  plutonic  and  older  volcanic 
rocks,  and  in  the  alluvial  sands  of  the  rivers  and 
coasts  of  Brazil,  North  and  South  Carolina,  and 
Travancore. 

Aschynite.  A  complex,  oolumbate-titanate, 
containing  approximately  equal  proportions 
(13-23  p.c.)  of  thorium  and  the  cerium  metaU, 
together  with  a  small  proportion  of  the  yttrium 
group,  found  at  HittOToe  (Norway)  ana  Miask 
(Ural  Mountains). 

2.  Minerals  cont{Uning  chiefly  Yttrium  Earths. 

Ytterbite  (gadolinite),  a  basic  silicate  con- 
taining yttrium  earths  (40-48  p.c.)  and  oerinm 
earths  (5-10  p.c.),  together  with  glucinum  and 
iron ;  found  in  Colorado,  Germany  (Harz 
Mountains  and  Silesia),  Scandinavia  (Fahlun, 
Hitteroe,  Ytterby),  and  Texas. 

Yttrialitet  a  silicate  of  the  yttrium  metals 
(43-47  p.c.),  thorium  (10-12  p.c.),  and  cerium 
metals  (5-8  p.c.),  found  in  Texas. 

Xenatimej  a  phosphate  of  the  yttrium  metals 
(54-64  p.c.),  corresponding  with  monazite ;  it 
contains  also  smaller  amounts  of  the  cerium 
metals  and  thorium ;  found  in  Brazil,  Nort-h 
Carolina,  and  Norway. 

The  foUoTting  minerals  contain  the  yttrium 
earths  and  smaller  quantities  of  thoria  and  the 
cerium  earths  united  with  varying  proportions 
of  the  more  acidic  oxides  of  coiumbium,  tanta- 
lum, titanium,  tungsten,  tin,  uranium,  silicon, 
and  zirconium. 

Fergusonite  (bragite,  kochelite),  found  in 
Ceylon,  Greenland,  Arendal,  Ytterby,  Maasa- 
chusetts.  North  (Carolina,  and  Texas. 

Ytirotantalite,  found  in  Norway,  Sweden,  and 
the  Ural  Mountains. 

Samarskite  (nohlite,  vietinghofite,  3*tteroil- 
menitc),  found  in  Canada,  Connecticut,  North 
Carolina,  and  Ural  Mountains  (Miask). 

Pciycrase^  found  in  Canada,  Scandinavia,  and 
North  and  South  Carolina. 

Euxenite  (loranskite),  found  in  North 
Carolina,  Norway  (Hitteroe,  Brevig),  and 
Swaziland. 

Man}'  other  rare  complex  minerals  (fluorides, 
zircono-silioatee,  titanates,  oolumbatcis,  tanta- 
lates,  uranates,  ftc.)  contain  considerable 
amounts  of  the  rare  earths,  which  are  also  not 
infrequently  found  in  small  quantities  in 
commoner  minends  {e,g.  limestones,  apatites, 
scheelites,  fta).  Traces  of  the  rare  earth  metals 
have  been  detected  in  mineral  waters,  in  the 
ashes  of  plants,  in  urine,  and  in  bone  ash. 

Extraction  of  the  Rare  Earths. — ^The  finely 
powdered  mineral,  made  into  a  paste  -vrixh. 
concentrated  sulphuric  acid,  is  heated  till  the 
mass  becomes  dry  and  hard*  The  product  is 
extracted  with  water,  the  solution  treated  with 
hydrogen  sulphide  to  remove  cupper,  bismuth. 
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molybdenum,  &a»  and  the  metala  of  the  rare 
earUis  precipitated  as  oxalates  by  the  addition  of 
oxalio  acid.  The  oxalates  are  decomposed  at 
400^»  the  residual  oxides  dissolved  in  dilute 
sulphuric  acid,  and  the  solution  saturated  with 
socuum  or  potassium  sulphate,  when  the  double 
sulphates  of  the  cerium  metals  are  precipitated, 
whilst  those  of  the  yttrium  metokls  remain 
dissolved. 

The  complex  minerals  containing  columbium, 
tantalum,  titanium,  &c.,  may  be  decomposed  by 
hydrofluoric  acid,  when  the  foreeoing  elements 
form  soluble  fluorides,  whilst  the  fluorides  of  the 
rare  earth  metals  are  precipitated.  Or  these 
minerals  may  be  broken  up  by  heating  with 
strong  sulphuric  acid  or  potassium  hydrogen 
sulphate  and  the  rare  earths  precipitated  by 
ammonia  from  the  solution  of  their  sulphates. 
These  hydrated  oxides  are  freed  from  the  co- 
precipitated  columbium,  tantalum,  and  titanium 
hydroxides  by  prolonged  boiling  with  nitric  acid, 
when  the  latter  hydroxides  separate  in  an  in- 
soluble form.  The  rare  earths  are  precipitated 
as  oxalates  from  their  solution  in  nitric  acid,  the 
oxalates  i^ted,  and  the  resulting  oxides  sub- 
jected agam  to  the  nitric  acid  treatment  until  a 
complete  separation  is  effected. 

The  methods  of  separating  and  purifying  the 
rare  earths,  which  will  be  further  described 
under  the  appropriate  headings  (v.  Cbbium, 
Yttbium;  Tbbbittm;  TH0BnTM7  &c.)  may  be 
divided  into  the  following  two  classes : — 

1.  Separations  based  on  differences  of 
basicity. 

a.  The  fractional  precipitation  of  the  earths 
with  bases  of  varying  strengths :  ammonia, 
caustic  alkalis,  magnesium  hydroxide,  organic 
bases. 

6.  The  fractional  decomposition  by  heat  of 
the  solid  nitrates  and  other  salts. 

2.  Separations  based  on  differences  of  solu- 
bility. 

Considerable  ingenuity  has  been  shown  in 
separating  the  metals  of  the  rare  earths  by 
taking  advantage  of  the  slight  differences  of 
solubuity  exhibited  by  their  salts  with  acids  of 
widely  different  types.  The  following  series 
does  not  exhaust  the  list  of  compound^  which 
have  been  utilised  in  these  intricate  separa- 
tions :  Sulphates,  double  sulphates,  nitrates, 
double  nitrates,  chromates,  bromates,  formates, 
oxalates,  succinates,  ethyl-sulphates,  acetyl- 
aoetonates,  and  sulphanilates. 

The  progress  of  these  separations  is  followed 
by  chemical  and  spectroscopic  methods. 

1.  The  chemical  control  consists  in  deter- 
mining the  equivalent  of  any  fraction  either  by 
a  gravimetric  analysis  of  its  sulphate  (Kriiss, 
Zeitsch.  anorg.  Chem.  1893,  3,  44 ;  Wikl,  ibid. 
1904,  38,  191 ;  Brill,  ibid,  1908,  47,  464 ;  Jones, 
ibid,  1903,  36,  92  ;  Brauner  and  Pavlifiek,  Chem. 
Soc.  Trans.  1902,  81,  1243),  or  by  a  volumetric 
analysis  of  its  oxalate  (Feit  and  PrzibyUa, 
Zeitsch.  anorg.  Chem.  1905,  43,  202). 

2.  The  most  convenient  spectroscopic  con- 
trols are  (i.)  the  absorption  spectra,  exhibited  by 
solutions  of  the  salts  of  many  rare  earths  (e,g, 
neodymium,  praseodymium,  samarium,  terbium, 
erbium,  thulium,  dysprosium  and  europium) ; 
(ii.)  the  arc  spectra,  in  which  all  the  rare  earths 
give  characteristic  lines  both  in  the  visible  and 
ultra-violet  regions  of  the  spectrum.     Carbon 


electrodes  are  employed,  the  lower  one  con- 
taining a  hollow  in  which  is  placed  the  salt  under 
examination.  The  arc  spectra  are  photographed 
and  the  lines  identified  by  comparison  with  the 
photograph  of  an  iron  spectrum  taken  under 
similar  conditions.  The  method  is  extremely 
sensitive,  although  not  equally  so  for  different 
elements  {cf,  Spsctbum  analysis,  and  v,  Exner 
and  Hascheck,  Die  Wellenlangen  der  Bogen- 
spektra,  1904 ;  and  Hagenbach  and  Konen,  Atlas 
der  Emissionspektren  der  moisten  Elemente, 
1905).  Other  emission  spectra  (the  flame,  spark, 
and  cathode  luminescence  spectra)  have  oeen 
foimd  to  flive  useful  indications  in  certain  cases 
(Crookes,  Phil.  Trans.  1883,  174,  [3]  801 ;  Proc. 
Roy.  Soc.  1886,  38,  414 ;  1886,  40,  77,  236,  502  ; 
Chem.  News,  1886,  54,  39,  54,  63,  76,  155;  55, 
83,  95 ;  56,  59,  62,  72,  81 ;  Chem.  Soc.  Trans. 

1889,  55,  255 ;  Proc.  Roy.  Soc.  1899,  65,  237 ; 
Lecoq  de  Boisbaudran,  Compt.  rend.  1885,  100, 
1437;  101,  552,  588 ;  1886,  102,  153,  899,  1536; 
103,  113,  627;    1887,  105,  258,  301,  343,  784; 

1890,  110,  24,  67;  Bettendorf,  Annalen,  1892, 
270,  376  ;  Baur  and  Marc,  Bcr.  1901,  34,  2460). 

Physical  and  Cheiogal  Propbbtixs  of  thb 
Rasb  Eabths  and  thbir  mobb  Impor- 
tant COBfPOUNDS. 

Oxides  and  hydroxides.  The  metals  of  the 
rare  earths  were  formerly  supposed  to  be  diads 
(cf.  Wyrouboff,  Bull.  Soc.  chim.  1889,  [3]  2, 
745;  1899,  [3]  21,  118;  Compt.  rend.  1899,  128, 
1573),  but  they  are  now  regarded  as  tervalent 
elements  forming  oxides  of  the  type  RtOj, 
although  cerium,  neodymium,  praseodymium, 
and  terbium  are  capable  of  yielding  higher 
oxides.  The  more  stable  oxides  of  thorium  and 
zirconium  are  of  the  form  RO,.  The  present 
view  of  the  valency  of  the  metals  of  the  rare 
earths  is  supported  by  the  following  facts : — 

(i.)  The  isomorphism  of  bismuth  nitrate  and 
certain  nitrates  of  tne  rare  earth  series  (Bodman, 
Ber.  1898,  31,  1237). 

(ii.^  The  cryoscopio  and  ebullioscopic  deter- 
mination of  the  molecular  weights  of  the  chlorides 
and  aoetvlacetonates  (Ber.  1898,  31,  1829; 
Compt.  rend.  1901,  133,  289;  Annalen,  1904, 
331,  334) ;  these  salts  are  thus  found  to  have  the 
general  formula  RX,. 

(iiL)  The  electrical  oonductivityof  the  chlor- 
ides and  sulphates  in  aqueous  solution  (Zeitsch. 
physikal.  Chem.  1899,  30,  193 ;  Amer.  Chem.  J. 
1898,  20,  606). 

(iv.)  The  specific  heats  of  cerium,  lanthanum 
and  didymium  (Annalen,  1873,  168,  45;  Ber. 
1881,  2821 ;  BuU.  Soc.  chim.  1882,  [2]  38,  139). 

The  rare  earth  oxides  vary  considerably  in 
basic  power,  lanthana,  praseodymia,  neodymia, 
and  ceria,  Ce|0,,  being  the  strongest;  whilst 
neoytterbia,  lutecia,  soandia,  and  oenum  dioxide 
are  among  the  weakest  bases  of  the  series.  Iti 
general,  the  oxides  (R^O,)  of  the  cerium  motals 
are  stronger  bases  than  those  of  the  yttrium 
group. 

The  hydroxides  are  thrown  out  of  solution  as 
gelatinous  precipitates  by  ammonia,  ammonium 
sulphide,  and  the  caustic  alkalis,  even  in  the 
presence  of  ammonium  salts ;  but  this  precipita- 
tion is  prevented  by  citric  or  tartaric  acid 
(except  m  the  case  of  scandium).  Unlike 
thorium  and  zirconium,  the  metals  of  the 
cerium,  terbium,  and  yttrium  groups  are  not 
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prooiptated  aa  hvdiated  peroxidee  froin  neutnd 
solutions  by  hjirogoa  peroxide,  but  their  per- 
oxides separate  from  alkaline  solutions  (Brauner, 
Ber.  1881,  14,  1944;  GleTe,  BulL  Soc.  chim. 
1885,  [2]  43,  63).  These  peroxides  are  very  un> 
stable,  evolvinff  oxygen  even  at  the  orduuuy 
temperature ;  tney  are  completely  destroyed  by 
aoids  (v.  CxBiuM ;  c/.  Melikoff  and  Pissarjewski, 
Zeitsch.  anoig.  diem.  1899,  21,  70). 

Chlorides.  The  ohlorides  of  the  rare  earth 
metals  are  deliquesoent  salts  readily  soluble  in 
water  or  alcohol,  and  crystallisiag  from  the 
former  solvent  -wiih.  6  or  7  molecular  proportions 
of  water.  The  anhydrous  ohlorides,  which  are 
fusible  at  red  heat,  but  very  slightly  volatile,  are 
obtained  either  by  evaporating  their  solutions 
to  dryness  with  ammomum  chloride,  by  heating 
the  corresponding  oxides  Mith  oarbon  in  a  stream 
of  chlorine,'  or  preferably  by  heating  the  oxide  or 
drv  stdi^ate  in  a  current  of  chlorine  and  sulphur 
chloride  (Matignon  and  Bourion,  Compt.  rend. 
1901,  133,  289;  1902,  134,  667,  1308;  1904, 
138,  631;  1905,  140,  1181;  Muthmann  and 
Stiitzel,  Ber.  1899,  32,  3413 ;  Petterson,  Zeitsch. 
anora.  Chem.  1893,  4,  1). 

The  chlorides  of  the  rare  earth  metals  com- 
bine additively  with  ammonia  and  organic  bases 
{e.g,  pyridine;  cf.  Compt.  rend.  1906,  140,  141 ; 
J.  Amer.  Chem.  Soc.  1902,  24,  640 ;  1903,  26, 
1128 ;  Ber.  1902,  36,  2622),  and  exhibit  a  great 
tendency  to  form  double  salts  with  the  less 
electropositive  metals.  The  platinichlorideB  of 
the  cerium  metals  are  isomoiphous  and  crystal- 
lise in  regular  octahedra  (Ber.  1876,  1722; 
Annalen,  1878,  191,  331). 

Fluorides.  The  rare  earth  metals,  including 
thorium,  are  precipitated  completely  as  gela- 
tinous fluorides  by  soluble  fluorides  and  by 
hydrofluoric  and  fluosilicio  acids,  in  this  respect 
differing  from  zirconium,  which  forms  a  soluble 
double  fluoride. 

Nitrates.  The  nitrates  of  the  rare  earths 
dissolve  readily  in  water  or  alcohol,  those  of  the 
cerium  group  crystallising  with  6  molecular 
proportions  of  water,  whibt  the  corresponding 
salts  of  the  ^^ttrium  group  contain  3-6  molecules 
of  water.  The  cerium  metals  readily  furnish 
stable  crystaUisable  double  nitrates  with  the 
univalent  and  bivalent  metals  (ammonium, 
sodium,  magnesium,  &o.). 

Sulplifttes.  The  rare  earths  dissolve  in  dilute 
sulphuric  acid,  and  the  solutions  deposit  hydrated 
sulphates  containing  fi^quently  4,  8,  or  12  mole- 
cules of  water.  The  octahydiated  sulphates  of 
praseodymium,  neodymium,  yttrium,  gadolin- 
ium, and  ytterbium  are  isomorphous  (mono- 
olinic);  but  the  cerous  salt  Ce|(S0J„8H|0  is 
rhombic.  With  excess  of  acid,  the  normal 
sulphates  of  the  rare  earths  are  converted  into 
acid  sulphates  of  considerable  stability  (Bull. 
Soc.  chim.  1889,  [3]  2,  746 ;  Compt.  rend.  1902, 
134,  657  ;  Zeitsch.  anorg.  Chem.  1904,  38,  322 ; 
C^hem.  Soc.  Trans.  1902,  81,  1243). 

The  sulphates  of  the  rare  esrths  have  the 
characteristic  property  of  combining  with  the 
alkali  sulphates ;  the  double  sulphates  of  the 
cerium  group  are  only  sparingly  soluble  in 
concentrated  solutions  of  the  alkaU  salts,  whilst 
those  of  the  yttrium  group  are  readily  soluble. 
The  double  sulphates  of  the  terbium  group 
occupy  an  intermediate  position,  being  mode- 
rately soluble  in  solutions  of  alkali  sulphates. 


OariNMlftteB.  Ammonium,  sodium,  and  potas- 
sium carbonates  precipitate  the  neutral  or  basic 
carbonates  from  solutions  of  the  rare  earths ;  but 
these  precipitates  are  soluble  in  exoess  of  the 
reagents,  and  from  the  solutions  thus  obtained, 
crystalline  double  carbonates  are  deposited  on 
evaporation.  The  carbonates  of  the  yttrium 
metals  are  generally  more  soluble  than  those  of 
the  cerium  group  in  solutions  of  the  alkali 
carbonates. 

OlAlates.  The  rare  earth  oxalates  arc 
precipitated  by  oxalic  acid  or  soluble  oxalates 
in  neutral  or  acid  solutions,  and  the  sparing 
solubility  of  these  compounds  in  acids  is  a 
characteristic  i^operty  wnich  serves  to  separate 
the  rare  earths  from  other  metallic  bases  (Ber. 
1898,  31,  1718  ;   1899,  32,  409). 

The  oxalates  of  the  rare  earths  proper  dis- 
solve only  slightly  ,  in  ammonium  oxalate, 
differing  in  this  respect  from  the  oxalates  of 
thorium  and  zirconium,  the  latter  being  abo 
soluble  in  free  oxalic  acid  (Chem.  Soc.  Tran& 
1898,  73,  961).  Aqueous  ammonium  acetate 
dissolves  the  oxalates  of  the  j'^ttrium  group  (BulL 
Soc.  chim.  1896,  [3]  16,  338). 

Aeetates.  The  acetates  of  the  cerium  group 
are  very  soluble  and  crystallise  with  difficulty  ; 
those  of  the  yttrium  group  are  less  soluble. 
Boiling  with  sodium  acetate  precipitates  zir- 
conium  and  thorium  from  solutions  of  their 
soluble  salts,  but  not  the  rare  earths  proper, 
excepting  cerium  from  eerie  salts  (Ber.  1^2,  35, 
672). 

Formates.  The  formates  of  the  oeriom 
group  are  less  soluble  than  those  of  the  yttrium 
group.  These  salts  have  proved  useful  in 
separating  the  elements  of  the  terbium  groun. 

Aeetyueetonates.  Acetylaoetone  furmshes 
well-crystallised  salts  with  the  rare  earths,  and 
the  fniotionation  of  toese  compounds  from 
alcohol  has  served  in  the  separation  of  the 
yttrium  group  (Urbain,  Compt.  rend.  1897,  124, 
618 ;  Bull.  Soc.  chim.  1897,  [3]  17,  98 ;  Ann. 
Chim.  Phys.  1900,  [7]  19,  184 ;  Bfltz,  Annalen, 
1904,  331,  60 ;  Zeitsch.  anorg.  Chem.  1904,  40, 
218 ;  Hantzsch  and  Desch,  Annalen,  1902, 
323,  26). 

The  Mdals  of  (he  Bart  EarthB,—T\ie  oxides 
of  the  rare  earths  are  very  refractory  substances^ 
which  have  not  been  reduced  directly ;  the 
metals  are  generally  set  free  from  the  anhydrous 
chlorides.  This  reduction  may  be  effected  with 
sodium  or  potassium,  but  is  preferably  carried 
out  electrolytically.  The  dry  chlorides,  mixed 
with  a  smaU  proportion  of  alkali  chloride,  or 
barium  chloride,  are  electrolysed  in  a  copper 
crucible,  fitted  with  carbon  eleotrodea,  the 
electrolysis  being  carried  out  with  a  current  of 
30-40  amperes  and  12-16  volts.  The  mixed 
metal  collects  in  a  molten  state  round  the 
cathode,  which  passes  through  the  bottom  of  tlie 
crucible.  The  anode  is  movable,  so  that  the 
resistance  and  therefore  the  temperature  can  be 
increased  until  all  the  separated  metal  melts 
together.  A  yield  of  760  grams  of  metal  can  be 
obtained  with  a  current  of  120  amperes  in 
6  hours. 

With  the  mixed  chlorides,  prepared  firom  the 
waste  oxides  of  the  thoria  manufacture,  the 
product  is  the  so-called  '  mischmetal '  (Ce,  45  p.a ; 
LA,Nd,Pr,36p.c.;  Sm,£r,  Gd,Y,  20  p.o.),  which 
has  been  used,  tike  aluminium  in  the  Groldschmidt 
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process  ('  thermite  *),  to  effect  the  reduc- 
tion of  the  refractory  oxides  of  molybdenum, 
vanadium,  columbium,  and  tantalum  (Muth- 
mann,  Hofer,  and  Weiss,  Annalen,  1902,  320, 
331 ;   1904,  331,  1 ;   1905,  337,  370). 

Bibliography  of  the  Bare  Earths, — Bohm, 
DarsteUung  der  seltenen  Erden ;  Browning, 
Introduction  to  the  Barer  Elements ;  Abe^, 
Handbuch  der  Anorganischen  Chemie,  vol.  lii, 
part  i. ;  Herzfeld  and  Kom,  Chemie  der  sel- 
tenen £^en ;  Wyrouboff  and  Vemeuil,  La  Ohimie 
dee  Terres  Bares.  Q.  T.  M. 

CEROSIUNE  V.  Waxss. 

CEROTIC  ACID  Cj^H^j-COOH  is  found  free 
in  beeswax,  of  which  it  is  the  chief  constituent 
(Brodio) ;  as  a  ceryl  ether  in  Chinese  wax  and  in 
opium  wax  (Hesse) ;  and  has  been  obtained  from 
})araffin  by  oxidation  with  chromic  acid  (Marie, 
Ann.  Chem.  Phys.  [7]  7,  160;  Henriques,  Ber. 
1897,  1418) ;   m.p.  77-5*  (M.),  82-5'  (H.). 

CEROTINEORANGE,  -PONCEAU,  -SCAR- 
LETS, -YELLOW  V.  Azo-  coLouBiNa  mattxbs. 

CEROXYLIN  V.  Waxis;  also  Rxsins. 

CERULlfilN  V.  AuzABiN  Aim  alubd  ooloub- 

TSQ  MATTBBS. 

CERUSSITE.  Native  lead  carbonate 
(PbCOg),  of  some  importance  as  an  ore  of  lead 
(Pb,  77 '5  p.c),  being  Imown  as  white  lead-ore. 
It  crystallises  in  the  orthorhombic  system  and 
is  isomorphous  with  aragonite  (CaCO,)  and 
witherite  (BaCO,).  Six-rayed  stellate  group 
of  twinned  crystals  are  extremely  characteristic. 
The  crystflkls  possess  an  adamantine  lustre,  are 
very  heavy  (sp.gr.  6*5),  and  effervesce  with 
dilute  acid  ;  they  are  very  brittle,  breaking  with 
a  bright  conchoidal  fracture ;  hardness,  3-3 1. 
The  mineral  occurs  in  the  upper  oxidised  zones 
of  veins  of  lead  ore,  having  been  formed  by  the 
action  of  carbonated  surface  waters  on  galena. 
Enormous  deposits  of  oerussite  intermix^  with 
embolite  (silver  chloro-bromide)  and  iodyrite 
(silver  iodide)  have  been  extensively  mined  at 
Broken  Hill  in  New  South  Wales,  where  little  or 
none  of  the  oxidised  ore  now  remains.  Inti- 
mately mixed  with  hemimorphite  (hydrated  zinc 
silicate),  it  is  abundant  at  Broken  mil  in  North- 
western Rhodesia.  At  both  of  these  localities, 
many  finely  crystallised  specimens  have  been 
found.  L.  J.  S. 

CERYL  ALCOHOL  v.  Waxhs. 

CETINE  V.  Waxis. 

CETOSAN.  Trade  name  for  a  mixture  of 
the  higher  alcohols  of  spermaceti,  mainly  oetyl 
and  octodecyl  alcohols,  with  vaseline.  When 
shaken  with  water,  it  forms  a  permanent 
creamy  emulsion  (Blatz,  J.  Soc.  Cnem.  Ind. 
1908, 865). 

CETYL  ALCOHOL,  CETYUC  ACID  and 
CETYL-ACETIC  ACID  (v.  Spxbmaoiti). 

CETYLMALONIC  ACID, 
CH,(CH,)j-CH(CO,H)a.  Prepared  from  a-oyan- 
stearic  acia  and  potash  (HeU  and  Sadomsky, 
Ber.  1891, 2781),  or  diethylmalonio  ester,  methyl 
iodide,  and  oetyl  iodide  (Quthzeit,  Annalen,  206, 
367);   m.p.  121-6M22'. 

CEVADINE  V.  VaQKro-  alkaloids. 

CEYLON  MOSS  v.  Asmm, 

CHAGRAL  OUM  v.  Qxncs. 

CHAILLETIA  TOXIC  ARIA  (Bon.).  A  plant 
found  in  Upper  Quinea»  Sierra  Leone,  and 
Senegambia,  the  seeds  of  which  contain  a 
poisonous  resin  used  for  killing  rats  and  other 


animals  (Power  and  Tutin,  J.  Amer.  Chem.  Soc. 
1906,  28,  1170). 

CHALCAMTHITE.  Native  copper  sulphate, 
CuS04,7H^O,  found  as  a  bright-bluo  efflorescence, 
or  rarely  as  distinct  crystols,  in  many  copper 
mines,  being  especially  abundant  in  some  ot  the 
Chilian  minea  In  solution  it  is  always  present 
in  the  waters  issuing  from  copper-mines  ;  these 
are  allowed  to  flow  over  scrap  iron,  the  copper 
being  precipitated  as  cement-copper.  About  100 
tons  of  copper  have  been  so  saved  annually  from 
the  waters  of  the  RioTinto  mine  in  Spain,  and  con- 
siderable amounts  were  formerly  obtained  from 
the  mine  waters  in  Co.  Wioklow.      L.  J.  S. 

CHALCEDONY  v.  Aoatx  and  Quabtz. 

CHALCOCITE.  Cuprous  sulphide  {v.  Cofpeb). 

CHALCOTRICHITE.    Native  cuprous  oxide 

(v.  CUPBITB). 

CHALK«  A  white  or  ereyish,  loosely  co- 
herent kind  of  limestone  rock,  composed  almost 
entirely  of  the  calcareous  remains  of  minute 
marine  organisms  (foraminifera,  coccoliths,  ftc.) 
and  fragments  of  shells.  The  purest  kinds  con- 
tain up  to  09  p.0.  of  calcium  carbonate  in  the 
form  of  the  mineral  caloite. '  Silica  is  always 
present  in  small  amounts  as  the  mineral  opal, 
representing  the  remains  of  other  minute  marine 
orj^nisms  (radiolaria,  &c.)  and  sponge  spicules. 
Mmute  grains  of  quartz,  felspar,  zircon,  rutile, 
and  other  minerals  are  also  often  present. 
With  the  admixture  of  clayey  material  there 
may  be  an  insensible  gradation  from  pure  chalk 
to  chalk-marl  {v.  Mabl).  In  phosphatic  eheilk, 
there  is  much  calcium  phosphate  (up  to  45  p.c.) ; 
in  green  glavconitic  chalk  tnere  is  an  admixture 
of  grains  of  gUuconite  (a  hydrat«d  iron  potassium 
silicate) ;  and  in  red  chalk  there  is  some  iron 
hydroxide.  Not  only  may  there  be  con- 
siderable variations  in  the  composition  of  chalk, 
but  there  may  also  be  wide  variations  m  the 
colour  (8now-^idute,grey,  &c.,)  and  texture  of  the 
material.  It  may  be  soft,  incoherent,  and 
porous,  or  quite  hard  and  crystalline  (as  the  chalk 
of  the  Yorkshire  coast). 

The  uses  of  chalk  are  numerous.  For 
example,  as  a  writing  material  in  form  of  white 
and  coloured  crayons ;  for  the  manufacture  of 
quicklime,  mortar,  Portland  cement,  plaster, 
&0.,  and  as  a  fertiliiser.  Whiting  is  prepiued  by 
grinding  chalk  and  collecting  the  finer  sediments 
m>m  water ;  this  is  used  for  polishing,  making 
putty,  and  many  other  purposes.  Under  the 
name  of  *  Paris  white,'  chalk  is  used  in  the  manu- 
facture of  india-rubber  ffoods,  oilcloth,  wall- 
paper, &c.  The  harder  kinds  are  extensively 
used  as  a  building  stone. 

Large  quantities  of  chalk  are  quarried  in 
the  counties  of  Kent,  Surrey,  Sussex,  Cambridge, 
Lincoln,  and  Hampshire  ;  Kent  being  by  far  Uie 
most  important.  The  production  of  Elnglish 
chalk  is  not  far  short  ot  five  million  tons  per 
annum.  A  certain  amount  of  this  is  exported 
to  the  United  States,  though  there  are  extensive 
beds  of  chalk  in  Kansas  and  Texas.  (On  the 
Eiuglish  chalk,  see  A.  J.  Jukes-Browne,  The 
Cretaceous  Rocks  of  Britain,  Mem.  Geological 
Survey,  1903.)  L.  J.  S. 

CHALK,  FRENCH.    Steatite  or  soapstone. 

CHALYBITE.  Native  iron  carbonate, 
FeCOg,  forming  rhombohedral  orystala  iso- 
morphous with  calcite  (CaCO,),  and  of  im- 
portance as  an  ore  of  iron.    It  is  often  known  afl 
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siderite,  but  this  name  had  earlier  been  applied 
to  two  other  mineral  species,  and  it  is  also  used 
as  a  group  name  for  meteoric  irons.  8p.gr.  3*9 ; 
hanlness,  3^.  Small,  brilliant  crystals  of  yar3ring 
habit  are  common  in  many  mineral  veins,  for 
example,  those  of  Cornwall.  Veins  of  massive 
sparry  material  showing  cleavaffo  surfaces 
{Spaihie  iron-ore)  are  mmed  in  the  Brendon 
Hills  in  Somersetshire,  and  in  Weardale,  Co. 
Durham.  The  fresh,  unaltered  material  is 
creamy  white  in  colour  (^  white  ore  '),  but  when 
slightiy  weathered  it  is  brown  (*  brown  ore '). 
The  Cleveland  ore  is  a  pisolitic  form  of  chalvbite 
occurring  as  beds  in  the  Lias  strata ;  and  the 
important  day'ironstone  and  black-hand  iron- 
stone  of  the  Coal-measures  consist  of  compact 
chalybite,  intermixed  with  clay  and  carbonaoe- 
ous  matter.  A  nodular  form  with  an  internal 
radiated  structure  is  known  as  aphctroaiderite, 

L.  J.  S. 

CHAMOMILE  OIL  v.  Oils,  Essential. 

CHAMOTTE.  A  mixture  of  fire  clay  and 
burnt  pottery  used  for  making  fire  bricks, 
crucibles,  pix>ea,  &c. 

CHARCOAL  V.  Cabbon  and  Fubl. 

CHARICIC  ACID,  CHAVICIN  v.  Pepper  resin, 
art.  Bebtks. 

CHARTREUSE.  A  famous  liqueur  formerly 
prepared  at  the  head-auarters  of  the  Carthusian 
monks  near  Grenoble,  but  now,  since  the  retreat 
of  the  monks  from  France  in  1906,  made  at 
Tarragona  in  Spain. 

The  recipe  for  the  original  liqueur  or  *  elixir 
vitae  *  as  it  was  called,  was  given  by  the  Marquess 
d*£strees  to  the  Carthusian  monks  of  Paris  in 
1602,  but,  owing  to  the  difficulty  of  procuring 
the  necessary  alpine  plants,  they  presented  it  to 
their  brethren  of  the  Grande  Chartreuse  in 
1736. 

The  elixir  vH<b  was  valued  as  a  stimulant  for 
the  less  robust  members  of  the  fraternity, 
weakened  by  aee  or  by  the  privations  and  hard- 
ships entailed  by  the  severity  of  their  religious 


exercises,  and  was  also  dispensed  to  the  feeble 
poor  of  the  district. 

After  numerous  disasters  by  fire,  pillage,  and 
confiscation  of  their  property  through  rej^ous 
and  political  persecutions,  culminating  in  the 
loss  of  everything  during  the  French  Revolu- 
tion, the  monastery  of  La  Grande  Cliartreaae 
was  restored  in  1816,  although  in  a  very  im- 
poverished condition. 

The  secret  of  the  manufacture  of  the  *  elixir  ' 
had,  however,  been  carefully  preserved,  and  tliis 
was  made  the  basis  of  other  varieties  of  liqueur, 
by  the  sale  of  which  the  monks  hoped  to  im- 
prove their  finances.  The  result  was  the 
production  of  green,  yellow,  and  white  '  char- 
treuse,' the  virtues  of  which  were  advertised  far 
and  wide  by  the  military  officers  who  had  been 
quartered  in  the  monastery  about  the  middle  of 
last  century.  Extensive  and  modem  plant  was 
installed  at  Fourvoisie  in  1863,  and,  in  course 
of  time,  the  sale  of  chartreuse  increased  the 
revenue  of  the  monastery  to  a  point  it  had  never 
reached  before. 

After  the  passing  of  the  French  ReUgious 
Associations  Act,  in  1906,  the  monks  of  the 
Grande  Chartreuse  migrated  across  the  border 
to  Tarragona  in  Spain,  carrying  their  secret 
formulsB  with  them. 

More  than  200  ingredients  are  said  to  be  used 
in  the  manufacture  of  genuine  chartreuse,  and 
its  spirit  basis  is  rectified  grape  spirit  distilled 
from  sound  wine.  The  usual  alcoholic  strength 
of  the  three  varieties  of  chartreuse  is :  grten^ 
65°  of  alcohol,  or  96  p.c.  of  proof  spirit ;  yeliotr, 
42*5°  alcohol,  or  74*5  p.c.  proof  spirit ;  and 
white,  30°  alcohol  or  52*5  p.c.  of  proof  spirit. 

There  are  innumerable  imitations  of  char- 
treuse, mostly  prepared  from  plain  ^irit 
flavoured  with  essential  oils  and  coloured  by 
means  of  the  various  ingredients  described  under 
CoRDLOiS  AiTD  LiQUBUBS.  The  following  for- 
mulsB  are  amongst  the  best  of  those  sugge«(ted 
for  the  preparation  of  imitation  chartreuse:  — 


Ingredients 


China  cinnamon 

Mace 

Lemon  balm,  dried 

Hyssop  (flower  tops) 

Peppermint  (dried) 

Thyme 

Balsime  {Bah  major) 

Genepi 

Arnica  (flowers) . 

Balsam  poplar  (buds) 

Angelica  (seeds) 

Angelica  (roots) 

Coriander  . 

Cloves 

Aloes  (Socotrine) 

Cardamom  (small) 

Nutmegs    . 

Calamus    . 

Tonka  beans 

Alcohol  at  86°    . 

White  sugar 


Green 

YeUow 

White 

15  grams 

15  grams        1 

125  grains 

16      „ 

15    „ 

30    „ 

600      „ 

250    „ 

260    „ 

250      „ 

126    „ 

136    „ 

260      „ 

30      „ 

125      „ 

— 

— 

260      „ 

126    „ 

125    „ 

10      „ 

16    „ 

15      „ 

125      „ 

i2r.. 

126    „ 

62-5  „ 

30    „ 

30    „ 

— 

1600    „ 

— 

15    „ 

30    „ 

30    „ 

— 

60    „ 

30    „ 

— 

16    „ 

300    „ 

— 

16    „ 

62-5  litres 

42-6  litres 

62-5  IHres 

25-0  kilos. 

1 

250  kilos. 

1 

37-5  kilos. 

Digest  in  the  alcohol  for  24  hours,  dintil  imtil 
nearly  all  the  spirit  is  over,  and  dilute  to  100 


1  itres.     Colour  sreen  or  yellow  as  described  under 
CoBDiALS  Ain>  IJQUSUBS,  add  the  sugar,  allow  to 
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rest  till  clear,  and  filter.  {See  Cordials  Aim 

LfQUBUBS.)  J.  C. 

CHAULHOOORA  OIL  GROUP.  This  group 
is  remarkable  on  account  of  the  considerable 
optical  activity  which  these  oils  exhibit,  owing  to 
the  preeence  of  the  strongly  active  ohaulmoo- 
grio  and  hydnocarpic  acids  (discovered  by 
Power  and  hjs  collaborators).  Hitherto,  three 
oils  belonging  to  this  class  have  been  described, 
viz.  ChatSmooffra  oil,  obttiined  from  the  seeds  of 
Taraktogenoa  Kunii  (King)  ;  Htfdnocarpus  oil, 
obtained  from  the  seeos  of  nydnocearpus  Wighti- 
ana  (Blume);  and  Luhrabo  oU,  the  fat  obtained 
from  Hydnocarpu8  anihelmintica  (Pierre).  The 
saponification  values  of  these  oils  lie  between 
204  and  213,  and  their  iodine  values  between  90 
and  86*4.  The  seeds  of  Taraktogenos  contain  a 
cyanogenetic  gluooside.  Chaulmoogra  is  chiefly 
used  in  the  treatment  of  leprosy  ana  various  skin 
diseases  in  Indo-CShina,  Siam,  and  to  some 
extent  also  in  Europe.  Recently  chaulmoogra 
oil  has  been  imported  on  the  Continent  as 
'Cardamom  oil*  and  used  in  margarine  with 
disastrous  results.  J.  L. 

OHAY  ROOT.  (Jhay  root  or  (yhay  aver  (from 
cAayaswhich  fixes  colours,  and  ver=root) ;  also 
called  Indian  madder,  is  the  root  of  Oldenlandia 
umbeUata  (Linn.),  RubiacesB.  It  bears  the 
following  Indian  vernacular  names :  turbuli 
{Bengali);  cheri-vello  {Telugu);  oh^  or  ohay, 
sayawer,  imburel  {Tamil).  The  plant  is  a  small 
bush  or  herb  found  on  sandy  soils,  chiefly  near 
the  sea-coast.  It  occurs  in  North  Burma  and 
Oylon,  but  is  most  abundant  in  certain  tracts 
of  the  Madras  Presidency,  from  Orissa  south- 
ward. It  does  not  appear  to  be  used  in  Bengal, 
but  on  the  Malabar  and  Coromandel  coasts, 
especially  the  latter,  it  is  extensively  cultivated, 
and  employed  in  dyeihg  a  colour  analosous  to 
Turkey-reci.  The  chief  market  is  Madras, 
where  it  is  sold  in  small  bundles  at  about  4d,  a  lb. 
The  roots  are  usually  about  10-12  ins.  long  and 
\  in.  thick,  somewhat  straight  and  stiff,  tough 
and  wiry,  and  with  few  or  no  lateral  fibres. 
When  freshly  gathered,  they  have  an  orange 
colour ;  but  when  dried  and  kept,  they  assume 
a  yellowish-grey  hue.  Boiline  water  gives 
merelv  a  pafe-yellow  extract,  but  if  alkali  is 
added,,  a  blood-red  decoction  is  soon  obtained. 
The  colouring  principles  seem  to  reside  chiefly, 
if  not  entirely,  m  the  bark  of  the  root. 

The  literature  connected  with  chay  root  is 
extremely  meagre,  and  is  for  the  most  part  con- 
tained in  the  following  publications  :  Philosophy 
of  Permanent  Colours,  2,  282,  1813,  Bancroft ; 
Bulletin  de  la  Socidt^  industrielle  de  Mulhouse, 
5,  302,  1832,  K  Schwartz  and  D.  Koechlin; 
L'Art  de  la  Teinture  des  lAines,  475,  1849, 
Gonfreville.  Quantities  of  the  root  were  im- 
ported into  Europe  in  1774  and  at  later  periods, 
and  its  dyeing  properties  were  examinea  by  the 
above-mentioned  experts.  It  met  with  little 
practical  success,  however,  as  it  was  not  found  to 
possess  any  advantage  over  madder ;  indeed,  it 
was  considered  to  have  but  one-half  or  even  a 
fourth  of  the  colouring  power  of  madder; 
further,  it  was  found  to  contain  certain  un- 
defined yeUow  substances  of  an  acid  character, 
which  interfered  somewhat  with  its  dyeing 
power.  Still,  it  was  recognised  as  a  good  dye- 
stuff,  giving  the  usual  madder  colours,  and 
equally  fast  to  soap.     It  is  evident  that  the 


yellow  substances  referred  to  aro  not  the  same 
as  those  described  in  this  article,  as  Schwartz 
states  that  they  were  present  in  larger  quantity 
in  *  nona '  (Morinda  eUrifcHia)  than  m  chiay  root, 
whereas  these  yellow  substances  exist  in  much 
larger  quantity  in  chay  root  than  in  morinda 
root.  Very  probably  they  refer  to  Rochleder's 
'  rubichloric  acid,'  as  this  is  contained  in 
morinda  root  in  larger  amount  than  in  chay 
root.  Schiitzenberger,  in  his  Traits  des  Matidres 
colorantes,  2,  291,  1867,  states  that  he  found 
chay  root  to  contain  alizarin  and  chlorogenin 
(rubichloric  acid)  and  that  it  was  easy  to  exhaust 
the  root  by  extraction  with  alcohol. 

In  many  respects  chay  root  resembles 
madder,  as  both  contain  ruberythrio  acid, 
alizarin,  rubichloric  acid,  and  cane  sugar,  but 
there  are  very  marked  differences  in  the  nature 
of  the  other  constituents  of.  the  two  roots. 
Madder,  as  is  well  known,  contains  purpurin, 
purpurin-  and  purpuroxanthin-oarboxylio  acids, 
&c.,  and  but  traces  of  yellow  crystfUline  sub- 
stances, forming  barium  compounds  soluble  in 
water,  which  have  not  been  at  all  fully  investi- 
gated. In  chay  root  the  former  substances  are 
entirely  absent,  but,  on  the  other  hand,  al- 
though the  root  contains  considerable  quantities 
of  yellow  crystalline  substances,  thev  are  quite 
distinct  from  those  contained  in  madder. 

The  phenolic  constituents  of  this  root  have 
been  studied  by  means  of  the  sulphurous  acid  ex- 
traction method  described  in  detail  in  connection 
with  Maddbb,  and  also  by  a  subsequent  exhaus- 
tion of  the  residual  root  witn  boiling  lime  water.  In 
this  manner,  ohlororubine,  alizarin,  and  a  mixture 
of  non-tinctorial  yellow  substances  were  isolated. 
These  latter  are  present  in  chay  root  (probably 
as  gluooside)  in  comparatively  large  amount 
(1  p.c),  and  have  been  shown  to  consist  princi- 
pally, if  not  entirely,  of  the  following  sub- 
stances. 

Alizarin  a-melhylether  crystallises  from  dilute 
methyl  alcohol  in  long  orange-yellow  needles, 
melting  at  178^-179".    It  has  the  constitution 

CO       ^^^» 

I   I       I  r 

\/\co/^ 

This  interesting  compound  has  not  as  yet 
been  synthetically  produced  from  alizarin,  all 
attempts  in  this  direction  having  resulted  in  the 
formation  of  the  correspondmg  i8-methoxy- 
derivative.  The  methoxyl  Kroup  present  in  this 
substance  is  much  more  readily  hydrolysed  than 
is  usually  the  case,  for  prolonged  digestion  with 
boiling  baryta  water  is  sufficient  for  tnis  purpose, 
a  precipitate  consisting  of  barium  alizarate  thus 
separating.  This  property,  therefore,  accounts  for 
the  difficulty  in  obtaining  either  this  compoimd 
or  alizarin  dimethylether  by  means  of  methyl 
iodide,  for  in  this  process  of  methylation  a  pro- 
longed digestion  in  the  presence  of  free  alkali  is 
necessary.  On  the  other  hand,  whereas  aliza- 
rin is  only  converted  -with  considerable  difficulty 
into  alizarin  dimethylether,  by  the  action  of 
methyl  sulphate,  alizarin  a-methylether  readily 
yields  this  sul»tance  when  treated  with  this 
reagent  in  the  usual  manner. 

Acelyl  alizarin  a-methylether  crystallises  in 
yellow  needles,  melting  at  212®. 

AnthragaUol  dimethylether  (A)  forms   yellow 
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needles,  melting  at  209^,  and  dissolves  in  alka- 
line solutions  with  a  led  colouration.  It  is 
distinguished  from  '  tho  isomeric  compound 
described  below,  in  that  it  yields  an  ammonium 
salt,  crystallising  in  scarlet  prisms,  which  is 
sparingly  soluble  in  cold  alcohol.  Heated  with 
sulphuric  acid  to  180^,  or  with  hydrochloric  acid, 
it  18  converted  into  anthragallol,  and  when 
methvlated  by  means  of  methyl  sulphate,  is 
readily  convert«d  into  anthragallol  trimethyl- 
ether.  By  the  action  of  10  p.c.  potassium 
hydroxide  in  a  sealed  tube  at  180^  for  5  hours, 
it  is  XM^i&lly  converted  into  methoxyalizarin : 


CO     o" 

i 


\/ 


\co 


OH 
OCH, 


and  a  similar  reaction  occurs  when  sulphuric 
acid  at  100^  is  employed.  The  constitution 
assiffned  to  this  anthragallol  dimethylether  (A), 
is  therefore  as  follows: — 


OCH, 
OH 


\ 


AceiylanthragaUol  dimethylether  crystallises 
in  pale-yellow  prisms,  melting  at  213^-215^ 

AnthragaUd  dimethyleth^  crystallises  in 
yellow  leaflets,  meltmg  at  230^-232^,  and  gives 
a  red  ammonium  salt  which  is  soluble  in  cold 
alcohol.  Heated  with  10  p.c.  potassium  hy- 
droxide solution  to  180^  for  5  nours,  it  is  partially 
converted  into  a  compound  having  the  reactions 
of  methoxypurpuroxanthin 

.    /CO.      9^ 
/  \/        \  '  \oCH, 

^sy  \C0^    \/  ^^ 

and   with   little  doubt  possesses  the  following 
constitution : — 

^         -      CH,0 

■\/\C0'^^^-^^^    " 

By  methylation  with  methyl  sulphate  in  the 
usual  manner,  this  compoimd  is  readily  con- 
verted into  anthrasallol  trimethylether. 

Acetylanihragalhl  dimethylether  (B)  consists  of 
long  yellow  needles,  melting  at  176®-178*. 

Hystazarine  monomeihyleiher  obtained  as 
long  orange-yellow  needles,  melting  at  232^, 
when  heated  with  hydrochloric  acid  at  180°,  is 
converted  into  hystazarine.  Alkaline  solutions 
dissolve  it  with  a  crimson  colouration,  and  its 
ammonium  and  potassium  salts  which  crystallise 
in  garnet-red  needles  are  insoluble  in  cold  iso- 
butylic  alcohoL  The  constitution  of  hystaza- 
rine monomethylether  is  as  follows: — 

\\co   \/'°^- 

By  means  of  methyl  sulphate,  it  yields 
hystazarine  dimethylether,  which  consists  of 
yellow  glistening  needles,  melting  at  236°-236*. 

Metahydroxyanthraquinone,  pale  -  yellow 

needles,  melting  at  302*,  probably  identical 
with  the  well-known  artificial  compound  which 


is  prepared  from  anthraquinonemonosulphonio 
acid  by  digestion  with  alkalL 

Dyeing  Properties, — Although  chay  .  root 
contains  acid  pnnoiples  which  tend  to  dissolvo 
the  mordants,  its  employment  as  a  dyBstuff 
presents  no  difficulty.  The  only  precautions 
necessary  to  be  observed  are  to  add  2  p.o.  of 
chalk  to  the  dye-bath,  and  to  raise  the  tempera- 
ture gradually  to  the  boiling-point. 

Dyeing  experiments  on  ordinary  stripe- 
printed*  calico,  containing  alumina  and  iron 
mordants,  have  shown  that  the  dyeing  power  of 
chay  root  is  equivalent  to  tiie  presence  of  a 
percentage  of  0'33-0'35  alizarin.  Compared 
with  groimd  madder  root  of  good  quality,  it 
seems  to  have  about  half  its  dyeing  power  when 
the  com^rison  is  made  before  soaping,  but  after 
soaping  it  appears  to  be  quite  equal  to  madder. 
The  reds,  pinks,  and  chocolates  have  a  distinctly 
bluer  shaae  than  those  given  by  madder,  and 
the  lilacs  are  much  fuller  and  brighter  and  very 
similar  to  those  obtained  from  j»-li«.rip,  Xhis 
last  feature  alone  ought  to  have  secured  a  ready 
market-  for  chay  root  among  the  European 
dyers,  previous  to  the  introduction  of  artificial 
alizarin,  and  it  is  somewhat  strange  that  its 
marked  suitability  for  lilacs  should  have  escaped 
the  observation  of  those  who  formerly  made 
dyeing  experiments  with  this  root. 

On  oil  -  prepared  calico,  mordanted  with 
alumina,  chay  root  gives  an  excellent  blue  shade 
of  Turkey-red,  withstanding  the  operation  of 
clearing  vrith  soap  and  stannous  chloride  better 
even  than  a  madaer  dyed  red,  and  quite  equal  to 
one  obtained  by  means  of  artificial  aUzarin. 
Qood  brown,  red,  orange,  and  purple  colours 
are  readily  obtained  on  wool,  and  also  on 
silk,  suitably  mordanted  with  chromium, 
aluminium,  tin,  and  iron,  according  to  the 
ordinary  method  usual  with  dyers.  On  wool, 
the  colours  not  being  submitted  to  any  soaping 
operation,  chay  root  appears  to  possess  about 
half  the  dyeing  power  of  madder. 

Boiled  with  dilute  sulphuric  acid,  chay  root 
yields  a  *  garaneine  *  of  a  very  dark-green  colour 
and  possessing  about  three  times  the  dyeing 
power  of  the  original  root. 

Literature. — A.  G.  Perkin  and  J.  J.  Hummel 
Chem.  Soo.  Trans.  1893,  G3,  1160;  ibid.  1895, 
817  :  A.  G.  Perkin  {ibid,  1907,  91,  2066) ;  J.  J. 
Hummel  and  A.  G.  Perkin  (J.  Soc.  Chem.  Ind. 
1894,  13,  346).  A.  G.  P. 

CHEDDITE.  An  explosive  consisting  of  a 
mixture  of  ammonium  perchlorate,  dinitroto- 
luene  and  castor  oil  (v.  Explosives). 

CHEESE.  A  solid  preparation  of  the  casein 
from  milk,  together  witn  the  fat  and  some  of  the 
other  constituents  so  prepared  as  to  encourage 
the  action  of  certain  ferments  which  make  it 
more  digestible  and  palatable. 

Cheeses  may  be  made  from  the  milk  of 
various  animals,  but  they  are  usually  prepared 
from  that  of  the  cow,  which  is  either  uasd  in  its 
natural  condition,  or  mav  be  6rst  divided  into 
cream  and  separated  milk,  from  both  of  which 
products  cheeses  are  also  made. 

In  the  case  of  cream  cheeses,  the  lactic  acid 
produced  by  the  lactic  ferments  may  be  used  for 
thickening  the  cream ;  but  in  the  majority  of 
cheeses,  rennet  is  used  to  precipitate  the  casein. 
The  caseinogen  of  the  milk  is  converted  into 
casein  by  the  rennet  ferment,  and  this,  in  the 
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presence  of  the  lime  salts  of  the  milk,  is  followed 
by  the  separation  of  insoluble  oaloium  oaseinate 
or  curd,  which  carries  with  it  nearly  aU  the  fat, 
some  of  the  other  constituents  of  the  mUk,  and 
the  enzymes  of  the  rennet  and  milk.  This  curd, 
differs  tirom  that  produced  by  acids,  which  throw 
out  caseinogen  from  the  combinations  with  lime 
in  which  it  occurs  in  milk. 

The  mechanical  condition  of  the  rennet  curd, 
used  for  making  different  cheeses,  is  controlled 
by  the  acidity  of  the  milk  and  by  the  tempera- 
ture of  rennetinff.  If  milk  is  curdled  with 
rennet  'vtithout  uie  previous  development  of 
acidity,  a  soft  curd  results ;  this  curd  will  not 
shrink  so  much  as  a  curd  produced  from  an  acid 
milk.  Too  much  acidity,  on  the  other  hand, 
results  in  a  hard  curd,  which  will  shrink  to  a 
much  greater  extent,^iving  a  hard  '  acid  '  curd. 

Temperature  also  exerts  an  important  in- 
fluence in  cheese  making ;  the  action  of  the 
rennet  is  hastened  up  to  about  lOO^F.,  aild 
ceases  at  about  I30^F.  The  temperatiire  em- 
ployed, the  degree  of  acidity,  and  the  quantity 
of  rennet  used,  will  vary  with  different  oheeses 
and  also  with  the  nature  of  the  milk,  the  ash 
constituentsprobably  exerting  a  considerable 
influence.  The  acidity  is  often  controlled  by 
the  addition  of  '  starters,*  t.e.  pure  cultures  of 
suitable  lactic  ferments  or  of  mixed  cultures  in 
milk  or  whey,  to  the  milk.  The  average  tempera- 
ture used  is  about  84^F.,  at  which  the  coagulation 
takes  some  40  to  60  minutes.  In  some  cheeses, 
e.g.  Leicester,  Dutch  cheeses,  &o.,  annatto  is 
added  as  colouring  matter  at  least  10  minutes 
before  the  rennet.  Salt  is  also  added  at  various 
stages  in  the  manufacture,  in  the  case  of  hard 
pressed  cheese,  when  the  curd  has  been  ground 
prior  to  being  put  in  the  mould  for  pressing 
into  shape ;  in  the  ease  of  soft  cheese,  about  the 
time  it  is  fit  to  take  out  of  the  mould. 

With  hi^-pressed  cheeses  such  as  Cheddar, 
Cheshire,  Derby,  Leicester,  Gloucester,  Emen- 
thaler,  Gruydre,  and  Edam,  the  curd  is  cut  up 
by  means  of  a  curd  knife  or  apparatus  of  wire 
meshes,  it  is  then  stirred  and  heated  to  acquire 
the  correct  stase  of  dryness,  oonsistenoy,  and 
acidity,  after  mich  the  whey  is  drawn  off  and 
the  curd  allowed  to  remain  till  a  certain  degree 
of  acidity  has  developed.  This  is  tested  for 
with  a  hot  iron  against  which  the  curd  is 
pressed,  the  length  of  the  threads  which  draw 
out  on  pulling  away  the  curd  being  taken  as 
an  index  of  the  acidity  produced;  the  per- 
centage of  aoidity  at  the  various  stages  of 
maninacture  may  accurately  be  determined  by 
means  of  the  acidimeter.  The  curd  is  then 
ground  in  a  mill,  and  afterwards  pressed  in  a 
mould  into  a  shape  which  varies  with  the 
different  oheeses.  After  being  pressed  for  2 
or  3  days,  the  cheese  is  ripened  in  a  curing 
room,  the  humidity  and  temperature  of  which 
should  be  under  control ;  a  temperature  of  about 
65  to  66^F.  being  most  generally  desirable. 

To  another  group  en  cheeses,  in  which  the 
process  of  manufacture  varies  considerably  from 
the  above,  belong  the  moulded  cheeses,  in  making 
which  the  pressmg  process  is  omitted,  or  in  the 
case  of  Wensleydcue  sreatly  reduced ;  the  result- 
ing cheese  being  soner  and  admitting  of  the 
growth  of  blue  veins  of  mould  {PeniciUium 
glaucum)  in  the  cracks  left  between  the  pieces 
of  curd  which  extend  throughout  the  cheese. 


To  this  group  belong  Stilton,  Roquefort,  Gor- 
gon2M)la,  Wensleydale,  ftc. 

In  the  case  oi  the  smalt  *  soft '  cheeses  of  the 
Camembert  type,  considerable  variations  are 
made  in  the  jprocess  of  manufacture,  the  result- 
ing cheese  bemg  quickly  ripened  by  moulds,  or 
rather  by  the  enzymes  produced  by  moulds, 
which  grow  on  the  outside  of  the  cheeses. 
PeniciUium  eandidum  and  Otdium  LacHs  play 
an  important  part  in  the  ripening  of  Camembert. 

The  chemical  analysis  of  cheese  includes  the 
determinations  of  the  water,  fat,  total  nitrogen, 
ash,  and  salt.  The  products  of  ripening  are  also 
sometimes  determined,  and  the  fat  may  bo 
examined  for  adulteration  with  animal  fats. 

To  determine  the  water,  ash,  and  salt,  2  or 
3  grams  of  well-sampled  cheese,  out  into  small 
pieces,  aro  weighed  into  a  flat-bottomed  dish 
and  placed  in  the  water-bath  at  100^.,  the  dish 
being  inclined  so  that  the  fat  runs  off  the  drying 
curd.  Weighings  aro  made  every  hoiur,  and  the 
water  is  found  to  have  all  been  driven  off  in 
about  6  or  6  hours. 

The  melted  fat  is  then  poured  off  and  the 
residue  well  macerated  in  hot  amyl  alcohol ;  the 
residue  may  be  then  burnt  and  the  ash  weighed, 
the  salt  being  afterwards  dissolved  out  with 
water  and  the  solution  titrated  with  N/10  silver 
nitrate. 

Ether  may  be  used  to  extract  the  fat,  and  the 
dried  curd  and  fat  afterwards  weighed ;  but  a 
better  method  is  to  take  a  fresh  portion  of 
3  or  4  grams  of  the  cheese  and  grind  with  twice 
its  weight  of  anhydrous  copper  sulphate  in  a 
small  mortar,  afterwards  extracting  with  ether 
in  a  Soxhlet  extractor. 

Modifications  of  the  Wemer-Sohmid  or 
Gottlieb-Rose  methods  also  eive  good  results. 

The  total  nitrogen  is  aetermined  by  the 
Kjeldahl  method  in  about  1  gram  of  cheese. 

According  to  Richmond,  the  prodncts  of 
ripening  may  be  determined  in  the  following 
manner :  10  grams  of  the  cheese  aro  placed  in 
a  small  mortar  and  ground  up  with  26  c.o.  of 
boiling  water;  the  liquid  is  then  decanted 
through  a  filter  into  a  260  c.c.  flask,  the  process 
being  ropeated  with  nine  further  similar  measures 
oi  lK>iling  distilled  water.  The  total  filtrates 
are  then  cooled,  made  up  to  the  260  c.o.  mark, 
and  well  mixed.  The  products  of  ripening  aro 
determined  by  the  evaporation  in  a  dish  of  an 
aliquot  part  (60  ac);  this,  after  dicing  till 
constant  at  lOO^C,  is  afterwards  bumt»  the 
weight  of  the  dish  and  ash  being  subtracted 
from  the  weight  of  the  dish  and  dry  residue. 
The  difference  between  100  and  the  sum  of  the 
water,  fat,  ash,  and  products  of  ripening,  may  be 
taken  as  unaltered  casein. 

The  primary  products  of  ripening  may  be 
determined  in  another  60  c.c  of  the  filtrate  by 
the  Ritthausen  method  as  follows:  6  c.c.  of 
copper  sulphate  solution  are  added  and  the 
solution  neutraUsed  with  caustic  soda  solution  ; 
the  precipitate  which  forms  is  collected  in  a 
weighed  Gooch  crucible ;  it  is  then  washed  well 
and  dried  in  a  water-oven,  the  fat  is  then  ex- 
tracted with  ether,  and  the  residue  dried  till 
constant.  The  crucible  and  its  contents  are 
then  ignited  and  weighed,  the  difference  giving 
the  weisht  of  the  primary  products  of  ripening, 
t.€.  soluole  proteins,  Ac. 

To  examine  the  fat,  about  60  grams  aro  dried 
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till  the  fftt  runs  out :  the  remaining  fat  is  then 
extracted  from  the  residue  with  ether,  the  ether 
evaporated  and  the  fat  examined,  as  in  the  case 
of  butter  fat.  The  soluble  and  insoluble  acids 
and  the  Reichert-Wollney  figure  being  generally 


determined,  the  addition  of  animal  fats  can  be 
thus  detected.  The  removal  of  fat  from  milk 
used  in  making  cheese  can  be  assumed  if  the  fat 
is  less  than  46  p.c.  of  the  dried  cheese  or 
than  six  times  the  total  nitrogen. 


Composition  op  C^bbsb  (Bell). 


100  parts  contain 


Detcriptioo 


Water  ,    Fat 


Casein 

or 
nitro-  I  ^ 

SSTrWUc 


iFrec 
I  acid 


Ash 


Propor- 
tion of  fat 
in  100 
psrts  of 
dry  cheese 


Stilton 

American  (red) 
American  (pale) 
Roquefort' 
Gorgonzola    . 
Cheddar  (medium) . 
Gruy^re 
(lieehire 
Single  Gloster 
Dutch  . 


23-67 
28-63 
31*66 
32-26 
31-86 
36-60 
33-66 
3711 
36-76 
41-30 


3913 
38*24 
36-93 
34*38 
34-34 
31*57 
30-69 
30-68 
28-36 
22-78 


32-66 
29-64 
28-83 
27-16 
27-88 
28-16 
30-67 
26-93 
3M0 
28-26 


1 1-24 

io-27 
1-32 
1  36 
0-46 
0-27 
'0-86 
iO-31 
0-67 


3-61  • 

4-49, 

3-42 

4-88  i 

4-68 

422! 

4-71, 

4-42 

4-49 

710: 


6119 

63-67 

62-49 

60-76 

20-39 

4902 

46-26 

48-78 

44-12 

38-80 


Propor- 
tion of  fat 
In  100 
parts  of 
casein 
,   and  fat 


62-60 
62- 12 
63-34 
64-24 
63-08 
60-49 
47-07 
60-84 
46-24 
42-41 


Salt 

per 
cent. 

in 
cheese 


Percental  com- 
position of  fat. 


0-67 
0-72 
0-82 
3-04 
2-11 
1-43 
0-81 
1-69 
1-28 
4-46 


Soluble 
•cids 


4-42 
4-26 
4-81 
4-91 
4-40 
4-65 
4-41 
6-56 
6-68 
6-84 


Insidnble 
adds 


88-96 
89-66 
88-49 
88-70 
89-18 
88-75 
88-97 
87-76 
86-89 
87-58 


The  ripening  process  in  cheese,  whereby  it 
usually  acquires  a  more  agreeable  flavour,  is 
essentially  a  fermentation  of  slow  character, 
which  is  brought  about  by  micro-organisms 
which  are  generallypresent  in  the  milk  or  in  the 
air  of  the  dairy.  Tiiey  can  only  be  controlled, 
to  a  limited  extent,  b^  the  process  of  making, 
temperature,  ftc.  It  is  not  possible  to  destroy 
undesirable  organisms  by  sterilisation,  for  heatea 
milk  will  not  make  typical  cheese  as  far  as  is 
at  present  known,  though  heating  to  130^F. 
is  now  sometimes  practised  for  soft  cheeses. 
Cleanliness,  from  the  moment  the  milk  leaves 
the  cow,  is  of  the  utmost  importance. 

The  organisms  which  cause  most  trouble  to 
the  cheese  maker  are  those  which  produce  gas, 
which,  when  it  develops  in  the  curd,  produces 
what  is  known  as  heaving  or  blown  cheeses. 
These  organisms,  to  which  Bacillua  coU  com' 
mune  belongs,  often  come  from  manure.  Their 
absence  can  be  demonstrated  by  what  is  known 
as  a  fermentation  test,  which  consists  in  placing 
about  10  C.C.  of  the  milk  in  a  sterile  test-tube 
and  keeping  it  at  blood  heat  for  about  18  hours, 
after  which  time  no  signs  of  bubbles  of  gas 
should  be  seen  in  the  tube. 

Bitterness  in  cheese  is  sometimes  caused  by 
bacteria,  as  is  the  case  when  the  milk  is  infected 
with  Micrococcus  casei  amari  or  Tyratkrix  geni- 
cuUUiLS,  An  interesting  example  of  a  bitter 
cheese  organism  is  that  of  TonUa  amara,  which, 
after  causing  much  trouble  and  loss  in  Canada, 
was  eventuuly  traced  to  the  leaves  of  the  sugar 
maple,  from  which  source  it  infected  the  clean 
chums  which  were  stood  under  the  trees  after 
being  cleaned. 


Black  spots  in  cheese  may  be  caused  by 
moulds  or  by  particles  of  iron  which  get  into  the 
milk  and  are  afterwards  changed  to  sulphide  by 
the  sulphuretted  hydrogen  prmluced  in  ripening. 
Other  organisms  which  produce  colours  (moulds, 
ftc),  may  get  into  the  milk  or  may  be  derived 
from  the  air  or  utensils  of  the  dairy  at  later 
staf^  of  the  manufacture. 

The  cheese  maggot  is  the  larva  of  the  fly 
Piophila  casei  ;  the  cheese  mite  is  Tyroglyphus 
(lAir.)  siro. 

It  must  be  remembered  that  miero-organisms 
and  the  enzymes  they  produce  play  a  most  im- 
portant part  in  ripening ;  how  far  this  prooees 
is  also  dependent  on  the  proteolytic  enzymes  of 
the  rennet  and  to  the  natural  enzymes  of  the 
milk  is  not  yet  fully  ascertained.  As  above 
mentioned,  piire  cultures  of  lactic  acid  organisms 
are  sometimes  added  to  milk  to  be  used  for  hard- 
cheese  making,  and  Camembert  is  often  infected 
with  the  appropriate  mould.  Gorgonzola  is  also 
sometimes  infected  i^ith  mould  to  make  the 
desired  blue  veins.  As  a  general  rule,  however, 
the  dairy  and  district  where  a  particular  kind  of 
cheese  is  made  contain  the  organisms  which 
are  necessary  for  the  successful  manufacture  of 
the  cheese  in  question. 

Oleomargarine  and  Lard  Cheese.  The  suc- 
cess attendmff  the  sale  of  margarine  as  a  sub- 
stitute for  DUtter  has  led  manufacturers, 
especially  in  America,  to  introduce  foreiim  fats 
of  animal  or  vegetable  origin  in  the  proauction 
of  cheese  as  a  means  of  utilising  skim-milk ;  the 
cream  which  has  been  abstnu;ted  being  re- 
placed by  lard,  oleomargarine,  and  by  cotton- 
seed oil. 


Akalysbs  of  Ousomaboabinb  akd  Labd  Chsbsss  (Bell). 


100  parts  of  cheese  contain 


I  Oleomargarine 
Lard 


Water 


30-96 
31-30 


Fat 


28-80 
24-66 


Casein  and 
free  acids 


36-27 
38-87 


Ash 


3-98 
6-17 


Per  cent, 
of  salt 


1-14 
1-66 


100  parts  of  fat  contain 


Insoluble 
fatty  acids 


92-43 
92-88 


Soluble 
fatty  scids 


Melting- 
point  of 
fat 


2-16 
1-66 


77*^. 
92**F. 


C5HEMICAL  AFFINITY. 


747 


In  flavour  and  character  these  sampief 
closely  resembled  milk-fat  cheese.  Comparison 
of  the  results  of  the  analysis  of  the  two  samples 
with  those  yielded  by  genuine  cheeses  in  the 
former  table  conclusively  proves  the  admixture 
with  foreign  fat.  The  low  percentage  of  soluble 
acids  indicates  that  more  than  dne-half  of  the 
fat  has  not  been  derived  from  milk.  J.  G. 

CHEIROUNE.  An  alkaloid  obtained  from 
the  seeds  of  the  wallflower  {CheiraiUhus  eheiri), 
where  it  occurs  to  the  extent  of  1*6-1*7  p.c.  and 
probably  as  a  glucoside.  CheiroHne^  CgHtOiNS^ 
forms  colourless  prisms,  aibic =0*0418 : 1 : 0-6228 ; 
m.p.47'-48*;  b. p.  20073  mm. ;  it  is  an  optically 
inactive  neutral  substance,  and  is  similar  to 
quinine  in  its  physiological  action  ;  it  is  readily 
hydrolysed  by  cold  dilute  sodium  hydroxide, 
yielding  carbon  dioxide,  hydrogen  sulphide,  and  a 
basic  aubstance  C4H11O2NS,  according  to  the 
equation 
0,H,0,NSa+2H,0=C4Hi,OaNS+CO,+H^. 

The  hjfdrochioride  of  the  base,  C^Hi.OjNSCl 
forms  deliquescent  prismatic  crystals,  m.p. 
145^-146^,  and  the  quaternary  methiodiae 
('^HigO^NIS  frystallises  in  silky  scales  m.p. 
l^"*  (Wagner,  Chem.  Zeit;  1908,  32,  76; 
Schneider,  Ber.  1008,  41,  4466  ;   1909,  43,  3416). 

The  base  is  identical  with  methyt-y^amino' 
propyUtUphone  SO  fMe{C^^)'Clii'lifH^,  prepared 
syntnetically  from  mtikyUy-phthaliminopropyU 
fiulphidef  and  is  converted  by  Hofmann's  method 
with  carbon  disulphide  into  ekeiroline,  which 
is  therefore,  a  methvlsulphone  derivative  of 
propylthiocarbimide  SO,Me*CH,*CH,-CH,'NCS 
(Schneider,  Annalen»  1910,  375,  207). 

CHEHICAL  AFFINITY.  There  has  been 
much  fruitless  speculation  about  chemical 
affinity,  about  the  nature  of  the  force  ^^hich 
impels  two  different  substances  to  react  with 
one  another.  During  the  last  half-century, 
however,  the  efforts  of  physical  chemists  have 
been  devoted  rather  to  the  practical  investiga- 
tion of  the  way  in  which  chemical  affinity  mani- 
fests itself,  and  of  the  extent  to  which  the 
operation  of  this  force  is  modified  by  altering 
the  external  conditions.  Quantitative  methods 
have  been  devised  for  studying  the  influence  of 
concentration,  of  temperature  and  pressure,  and 
of  foreign  substances,  on  the  course  and  products 
of  a  reaction.  The  object  of  this  article  is  to 
give  an  outline  of  the  methods  employed  and 
the  results  obtained  in  this  study  of  the  operation 
of  chemical  afiinity.  The  three  chief  aivisions 
into  which  the  discussion  of  the  subject  naturally 
falls  are  (1)  velocity  of  chemical  reactions; 
(2)  chemical  equilibrium;  (3)  catalysis. 

Veloeity  of  ehemieal  reactions.    It  is  well ; 

knoi%ni  that  different  chemical  reactions  proceed 
to  completion  at  very  different  rates.  One 
change  may  be  so  rapid  as  to  be  practically 
instantaneous,  whilst  m  another  case  the  re- 
acting substances  may  appear  almost  indifferent 
to  each  other.  The  rate  of  chemical  change 
depends,  however,  to  a  marked  extent  on  the 
temperature,  so  that  the  velocity  of  a  reaction 
which  takes  place  with  extreme  rapidity  is 
moderated  on  lowering  the  temperature,  and 
becomes  amenable  to  experimental  investiga- 
tion. Suppose  now  that  for  such  a  reaction  as 
that  represented  by  the  equation  A+B=:C+D, 
a  range  of  temperature  has  been  found  over 
which  the  change  proceeds  at  a   measurable 


rate ;  the  question  next  arises,  How  is  the 
veloci^  of  the  change,  at  a  given  temperature, 
dependent  on  the  quantities  of  the  reacting 
substances  A  and  B  ?  In  dealing  with  this 
question,  we  shall  assume  that  the  reaction 
system  is  homogeneous,  and  that  the  change 
proceeds  completely  from  left  to  right,  i,e.  until 
either  A  or  B  has  disappeared. 

The  reaction  system  being  homogeneouB,  it 
is  permissible  to  regard  matters  from  the  mole- 
cular-kinetic point  of  view,  and  to  conceive  the 
interaction  of  the  substances  A  and  B  as  taking 
place  only  in  so  far  as  the  molecules  of  A  come 
in  contact  with  the  molecules  of  B.  The  velocity 
of  the  reaction,  therefore — ^that  is,  the  rate  at 
which  A  and  B  disappear — ^will  be  proportional 
to  the  frequency  of  the  collisions  between  a 
molecule  of  A  and  a  molecule  of  B,  even  although 
only  a  certain  proportion  of  the  collisions  is 
followed  by  chemical  interaction.  Now,  on 
kinetic  grounds,  the  frequency  of  the  collisions 
between  molecules  of  A  and  B  is  proportional  to 
the  product  of  their  concentrations,  hence  the 
velocity  of  reaction  between  A  and  B  is  pro- 
portional to  the  product  of  their  concentrations 
(or  their  *  active  masses,*  as  it  is  sometimes  put). 
This  proposition  is  nothing  else  than  the  law  of 
mass  action,  applied  to  the  chemical  change 
under  consideration. 

The  foregoing  proposition  may  be  formulated 
in  more  definite  shape.  If  a  is  the  concentra- 
tion of  the  substance  A,  and  b  is  the  concentra- 
tion of  the  substance  B  at  the  beginning  of  the 
reaction,  then  the  initial  velocity  of  the  change, 
Vq,  is  given  by  the  equation  \^=ki .  ab,  where  k^ 
is  a  proportionality  factor,  the  numerical  value 
of  which  is  independent  of  the  concentrations  of 
the  reacting  suostances,  and  varies  only  with 
temperature  and  other  external  conditions.  If, 
now,  the  reaction  is  allowed  to  proceed  for  an 
interval  of  time  i,  and  if  x  represents  the  extent 
to  which  the  concentrations  of  A  and  B  have 
been  diminished  by  the  progress  of  the  change, 
then  the  velocity  at  time  t,  V^,  is  given  by  the 

equation   y^=ki.(a-~x){b—z).     It    is    obvious 

that  V^  must   be  less  than  V^,  and  that  the 

velocity  of  the  reaction  must  diminish  con- 
tinuously from  the  start  onwards  :  V^,  therefore, 

represents  the  velocity  of  the  reaction  only  for 
an  infinitely  short  space  of  time.  This  velocity 
is  defined  by  the  rate  at  which  x  is,  at  that 
moment,  increasing  with  the  time,  and  if,  using 
the  language  of  the  differential  calculus,  we 
indicate  by  dx  the  extent  to  which  x  increases 
in  the  infinitely  short  space  of  time  tU,  we  may 

write  V^=^=i:i,(a— x)(6— ar). 

The  applicability  of  the  law  of  mass  action, 
as  expressed  in  the  foregoing  formula,  is  best 
appreciated  by  reference  to  a  particular  case, 
such  as  the  inversion  of  sucrose.  Although  this 
change,  which  may  be  represented  by  the 
equation  C|tH,20„+H,0=2C«H|,Oc,  takes 
place  with  appreciable  velocity  only  in  the 
presence  of  a  catalytic  agent  such  as  hydro- 
chloric acid,  yet  the  latter  is  found  unaltered 
when  the  reaction  is  over,  cmd  the  inversion  of 
sucrose  may  be  r^arded  as  a_particttlar  case  of 
the  reaction  A+B=C-f  D.  The  fact  that  the 
inversion  is  carried  out  in  aqueous  solution 
permits,  however,  a  simplification  of  the  formula 
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^=*ri.(a— x)(6— x);    the  water  taking  part  in 

the  reaction  is  a  small  fraction  of  the  total  water 
proeent,  so  that  x  may  be  neglected  in  comparison 

with  6,  and  we   may  write  ^=i'(a— a:),  where 

k—lc^,h»     Integration  of  this  equation  leads  to 

the  formula  jbaijog    **-,  in  which,  as  already 

indicated,    a    is    the   initial   concentration    of 
sucrose,  and  a—x  is  its  concentration  after  the 
inversion  has  proceeded  for  i  units  of  time. 
In  order  to  test  the  validity  of  the  formula 

*=7.1og,— V  as  applied  to  the  inversion  of 

sucrose,  it  is  only  necessary  to  ascertain  the 
amount  of  sucrose  still  present  in  the  reaction 
mixture  at  intervals  dunne  the  progress  of  the 
inversion,  and  then  to  see  Aether  the  amount  of 
sucrose  varies  with  the  time  in  the  manner  re- 
quired by  the  formula.  The  simplest  way  of 
following  the  course  of  sugar  inversion  is  to  use 
the  polarimeter.  The  reaction  mixture,  that  is, 
sucrose  solution  containing  a  catalytic  agent 
such  as  hydrochloric  acid,  is  put  in  the  polari- 
meter tube,  which  should  be  provided  with  a 
water  -  jacket  in  order  to  secure  a  constant 
temperature  during  the  progress  of  the  inversion. 
The  angle  of  rotation  is  determined  at  the 
b^inning  of  the  change,  at  subsequent  intervals, 
and  finally  when  the  change  is  complete.  If  we 
indicate  by  ao»  a,  and  a^ ,  the  initial  angle  of 
rotation,  the  angle  at  time  i  from  the  start,  and 
the  final  angle  respectively,  then  o«— 4^  is  a 
measure  of  a,  the  total  sucrose  undergomg  in- 
version, and  a— «ac  ^  similarly  a  measure  of 
a—Xy  the  sucrose  which  has  still  to  undergo 


inversion  after  time  %,      Hence    ^ ^ 

and  the  formula  which  should  represent  the 
course  of  the  inversion  becomes  *  «=  7 .  log,  *•  — ^  • 

From  the  ascertained  values  of  U  ^%  «» <^nd  a^^ 
it  is  easy  to  discover  whether  the  expression  on 
the  right-hand  side  of  the  equation  is  constant 
or  not.  The  experimental  data  recorded  in  the 
following  table  show  how  far  in  a  particular  case 
the  actual  course  of  sucrose  inversion  corre- 
sponds with  the  velocity  formula: — 

Inwrwm  of  Sucrose  at2&*hy  N/2  HQ. 

t  Angle ol  i^L. log,  "iLZl^ 

In  minutes  rotation  t            « —  ax 

0  +2616*»  — 

66  16-05*»  000218 

116  10-38*  0-00218 

176  5-46*  000219 

236  1-85*  0-00219 

37J  --3-28*  000221 

00  -8-38*  — 
The  expression  evaluated  in  the  last  column  is 

llogio"'""*    instead    of     l.lor -•^:^*     but, 

f  a  —  aoo  •  a  —  OflO* 

obviously,  if  the  value  of  the  former  expression 
is  constant,  the  value  of  the  latter  must  be  so 
also.  The  figures  in  the  last  column  are  satis- 
factorily constant,  and  the  figure  0-00219  may 
therefore  be  taken  as  the  velocity  coefficient  for 
the  inversion  of  sucrose  under  the  specified  con- 
ditions, viz.  at  26®  and  in  presence  of  N/2  HQ. 
The  variation  of  the  velocity  coefficient  with 
temperature  and  with  the  concentration  of  the 
acid  will  be  discussed  later. 

Reactions,    in    which   only    one    molecule 


of  a  single  substance  undergoes  change,  are 
termed  unimoUctdar  reactions,  or  reactions  of 
tht  firti  order.  The  course  of  all  such  re- 
actions, apart  from  possible  disturbing  factors, 

is  represented   by  the  formula  i=^.log^    "  . 

Examples  of  strictly  unimolecular  changes,  to 
which  the  foregoing  formula  has  been  found 
applicable,  are  the  transformation  of  aoeto- 
chloranilide  into  j>-chloraoetanilide,  the  Beck- 
mann  rearrangement,  and  the  decomposition  of 
nickel  carbonyl.  The  inversion  of  sucroee  is, 
strictly  spealong,  not  a  unimolecular  bot  a 
bimolecular  reaction,  for  both  water  molecules 
and  sugar  molecules  are  involved  in  the  cluunge. 
The  reaction  takes  place,  however,  in  aqueous 
solution,  and,  as  already  indicated,  the  conse- 
quence is  that  the  course  of  the  inversion  con- 
forms to  that  characteristic  of  a  strictly  uni- 
molecular change.  In  many  other  similar  cases, 
a  bimolecular  reaction  proceeds  in  accordance 

with  the  formula  *=|.log,^^-.    Examples  of 

this  are  the  hydrolysis  of  methyl  acetate  and  the 
decomposition  of  diazo-  salts. 

It  is  desirable  here  to  emphasise  certain 
features  which  are  characteristic  of  unimolecular 
reactions,  features  which  can  indeed  be  read  out 
of  the  velocity  formula,  but  are  most  clearly 
seen  by  the  consideration  of  experimental  data. 
In  the  first  place,  for  all  unimolecular  reactions 
the  amount  of  change  occurring  in  a  given 
interval  of  time  is  a  constant  fraction  of  the  un- 
changed substance  stiU  present.  This  is  « 
necessary  consequence  ot  the  fundamental 
velocity  equation,  as  is  dear  when  it  is  written 

in  the  form  -_- =lxft,  but  the  proposition   is 

also  in  harmony  with  observation,  as  wiU  be 
seen  by  a  consideration  of  the  following  data 
bearing  on  the  inversion  of  sucrose  (Armstrong 
and  Cflddwel],  Ptoo.  Roy.  Soc  A.  1906,  74,  199). 
A  sucrose  solution  was  inverted  at  SKV"  with 
hydrochloric  acid,  and  the  angle  of  rotation  (a) 
was  determined  from  time  to  time,  with  the 
results  shown  below: 

Time  a 

0  -f21-66*» 

16  20-40* 

120  13-76*» 

136  12-96* 

226  8-62*' 

240  8'02* 

«  -718** 

The  decrease  in  rotation  during  the  first 
16  minutes,  vis.  1-16^,  is  a  measure  of  the  amount 
of  change  during  that  interval.  The  average 
rotation  of  the  solution  over  this  intnval  may 

*"*'  +  «»•«?::  =  20-97»,    and    . 


be    taken     as 


2 


measure  of  the  unchanged  sucrose  present  is 
given  by  20-97+718«2§*I6.  The  ratio  of  the 
amount  of  change  occurring  in  the  first  15 
minutes  to  the  amount  of  unchanged  slicroee 

present  is  therefore  oo.ve— ^'^^*  ^  ^^^^  ^® 
intervals  from  120  to  135  minutes,  and  from 
226  to  240  minutes  are  similarly  considered,  it 
will  be  found  that  the  ratio  of  the  amount  of 
change  occurring  in  the  16-ininute  interval  to 
the  amount  of  unchanged  sucrose  present  is 
0-039  in  each  case,  practically  the  same  value  as 
for  the  first  16  minutes  of  the  inversion,    llio 
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experimental  data,  therefore,  bear  out  the  state- 
ment that  for  a  unimoleoular  reaction  the  amount 
of  change  occurring  in  a  given  interval  of  time 
is  a  constant  fraction  of  the  unchanged  sub- 
stance still  present. 

Another  feature  of  unimolecular  reactions  is 
that  the  amount  of  substance  changed  in  a  given 
time  is  always  the  same  fraction  of  the  total 
amount  of  substance  present  at  the  beginning 
of  the  reaction,  however  this  latter  amount  b« 
varied.  An  illustration  of  this  is  furnished  by 
the  following  data,  referring  to  the  inversion  of 
sucrose  in  very  dilute  aqueous  solution  under 
the  influence  of  invertase : — 

Onmi  sucHMe  Orams  Baonwe 

per  100  o.c.  inverted  in  00  mint. 

I-OO  0-249 

0-50  0-129 

0-26  0-060 

This  experimental  result  is  implied  in  the 

formula  lor  a  unimolecular  reaction,  for  if  y=^ 

is  the  fraction  of  the  total  sucrose  which  has 
been  inverted  up  to  time  t,  the  formula  may  be 

written  ^^I'^'^^TZZt  ^'^'^  i^  ^  plain  that  the 

value  of  y  depends  merely  on  t,  and  is  indepen- 
dent of  a. 

For  bimolecular  reactions,  that  is,  reactions  in 
which  two  moleonles  are  oonoemed,  the  funda- 
mental velocity  equation  is  ^  =i(a--ic)(6— a:), 

as  indicated  in  the  argument  above.  Inte- 
gration of  this  equation  leads  to  the  formula 

*=  (a-ftx*  ^^«'a(J-|-  ^^'  however,  the  two  re- 
acting substances  have  the  same  initial  concen- 
tration, that  is,  if  as 6,  the  integrated  formula 

A  typical  case  of  a  bimolecular  reaction,  or 
reaction  of  the  second  order,  is  the  saponification 
of  an  ester  by  an  alkali.  Under  suitable  con- 
ditions of  temperature  and  concentration,  the 
vdocity  of  saponification  is  measurable,  and  the 
progress  of  the  reaction  can  be  determined  by 
extracting  samples  of  the  reaction  mixture  from 
time  to  tune  and  titrating  for  free  alkalL  The 
figures  in  the  following  table,  referring  to  the 
saponification  of  ethyl  acetate  by  sodium 
hydroxide  at  24-7^,  will  serve  to  show  how  far 
the  experimental  data  are  in  harmony  with  the 
formula  just  recorded.  The  reaction  mixture 
in  this  case  was  N/40  in  relation  both  to  ester  and 
alkali,  and  the  figures  under  a—x  in  the  table 
are  the  volumes  of  a  standard  acid  solution  re- 
quired to  neutralise  10  c.c.  of  the  reaction 
mixture: — 


Mmin.) 

a-x 

t  as 

0 

8-04 

_ . 

4 

5-30 

0-129 

6 

4-58 

0-126 

8 

3-91 

0132 

10 

3-51 

0129 

12 

312 

0-131 

15 

2-74 

0-129 

20 

2-22 

0-131 

The  figures  in  the  last  column  are  satis- 
factorily constant,  and  confirm  the  application 
of  the  law  of  mass  action  to  a  bimolecular 
reaction. 

Reactions  of  the  third  and  higher  orders  are 


known  and  the  formuls  applicable  to  these  are 
obtained  on  the  lines  alrc^y  indicated.  Cases 
of  such  reactions,  however,  are  comparatively 
rare,  and  it  is  not  proposed  to  discuss  uiem  here. 
Investigation  has  shown  that  frequently  a  re- 
action which  a  general  knowledge  of  the  facts 
would  lead  us  to  regard  as  a  reaction  of  a  high 
order  turns  out  to  to  one  of  a  low  order.  This 
result  is  undoubtedly  due  to  the  apparently 
complex  reaction  being  reaUy  a  series  of  succes- 
sive changes  of  a  simpler  Kind.  Under  these 
circumstances,  the  velocity  of  the  complex  re- 
action is  determined  by  those  of  the  component 
reactions  which  are  comparatively  slow.  If, 
for  instance,  one  of  the  latter  is  incomparably 
slower  than  all  the  others,  then  the  order  of  the 
complex  reaction  will  be  the  order  of  tins  slow 
component  reaction. 

Influence  of  Temperature, — It  is  well  known 
that  a  chemical  reaction  is  markedly  accelerated 
by  even  a  slight  rise  of  temperature,  but  a 
definite  measure  of  the  influence  of  temperature 
on  a  ^iven  reaction  can  be  obtained  only  by 
determmine  the  velocity  coefficient  of  the  re- 
action at  mfferent  temperatures.  The  value  of 
the  temperature  coefficient  of  reaction  velocity, 
deduced  in  this  way,  is  remarkably  independent 
of  the  nature  of  the  particular  reaction  under 
investigation.  For  homogeneous  reactions  of 
the  most  varied  character,  the  factor  by  which 
the  velocity  coefficient  at  1?  must  be  multiplied 
in  order  to  give  the  velocity  coefficient  at  T-f- 10^, 
lies,  as  a  rule,  between  2  and  4.  Speaking 
generally,  one  may  say  that  the  velocity  of  a 
chemical  reaction  is  doubled  or  trebled  for  every 
rise  of  10^  It  is  a  striking  fact  that  the 
temperature  coefficient  of  various  vital  processes, 
such  as  vegetable  respiration,  is  of  the  same 
order  as  that  found  for  chemical  reactions 
generally. 

Chemteal  eqnUlbrium.  The  reactions  dis- 
cussed in  the  foregoins  section  have  all  been 
changes  which  proceed  nom  left  to  right  until  at 
least  one  of  tne  reacting  substances  has  dis- 
appeared. There  are  many  reactions,  however, 
wmch  do  not  belong  to  tlus  type,  inasmuch  as 
they  come  to  a  stop  while  the  reacting  sub- 
stances are  still  present  in  the  reaction  mixture. 
Suppose,  for  instance,  that  the  reaction  between 
two  substances  A  and  B  is  of  this  description, 
and  that  C  and  D  are  the  products  of  the  re- 
action ;  then  the  change  proceeds  until  a  state 
of  equilibrium  is  attamed  at  which  all  four 
substances  are  present.  It  is  further  found  that 
if  the  products  C  and  D  are  brought  together, 
they  react  to  form  the  substances  A  and  B,  while 
the  final  state  of  equilibrium  reached  is  the  same 
as  in  the  previous  case.  Such  a  reaction  is 
known  as  a  balanced  or  revereible  reaction,  and 
in  the  corresponding  equation  a  double  arrow 
is  substituted  for  tne  usual  sign  of  equality ; 

thus:   A+B^C-fD. 

The  progress  of  a  reversible  reaction  towards 
its  equihbrium  position  may  be  regarded  as  the 
resultant  of  two  opposed  velocities,  one  the  ve- 
locity {vi)  nith  which  the  substances  on  the  left 
side  react  to  form  those  on  the  right  side  of 
the  equation,  and  the  other  the  velocity  [v^) 
with  wnich  the  substances  on  the  right  side  react 
to  form  those  on  the  left  side  of  the  equation. 

If    we    Uke   A+B^C+Dto    represent    the 
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reversible  reaction  in  question,  and  suppose  that 
at  some  particular  moment  the  concentrations 
of  the  four  substances  in  the  reaction  mixture 
are  a,  h,  e,  and  d  respectively,  then  at  that 
moment  v^—kiob  and  v^^k^.  The  observed 
velooity  of  the  change  is,  of  course,  the  difference 
between  V|  and  V|.  If  now  the  change  has  pro- 
ceeded at  constant  temperature  until  the 
equilibrium  position  is  reached,  and  the  con- 
centrations of  the  four  substances  are  a,,  b,,  c,, 
and  cf«  respectively,  then  v,=sl;,aA»  &nd  r. 
^k^ji,.  Since  there  is  equilibrium,  the  forward 
reaction  is  exactly  balanced  by  the  back  re- 
action, so    that    »i=t?i  and    k^ajb^^k^f^jd,,   or 

*»  =^-'-^.     If  the  ratio  *?  is  replaced  by  the  one 

constant  K,  we  have  K=f*  '7'.    K  is  known  as 

the  tqwUbrium  conMaiU,  and  its  numerical 
value  defines  the  relationship  which  must  exist 
between  the  equilibrium  concentrations  of  the 
substances  involved  in  a  reversible  reaction. 
The  argument  employed  above  might  obviously 
be  extended  to  reversible  reactions  other  than 
A4-B^C+D :  the  result  in  all  cases  would 
be  an  equilibrium  formula  involving  a  constant 
ratio  between  the  product  of  the  equilibrium 
concentrations  of  the  substances  on  the  right 
side  and  the  product  of  the  equilibrium  con- 
centrations of  the  substances  on  the  left  side, 
however  the  values  of  these  concentrations 
might  vary  individually.  It  ought,  perhaps,  to 
be  pointed  out  here  that,  in  the  equilibrium  i 
formula,  the  concentration  of  any  substance, 
n  molecules  of  which  take  part  in  the  reaction, 
must  be  raised  to  the  nth  power. 

In  discussing  the  appboation  of  the  law  of 
mass  action  to  reversible  reactions  with  the  help 
of  the  equilibrium  formula,  we  shall  deal  first 
with  oases  in  which  the  reaction  system  is 
homogeneous.  As  an  example,  the  equilibrium 
between  carbon  dioxide,  hydrogen,  carbon 
monoxide,  and  water  vapour  may  be  considered ; 
the  reaction  in  question  is  represented  by  the  ' 
equation  00,+H,^CO+H.O,  and  is  ob-  . 
viously  of  the  type  A-hB^C-hD.  In  Hahn's  in-  [ 
vestigation  of  this  equilibrium  (Zeitsch.  physikal.  < 
Chem.  1903,  44,  613),  platinum  was  used  as 
a  catalytic  agent,  and  on  this  ground  the 
objection  might  be  raised  that  the  reaction 
as  studied  by  that  investigator  is  not  really 
homogeneous.  A  true  catalytic  agent,  however, 
as  will  be  shown  in  greater  detail  at  a  later  stage, 
does  not  affect  the  position  of  equilibrium  in  a 
reversible  reaction,  but  merely  lessens  the  time 
required  for  the  attainment  of  equilibrium.  The 
reaction  which  takcH  place  between  carbon 
dioxide  and  hydrogen,  or  between  carbon 
monoxide  and  water  vapour  in  contact  with 
platinum,  may  therefore  bo  regarded  as  a  homo- 
geneous reaction.  In  Hahn's  experiments, 
mixtures  of  the  gases  were  passed  through  a 
heated  quartz  or  porcelain  tube  contaming 
spongy  platinum.  Provided  that  the  rate  of 
passage  was  slow  enough  to  allow  the  four  gases 
to  come  into  equilibrium  with  each  other, 
analysiR  of  the  issuing  gas  gave  the  equilibrium 
concentrations,  Cco,»  (  h,»  Coo.  and  Ch^o^  The 
relationship  between  these  required  by  the  law  of 

mass  action  is  K^f,^'^)'^^.  and  the  validity 

tco,  •  ^  H, 


of  the  law  in  the  case  of  this  reaction  is  shown 
by  the  fact  that  the  value  of  K  obtained  is,  for 
a  given  temperature,  the  same  when  carbon 
dioxide  and  hydrogen,  in  varying  proportions, 
are  allowed  to  react,  as  when  carbon  monoxide 
and  water  vapour  are  taken  as  the  initial  sub- 
stances. A  few  figures  obtained  by  Hahn  at 
086^  will  serve  to  support  this  statement. 
Mixtures  of  carbon  dioxide  and  hydrogen,  in 
the  proportions  shown  in  the  following  table, 
were  ptissed  through  the  reaction  vessel,  and 
from  analysis  of  the  issuing  gas  the  values  of  K 
were  calculated  by  the  above  formula. 


Initial  mixture  EquiUbriom  mixture 

CO,  Hg  CO,  CO=H,0    H, 

101  89-9  0-70  9-46    80*38 

301  69-9  718  23-00    46-82 

491  61-9  21-36  27-88    22-88 

60-9  391  34-20  26-61     12-58 

70-3  29-7  47-66  22-79      6-76 


K 

1-59 
1-58 
1-59 
1-64 
1-61 


Experiments  were  made,  also  at  986^,  m  which 
the  initial  mixture  contained  carbon  monoxide 
and  water  vapour :  the  mean  value  of  K, 
deduced  from  these  experiments,  was  1-55, 
slightly  lower  than  the  avera^  of  the  figures 
recorded  in  the  table.  The  discrepancy,  now- 
ever,  is  not  great,  and  the  numerical  data  quoted 
suffice  to  uiow  that  the  balance  established 
between  the  four  gases,  whatever  be  their  initial 
concentrations,  is  adequately  defined  by  the 
mass  action  formula. 

A  reversible  reaction  of  great  technical  im- 
portance is  the  one  which  forms  the  basis  of  the 
sulphuric  acid  contact  process  : 

2SOa+0,5>280, 

and  consideration  of  this  case  from  the  stand- 
point of  the  mass  action  law  throws  light  on 
many  points  connected  with  the  process.  The 
reaction  may  be  regarded  as  a  homogeneous 
one,  for  the  catalysts  used  in  the  technical 
process  do  not  affect  the  final  balance  between 
the  gases,  but  only  accelerate  the  attainment  of 
equilibrium. 

The  application  of  the  law  of  mass  action,  in 


this  case,  leads  to  the  result 


»oi       _ 


const.. 


Cf  o,  •  Co, 

in  which  Cg©,,  Cgo,,  and  Co,  are  the  equilibrium 
concentrations  of  the  respective  substances.  It 
is  convenient,  however,  to  work  with  the  re- 
ciprocal of  the  foregoing  expression,  and  to 
regard  the  equilibrium  constant  as  defined  by 


K= 


t2 


.a 


^O, 


The  accuracy  of    this  formula 


may  be  tested  with  the  help  of  the  experimental 
data  obtained  by  Bodenstein  and  Pohl  (Zeitsch. 
Elektrochem.  1905,  11,  373).  These  investi- 
gators passed  a  mixture  of  sulphur  dioxide  and 
oxygen  over  spongy  platinum,  contained  in 
heated  quartz  tubes,  and  determined  the  equi- 
librium concentrations  by  analysing  the  issuing 
gas.  The  figures  in  the  following  table,  obtained 
at  727®,  show  that  the  value  of  K,  worked  out 
from  the  equilibrium  concentrations,  is  in- 
dependent (1)  of  the  relative  proportions  of 
su^hur  dioxide  and  oxygen  passed  into  the 
apparatus,  (2)  of  the  presence  or  absence  of 
nitrogen : — 
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Initial  gas 
2S0i     Q. 
0-21  :  f: 


0-62 
1-20 
1-68 
3-97 
1-23 
1-31 
1-56 


1 
1 
1 
I 
I 
1 
1 


ratio 

^0* 

0 

0 

0 

0 
3-76 
3-76 
3-76 


KxlO^ 
3*49 

3-69 
3-48 
3-51 
3-67 
3-60 
3-54 
3-62 


The  ozperiments  showed  also  that  the  value 
of  K  obtained  for  a  particular  gas  mixture  Avas 
independent  (1)  of  tne  direction  in  which  the 
equilibrium  position  was  approached,  (2)  of  the 
rate  at  whion  the  gaseous  mixture  was  passed 
over  the  catalyst.  The  latter  result  is  the 
guarantee  that  the  equilibrium  position  was 
really  attained. 

Similar  results  were  obtained  at  various 
other  temperatures,  and  it  was  found  that  the 
value  of  K  increased  rapidly  with  rising  tempera- 
ture, as  shown  by  the  following  figures : — 


Temp.  C. 
628** 

KxlO' 

0-016 

679« 

0-077 

627** 

0-32 

680** 

112 

727** 

3-64 

789** 

12-6 

832** 

280 

897** 

81-6 

This  increase  means  that,  as  the  tempera- 
ture rises,  the  position  of  equilibrium  is  shifted 
in  favour  of  the  system  2S0,+0, ;  in  other 
words,  the  dissociation  of  sulphur  trioxide 
becomes  greater.  For  each  set  of  conditions, 
the  extent  of  the  dissociation  is  defined  bv  the 
corresponding  numerical  value  of  K,  deduced 
from  a  formula  based  on  the  foregoing  table. 
It  is  possible,  then,  for  a  given  temperature  and 
given  proportions  of  sulphur  dioxide,  oxygen 
and  nitrogen  in  the  initied  gaseous  mixture,  to 
calculate  what  will  be  the  relative  quantities  of 
trioxide  and  dioxide  in  the  equilibrium  mixture, 
that  is,  to  calculate  the  *  yield '  obtainable.  Hie 
results  of  such  calculations  for  various  propor- 
tions of  the  gases  and  for  various  temperatures, 
are  embodi^  in  the  following  table.  The 
numbers  recorded  in  the  last  four  columns  are 
the  percentages  of  sulphur  dioxide  convertible 
into  sulphur  trioxide  under  the  specified 
conditions : — 


Initial  gaseotts  mixture 


SO, 


O, 


N, 


400"     600^    600°    700° 


101  p.o.  6*06  p.c.  84-86  p.o.  96-2    83-2  691   31-9 

70      10*0  830         99-3    93*4  73-3   42-6 

40       14-6  81-4  99-4    94-9  78-3  481 

2-0       18-0  800  99-6    96-6  80-6  61-3 

These  figures  bring  out  clearly  one  other  point 

involved  in  the  equilibrium  formula,  namely, 

the  influence   of    the  partial  pressure  of    the 

oxysen.     If  the  equilibrium  formula  is  written 

in  the  form 

it  is  plain  that  the  yield  at  a  given  temperature 
can  bo  raised  by  increasing  the  partial  pressure 
of  the  oxygen,  and  this  conclusion  is  borne  out 
by  the  foregoins  table.  The  figures  show  also 
that  the  lower  the  temperature  the  better  in  the 


yield,  but  it  must  be  remembered  that  from  the 
technical  point  of  view  the  time  necessary  for 
the  attainment  of  equilibrium  is  also  an  im- 
portant consideration.  Fortunately,  with  plati- 
num as  cataly.9t,  the  union  of  sulphur  dioxide 
and  oxygen  takes  (dace  with  satisfactory 
rapidity,  even  at  temperatures  as  low  as  400**- 
600^,  at  which  the  dissociation  of  the  trioxide  is 
comparativelv  slight.  With  less  active  catalysts, 
however,  such  as  ferric  oxide,  a  higher  tempera- 
ture is  required  to  secure  a  satisfactory  velocity 
of  reaction,  and  this  involves  a  reduction  of  the 
obtainable  yield. 

Many  other  dissociation  equilibria,  similar 
in  type  to  the  case  just  discussed,  have  been 
successfully  attacked  from  the  standpoint  of  the 
law  of  mass  action.  One  instance  is  the  equi- 
librium N,04^2N02,  a  case  in  which  a 
physical  method/ namely,  the  determination  of 
the  vapour  density,  must  be  employed  to  find 
the  relative  proportions  of  the  reacting  sub- 
stances in  the  equilibrium  mixture.  Obviously, 
no  direct  chemical  method  of  analysis  is  per- 
missible in  any  case  where  the  equilibrium  shifts 
rapidly  at  the  ordinary  temperature,  for  such 
analysis  involves  the  removal  of  one  of  the 
substances  involved,  and  this  at  once  upsets  the 
equilibrium. 

Another  technically  important  reaction, 
studied  from  the  standpoint  of  the  mass  action 
law,  is  that  which  forms  the  basis  of  the 
Deacon  process  {see  von  Falckenstein,  Zeitsch. 
physikal.  Chem.  1907,  69,  313;  1909,  66,  371). 
When  a  mixture  of  hydrogen  chloride  and  air  is 
iiassed  through  a  heated  chamber  containing 
Dricks  impregnated  with  cupric  chloride,  the 
hydrogen  chloride  and  oxygen  react,  producing 
chlorine  and  water  vapour,  but  the  reaction 
comes  to  a  stop  before  all  the  hydrc^en  chloride 
disappears  ;  the  reaction,  in  fact,  is  a  reversible 
one,  and  may  be  represented  thus : 

4HC1+085>2C1,+2H,0. 
Experiments  have  shown  that  the  equilibrium 
is  defined  by  an  equilibrium  constant 


K  = 


01 1    HjO 


C'  ,  C 

HCl        0^ 

the  value  of  which,  at  a  given  temperature,  is  the 
same,  whether  the  inititd  gaseous  mixture  taken 
is  hydrogen  chloride  and  oxygen  (air)  or  chlorine 
and  water  vapour.  The  value  of  K  diminishes 
as  the  temperature  rises,  hence  the  extent  to 
which  hydrogen  chloride  cah  be  converted  into 
chlorine  also  diminishes  with  rising  temperature. 
If  X  represents  the  fraction  of  hycuogen  chloride 
convertible  into  chlorine,  then  the  value  of  x 
can  be  calculated  for  any  given  temperature 
from  the  corresponding  value  of  K  and  the 
partial  pressure  of  the  oxygen.  For  a  dry 
mixture  of  76-1  p.c.  HCl  and  23-9  p.c.  O,,  the 
value  of  X  is  0-866  at  362**,  0-79  at  430**,  and  0-66 
at  660^.  If  air  is  substituted  for  oxygen  so  that 
the  ratio  of  hydrogen  chloride  and  oxygen 
remains  the  same,  the  value  of  x  is  0*71  at  iSo^, 
This  is  approximately  the  temperature  employed 
in  the  technical  process,  and  the  yield  obtained 
is  about  70  p.c.  The  use  of  lower  temperatures, 
which  would  increase  the  3rield,  is  precluded 
practically  because  of  the  much  lunger  time  re- 
quired for  the  attainment  of  equilibrium. 
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The  cases  of  equilibrium  disouased  so  far 
have  been  those  in  which  gases  alone  are  in- 
volved. There  are,  however,  many  homo- 
geneous reversible  reactions  in  which  liquid  or 
dissolved  substances  take  part.  A  classical 
example  is  the  reaction  between  ethyl  alcohol 
and  acetic  acid,  represented  thus : 

CH.COOH  4- C,H,0H5>CH,C00C,H, +H,0. 
If  1  moL  of  acid  and  1  mol.  of  alcohol  are  heated 
in  a  sealed  tube  at  100"  for  a  sufficient  time, 
examination  of  the  reaction  mixture  ^ows  that 
it  contains  i  mol.  each  of  acid  and  alcohol,  and 
f  mol.  each  of  ester  and  water.  If  then  1  mol. 
of  ester  and  1  mol.  of  water  are  mixed  and 
treated  in  the  same  way,  the  equilibrium 
mixture  finally  obtained  has  the  same  composi- 
tion as  in  the  first  case.  The  reaction  therefore 
is  truly  reversible  and  the  equilibrium  constant 

is    given    by  the    equation  K«^^^i^,  where 

C«,  C«,  Coe>  and  C^  are  the  equilibrium  con- 
centrations of  the  four  substances.  If  v  re- 
presents the  volume  of  the  equilibrium  mixture 
m  litres,  then  for  the  case  where  I  mol.  each  of 
acid  and    alcohol  are   taken    initially   C.=C 

'^^  and  C^=C^=-,  whence  K=4.     It  should 

V  V 

be  pointed  out  that  the  composition  of  the 
equilibrium  mixture  may  safely  be  determined 
by  titrating  the  free  acetic  acid,  for  the  velocity 
of  the  reaction  between  ethyl  alcohol  and  acetic 
acid  is  negligibly  small  at  ordinary  tempera- 
tures. 

If  the  law  of  mass  action  is  strictly  applicable 
to  the  reaction  under  consideration,  then  the 
value  of  K  obtained  in  experiments  in  which 
alcohol  and  acid  are  taken  m  other  thim  mole- 
cular proportions  should  also  be  4.  Suppose, 
for  instance,  that  m  mols.  of  alcohol  are  aUowed 
to  act  on  1  mol.  of  acid,  and  that  after  equi- 
librium has  been  reached,  the  fraction  a;  of  a 
mol.  of  ester  has  been  produced ;  then  C,=C« 


verted  into  ester,  in  other  words,  the  •  yield '  of 
ester  from  acid  is  neariy  theoreticaL 

According  to  a  widely  accepted  view,  an 
electrolyte  dissolved  in  water  is  dissociated  into 
positively  and  negatively  charsed  particles, 
called  ions,  and  investigation  of  the  oonduc- 
tivity  of  electrolytic  solutions  and  of  the  ab- 
normal  effect  of  electrolytes  on  the  freezing-point 
and  boiling-point  of  water  supports  the  con- 
tention  that  the  desree  of  this  ionic  dissociation 
increases  with  the  dilution  of  the  solotion,  and 
diminishes  when  the  solution  becomes  more 
concentrated.  The  equilibrium,  therefore,  be- 
tween  the  undissociated  molecule  of  an  electro- 
lyte and  the  ions  may  be  re^Bkrded  as  reversible  and 

can  be  represented  thus :  AB  ^  A  -f  S.  If  thia 
view  is  correct,  then,  as  Ostwald  pointed  out,  the 
equilibrium  must  be  governed  by  the  law  of 
mass  action,  and  the  relationship  between  the 

concentrations  of  AB,  A,  and  B  at  a  given 
temperature  must  be  defined  by  an  equilibrium 
constant.  Suppose,  for  instance,  that  acetic 
acid  is  the  electrolyte  in  question,  then  the 
equilibrium  is  represented  by 

CH.cooH  ^  ch7coo  -f  if, 

and  the  equOibrium  formula  will  be  K  =  -*"^' 

where  C,  Cj,  and  Cg  are  the  concentrations  of 
the  undissociated  molecules  and  of  the  two  ions 
respectively.  Since,  however,  the  ions  are  pro- 
duced  in    equivalent  quantities,  Cj  =  C,  and 

K  =  i  .  If  we  are  dealing  with  a  solution  con- 
taining 1  gram-mol.  of  acetic  acid  in  V  litres  of 
solution,  and  if  we  take  a  to  indicate  the  frac- 
tional extent  to  which  the  molecules  are  dis- 
sociated, then  in  V  litres  there  is  1  —a  gram-mol. 
of  undissociated  acetic  acid,  and  accordingly 


1-. 


l-« 


and    C-i= 


m-* 


80    that  K 


"~(l-«)(m^)*  ^stead  of  seeing  whether  the 
insertion  of  the  known  values  of  m  and  x  in  this 
formula  gives  the  value  4  for  K,  the  applicability 
of  the  mass  action  law  may  be  tested  by  taking 
K=4,  and  ascertaining  whether  the  value  <S 
X  calculated  by  the  formula  for  a  given  value  of 
tn  is  in  agreement  with  the  value  ofj:  determined 
experimentally.  This  procedure  has  been 
adopted  in  the  actual  investigation  of  the  case, 
with  the  following  results : — 


m 

0-08 
0-28 
0-60 
0-67 
1-5 
2-24 
8-0 


s  found 
0-078 
0-226 
0-414 
0-619 
0-819 
0-876 
0-966 


scale. 
0-078 
0-232 
0-423 
0-528 
0-786 
0-864 
0-946 


The  excellent  agreement  of  the  figures  in  the 
second  and  third  columns  furnishes  a  convincing 
proof  of  the  applicability  of  the  law  of  mass 
action.  The  iimuence  of  *  mass  *  or  concentra- 
tion in  affecting  equilibrium  is  very  clearly 
illustrated  by  the  numbers  quoted  in  the  table, 
for  it  will  be  observed  that  when  the  amount  of 
alcohol  is  great  compared  with  the  amount  of 
acid,  the  latter  is  almost  quantitatively  con- 


y  .     Similarly,  C^  =  ^  so  that  K  =  ^^^^^^ 

¥ot  all  binary  electrol3rte8  which,  like  acetic  acid, 
dissociate  into  two  ions,  exactly  ^e  same  formula 
would  be  obtained.  The  equation  is  the  alge- 
braic expression  of  what  is  known  as  Ostwald 's 
Dilution  Law,  and  K  is  usually  termed  a  dU- 
aociaiion  constant  or  an  ionisation  constant  i  it  is 
also  called  an  affinity  constant. 

The  determination  of  a  is   based   on  the 

relationship  a  =  ^  ,  where  \  is  the  equivalent 

conductivity  of  the  electrolyte  at  the  dilution  V, 
and  Xgc  is  the  limiting  maximum  value  of  the 
equivalent  conductivity.  The  application  of 
the  law  of  mass  action  to  the  equilibrium 
between  aoetic  acid  and  its  ions  and  to  other 
similar  oases  is  justified  by  the  fact  that  the 

value  of  /,£-vy  is  independent  of  the  dilution 

at  a  given  temperature.  In  support  of  this 
statement,  the  following  figures  for  aoetic  acid 
may  be  quoted  : — 

V  KX10« 

16  1-79 

32  1-82 

64  1-79 

128  1-79 

256  1-80 

612  1-80 

An   equally   satisfactory   constancy  of  the 
expression  q  °    „  has  been  observed  in  the  ca^e 
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of  all  acids  and  bases  which  are  dissociated  to  a 
comparatively  small  extent,  and  for  these  the 
valimty  of  Ostwald's  DQution  Law  may  be  re- 
garded as  established.  For  some  reason,  how- 
ever, which  has  not  yet  been  adequately  ex- 
plained, highly  dissociated  electrolytes,  such  as 
strong  acids  and  bases  and  neutral  salts,  do  not 
obey  Ostwald's  Dilution  Law. 

]^eeping    in    view   this   limitation   to    the 

validity  of  the  formula  ^  =ii£a)V' ^"^  ™*^ 
ask :  What  is  the  Bi|;nifioanoe  of  the  constant  K  7 
The  answer  will  be  plain  if  two  feebly  dis- 
sociated acids,  HA,  and  HA.,  are  compared  at 
the  same  dilution  V.  Since  the  acids  are  feebly 
dissociated,  it  is  a  very  close  approximation  to 
the  truth  to  put  1— oi~l  and  1— aj=l,  so  that 

Kj  =  "^*   and  K,  =  "^^    A  comparison  of  the 

equations  shows  that  the  relative  value  of  the 
dissociation  constants  is  closely  related  to  the 
degree  of  dissociation ;  to  put  it  generally,  the 
dissociation  constant  is  a  measure  of  the  ability 
of  an  acid  to  yield  hydrogen  ions,  whiohi  accord- 
ing to  the  modem  view,  are  responsible  for  the 
characteristic  properties  of  acids.  The  value 
of  K  for  an  acid  is,  therefore,  a  measure  of  its 
strength,  of  its  power  to  manifest  those  pro- 
perties which  are  associated  with  acids.  One 
set  of  circumstances  in  which  the  relative 
strength  of  two  acids  is  an  important  factor  is 
realised  when  one  gram  equivalent  of  a  base, 
such  as  sodium  hydroxide,  is  added  to  a  solution 
containing  one  gram  equivalent  of  each  of  the 
two  acids.  The  base  is  insufficient  to  neutralise 
both  acids,  and  the  result  is  a  competition 
between  the  two  acids,  each  securing  a  fraction 
of  the  base.  A  theoretical  discussion  of  this 
problem  shows  that  if  a;  is  the  fraction  of  the 
base  appropriated  by  the  first  acid  HA^,  and 
l—x  accordingly  the  fraction  appropriated  by 

the  other  acid  HA,,  then   -j*-  =  a/  ^i.   If, 

therefore,  the  values  of  K^  and  K,  have  been 
determined  in  the  way  already  described,  it  is 
possible  to  calculate  the  distribution  of  the 
available  base  between  the  two  competing  acids. 
That  this  can  be  done  in  good  agreement 
with  experiment  is  shown  by  the  following 
figures: — 

HAi  HA«  «oalc.  sfonnd 

Dichloraoetic  acid    Lactic  acid      0*95      0-91 
Formic  acid  Acetic  acid      0-75      0*76 

Acetic  acid  Butyric  acid    0*54      0*53 

It  is  evident,  then,  that  a  knowledge  of  the 
dissociation  constant  of  an  acid  enabks  us  to 
calculate  relatively  the  affiniiy  or  avidity  of  this 
acid  for  a  base.  There  are  other  meuiods  for 
ascertaining  the  relative  affinity  or  avidity  of  an 
acid,  methods  available  in  the  case  of  strong 
acids  n^ch  do  not  obey  the  dilution  law,  and  to 
which,  therefore,  no  definite  value  of  K  can  be 
assigned.  Among  these  methods  are  the  deter- 
mination of  the  heat  effects  accompanyins 
neutralisation  (Thomsen),  the  measurement  of 
the  density  clumges  (Ostwald),  and  the  study  of 
the  influence  of  acids  in  accelerating  the  in- 
version of  sucrose  or  the  hydrolysis  of  methyl 
acetate.  The  order  of  magnitude  of  the  values 
obtained  by  these  and  otner  methods  for  the 
relative  affinity  of  acids  is  the  same,  as  will  be 
seen  by  an  inspection  of  the  following  table : — 
Vol.  I.— T. 


Add 


KxlOO 


Ha 

HNO, 

Ca,-COOH 

CHC1,-C00H 

CHodcOOH 

HCJOOH 

CH.COOH 


Relative  affinity 
deduced  from 
Sucrose    Density 
invertion    ohaoges 
100          100 

100 

100 

75 

80 

27 

33 

4*8 

7 

1-5 

3 

0-4 

1 

30  (approx.) 

614 

0-166 

0-021 

0-0018 

^Ihe  manner  in  which  a  dissociation  equi- 
librium is  affected  by  excess  of  one  of  the  pro- 
ducts of  dissociation  has  already  been  referred 
to  in  connection  with  the  ^phuric  acid  contact 
process.  It  was  there  shown  that  as  the  equi- 
nbrium  concentration  of  tiie  oxygen  is  increased, 
so  the  extent  to  which  the  sulphur  dioxide  is 
converted  into  trioxide  is  increased  also.  In 
other  words,  the  dissociation  of  sulphur  trioxide 
into  sulphur  dioxide  and  oxygen  is  diminished 
in  presence  of  excess  of  oxygen,  one  of  the 
products  of  dissociation.  An  analogous  state- 
ment may  be  made  in  connection  with  the 
electrolytic  dissociation  of  an  electrolyte,  such 
as  acetic  acid.    H  to  a  solution  of  tms  acid  a 

quantity  of  CH,*COO  ions  is  added,  the  dis- 
sociation of  the  acid  is  diminished  to  a  largo 
extent,  t.e.  the  concentration  of  the  hydrogen 
ions  is  venr  much  reduced,  and  the  acid  character 
of  the  solution  almost  disappears.     It  is  true 

that  CHj-COO  ions  cannot  be  added  by  them- 
selves, but  a  solution  of  the  sodium  salt  of  acetic 
acid  serves  the  purpose,  for  suoh  a  salt,  to  judge 
from  its  conductivity,  is  highly  dissociated  into 

CHj-COO  ions  and  sodium  ions.  That  the 
effective  acidity  of  an  acetic  acid  solution  almost 
disappears  on  the  addition  of  a  little  sodium 
acetate  solution  is  very  clearly  seen  by  com- 
paring the  effects  of  (1)  the  acetic  acid  solution, 
(2)  the  acetic  acid  solution  +  sodium  i^cetate,  on 
the  inversion  of  sucrose.  It  has  been  found  that 
the  vdocity  of  inversion  in  presence  of 

?CH,-COOH-f^CH,<X)ONa 

N 
in    about   ^   what   it    is    in    presence    of    .- 

CH,COOH  alone.  Not  only  is  this  influence  of 
a  neutral  salt  on  the  effective  acidity  of  a  weak 
acid  to  be  expected  on  the  basis  of  the  mass 
action  law,  but  it  has  also  been  found  possible, 
with  the  help  of  the  equilibrium  formula,  to 
calculate  accurately  the  effect  produced  by 
adding  any  given  quantity  of  the  neutral  salt. 

The  cases  of  equilibrium  so  far  discussed 
have  been  those  which  occur  in  homogeneous 
systems,  but  there  are  numerous  oases  also  of 
non-homogeneous  or  heterogeneous  equilibrium. 
The  bearing  of  the  law  of  mass  action  on  re- 
versible reactions  of  this  character  will  be  moat 
readily  appreciated  by  considering  one  or  two 
examples.  The  dissociation  of  calcium  oar- 
bonato  ma^  be  taken  in  the  first  place.  If  this 
substance  is  heated  to  760*  in  a  closed  space,  it 
breaks  up  to  some  extent  into  calcium  oxide  and 
carbon  dioxide :  if,  on  the  other  hand,  carbon 
dioxide  at  atmospheric  pressure  is  passed  over 
calcium  oxide,  heated  U>  the  afore-mentioned 
temperature,  the  reverse  action  takes  place  and 
calcium  carbonate  is  formed.  That  is  to  say, 
an   equilibrium  is  established   which   may   bQ 

30 


754 
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repnaented  thus :  OrCO,  ^  CaO  +  COf  In 
applying  the  law  of  mass  action  to  this  case,  we 
aie  oonnronted  with  the  quoBtion :  What  is  the 
concentration  or  *  active  mass  '  of  a  solid  taking 
part  in  a  reaction  ?  An  answer  to  this  question 
may  be  reached  by  supposing  that  in  the  gaseous 
phase  of  the  reaction  system  there  is  equilibrium 
Detween  the  calcium  carbonate,  the  calcium 
oxide,  and  the  carbon  dioxide ;  tiiat  is,  each  of 
the  solid  substances  concerned  in  the  reaction 
is  supposed  to  have  a  definite,  if  infinitely  small, 
sublimation  pressure  at  a  given  temporature| 
and  therefore  to  be  represented  in  the  gaseous 
phase.  On  this  basis,  the  equilibrium  at  a 
given  temperature  would  be  governed  by  the 

formula  K,  =3  -*-,  where  C^,  Ct>  and  C  are  the 

equilibrium  concentrations  of  calcium  carbonate, 
calcium  oxide,  and  carbon  dioxide  in  the 
gaseous  phase,  respectively.  If  partial  pres- 
sures are  employed  instead  of  concentrations, 

the  formula  would  be  K  =  '•'.    Now  wi  and  »,, 

being  sublimation  pressures,  have  fixed 
values  at  a  given  temperature,  and  are  inde- 
pendent of  uie  absolute  amounts  of  calcium 
carbonate  and  calcium  oxide  present.  Hence 
v«  const.,  and  since  r^  and  r^  are  negligibly 
small,  V,  the  partial  pressure  of  the  carbon 
dioxide,  is  practically  equal  to  p,  the  total 
pressure  exerted  by  the  system ;  so  that  we  may 
write  p  »  const.  The  application,  therefore,  of 
the  law  of  mass  action  to  the  dissociation  of 
calcium  carbonate  leads  to  the  result  that  at 
each  temperature  the  reaction  system  exerts 
a  definite  pressure— the  dissociation  pressure,  as 
it  is  termed.  This  statement  is  valid  only  on 
the  understanding  that  the  substances  involved 
in  the  reaction  are  kept  in  contact  with  each 
other ;  if  provision  is  made  for  keeping  the 
pressure  of  the  carbon  dioxide  permanently 
oelow  or  above  the  equilibrium  value,  then  a 
reaction  proceeds  until  the  calcium  carbonate 
(in  the  first  case)  or  the  calcium  oxide  (in  the 
second  case)  has  disappeared.  By  artificial 
alteration  of  the  pressure  at  constant  tempera- 
ture, therefore,  any  reaction  of  the  same  type  as 
CaCOj^CJaO  -f  CO,  may  be  made  to  proceed 
either  from  left  to  right,  or  vice  versd.  The 
reaction  2BaO  «^2BaO  -4-  O  ^  is  also  a  case 
where  two  solids  and  a  gas  are  in  equilibrium 
with  each  other,  and  it  may  be  treated  in  the 
same  way  as  the  dissociation  of  calcium  car- 
bonate. 

Perhaps  the  chief  point  that  emerges  from 
the  foregoing  is  that  the  active  mass  of  a  solid 
taking  jMirt  in  a  chemical  reaction  is  constant. 
The  correctness  of  this  conclusion  has  been  con- 
firmed by  the  investigation  of  various  hetero- 
geneous reactions  different  in  type  from  the  dis- 
sociation of  calcium  carbonate.  One  of  these 
may  be  considered  here,  viz.  the  equilibrium 
represented  by  SFe  -f  4H,0  ^  Fe,04+4Hj 
(see  DevOle,  Compt.  rend  1870,  70,  1105,  1201 ; 
71,  30  ;  Preuner,  Zeitsch*  physikal.  (%em.  1904, 
47,  385).  On  the  assumption  that  the  active 
masses  of  the  iron  and  the  iron  oxide  are  con- 
stant, the  application  of  the  law  of  mass  action 

p 
obviously  loads   to   the   result     ^*     =  const., 

Ph. 


p      and  p     being  the  partial  pressures  of  the 

wiSer  vapour  and  the  hydrogen  when  equHibriuin 
has  been  established  at  a  (^finite  temperature. 
This  relationship  is  verified  by  the  experi* 
mental  results,  some  of  which  are  quoted  in  the 
following  table.  The  experiments  consisted  in 
exposing  iron  in  an  electrically  heated  closed 
system  to  the  action  of  water  vapour  kept  up  to 
a  constant  pressure  (p      ).    From  the   total 

pressure  reached  at  equilibrium— p    «  +  «- 

the  partial  pressure  of  the  hydrogen  could  easily 
be  deduced.  It  was  further  found  that,  starting 
with  excess  of  hydrogen  and  iron  oxide,  the 
equilibrium  could  be  reached  in  the  other 
direction.  The  results  recorded  in  the  table 
were  obtained  at  a  temperature  of  900^;  the 
pressures  are  given  in  millimetres  of  mercury: — 


^H^O 

^H. 

PH,0. 

8-8 

13*5 

0>«5 

12-7 

18-0 

0-71 

21*5 

306 

0-70 

35-0 

52-0 

0-67 

49*3 

71-8 

0-68 

When  the  difficult  nature  of  the  experimeots 
IB  taken  into  account,  the  numbers  in  the  last 
column  may  be  regarded  as  satisfactorily  con- 
stant and  as  demonstrating  the  applicabilitv  of 
the  mass  action  law  to  this  case.  Although  in 
a  closed  system  an  equilibrium  is  reached  in  the 
way  described,  yet  if  provision  is  made  for  re- 
moving the  hydrogen  as  fast  as  it  is  formed,  and 
thereby  keeping  its  partial  pressure  i>6rman6ntly 
below  the  equilibrium  value,  the  reaction  will 
proceed  until  the  iron  is  all  converted  into  oxide. 

There  are  many  reversible  reactions  in- 
volving a  solid  substance  and  a  Uquid,  or  a  solid 
and  a  dissolved  substance.  Here  also  the  active 
mass  of  the  solid  is  constant  at  a  given  tempera- 
ture, solubility  and  sublimation  pressure  being 
analogous  quantities.  The  equilibrium  formula 
undergoes,  therefore,  a  similar  simplification  to 
that  iUustrated  in  the  foregoing  paragraphs. 

Influence  of  Tempetaiurt. — In  general,  a  re- 
action system  which  is  in  equilibrium  at  a  given 
temperature  is  no  longer  in  equilibrium  when 
the  temperature  is  alt^ed.  A  measure  of  this 
influence  of  temperature  on  chemical  equi- 
librium is  found  in  the  change  of  the  equilibrium 
constant,  and  an  illustration  of  the  extent  to 
which  K  may  change  with  temperature  hta 
already  been  given  in  connection  with  the 
oxidation  of  smphur  dioxide  to  trioxide.  The 
exact  relationship  between  temperature  and 
equilibrium  is  denned  by  a  formula  associated 
with  the  name  of  van't  Ho£f,  according  to  which 
rfO^K)  =_^«^  The  symbol  K  is  the  equi- 
librium constant,  that  is,  the  ratio  between  the 
product  of  the  equilibrium  concentrations  of  the 
substances  on  the  right  side  of  the  equation  and 
the  product  of  the  equilibriifm  concentrations  of 
those  on  the  left  side ;  q  is  the  heat  evolved 
when  the  reaction  goes  completely  from  left  to 
right,  T  is  absolute  temperature,  and  B  is  the  ns 
constant.  The  theoretical  basis  of  van't  HolTs 
formula  need  not  be  discussed  here,  but  one  or 
two  points  involved  in  it  may  be  indicated.  It 
is  evident,  in  the  &rst  place,  that  when  the  heat 
effect   of   a  reversible  reaction   is  small,  the 


CHEMICAL  AFFINITY. 


766 


variation  in  K  is  also  small^  i.e.  the  position  of 
equilibrium  is  but  slightly  shifted  on  altering 
the  temperature.  An  instance  of  this  is  fumishea 
by  the  reversible  reaction  between  ethyl  alcohol 

and  acetic  acid.    Again,  if  g  is  positive,     ^  — 

is  negative,  so  that  K  diminishes  with  rising 
temperature,  corresponding  to  a  shifting  of  the 
equilibrium  in  favour  of  the  substances  on  the 
left  side  of  the  equation.     If,  on  the  other  hand, 

q  is  negative,     ^—  is  positive,  and  a  rise  of 

temperature,  therefore,  involves  a  displacement 
of  the  equilibrium  in  favour  of  the  substances  on 
the  right  side  of  the  equation.  It  m-tHI  be  ob- 
served that  in  both  cases,  whether  q  is  positive 
or  negative,  a  rise  of  temperature  involves  a 
shifting  of  the  equilibrium  in  the  direction  which 
means  absorption  of  heat. 

As  an  illustration  of  the   applicability  of 
van*t  Hoff*8  formula  in  an  individual  case,  the 

reaction  2S0,  ^  2S0,-f  O,  may  bo  taken. 
From  the  values  of  the  equilibrium  constant 
obtained  for  this  reaction  at  different  tempera- 
tures (see  p.  761),  the  values  of  q  over  narrow- 
intervals  of  temperature  were  calculated  by  the 
formula.  It  was  found  that  g  is  a  linear  function 
of  the  temperature,  and  may,  in  fact,  be  repre- 
sented by  the  equation  gs-47300+4T.  If 
this  expression  for  q  is  inserted  in  the  formula 

^^      =  —  ~  9  and  the  equation  is  integrated, 

the  following  formula  is  obtained: — 


logio  K  = 


10878 


-2-222  logioT-f  14-686. 


The  relation  between  K  and  T  expressed  in  this 
formula  is  almost  exactly  that  observed  in  the 
experimental  investigation :  this  appears  from 
the  following  figures : — 

f  C.  ]og  K  found  log  K  calc. 

628  -4-809  -4-817 

679  -4126  -4-099 
627                -3-600  -3-602 

680  -2-914  -2-893 
727  -2-461  -2-463 
789  -1-900  -1-922 
832  -1-563  -1-673 
897                -1-089                -1-083 

Catalysb.  No  discussion  of  reaction  velocity 
or  chemical  equilibrium  would  be  complete 
without  a  reference  to  the  phenomenon  of 
catalysis.  It  very  frequently  happens  that  a 
chemical  reaction,  which  of  itself  is  extremely 
sluggish,  proceeds  with  comparative  rapidity  in 
presence  of  some  foreign  subst-ance — a  catalyst, 
as  it  is  called.  Cases  of  such  an  acceleration  of 
a  chemical  reaction  have  long  been  known,  and 
in  both  laboratory  and  technical  processes 
catalysts  are  in  common  use. 

A  rational  quantitative  study  of  catalysis  is 
possible  only  on  the  basis  of  the  law  of  mass 
action.  In  the  velocity  coefficient,  as  already 
explained,  we  have  a  definite  measure  of  the  rate 
of  a  chemical  change  under  given  conditions. 
For  a  given  reaction,  therefore,  which  is  catalyti- 
cally  accelerated,  the  value  of  the  velocity 
coefficient  at  a  given  temperature  is  a  measure 
of  the  efficiency  of  the  catalyst,  and  by  com- 
paring the  values  obtained  for  the  velocity  co- 
efficient in  different  experiments,  one  can  find 


Decrease  per 
niinute 
1-78 
1-80 
1-90 
1-76 
1-78 


out  how  the  efficiency  of  a  catalyst  varies  with 
the  conditions  under  which  it  works,  and  how 
the  efficiency  of  one  catalyst  compares  with  that 
of  another  working  under  the  same  conditions. 

GenertU  Characteristics  of  Catalysts. — One  very 
common  and  striking  feature  of  catalvsis  is  that 
the  quantity  of  the  catalyst  is  so  small  compiured 
with  the  quantities  of  the  main  reacting  sub< 
stances.  As  a  rule,  too,  the  activity  of  the 
catalyst  at  the  end  of  the  reaction  which  it  has 
accelerated  is  unimpaired.  An  illustration  of 
these  features  of  catalysis  is  furnished  by  the 
influence  of  colloidal  platinum  in  promoting  the 
union  of  hydroeen  and  oxygen  at  the  ordmary 
temperature.  In  some  experiments  made  by 
Bredig,  2*6  c.c.  of  colloidal  platinum  solution 
(containing  0-17  milli^am  of  platinum)  were 
shaken  with  electrolytic  gas,  with  the  follo\iing 
results: — 

Time  in       Decrease  in  the 
minutes         volume  of  gas 

10  17-8  c.c. 

20  36-8    „ 

30  54-8    „ 

40  72-4  „ 

60  90-2  „ 

The  average  of  the  figures  in  the  last  column 
is  a  measure  of  the  catalytic  efficiency  of  the 
colloidal  platinum  in  the  early  stages  of  its 
activity.  Thd  same  colloidal  platinum  was 
then  shaken  intermittently  during  14  days 
with  the  mixture  of  hvdrogen  and  oxygen, 
about  10  litres  of  which  disappeared  in  this 
time.  Not  only  is  the  contrast  between  the 
minute  quantity  of  the  catalyst  and  the  extent 
of  the  induced  change  sufficiently  striking,  but 
a  determination  of  the  actual  rat«  of  disappear- 
ance of  the  gas  at  the  end  of  the  14  days  showed 
that  the  rate  of  decrease,  measured  over  succes- 
sive 10-minute  intervals,  was  2-02,  1-87,  1*96, 
1-97,  and  2-01  o.c.  per  minute.  From  these 
figures  it  is  obvious  that  the  catalytic  efficiency 
of  the  colloidal  platinum  is  unimpaired.  In 
connection  with  this  case,  however,  the  objec- 
tion might  be  raised  that  hydrogen  and  oxygen 
do  not  combine  at  the  ordinary  temperature, 
and  that  the  platinum  ought  to  bie  regarded,  not 
as  accelerating  a  change  which  would  take  place 
in  its  absence,  but  as  actually  initiating  the  re- 
action. The  answer  is  that  at  600^  hydrogen 
and  oxygen  combine  'with  appreciable  rapicCty 
in  the  absence  of  a  catalyst,  but  that,  in  view  of 
the  large  temperature  coefficient  of  reaction 
velocity,  the  rate  of  union  naturally  becomes 
insignificant  even  at  400^  whilst  at  ordinary 
temperatures  the  two  gases  appear  not  to  react 
at  all.  There  is,  however,  no  reason  to  suppose 
that  there  is  a  definite  temperature  below  which 
absolutely  no  combination  takes  place. 

The  mere  fact  that  the  amount  of  a  catalyst 
may  be  almost  infinitely  small  compared  with 
the  amounts  of  the  substances  changed  under 
its  influence,  shows  that  the  final  state  of  the 
reactive  system  must  be  independent  of  the 
cattdyst ;  in  particular,  if  the  accelerated  re- 
action is  reversible,  the  state  of  equilibrium 
finally  attained  must  bo  the  same  as  when  no 
catalyst  is  present,  llie  catalyst,  that  is, 
influences  only  the  rate  at  which  the  condition 
of  equilibrium  is  reached,  not  the  position  of 
equilibrium  itself.  Exixti mental  evidence  in 
favour  of  this  proposition  is  Hupplic<l  by  Turbaba's 
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investigation  of  the  relationship  between  aide* 
hyde  and  paraldehyde.  The  conversion  of 
paraldehyde  into  the  equilibrium  mixtuM 
which  at  50*5^  contains  33*9  p.c.  aldehyde,  ^ 
accompanied  by  an  expansion,  and  the  course 
of  the  change  may  therefore  be  followed  by 
means  of  a  dilatometer.  Various  substances 
accelerate  the  chanse,  but  the  difference  between 
the  initial  and  finid  volumes,  as  shown  by  the 
following  figures,  is  independent  of  the  nature 
and  the  amount  of  the  catalyst : — 


Catalyst 
Sulphur  dioxide 


»» 


ft 


»« 


>• 


Per  cent,  of  Percentage  iacrease 

catalsrst  of  volume 

0-08  8-20 

0-07  8-34 

0-002  819 

2-7  813 

013  813 

0-62  8-27 

0-54  8-10 


Zinc  sulphate 
Hydrochloric  acid 
Oxalic  acid 
Phosphoric  acid 

If  the  position  of  equilibrium  in  a  reversible 
reaction  is  independent  of  the  catalyst,  then  K, 
the   equilibrium   constant,    must    be   similarly 

independent.     Further,   since    K  =  7*,   where 

kj  and  k^  are  the  velocity  coefficients  of  the 
forward  and  back  reactions,  it  follows  that  the 
catalyst  must  accelerate  the  forward  and  the 
back  reaction  in  the  same  proportion.  This  has 
been  demonstrated  in  connection  with  the 
catalytic  effect  of  acids  on  the  action  between 
an  acid  and  an  alcohol  and  the  reverse  change. 
It  should  further  be  pointed  out  that  the 
amount  of  enersy  transformed  during  a  chemical 
change,  being  dependent  only  on  the  initial  and 
final  states  of  the  system,  is  independent  of  the 
catalvst.  The  latter  may  be  compared  to  the 
oil  which  facilitates  the  sliding  of  a  weight  down 
an  inclined  plane,  without  affecting  the  total 
energy  derivable  from  the  fall  of  the  weight. 

Another  point  of  groat  interest  is  the  relation- 
ship between  the  value  of  the  velocity  co- 
efficient for  a  given  reaction  at  a  given  tempera- 
ture and  the  concentration  of  the  catalyst. 
In  many  cases  the  relationship  is  a  linear  one. 
The  rate  of  inversion  of  sucrose  by  acids,  for 
instance,  is  proportional  to  the  concentration  of 
the  hydrogen  ions,  provided  that  this  concen- 
tration is  low ;  on  the  basis  of  this  proportion- 
ality, in  fact,  it  is  possible  to  calculate  the 
velocity  of  inversion  by  dilute  acetic  acid  from 
the  velocity  observed  with  dilute  hydrochloric 
acid.  In  other  cases,  however,  the  relationship 
between  reaction  velocity  and  concentration  of 
catalyst  is  not  a  linear  one.  The  decomposition 
of  hydrogen  peroxide  under  the  influence  of 
colloidal  platinum  is  an  illustration  of  this. 
The  course  of  the  decomposition  can  be  followed 
by  extracting  a  definite  volume  of  the  reaction 
mixture  from  time  to  time  and  titrating  with 
potassium  permanganate.  The  course  of  the 
change  is  in  harmony  with  the  formula  for  a 
uni molecular  reaction,  and  for  each  concentra- 
tion of  platinum  a  definite  value  of  k,  the 
velocity  coefficient,  can  be  obtained.  The 
following  table  contains  the  values  of  k  corre- 
Fponding  to  various  concentrations  of  platinum: — 

Platinum  concentration  k 

21-0Xl(r«  0-072 

10-5  X  10-«  0-024 

5-2  X  10-«  0-0084 

2'6xl0-«  0-0027 


From  these  figures  it  appears  that  when  the 
concentration  of  the  catalyst  is  doubled,  the 
velocity  of  decomposition  is  trebled. 

Catalyeis  and  the  law  of  mass  actum, — ^The 

general  characteristics  of  catalysts  have  been 
iscussed  in  the  foregoing  paragraphs,  but  it 
must  be  admitted  that  the  phenomena  associated 
with  catalysis  are  firequently  more  complex  than 
has  been  suggested.  It  appears  that  the  catalyst 
often  works  m  such  a  way  as  to  mask  the  opera- 
tion of  the  law  of  mass  action  altogether. 
Although  a  detailed  discussion  of  these  peculi- 
arities of  oatalytically  accelraated  reactiona  is 
not  possible  here,  a  brief  consideration  of  some 
typical  cases  will  be  found  useful. 

A  careful  study  has  been  made  of  the  rate  at 
which  sulphur  dioxide  and  oxygen  unite  in 
presence  of  platinum  {see  Bodenstein,  Zeitsch. 
physikal.  Chem.  1907,  60,  1),  and  the  results 
show  that  the  velocity  of  union  is  independent 
of  the  oxygen  concentration  (except  when  it  is 
extremely  small),  proportional  to  the  concen- 
tration of  sulphur  dioxide,  and  inversely  pro- 
portional to  the  square  root  of  the  trioxidie  con- 
centration. This  behaviour  is  obviously  quite 
different  -from  what  would  be  expected,  under 
the  law  of  mass  action.  The  most  satisfactory 
explanation  seems  to  be  that  the  factor  which 
really  determines  the  velocity  of  reaction  is  the 
rate  of  passage  of  the  sulphur  dioxide  through  a 
layer  of  sulphur  trioxide,  absorbed  at  the  surface 
of  the  platinum.  From  this  point  of  view,  what 
is  measured  is  a  diffusion  velocity,  not  a  reaction 
velocity,  for  it  is  supposed  that  the  sulphur 
dioxide  and  the  oxygen,  when  they  have  reached 
the  platinum,  react  with  great  rapidity.  Boden- 
stein has  further  shown  uiat  the  rate  of  union  of 
the  two  gases  under  the  influence  of  other 
catalysts  is  governed  by  the  same  factors.  Not 
only  so,  but  it  has  been  found  that  the  rate  of 
change  in  many  other  heterogeneous  catalytic 
reactions  is,  in*  all  probability,  determined  by 
the  physical  process  of  diffusion.  This  is  the 
case  with  the  imion  of  hydrogen  and  oxygen  in 
contact  with  heat-ed  porous  porcelain  {see  Bone 
and  Wheeler,  PhiL  Trans,  1906,  206,  1);  in  this 
instance,  the  rate  of  union  of  the  gases  appears 
to  be  determined  to  a  large  extent  by  the  rate 
of  occlusion  of  hydrogen. 

Additional  support  to  the  view  that  the 
velocity  of  a  heterogeneous  catalytic  reaction 
may  be  determined  mainly  by  a  diffuaion  process, 
is  furnished  by  the  relatively  low  value  of  the 
temperature  coefficient  in  the-se  cases.  As 
already  indicated,  the  velocity  of  a  homogeneous 
chemical  reaction  is  doubled  or  trebled  for  every 

km 

rise  of  10®,  but  the  value  of      ^^°  for  a  heteio- 

geneous  reaction  is  frequently  not  much  greater 
than  the  value  (about  1*3)  we  should  expect  if 
the  rate  of  reaction  were  determined  by  a 
diffusion  velocity  alone. 

Among  the  most  important  catalytic  re- 
actions arc  those  which  take  place  under  the 
influence  of  enzymes.  These  catalysts  are  able 
to  promote  changes  in  organic  matter  which,  in 
their  absence,  can  be  effected  only  with  great 
difficulty.  There  is  a  close  analogy  between 
enzymes  *and  ordinary  inorganic  catalysts,  but 
it  is  frequently  found  that,  owing  to  the  opera- 
tion of  various  factors,  the  course  of  a  reaction 
which  takes  place  under  the  influence  of   an 
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enzyme,  deviates  considerablv  from  what  we 
should  expect  on  the  basis  of  the  law  of  mass 
action.  In  ^e  inversion  of  sucrose  by  invertase, 
for  example,  the  velocity  coefficient,  calculated 
by  the  tormula  for  a  unimolecular  reaction, 
increases  with  the  time  (Brown,  Chem.  Soc. 
Trans.  1902,  81,  373).  This  is  shown  b^  the 
following  table,  which  refers  to  the  inversion  of 
a  9*48  p.o.  sucrose  solution  at  30^  ;  the  symbol 
X  stanos  for  the  fraction  of  the  total  sucrose 
inverted  by  time  i : — 

t  mill.  X  \^^i\.x 

30  0265  0-00445 

64  0-609  0O0483 

120  0-794  0-00671 

180  0-946  0-00698 

240  0-983  0-00737 

The  departure  from  the  law  of  mass  action 
becomes  still  clearer  when  experiments  are 
made  in  which  a  constant  amount  of  invertase 
is  allowed  to  act  for  a  given  time  on  var>'ing 
amounts  of  sucrose  in  a  constant  volume  of 
solution.  Such  experiments  show  that  the 
enzyme,  instead  of  inverting  a  conskint  fraction, 
as  required  by  the  law  of  mass  action,  has  in- 
verted a  coMtant  toeighi  of  sucrose  in  the  given 
time  ;  only  when  the  quantity  of  sucrose  is  very 
small  is  the  law  of  mass  action  obeyed  [aee  p.  749). 
In  the  hydrolysis  of  starch  by  diastase,  and  of 
milk  sugar  by  lactase,  it  is  similarly  found  that 
the  amount  of  chan^  induced  by  the  enzyme  is, 
for  the  initial  portion  of  the  change,  a  linear 
function  of  the  time  (see  Brown  and  Glen- 
dinning,  Chem.  Soc.  Trans.  1902,  81,  388 ;  £.  F. 
Armstrong,  Proc.  Rov.  Soc.  1904,  73,  600) ;  the 
later  portion  of  the  change,  when  the  amount  of 
catalyst  ia  larger  relatively  to  the  amount  of  carbo- 
hydrate, conforms  to  the  law  of  mass  action. 

Another  peculiarity  about  enzyme  action, 
which  is  frequently  observed,  is  that  the  activity 
of  the  enzyme  does  not  remain  constant  through- 
out the  whole  course  of  the  change  which  it 
induces.  In  the  hydrolysis  of  amygdalin  by 
omulsin,  and  of  milk  sugar  by  lactase,  the 
products  of  reaction  seem  to  exert  a  specific 
influence  in  putting  the  enzyme  out  of  action 
{see  Tammann,  Zeitsch.  physikal.  Chem.  1892, 
16,  271 ;  Armstrong,  Proc.  Roy.  Soc.  1904,  73, 
600).    This  is  indicated  by  the  regular  falling 

ofi  in  the  value  of  -  log    _-  as  the  reaction  pro- 

ceeds,  that  is,  as  the  products  of  the  reaction 
accumulate. 

Mechanism  of  catdiysis, — ^Many  theories  have 
been  advanced  as  to  the  way  in  which  a  catalyst 
exerts  its  influence.  According  to  one  very 
commonly  accepted  view,  a  cat^yst  is  effective 
because  it  combines  with  the  substrate,  and  this 
intermediate  compound  then  breaks  up  into  the 
final  products  of  change,  the  catalyst  being 
liberated-  Obviously,  if  this  account  of  cata- 
\yt\o  change  is  to  give  an  adequate  interpreta- 
tion of  the  phenomena,  it  must  be  supposed  that 
the  formation  and  decomposition  of  the  inter- 
mediate compound  together  require  a  shorter 


time  for  their  occurttifo^than  the  direct  ohanse 
itself.  There  is  a  sood  deal  of  evidence,  largely 
oi  an  indirect  kind,  in  favour  of  the  view  that 
Ainbination  takes  place  between  catalyst  and 
substrate.  The  increased  stability  of  invertase 
in  presence  of  sucrose,  the  specificity  of  enzymes, 
and  the  occurrence  of  a  Imear  portion  in  the 
time  curve  for  the  hydrolysis  of  sugars,  are  facts 
which  contribute  to  this  evidence.  In  the  case 
of  the  catalytic  influence  of  molybdio  acid  on 
the  reaction  between  hydrogen  peroxide  and 
hydrogen  iodide,  it  has  been  definitely  shown 
that  combination  takes  place  between  the 
molybdic  acid  and  the  hydrogen  peroxide. 
Aluminium  chloride  also,  well  known  as  a 
catalytic  agent,  forms  definite  compounds  with 
the  substances  the  reactivity  ot  which  it 
promotes.  But  i^though  we  may  frequently 
assume  the  very  probable  formation  of  inter- 
mediate compounds  in  enzyme  action  and  cata- 
lysis generally,  it  is  quite  impossible,  in  many 
cases,  to  specify  the  nature  of  these  compounds. 

There  are,  moreover,  many  cases  in  which 
the  efficiency  of  a  catalyst  depends  almost 
certainly  on  something  else  than  the  formation 
of  intermediate  compounds.  The  investigation 
of  non -homogeneous  catalytic  reactions,  such  as 
the  combination  of  sulphur  dioxide  and  oxygen 
under  the  influence  of  platinum,  or  the  union  of 
hydrogen  and  oxygen  under  the  influence  of 
porous  porcelain,  has  led  to  the  conviction  that 
in  these  cases  occlusion  or  adsorption  of  the  re- 
actuig  substances  occurs  at  the  surface  of  the 
catalyst,  and  that  the  higher  concentration  of 
the  reagents  thus  secured  is  responsible  for  the 
greater  velocity  of  reaction.  It  is  possible  to 
mterpret  enzyme  action  also  on  this  basis,  for 
the  solution  of  an  enzyme  is,  strictly  speaking,  a 
non-homogeneous  system. 

Bibliography.  —  Chemical  Statics  and 
Dynamics,  J.  W.  Mellor ;  Thermodynamics 
of  Technical  Gas  Reactions,  F.  Haber ; 
Nature  of  Enzyme  Action,  W.  M.  Bayliss ; 
Catalysis  and  its  Applications,  Conroy  (J.  Soc. 
Chem.  Ind.  1902,  21,  302).  J.  C.  P. 

CHERRY.  The  fruit  of  Prunus  avium  rsweet 
cherry)  or  P.  cerasus  (Morella  cherry).  There 
are  many  varieties.  Konig  gives,  as  the  com- 
position of  ordinary  cherries : 

Other 
Free  Invert  Socch-  carbo- 
Water  Protein  add  sugar  arose  hydrates  Fibre  Ash 
80-6      1-2     0-7      8-9     0-6       1-8     6-8     0-6 

Included  in  the  carbohydrates  is  0-6-1-0  p.c. 
of  pentosans  (Wittreaun,  1901).  A  more 
detaued  examination  by  Keim  (Zeitsch.  anal. 
Chem.  1891,  30,  401)  showed  that  in  the  unripe 
fruit  of  P.  cerastis,  citric,  malic,  and  succinic 
acids  were  present ;  that  cane  sugar  was  present, 
but  di minished  greatly  as  the  fruit  ripened.  The 
ripe  fruit  contamed  no  succinic  acid,  but  malic 
and  citric  acid  equal  to  0-46  p.o.  expressed  as 
malic  acid,  were  present,  and  the  sugars  were 
dextrose,  levulose,  and  traces  of  inositol.  Shaw 
(Expt.  Station  Record,  1899)  found,  as  the  mean 
of  the  analyses  of  13  varieties  of  cherries : 


Average 
weight 


6-29  gram^ 


Whole  fmit  Flesh 

Flesh         8tone    i     Juice        Residue         Water 


93-9 


61 


86-4 


13-6 


81-3 


In  the  flesh 
Protein  I      Sugar 


Ash 


0-9 


11-2 


0-6 
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Konig  gives,  tm  tho  mean  of  many  analvsee 
of  oherry  juice :  iSp.gr.  1*0737 ;  total  solids, 
19*4 ;  sugar,  12*8 ;  protein,  0*42 ;  free  acid, 
0-76 ;  tannin,  0*09 ;  ash,  0^55,  grammes  per 
100  CO. 

Konig  gives,  as  the  composition  of  the  ash : 


O      ^  m  ^- 

h    p,    S    3   6 
4  1*6 16*6  5*4  6*0  1*0 


Whole  ^  i 

fruit     .  54*8  A  6*8 
Flesh  only  60*1  —  70  5*2  —  12-9 

The  kernels  of  cherry  stones  contain  : 

I9it(t)({en- 
Water     Protein      Fat    free  extract  Fibre 

41-0        6-9         141        33-4        3-5 


ABh 
1*0 


The  kernels  contain  about  0-82  p.c.  of 
draygdalin. 

£^ed  cherries  contain,  according  to  analyses 
by  Konig  and  Krauch  (flesh  only) : 


Water 
49-9 

Other 
Invert    carbo- 
Bugar  hydrates  Protein 
31-2       14*3       21 

Fat 
0-3 

Fibre 
0*6 
H. 

ABh 
1-6 
1. 

CHERRY  BARK  TANNIN  v,  Taknins. 

CHERRY  LAUREL  OIL  v.  Oils,  £sssntial. 

CHERRY  TREE  GUM  v.  Ottms. 

CHERT.  (Feu^gUin,Homstein,GeT.)  Asili- 
cious  mineral  allied  to  chalcedony  and  flint. 
Similar  terms  are  applied  to  homstone  and  to 
any  impure  flinty  rock,  including  the  jaspers. 
It  is  worked  extensively  from  carboniferous 
limestone  quarries  in  flmtshire,  especially  at 
Halkin  and  Talacre  in  Denbighshire,  Derbyslure, 
and  at  Reeth  in  Yorkshire.  It  is  used  in 
potteries  for  paving  the  mills  in  which  flints  are 
ground.  The  following  is  an  analysis  of  a 
sample  from  VizEin,  Sicily,  given  by  Ricciardi 
(Gazz.  ohim.  ital.  11,  319)  :— 

Interior 
810,    A1,0,    FeO    CaO        H,0        8p.gr.  at  22° 
90*81     0*80      0-25    0*47  2*81  =  100*14      2*672 

White  cniBt  metamorphoBed  by  heat 
8iO,    A1,0,    FeO    CaO        H,0        Sp.gr.  at  22^ 
97*02     0*82      8*30    0-66  1*08=102*96      2*620 

CHESSYLTTE  or  CHESSY  COPPER.  {Kup- 
ferlawrp  Ger.)  A  blue  oxycarbonate  of  copper, 
2CuC0,*Cu(0H)j,  found  native  at  Chessy  near 
Lyons  {v,  Coppbb). 

CHESTNUT.  The  sweet  chestnut  is  the  seed 
of  Caatanea  VMca,  the  horse-chestnut  that  of 
JSkuIus  hippocastanum. 

Average  composition  : 


Pro- 

Carbo- 

Water 

tein 

Fat  hydrates  Fibre  Ash 

Sweet  chestnuts : 

Fresh  kemelB    .  86*6 

0*9 

8.0     '      44*9       '     1*7 

Dried  kemelB  .     6*8 

10-0 

10*0           70-9            2*7 

Spanish    .         .  100 

9*3 

7*6      08-1       2*4      2*7 

Hor«e  chestnuts     88*9 

4*8 

40       46*2       8-7      1*8 

„        (air-dried)  14*8 

0*8 

6*1       68*3      2*7      2*2 

'8woet  chestnuts  are  largely  used  as  human 
food ;    the   horse-chestnut  has   been   tried   as 


cattle  food,   with  success   (Gav,    Ann.    Agron. 
1896,  22,  401). 

The  kernels  of  an  aquatic  plant,  Trapa 
bispinosa,  are  extensively  used  as  food  under  the 
name  of  water-chestnut,  in  the  North  West  Pro- 
vinces of  India,  being  roasted  and  pounded  to  a 
flour.  Hooper  (Pharm.  J.  Trans.  1894,  53,  22) 
found  this  flour  to  contain  : 

Sugar 
Water  Protein    Fat     and  gum    Starch  CeUuloee   Ash 
42         8*4        lO        14*4        63*8        3*6        4*7 

The  ash  of  the  flour  contained  a  little  manga- 
nese, which,  however,  was  abundant  in  otner 
parts  of  the  plant. 

The  bark  of  the  horse-chestnut,  especially  in 
early  sprins,  contains  <B$culin  Ci{Hj,0„  the 
glucoside  o?  ssculctin  C^H^O^.  Another  glu- 
coside,  argyr€B«ein  C^^H^jOi^,  occurs  in  the 
seeds  of  the  horso-cheetnut  (Rochlcder,  J.  pr. 
Chem.  1862,  87,  1). 

Sweet  chestnuts  contain  small  quantities  of 
resins  and  tannin,  and  included  in  the  carbohy- 
drates are  suear,  dextrin,  starch,  and  other 
substances.  \^ry  diverse  amounts  of  these  have 
been  found  by  different  observers.  In  the 
horse-chestnut,  according  to  Laves  (Zeit«ch. 
angew.  Chem.  1902, 1013),  there  are  about  50  p.c. 
starch,  14  p.o.  cane  sugar,  13  p.c.  glucose,  and 
0*2  p.o.  tannin.  H.  I. 

CHESTNUT  EXTRACT.  The  wood  of  the 
Spanish  chestnut,  Ccutanea  vescOf  though  it 
contains  only  3-6  p.c.  of  tannin,  is  the  source 
of  the  much- vidued  chestnut  extract.  The  bark 
contains  more  tannin  than  the  wood  (17  p.c.), 
but  is  not  much  used.  The  tree,  which  ^;row8  to 
from  60  to  80  feet  in  height,  is  abundant  m  Italy, 
the  South  of  I^rance,  and  Corsica,  where  it  forms 
immense  forests,  and  it  is  also  very  common  in 
Americ 

Trimble  (The  Tannins),  who  very  carefully 
examined  the  tannin,  obtained  anal^'tical  data 
and  reactions  which  indicated  that  it  w*as 
identical,  or  nearly  so,  with  gallotannin,  but  it 
is  probable  that  this  wood  also  contains  traces  of 
a  catechol  tannin,  for  a  certain  quantity  of  a  red- 
colouring  matter  is  also  present,  which  resembles 
in  character  a  phlobophane.  Some  writers  have 
suggested  that  chestnut  tannin  is  a  methyl  other 
of  ordinary  gallotannin,  but  there  is  apjparently 
no  definite  evidence  in  support  of  this  theory. 

Chestnut  is  employed  almost  entirely  in  the 
form  of  extract,  the  strensth  of  which  varies,  but 
usually  contains  from  2d  to  32  p.c.  of  tannin. 
The  extract  is  frequently  decolourised,  and  some- 
times mixed  with  quebracho  extract  and  other 
materials.  Chestnut  taimin  is  the  tannin 
which  is  most  largely  emplo>*ed  for  the  dyeing 
of  silk.  Ccuianea  vesca  appears  to  be  frequently 
confused  with  the  horse-chestnut,  A9ctdu4 
hippocastanum.  The  tannin  derived  from  this 
latter  is,  however,  of  little  or  no  practical  value. 

A.  G.  P. 
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